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In the last two decades non-equilibrium spectroscopies have evolved from avant-garde studies
to crucial tools for expanding our understanding of the physics of strongly correlated materials.
The possibility of obtaining simultaneously spectroscopic and temporal information has led to
insights that are complementary to (and in several cases beyond) those attainable by studying
the matter at equilibrium. From this perspective, multiple phase transitions and new orders
arising from competing interactions are benchmark examples where the interplay among elec-
trons, lattice and spin dynamics can be disentangled because of the different timescales that
characterize the recovery of the initial ground state. For example, the nature of the broken-
symmetry phases and of the bosonic excitations that mediate the electronic interactions,
eventually leading to superconductivity or other exotic states, can be revealed by observing
the sub-picosecond dynamics of impulsively excited states. Furthermore, recent experimental
and theoretical developments have made it possible to monitor the time-evolution of both the
single-particle and collective excitations under extreme conditions, such as those arising from
strong and selective photo-stimulation. These developments are opening the way for new, non-
equilibrium phenomena that can eventually be induced and manipulated by short laser pulses.
Here, we review the most recent achievements in the experimental and theoretical studies of the
non-equilibrium electronic, optical, structural and magnetic properties of correlated materials.
The focus will be mainly on the prototypical case of correlated oxides that exhibit uncon-
ventional superconductivity or other exotic phases. The discussion will also extend to other
topical systems, such as iron-based and organic superconductors, digBharge-transfer
insulators. With this review, the dramatically growing demand for novel experimental tools
and theoretical methods, models and concepts, will clearly emerge. In particular, the neces-
sity of extending the actual experimental capabilities and the numerical and analytic tools to
microscopically treat the non-equilibrium phenomena beyond the simple phenomenological
approaches represents one of the most challenging new frontiers in physics.
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1. Introduction

For a long time, the study of the physical properties of materials has been pervaded by non-
equilibrium methods and concepts. Any form of transport or tunneling property is inferred from
measurements performed under the application of electric fields that drive the motion of the con-
duction electrons. Also, optical and photoemission spectroscopies require electromagnetic fields
to induce transitions between different energy levels. Although perturbative of an equilibrium
state, the common nature of these experiments relies on the fact that the external stimuli are
either extremely weak or their application lasts for a time much longer than the interaction time
among the internal degrees of freedom of the system. Expressly, a steady-state regime, which may
or may not correspond to the real ground state, is reached on a timescale much faster than the
observation time, thus providing quasi-equilibrium information which can be treated consistently
by conventional statistical approaches.

The possibility of breaking this paradigm by applying external perturbations faster than the
typical relaxation times led to dramatic advances. One of the most important examples is offered
by cold atoms, in which the typical lifetimes of the excited states are so long that the transforma-
tion from an excited quantum state to a statistical ensemble can be directly followed in real time.
Similar approaches in condensed matter have been sought for a long time, for their fundamental
interactions are often confined in the sub-nanosecond timescale. A turning point was attained
with the advent of ultrafast laser sources. These lasers deliver ultrashort, coherent and tunable
light pulses with durations ranging from a few to several hundred femtoseconds: (14s'°s).

Since then, it was realized that such lasers could be used to create non-equilibrium conditions
on timescales faster than the energy exchange with lattice vibrations, magnetic excitations and



other degrees of freedom, hence disclosing physical phenomena not observable by equilibrium
spectroscopies.

Among the wealth of systems and physical processes that could be investigated by ultra-
fast experiments, strongly correlated materials soon attracted a great deal of attention. These
systems are generally on the verge of multiple phase transitions, because of the strong interac-
tions between electrons occupying the same lattice sites, and hence prone to dramatic changes of
the electronic properties upon small changes in the external parameters, like temperature, dop-
ing, pressure and applied magnetic fields. As a natural extension of this concept, ultrashort light
pulses could be used as an additional knob to control the physical properties of the transient elec-
tronic states in the sub-ps timescale, and nowadays reaching the sub-fs timescale. In some cases,
the interplay among different degrees of freedom that are strongly intertwined in the frequency
domain has been disentangled in the time domain by exploiting specific thermalization processes
characterized by different timescales.

Within correlated materials, copper oxide-based compounds are an interesting system for
observing ultrafast mechanisms depending on temperature, pressure, doping and external fields,
hence unveiling complex phenomena that impact on some of the paradigms of solid state physics.
The information attainable by non-equilibrium studies is also relevant for studying electron—
boson interactions, the development of low temperature symmetry-breaking instabilities, the
competing or cooperative interactions among different order parameters and the doping evo-
lution of the fundamental electronic excitations from incoherent charge fluctuations to coherent
quasi-particles, along with other many-body mechanisms in condensed matter.

Along with the above mentioned topics, the study of non-equilibrium phenomena in super-
conductors has become so important that it can be regarded as a fundamental topic for condensed
matter physics. Since the first observation that intense laser pulses can non-thermally destroy the
superconducting state, laser-based spectroscopies gradually surpassed the junction carrier injec-
tion as a tool for studying non-equilibrium phenomena in superconductors. This topic further
evolved after the advent of ultrafast lasers and time-resolved experiments have been expanded
from superconductivity to other systems for studying the charge-orders, the spin and charge den-
sity waves, the electronically driven phase transitions and other mechanisms resulting from strong
correlation effects.

There are important reasons for studying non-equilibrium superconductivity in the time
domain. As an example, the dynamics of gapped phases is ubiquitously characterized by the
presence of bottlenecks in the relaxation dynamics. In this case, part of the system, such as
gap-edge electrons and optical phonons, reaches a quasi-equilibrium condition whereas the
remaining degrees of freedom are almost unaffected. This experimental fact suggests that the
single particle kinetics at the gap edges can be observed in some detail. For examplepin the
tleneck regime, the measured relaxation rates are ruled by the fundamental interactions among
the elementary single-particle excitations, thus providing complementary information to those
obtained by equilibrium spectroscopic methods. The proper treatment of bottlenecks turns out
to be crucial for understanding the relaxation of quasiparticles across the superconducting gap,
hence suggesting the most relevant bosonic modes that are populated during the recombination
process.

More in general, the timescale of the relaxation of high-energy electronic excitations and the
quasi-particle (QP) recombination dynamics, via electron—electron, electron—phonon or electron—
spin scattering, can unveil the most important interactions in the compound. By tuning the laser
photon energy, it is possible to induce resonant transitions between states with energies rang-
ing from ~0.001 to~ 6 eV, thus allowing a selection of particular relaxation channels. Finally,
time-domain laser spectroscopy can be used to investigate the dynamics of collective states,
such as the destruction of the superconducting condensate and its collective recovery or the



intrinsic dynamics of the amplitude and phase modes associated with specific order parame-
ters. For example, the study of the destruction and recovery of the superconducting condensate
in the time-domain can reveal new processes, such as the formation of vortex—antivortex pairs or
the coexistence of superconducting and normal domains, eventually similar to those observed at
equilibrium when an external magnetic field is applied.

The possibility of selectively exciting specific degrees of freedom in correlated materials
and superconductors opens the way to create novel metastable states, that cannot be reached via
thermodynamic transformations. Even though a comprehensive review of photo-induced phase
transitions is beyond the scope of the present work, we will report some important examples of
non-equilibrium phenomena that can be induced by strong laser-field excitations. The recent
advances in the production of intense THz and mid-infrared pulses led to the possibility of
directly coupling the laser field to low-energy degrees of freedom and to directly investigate,
for example, the emergence of cooperative phenomena induced by selective lattice excitations.
All these results point to the ability to achieve a real optical control of macroscopic electronic
phases on the sub-picosecond timescale.

Nowadays, time-resolved optical experiments can almost entirely probe the electromag-
netic spectrum from THz to the hard X-rays using either conventional ultrafast laser sources
or free electron lasers. This impressive development offers a wealth of possibilities to perform
non-equilibrium studies based on optical and photoemission spectroscopies or diffraction and
inelastic scattering experiments. Conversely, the development of suitable theoretical frameworks
to treat non-equilibrium problems is still in its infancy, while significant works are currently
under development to describe the many-body non-equilibrium physics in condensed matter.
For this reason, an entire section is focused on the ongoing theoretical efforts to treat strong-
electronic correlations in non-equilibrium conditions with the aim of going beyond the phe-
nomenological models currently used to interpret time-resolved experiments in the ultrafast time
domain.

The review is organized as follows.

In Section2, we provide a survey of the pump—probe (P—p) techniques for correlated electron
systems, with particular focus on table-top experiments.

Section 3 reports on the basic models used for describing the quasiparticle dynamics
in strongly correlated materials starting with the link between the concepts established by
frequency-domain experiments/theories and the novel phenomenology emerging from non-
equilibrium approaches. In particular, a significant emphasis is given to the Gutzwiller approx-
imation and dynamical mean-field theory (DMFT), that today are among the best methods to
describe the quasiparticle evolution in the vicinity of Mott—Hubbard transitions. Finally, we
present the most widely used models to treat non-equilibrium superconductivity and extract the
microscopic interaction parameters from the measured relaxation time. Specifically, we discuss
the effective-temperature models used to extract the electron—boson coupling in the normal state
and the Rothwarf-Taylor and other effective models to describe the dynamics of gapped excita-
tions in the superconducting phase. Finally, we introduce the time-dependent Ginzburg—Landau
functionals to phenomenologically describe the dynamics of any perturbed order parameter in a
symmetry-broken phase.

In Section4, we introduce the basic physics related to the optical properties of strongly cor-
related materials out of equilibrium. The core of this section is the link between the equilibrium
optical properties of correlated materials and the non-equilibrium physics that is probed by time-
resolved optical experiments. We introduce the extended Drude model and the electron—-boson
scattering as observed in optical experiments, along with the THz/infrared conductivity. In order
to bridge the theory with the optical experimental data, we dedicate a section to the description
of the optical conductivity of correlated materials by means of DMFT. The second part of the



section is aimed at introducing the concept of differential dielectric function for non-equilibrium
measurements and to discuss the possible strategies to extract quantitative information from the
experiments.

Section5 constitutes the core of this work and presents an outline of the most important
results in the field. In the first part, we report a historical overview of the first pioneering
single-color experiments on superconductors and other correlated materials. In the second part
of the section we present the outcomes of the most advanced non-equilibrium spectroscopies
and we discuss the main ideas and concepts emerging from the whole of the experimental
data. In particular, we tackle the electron dynamics of charge-transfer and Mott insulators,
the electron—boson coupling in correlated materials, the ultrafast dynamics in the pseudogap
phase, the superconductivity-induced spectral-weight change and the fluctuations of the super-
conducting order parameters. Finally, the possibility of impulsively exciting coherent waves in
symmetry-broken phases is discussed.

Section6 overviews some selected topics that are relevant for achieving the all-optical
manipulation of the electronic properties of correlated materials. Far from pretending to be com-
prehensive, we mainly discuss the recent attempts for non-thermally destroying or photoinducing
the superconductivity and for optically creating transient metastable states with exotic electronic
properties.

Section7 presents the state-of-the-art techniques to theoretically treat the many-body problem
of correlated materials driven out of equilibrium. While we mainly focus on the Gutzwiller vari-
ational approach and on DMFT, we also discuss the different approaches available today and we
introduce the next steps required to achieve a realistic description of time-resolved experiments.
Since the development of the theoretical models for non-equilibrium experiments is still under
development, some of the presented results should be considered of relevance by themselves,
even without a direct connection (for the moment) to the experiments.

2. Non-equilibrium optical techniquesfor correlated electron systems: a survey

In the 1980s, when the first 100 fs laser pulses had been generated by colliding-pulse mode-
locked dye laser [1], it was clear that the route for studying matter out of equilibrium was open.

A few years later the pulse length was brought downt80 fs pulses [2] and then further down

to ~ 6fs [3] and the direct observation of the charge transfer process in semiconductors and
molecules was made possible. A further step happened in the early 1990s when coherent pulses of
~60fs infrared (IR) were generated using the self-mode-locking technique in Ti:sapphire-based
lasers [4].

Nowadays, ultrafast lasers are commonly used for a variety of cutting-edge spectroscopies
that share the capability of detecting ultrafast non-equilibrium dynamics in gases and condensed
matter systems.

The great and constantly increasing success of the ultrafast spectroscopies can be attributed
to the fact that a single experimental scheme, often naively referred to as pump—probe (P—p),
can be applied to investigate a large variety of phenomena that take place in diverse physical
regimes. As shown in Figurg, P—p experiments are based on the idea of perturbing the matter
with a pump(P), i.e. an ultrashort pulsed electromagnetic field, while taking snapshots of the
time evolution of some observables in the system using a quasi-non-pertprblregy(p) pulse.

This simple arrangement can be adapted to investigate the non-equilibrium physics of solids in
substantially different frameworks, that can be grouped into three main categories.

(1) Non-equilibrium spectroscopin this case, the experiments aim to use the pump pulse as
a means to induce a non-equilibrium initial condition, often represented as a non-thermal
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Figure 1. (a) Pump and probe experiments. Various excitation schemes (pump) and spectroscopic tools
(probes) have been developed over the years (see texts). (b) Sketch of the basic setup for optical pump and
probe.

distribution of quasi-particles, with a minor influence on the overall properties of the
systems. In the simple potential-landscape picture, the system is instantaneously driven
to a non-equilibrium initial condition far from the potential minimum occupied at equi-
librium. For sufficiently weak perturbations, the potential is not altered and the system
relaxes back to the equilibrium state. In this process, the relaxation dynamics are regu-
lated by the same thermodynamic parameters that determine the equilibrium properties.
Microscopically, the initial non-equilibrium distribution of the electronic, vibrational and
magnetic degrees of freedom recovers on timescales that are governed by the same inter-
action strengths (i.e. electron—phonon coupling) that can be inferred from equilibrium
spectroscopies. After a rather fast relaxation process, usually in the fs—ps timescale, the
electronic and bosonic (phonons and magnons) excitations recover a quasi-equilibrium
distribution that differs from equilibrium only for an increasetfective temperature.
Many examples of this technique, along with the links between the equilibrium quasi-
particle dynamics and the P—p experiments, are extensively provided and discussed in
Sections.1-5.2.

In general, the details of the effects of the electromagnetic field on the sample are dis-
regarded and treated as a sudden injection of quasi-particles. However, there is much
evidence that the initial non-equilibrium condition may have a strongly non-thermal
character (e.g. a pronounced anisotropispace distribution) that cannot be obtained

by adiabatically changing the common thermodynamic variables, such as temperature,
pressure and external fields. In this regime, the recovery dynamics can explore path-
ways different from those that are followed during the relaxation after the sudden change
of thermodynamic variables. In this perspective, tlo@-equilibrium spectroscopyoes



far beyond the simple time-domain approach, in which the time-domain trace sim-
ply represents the Fourier-transform of spectral features detected by the energy-domain
spectroscopy. In Sectiond-7 we will report different examples ofion-equilibrium
spectroscopiesvhich provide genuinely new information as compared to conventional
equilibrium techniques.

(2) Excitation of coherent bosonic mode&ny kind of impulsive excitation coupled to
specific bosonic modes, such as lattice vibrations and charge/spin order, can trigger a
coherent oscillation at the typical frequency of the mode and with a relaxation time
that is related to its de-phasing time. In this case, the P—p technique can be considered
as a real time-domain technique, since the Fourier-transform of the time-domain signal
provides the frequency and lifetime of the mode. In non-resonant conditions, the lowest
order coupling of the light pulse to the mode is given by an inverse Raman process (see
Section4.2.3). The role of the frequency of the pump excitation follows the Raman
cross-section [5,6] that is usually a well-known input from equilibrium Raman spec-
troscopy. The use of this technique, which will be discussed in Sesi®)iis increasingly
expanding, since it provides a new tool to investigate highly damped modes in transiently
non-equilibrium conditions.

(3) Optical manipulation. In the strong excitation regime, the pump pulse can bring the sys-
tem very far from equilibrium and, eventually, can trigger the creation of “phases” that
are not accessible via adiabatic transformations. With this perspective, the research lines
pursued in recent years by various groups worldwide aim at driving catastrophic changes
in matter to investigate many important phenomena, such as photo-induced phase tran-
sitions, ultrafast optical switching and the photo-enhancement of superconductivity. The
possibility of using P—p techniques to disclose novel exotic non-equilibrium “phases” and
the different excitation schemes which have been used to selectively manipulate the prop-
erties of various strongly correlated materials and high-temperature superconductors will
be reviewed in Sectiof.

The recent advances in ultrafast techniques are opening novel routes in P—p experiments. In
state-of-the-art femtosecond experiments, the optical properties can be probed from the THz to
the extreme ultra violet (XUV) spectral range, with temporal resolutions ranging from a few
picoseconds to attoseconds. Ultrafast lasers can be used in time-resolved photoelectron spec-
troscopy with a time-energy resolution given only by the uncertainty principle. Time-resolved
electron and X-ray diffraction provides a tool to directly investigate the structural and elec-
tron density dynamics. Efforts are currently focused on exploiting the new high-energy and
high-repetition rate sources to produce trains of light pulses with photon beam parameters
complementary to those typically obtained by storage rings. Furthermore, the possibility of com-
bining the direct observation of the ultrafast time evolution with sub-micron spatial resolution
is also gaining the attention of multidisciplinary teams extending from physics to biology and
nano-science. The recent development of radiation sources capable to generate XUV and X-ray
ultrashort pulses starting from suitable relativistic electron bunches, i.e. free electron laser facil-
ities, represents a novel and rapidly expanding area for advanced and unique experiments on
matter out-of-equilibrium.

Even though a comprehensive presentation of the technical details of specific ultrafast tech-
niques is beyond the purpose of this review, we will discuss the main concepts that form the
basis of P—p experiments, with a particular attention to optical techniques for they represent the
prototypical and probably the more versatile example of non-equilibrium spectroscopies.
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Figure 2. A schematic presentation of a typical pump—probe experimental setup. M1, M2: mirrors; BS1:
beam splitter; LM1, LM2 = /2 plates; AT1, AT2: attenuators; PCC: pre-chirp compensation with the

flint glass, which was needed when acousto-optical modulator was used; Mod.: acousto-optical modulator
or mechanical chopper; L1, L2: lenses; RR1, RR2: retro-reactors; P: polarizer; PD: photo detector; CCD:
CCD monitoring camera. The beam paths are represented by solid lines and the electrical signal connections
are indicated by dotted lines.

2.1. Visible and near-IR pump—probe experiments

In spite of the fact that various early non-equilibrium studies of high temperature superconductors
were performed making use of actively mode-locked systéims{, most of the recent works

have been implemented starting from the Ti:sapphire laser technology. The discovery of passive
mode locking laser systems, such as Kerr—Lens mode locking [4,19] in Ti:sapphire-based cav-
ities, together with the implementation of chirped pulse amplification technid®sthoosted

the field of ultrafast spectroscopy. The possibility of studying the ultrafast dynamics with rel-
atively cheap table-top lasers has stimulated, in the last 20 years, a dramatic development of
the time-resolved version of the traditional “equilibrium” spectroscopies, with particular ascen-
dancy of optical techniques such as reflectivity and transmissivity. A typical building block for a
Ti:sapphire-based time-resolved reflectivity (transmissivity) experiment is shown in Hifh)re

The laser pulses are splitinto two beams. The first and more intense (P) perturbs the sample while
the second (p) is used to measure the time evolution of the reflectivity. The time delay between
the two pulses is varied by a mechanical translator controlling the length of one of the two arms
of the setup (commonly the pump pulse for stability reasons), or, more recently, by exploiting the
frequency detuning between two synchronized cavities (ASOPIS23.

The most common acquisition scheme for experiments using high repetition rate lasers
(>1kHz) includes a mechanical modulator (chopper), which modulates the pump beam at a
known frequency (Figur@). With the pump beam modulated by the chopper, the pump-induced
variation of the sample reflectivity (transmissivity) is measured by acquiring the ac-component
(at the chopper frequency) of the photo-current produced on a photodiode measuring the reflected
(transmitted) probe beam. This “differential” acquisition scheme allows for a very high sensitiv-
ity signal to noise (S/N) ratio of 1@ to be reached that can be extended to®1ii experimental
setups specifically designed for very low noise measurements. Alternative acquisition schemes,
which also allow single pulse measurements, are based on fast analogue-to-digital converters,
that digitize the amplitude of each reflected probe pulse.

More elaborate optical schemes make use of a combination of waveplates (typi2ediyd
Al4) and polarizing optics (typically polarizing beam splitters or Wollaston prisms) to measure

10
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Figure 3. The high-repetition rate NOPA. The BBO crystal is placed in the Rayleigh range of the focusing
lens to achieve the high pump intensities. Pump and seed beams overlap in the 2 mm BBO crystal cut for
type | phase matching at 3.7At this angle phase matching is ensured over a large bandwidth and the
bandwidth of the output is given by the temporal overlap between the pump and the chirped seed pulse. The
resulting pulses have a bandwidth of approximately 60 nm and are tunable between center wavelengths of
500-650 nm by changing the pump-seed delay. At 535 nm center wavelength, the amplified pulse energy is
20-30 nJ. A prism compressor compensates the chirp to give pulse duratio8 ts.

different properties of the probe pulses such as the polarization state. The most common optical
configuration used for this purpose splits orthogonal polarization states on different detectors.
This scheme is preferable as it corrects the intensity fluctuations of the laser source. A description
of a typical acquisition scheme can be found in [23]. The possibility of unraveling the polarization
state, in combination with magnetic fields, is commonly used in time-domain magneto optical
Kerr effects measurements (or Faraday effect in transmiss2dydq].

The large majority of the optical experiments reported to date make use of the fundamental
lasing mode of Ti:sapphire cavities (centered at the enigy 1.55 eV) [26-3(, but for a large
set of time-domain measurements the wavelength tunability of both pump and probe is desir-
able. This possibility is enabled in time-domain studies by the intrinsic advantage of pulsed laser
sources allowing exploitation of a large set of non-linear optic technic@gs The most com-
mon approach consists of doubling (second harmonic), tripling (third harmonic) or quadrupling
(fourth harmonic) the laser fundamental frequency by suitable non-linear crystals. This technique
allows P—p experiments with either pump or probe at a different frequency with respect to the
fundamental lasing mode to be easily performgt32].

In order to improve the wavelength tunability, a commonly used setup is based on optical
parametric amplifiers (OPA). OPAs allow for the generation of light pulses with a continuously
tunable wavelength in the visible and near-infrared (IR). Most systems use non-collinear opti-
cal parametric amplification (NOPA) ia-barium borate (BBO) or lithium triborate (Figu®).

The visible region is usually covered by NOPA pumped with the Ti:sapphire second harmonic
(A = 400 nm) that allows tunability from 450 nm (signal) to 2500 nm (idler). The near-infrared
(IR) region is commonly covered with NOPA pumped with the Ti:sapphire fundamental. The
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Figure 4. A schematic diagram of the three-pulse technique for studying the temporal evolution of systems
freely evolving through a phase transition. The inset defines the time delays between the three pulses.

wavelength tunability can be extended up teré by means of different non-linear crystals such

as KTiOPQ or its isomorphs, KNb@or MgO : LiNbO;. The range of the optical parametric
amplification can be extended up to At wavelength with ZnGePand HgGaS, pumped with
longer wavelength pulses. An alternative to produce mid-IR pulses is provided by difference fre-
quency generation between the signal and idler of a standard OPA in,AG&a8e or GaAs. This
setup allows a wavelength tunability up to 2. A detailed review of the non-linear methods

for extending the wavelength tunability can be found in,§23.

2.2.  Multi-pulse techniques

Recently, a multi-pulse technique was introduced for studying the coherent control of collec-
tive states of matter, such as the superconducting state or the charge-density-wave ordered state
[35]. In its most simple version (see Figutg an intense laser pulse — destruction (D) pulse — is

first used to excite the system into the high-symmetry state. The evolution through the symmetry-
breaking phase is monitored using a weaker standard P—p sequence, where the P pulse is properly
delayed with respect to D. The main reason for introducing this two-pumps technique (D—P—p)

is that the standard P—p spectroscopy cannot distinguish the order parameter dynamics from the
energy relaxation and single-particle recombination processes, all simultaneously present in the
response. In contrast, the D—P—p technique can access the coherent dynamics of the order param-
etern, that can be distinguished from other single-particle and collective mode excitations either
by symmetry, relaxation time, temperature dependence or by its behavior through the transition,
particularly if it shows critical behavior. Notably, this technique can directly provide the infor-
mation on the state of the many-body system at any time-instant during the symmetry-breaking
transition.

2.3. Laser heating artefacts

Since in P—p experiments a significant amount of energy is absorbed in a relatively small vol-
ume, this results in an undesired local heating of the sample. The sample temperature can easily
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increase by many tens of K or more above the base temperature. In superconducting samples, this
can be checked by cooling a superconducting sample throgghd recording the temperature
difference between the nominal and actual transition temperature of the sample.

Laser heating in time-resolved experiments can induce major artifacts, in particular for inten-
sity dependence studies. Surprisingly, the problem of sample heating is particularly noxious in
experiments using weak laser pulses from the Ti:sapphire oscillators at high-repetition rates. In
this configuration, the time interval between pulses, typically a few ns, is not sufficient to dissipate
the small amount of energy released by the single laser pulse, thus leading to a local tempera-
ture build-up. On the other hand, high-energy and low-repetition rate experiments are strongly
affected by the impulsive heating, typically on a timescale of a few ps, that may drive the system
out of the phase under scrutiny. The heating problem can be treated starting from the solutions of
the thermal diffusion equation:

V.J(r,t)—i-pc% = A(r,1), (@)

whereT (r,1) is the temperaturgl(r,t) is the thermal energy crossing unit area per unit tipte,
is the heat capacity per unit volume,is the densityc is the specific heat capacity aiddr,t)
is the net energy per unit time generated by the laser. With the additional use of Fourier’s law
J(r,t) = —KVT(r,t), whereK is the thermal conductivity, analytical solutions for the heating
problem have been obtained by Becht&][for several experimental cases encountered in P—
p experiments. The long term behavior is typically diffusive, where the temperature falls off
asT ~ 4/t. A useful approximation for the temperature evolution after absorption of light in a
surface layer of thickness is given in [37:

3Ts(t) = L4Dt, @)

4Dt
1+Zg

whereD = K/pc is the diffusivity. For more specific geometries, the temperature as a function
of depth and time must be calculated numerically. To some extent, the effect of laser heating
can be experimentally calibrated by comparing the equilibrium reflectivity at two temperatures,
i.8. Req(T) — Reg(T + 6T), with the transien§R(t) /R, which is more relevant when dealing with
signals on timescales beyond a few ps.

2.4. Toward a non-equilibrium optical spectroscopy: supercontinuum white-light generation

The experimental setup dedicated to optical P—p experiments aiming at a time-dependent recon-
struction of the frequency-dependent dielectric functions is based on the possibility of producing
short pulses with a broad wavelength content. Broadband pulses are commonly produced via self-
phase modulation in transparent crystals (endggy 0.5nJ/pulse in amplified systems) [B2

or, more recently, with microstructured photonic-crystal fibers also operating with low-energy
light pulses (E< 100 nJ/pulse) [389]. White-light generation in sapphire (of Cgferystals with

800 nm pumps allows for the generation of continuous spectra between 450 and 1300 nm. Most
commonly, the transient reflectivity (transmissivity) is measured simultaneously on a large spec-
tral range by means of silicon-based multichannel detectors covering the visible and near IR
range (400-1000 nm) (FiguEs.

It should be noted that the non-linear interactions lead to a broadband non-transform-limited
pulse. The residual spectral chirp of the light pulses can be compensated for by optomechanical
schemes40] or with a post-processing procedure of the time-resolved data [ATA2 advan-
tage of broadband time-domain spectroscopy lies in the fact that broadband measurements can be
used to develop effective non-equilibrium models for the dielectric function and to disentangle
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the different physical mechanisms perturbing the optical properties at equilibrium. This issue will
be extensively discussed in Secti®2.

Different approaches can be used to extract the time evolution of the optical functions from
time-domain broadband reflectivity measurements. Starting from a Drude—Lorentz fit to the static
ellipsometry data it is possible to calculate the equilibrium reflectiiiy)). From a model
describing the static response, it is possible to fit the measured transient reflectivity variation,
i.e. SR/R=[R(w, 1) — Req(w)]/Req(w), with a differential model for the perturbed reflectivity
obtained by the variation of the parameters used to fit the equilibrium data. The values of the
oscillator parameters obtained by this fitting procedure for any tiraee used to calculate
the time-evolution of the different optical constants, and thereby the evolution of the physical
parameters relevant for the experiment [43].

An alternative approach is to start from the broadband equilibrium reflectivity measurements
to perform a Drude—Lorentz fit over a wide energy range, from a few meV up to several tens
of eV. In such a case, the real and imaginary parts of the equilibrium dielectric function are
calculated in the entire energy range through the Kramers—Kronig (KK) relations. In order to
obtain the time-domain changes of the optical functions, it is reasonable to assume that for small
reflectivity changes the variations outside the measured energy range are either small or distant in
the energy scale so that they do not affect significantly the optical response in the probed range.
Starting from these assumptions, the time evolution of the optical quantities can be obtained by
the Kramers—Kronig transformation].

2.5. Time-domain THz spectroscopy

The field of time-domain THz spectroscopy has rapidly evolved in recent decades and various
configurations making use of ultrashort THz pulses to measure the static optical constants in the
THz region have been developed. The interest in investigating and controlling the population
dynamics of low energy excitations is driven by the idea of dynamically accessing the excita-
tions that determine the thermodynamic properties of the system. In particular, light at terahertz
frequencies allows for the measurement of excitations at the energy scales relevant for many
physical properties of correlated materials. In this frame, interesting cases are given by phonon,
spin or orbital excitations as well as superconducting and charge density wave gaps in transition
metal oxides and related compounds.

We define the THz range as non-ionizing radiation with a photon energy ranging from 0.1 THz
(0.4meV or 4K) to 5 THz (20 meV or 220 K). A standard setup for measuring the optical conduc-
tivity in this region is shown in Figuré. Ultrashort light pulses with a frequency content in the
THz region are commonly produced by a second-order non-linear process known as optical repti-
fication of ultrashort light pulses in the near IR-visible range [46]. Various non-linear media such
as ZnTe §7], GaSe [48, LiINbO3 [49] and even organic crystals (diethylaminosulfur trifluoride)

[50] can be used for this purpose. The ultrashort light pulses commonly employed have a duration
of the order of 100 fs, so that the optical rectification produces electromagnetic fields with fre-
quency content up to a few THz, depending (inversely) on the length of the generation pulse and
the absorption behavior of the non-linear crystal. In ZnTe the generation of high THz frequencies
(3—4 THz) is limited by the absorption from phonon modes. However, other optical rectification
(EOS) schemes, based on thin GaSe, can produce (measure) higher freqidr&ids [

Another common scheme used for optical rectification is based on semiconductor THz
photoconductive antennas (PA). In PA the free carriers created by the short light pulses illu-
minating a biased semiconductor lead to a discharge between the electrodes acting as a source
for the THz field. The free photo-carriers exhibit a time-dependent behavior due to both
the time-varying exciting pulse and the relaxation dynamics characteristic of the material.
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This limits the speed of the discharge and therefore the spectral content of the THz radiation
emitted p5]. The low damaging threshold of PA makes them ideal for high repetition rate and
low power operation, hence they are most commonly used in combination with Ti:sapphire
oscillators.

As shown in Figureés, THz pulses can be measured via the so-called electro-optical sampling
(EOS) [4656], that simultaneously accesses both the amplitude and the phase of the electromag-
netic field. The intrinsic amplitude and phase sensitivity in EOS measurements allows for the
study of the optical constants in the whole terahertz range without using KK transformatjon [56

2.5.1. Optical-pump THz-probe spectroscopy

Time-domain THz spectroscopy can be easily implemented in a P—p configuration. The almost
single-cycle THz pulse is measured after interaction with the sample (reflectivity or transmis-
sion) perturbed by a second THz pulse. Most commonly, THz P—p spectroscopy combines the
excitation with visible or near-IR light pulses with the measurement of the time evolution of the
optical properties in the THz region. A typical configuration for pump and probe spectroscopy
is presented in Figuré. In addition to the electro-optical sampling path, a second delay line is

bt

Figure 5. (a) In ultrafast broadband P—p spectroscopy the white light pulses are generated by non-linear
optics (see text) and measured by multichannel detectors allowing for frequency resolution. (b) The mea-
surement of the wavelength-dependent response on a large energy range for every time delay between pump
and probe allows for a differential approach starting from equilibrium optical properties.
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Figure 6. (a) Sketch of optical pump and THz probe setup. The short light pulses produced by a Ti:sapphire
laser are rectified in non-linear crystals (NLC) or THz antennas. The produced fields are measured by
electro-optic sampling (EOS) after the interaction with the sample. Time-domain THz spectroscopy can be
used to measure either the static response in the far-IR region or to study the dynamical response in a pump
and probe configuration. (b) A typical time-domain THz trace measured in transmission  dayBes both
amplitude and phase information on the transmitted e.m. field allowing for the extraction of both real and
imaginary part of the optical conductivity in the THz region. (c) and (d) depict respectively the temperature
dependence of the; ando» in the THz region for superconducting Mg45].

used to control the arrival time of the pump with respect to the THz probe. Recent upgrades for
the production of ultra-intense THz pulses that can be employed in P—p experiments where THz
pulses are used both as a time-domain spectroscopic tool as well as the means to drive matter into
transient states (see Section

2.6. Other time-domain techniques

In addition to all-optical P—p experiments other techniques have been implemented for detect-
ing both the time evolution of the electronic structure and the ionic position. Here, we will
briefly introduce the basic concepts of time-resolved ARPES and electron diffraction, for they
are attracting a fast-growing interest in the scientific community.

2.6.1. Time-resolved photoemission

The P—p sequence in time-resolved angle-resolved photoemission spectroscopy (TR-ARPES)
uses the same P excitation as for the optical methods, but the probe pulse is in the UV spectral
range. The interest in this spectroscopy is rapidly expanding for it offers the possibility of directly
measuring the non-equilibrium momentum dependence and electronic distribution functions. The
kinetic energy and momentum of the photoelectrons are typically measured by time-of-flight
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spectrometers or by state-of-the-art hemispheric analyzers. TR-ARPES also allows measurement
of the spin of the photoemitted electrons, when the electron analyzer is equipped with a Mott
detector or other spin-filter devices.

In order to photoemit electrons from a solid the photon energy must exceed the work func-
tion, hence for the most common materials ultraviolet laser pulses are required, i.e. typically
ho > 6eV [57-59. The UV photons can be obtained by frequency-quadrupling the fundamental
Ti-sapphire frequency (hs= 1.55eV) with a set of8-BBO crystals. Unfortunately, because of
kinematic constraints, with 6 eV photons only a limited part of the Brillouin zone (BZ) can be
accessed. This is a serious limit preventing, for example, the investigation of the dynamics of
the antinodal regions of high-temperature superconductors. Other means, mainly based on high
harmonic generation (HHG) non-linear processes in gases, have been exploited in recent years
and ultrashort pulses in the XUV range10-100 eV) have been generated at a relatively low
(few kHz) repetition rate. Although these sources have been proved to be suitable for covering
the entire BZ of all the solids, the relatively large pulse bandwidth along with the relatively low
repetition rate significantly limit the TR-ARPES momentum and energy resolution along with
the signal statistic [60

2.6.2. Time-resolved electron and X-ray diffraction

In time domain X-ray diffraction the stroboscopic scheme of P—p experiments combines ultra-
short pumps with time domain measurements of the ultrashort diffracted X-ray probe. Various
schemes have been implemented using both tableésthpg] and synchrotron radiatio83-69.

More recently, hard and soft X-ray diffraction experiments based on free electron laser (FEL)
sources have been made possible7). In particular, the combination of soft X-rays resonant

at the Ni and Cu_3 edges (~930eV) with tunable pump excitation in the THz/mid-IR/visible
range opened important perspectives in the study of the non-thermal dynamics of charge-order in
nickelates [7375 and cuprates?6,77.

In the case of time-resolved electron diffraction, the light pulses are used to generate electron
bunches by photoemission from a photocathode. Then these ultrashort electron pulses, properly
delayed with respect to the pump pulse, can be used to generate diffraction patterns from the
material in transmission or in the low angle configuration. Transmission experiments require
thin samples for the electrons to cross the sample, hence requiring the use of sample preparation
techniques which are standard in electron microscopy, such as slicing, ion milling, etc. Apart from
direct Bragg diffraction of the incident electrons, more sophisticated techniques are becoming
available, such as time-resolved observation of Kikuchi bands, which occur when some electrons,
originally diffusely scattered in the sample, satisfy the Bragg condition for a particular plane [78

Details on the different approaches to time-resolved structural measurements are beyond the
purpose of this review and can be found elsewhere [7P—83

2.7. The next generation of ultrafast sources

Even though the recent advances in ultrafast techniques determined the success of P—p exper-
iments as an innovative and important tool to investigate the properties of solids, the field is
still rapidly growing and is expected to provide, in the near future, new and advanced tools for
ultrafast time-dependent experiments. A major achievement of this last decade arises from the
remarkable development of novel radiation sources capable of generating XUV and ultrashort X-
ray pulses. The extension of the time-resolved spectroscopies and scattering to the X-ray region
allows the picturing of transient changes of electronic states and lattice structures. A major rev-
olution for time-resolved X-ray-based experiments started in 2005 when the first vacuum ultra
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violet (VUV) free-electron laser (FEL) delivered the first light at the DESY laboratory in Ham-
burg (SASE) 84]. Today, other facilities operating on the SASE FEL principle include the Linac
Coherent Light Source at the SLAC National Accelerator Labora@Blgnd the SPring-8 Com-

pact SASE Source (SCSS3{], whereas two other FEL facilities are under construction, the
European X-ray free electron laser (XFEL) in Hamburg and the SwissFEL at the Paul Scherrer
Institute (Switzerland), along with the fully coherent laser seeded FEL operating in the XUV
region at Elettra Sincrotrone Trieste (Italy7]. All this huge technological effort in developing

new X-ray sources, delivering fully coherent XUV, soft and hard X-ray pulses with a time struc-
ture of a few tens of fs, is expected to unlock the gate for the next generation of pump—probe
experiments. The possibility of directly investigating the electronic core-levels and the lattice
structure of materials in a time-resolved fashion is progressively becoming reality.

3. Quasiparticledynamicsin correlated materials: basic concepts and theoretical
background

The first results of P—p experiments on correlated materials and superconductors evidenced a rich
phenomenology that boosted, in the first stage, the development of simple models to describe the
ultrafast dynamics of quasiparticles and, more in general, of low- and high-energy charge excita-
tions in gapped and correlated states. Nevertheless, it was also soon realized that the microscopic
processes which lead to the relaxation of the out-of-equilibrium charge distribution are the same
as those regulating the scattering processes in (quasi-)equilibrium conditions and determining the
properties of the quasiparticles and of the fundamental excitations. In this section we will discuss
the most important interaction mechanisms that lead to the dressing of the naked charge exci-
tations and to the development of the concept of “quasiparticles” and incoherent excitations in
doped Mott insulators. Even though the use of these concepts is widespread and has been exten-
sively introduced in many works and reviews, here we will touch the most important issues that
are of relevance for the understanding of the quasiparticle dynamics and constitute the foundation
of the non-equilibrium models that will be presented in Secti@dsand7 and extensively used

in Section5.

3.1. The dynamics of quasiparticles
3.1.1. Quasiparticle scattering in the normal state: electron—phonon coupling

In metals, the dynamics of a quasiparticle (QP) at frequemeynd momentunk is determined
by the scattering processes between the QP itself and all the external degrees of freedom coupled
with the QP. Scattering mechanisms include both electron—electron interactions and the coupling
with bosons, such as the lattice vibrations, that can be considered as an external reservoir in ther-
mal equilibrium with the QPs population. The scattering processes affect both the QP effective
massm* and lifetimer and — within the effective mass approximation — are accounted for by the
complex single particle self-energ¥,(k, w, T). The inverse of the imaginary part &f(k, w, T)
provides the finite QP lifetime = A/ImX.

In the normal state (B T.) of conventional superconductors, the QP dynamics is strongly
affected by the scattering with lattice vibrations, whose dispersiiqy), and high-energy cut-
off, ., determine the frequency region over which the QP scattering e, is strongly
frequency-dependent. All the allowed QP-phonon scattering processes can be wrapped up in the
electron—phonon coupling function (or bosonic functiafF (k,k — g, 2) that is determined by
both the phonon density of states and the matrix element of the electron—phonon interaction.
After integration over all the possible scattering waveveagotie electron self-energy (w, T)
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Figure 7. Thek-space integrated ImZ (&4 = 300K) is reported as a function of the frequency. For the

sake of simplicity we calculated 1B w, T) by solving Equation (3), in which we considered the coupling

with a bosonic function localized in the 25-75 meV energy range and represented by the histogram reported

in the figure. The inverse QP lifetime reaches a constant asymptotic value on the energy scale corresponding
to few times the energy scale of the bosons. In the inset we report the temperature dependeR¢e Of Jm

at the fixed valudiw = 0.25eV. The increase of the inverse lifetime (scattering rate) is a consequence of

the increase of the boson density as the temperature of the system is increased. The temperature-dependent
boson density is accounted for by the kernel functitm, 2; T) defined in Equations (4) and (5).

can be calculated as a convolution integral between the bosonic fuaéfiai, ©2) and a kernel
functionL(w, 2,T) [88]:

ko, T) = /oanF(k,Q)L(a),Q,T)dQ. @)
0

The kernel function

L(w,Q,T):/[n(Q',T)+f(Q,T) 1+n(9/'T)_f(Q'T)j|dQ’

T — 4)

QL—w+ Q2+ QL—w—Q —15
accounts for the distribution of the Fermionic QPs and bosonic excitations through the Fermi—
Dirac (f(2, T)) and Bose—Einsteim(<2,T)) distributions, and can be calculated analytically:

1 Q+ow

whereW are digamma functions and the dependence of the different terms on the temperatures
of the electronic QPsTg) and bosonic excitations gIhas been made explicit.

In this formalism, the frequency-dependent scattering rate is a consequence of the microscopic
interaction of the QPs with a distribution of bosons at temperalipiréds an example, Figuré
shows the electronic self-energy for the simple case of a generic coupling represented by a his-
togram function peaking at 50 meV. On an energy scale larger tharf @&, Q) cut-off, the QP
scattering rate reaches an asymptotic value that results from all the scattering process with bosons
at energief2 < Q.. As the temperature is increased, the change in the total number of phonons
present in the system causes the increase of ImE)«as shown in the inset of Figuie We
stress that when the QP scattering processes can be effectively described by the coupling with
bosonic degrees of freedom, the temperature of the system and the bosonic function are the only
parameters that controlw).

. 1 1 Q—-w
L(w, 2; Te, Tp) = —27i [n(Q,Tb) + 5] + v <§ +1 2T >
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Figure 8. Left panel: bosonic function of Pb as measured by tunneling experig@rdptted line) and
calculated [97] (solid line). Right panel: phonon dispersion and density of states and bosonic function
calculated for MgB [98].

Thek-space integrated bosonic function is defined as:

95 62F (k, )
o2F(Q) = S:h\/k—d&’ (6)
S hw

d& being an infinitesimal surface element of the Fermi surfacandvi the Fermi velocity at
momentunk. These concepts have been successfully usdd¢8Xplain the scattering proper-

ties of conventional metals that develop an isotropic superconducting gap in the electronic density
of states A (w,T)), at temperatures smaller than the critical temperafir&he close correspon-
dence between the’F () function measured] by tunneling experiments (see Fig@gand

the phonon density of stat€g2) reconstructed by inelastic neutron scattering experiméiis [

is considered as one of the most convincing proofs of the phonon-mediated pairing mechanism
driving the formation of the Cooper pairs in metals.

The excited state dynamics in this formalism is expected to be characterized by the instanta-
neous Coulomb repulsion between charged QPs and a finite timescale attraction corresponding to
the retarded interaction with the phonons. In the prototypical case of Pb, the high-energy cutoff in
the?F () function (. ~ 9 meV) corresponds t/Q. ~ 70fs (k= 658 meV fs). This defines
the fastest timescale of the electron—-boson interaction. The possibility of defining a retarded
electron—boson interaction was the key to the success of the Bardeen-Cooper-Schrieffer (BCS)
theory to explain superconductivity in conventional isotropic metals.

The critical parameter determining tfigof the system is the electron—phonon coupling con-
stant, defined agy = ZfazF(Q)/QdQ. In the strong-coupling formalism, the McMillan’s
formula [93, based on the Eliashberg theo83[94], can be corrected to calculat®q,96] the
critical temperature for pairing in threwave channel:

—1.04(1+ Ajar) }
Mat — u* (14 0.6244) ,

T, = 0.82 exp[ 7

where I2 = 2/ Mat fo°° a’F(Q)INQ/QdQ andu* is the non-retarded screened Coulomb pseu-
dopotential that accounts for all the instantaneous electron—electron interactions.
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This picture becomes more complex in the case of anisotropic systems. Particularly inter-
esting is the case of MgBthat becomes a superconductor ][2@ T, ~ 40K, which is the
largest critical temperature for what is commonly believed to be a conventional electron—phonon
superconductor. MgBis a layered system consisting of graphene-like boron planes separated
by magnesium planes. In this system, the electronic properties at the Fermi level are mostly
determined by boropy, py orbitals that form in-plane -bands angb, orbitals that form an out-
of-planer-band. The strong coupling [98] of theldands to optical B—B bond-stretching modes
is responsible for a strong electron—phonon coupling, that is described byFag) with a
strong peak af2scp ~ 70 meV, as shown in Figur@. Although the phonon density of states is
almost flat around 70 meV, the coupling of thiebands to optical B-B stretching modes alone
providesi = 0.62 that represents about 70% of the total coupling. The strong anisotropy of the
electron—phonon coupling is expected to be reflected in the dynamics of the system. Besides
the instantaneous Coulomb repulsion, the characteristic structw&of2) defines two differ-
ent timescales: (i/Qscp >~ 10fs related to the coupling with strongly coupled optical phonons
(SCP) and (ii)h/215: > 10fs related to the residual coupling with the other optical and acoustic
modes.

3.1.2. Quasiparticle scattering including bosonic degrees of freedom of different nature

The physics of the cuprates represents a challenge to the picture of QPs interacting with bosons
within the effective-mass approximation. The insulating character of the undoped compounds
(3d? electronic configuration, which corresponds to a half-filled band daéh— y? character) is

the consequence of the strong on-site Coulomb repul&lpbetween two holes occupying the
same Cu lattice sites. The largke value (U> W, W being the bandwidth) leads to the failure

of the single-electron approximation and to the necessity of introducing new models including
strong correlation effects. Although the hybridization between the diu~3 and the O-2p,

orbitals plays a role into a wealth of interesting phenomena, it is commonly accepted that many
basic properties of the underdoped compounds are well captured by the single-band Hubbard
Hamiltonian [106-102:

H=— Z(tij ¢ &y +c.co+ U Z fi iy, — 1 Z fi, (8)
i

ij,o i

wheref:I, (§) create (annihilate) an electron with spinon thei (j) site, i, = (A:IT G, is the
number operatot; the hopping amplitude from the siteto j and . is the chemical potential

that controls the average electron density Y, (fi,)/N on each of the\ lattice sites. This

model represents the paradigm of the physics of strong correlations as it features the competition
between the kinetic energy term, which naturally leads to metallic states, and the Coulomb energy
term, which describes the repulsion between two electrons on the same lattice site.

In the limitU — oo and forn= 1 (half-filling), the electrons are completely localized by the
repulsion and the ground state of the system is an insulator described by atomic-like wavefunc-
tionsW; localized on the lattice sitewith infinitely small fluctuations of the average occupation
number, i.eén —0.

This is the extreme limit of a Mott—Hubbard insulator with a large ga®n the other hand,
for finite U values and fot « U — wheret is the nearest neighbor hopping — an antiferromag-
netic couplingd = 4t?/U between neighboring sites arises due to virtual hopping of holes into
already occupied sites (withld energy cost) through Anderson’s superexchange mechanism. If
the lattice is not very frustrated, this leads to a magnetic ordering of the spins of the localized
electrons. In this framework, the low-energy dynamics is described by a Heisenberg model.
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The addition of carriers to the half-doped system by electron Ihor hole doping < 1)
leads to the so-callet-J model, which allows for the motion of carriers in the presence of
superexchange interactions. By increasing the doping the antiferromagnetic ordering is destroyed,
the system develops a low-energy spectral weight and it becomes a “bad metal”, whose nature
is still the object of a lively debate, while a Fermi-liquid is progressively recovered at larger
dopings. The intertwining of high-energy incoherent excitations at energies of the otderaf
low-energy coherent quasiparticles makes the description of the electron dynamics of cuprates an
extremely challenging problem. In the case of the cuprates the above Mott—Hubbard picture does
not completely apply as doped holes have been shown to predominantly occupy the oxygen sites,
thus calling for a multi-band description of the material. This brings into play another energy
scale (-2 eV) associated with the charge transfer process and a coupling with oxygen phonons
which can lead to a polaronic effect for light doping [£089.

Despite the overwhelming consensus about the role of strong electron—electron interactions
not only in driving the Mott insulating state and antiferromagnetism, but also as the main source
of the superconducting pairing, one of the main open questions is related to the very possibility
of defining the boson-mediated interaction in doped cuprated.[TB6 issue is whether the low-
energy hole (electron) dynamics can be described through the interaction with a bosonic spectrum
with a cutoff of the order of 2J107], i.e. the high-energy cutoff of the spin-fluctuation spectrum
or the non-retarded (sub-f&) energy scale is the only relevant paramel€q].

A wealth of techniques have been used to extract the electron—boson coupling in cuprates,
as discussed in a recent comprehensive review][188re we report the main experimental
outcomes suggesting that at finite hole (electron) concentrations;?#he) function can be
recast into a more general bosonic function:

M(Q) = «?F(Q) + 12x(Q) 9)

that includes electronic correlations through the terfiy (2). We particularly focus on
Bi,Sr,CaCuy0Og. s, that is one of the most extensively studied copper oxides and allows a
comparative study with different techniques.

Angle resolved photoemission spectroscopy (ARPES8Y[has been widely used to investi-
gate the electron—-boson coupling in doped cuprates and other correlated materials. In the case of
strong electron—boson coupling, the QP dispersion exhibits a deviation from the non-interacting
band and a kink at the energy corresponding to the boson mode coupled to the QPs appears.
Considering the photoemission intensity profile at constant energy, usually called momentum
distribution curve, the QP peak positiok) @nd width (Ak) are related to the self-energy by the
relations:

ReX(w,K) = wx — GE, (10)
IME(w,k) = —AkW, (11)

wherewy is the QP energygE is the bare band energy at momentkrandvﬁ is the QP veloc-
ity. Despite the difficulties in determinin@f and in measuring the QP coupling with broad and
featureless bosons at energigs00 meV, ARPES provides fundamental informations to address
the electron—boson coupling problem. Fig@&@) shows the bosonic function extracted [L10
from ARPES spectra taken [1Jl4long the nodal direction of optimally doped,Bi,CaCuyOsg., s
(Bi2212), through Equation (3J1(£2) exhibits a peak at-70 meV and a flat continuum with a
cutoff at~350 meV.

Raman spectroscopy is another useful tool to probe the low-energy electron dynamics. In
Raman experiments the spectrum of inelastically scattered light is acquired as a function of
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Figure 9. Summary of the electron—boson spectral function in Bi2212 extracted fromig(ahé (b) Bg
Raman data [11]2(c) optical conductivity 113114; (d) from nodal direction ARPESLIL0,111]. This figure
has been taken from [108].

the light polarizations, that determines the symmetry of the scattering processes that can be
accessed. It has been demonstrated][ftic the Raman scattering rate is related to the bosonic
function through a relation very similar to Equation (3), provided a weighting that takes into
account the symmetry of the modes is introduced. In FiQfed and9(b), the bosonic func-

tion extracted by Raman experiments on optimally doped Bi2212 is reported. Depending on the
polarization of the light, the extracted bosonic function is weighted by a fact(289s(B14
symmetry, sensitive to antinodal directions) and&6) (B,q symmetry, sensitive to nodal direc-
tions). Considering the average over the whole Brillouin zone,ITli€) obtained by Raman
spectroscopy has features very similar to that obtained by ARPES. It consists of a strong peak at
low energy (~40 meV), which is strongly temperature dependent, and a broad continuum up to
~400 meV, which is less sensitive to temperature variations.

The frequency-dependent optical scattering ratg((z)) measured from IR optical spec-
troscopy can also be used to extract the electron—boson scattering rate, further corroborating the
results of ARPES and Raman spectroscopies.KFgpace integrated (2) can be obtained from
the optical data through the so-called maximum entropy technique$, [dtvided a relation
between the single-particle self-energy and the optical scattering rate, that involves particle—hole
excitations, is found. In Sectigh1.2a more comprehensive overview of the optical spectroscopy
and of the underlying extended Drude model will be given. In Fi@{cd thell1(2) function of
optimally doped Bi2212 samples is reported [1113]. The results are in striking agreement with
those obtained by ARPES and Raman spectroscopy, confirming the presence of a temperature-
dependent peak at40 meV and a background with a cutoff at abeutt00 meV. More recent
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results [116 suggest the possibility that the spectrum of bosonic fluctuations may extend up to
very high energies of the order of 1-2eV.

Finally, following the pioneering measurements on conventional supercondu@@rsuin-
nel conductance measurements have been extended to correlated superconductors and revealed
the opening of the superconducting gap and the manifestation of the electron—boson coupling.
As the tunnelling current is sensitive to the integral of the joint density of states of the two
sides of the junction used in the experiment, its derivative (the tunnel conductapd®)d, T)
can reveal the opening of a gap in the density of states. Meanwhile, electron—boson interactions
show up as dip features in dV(V, T). In the particular case of scanning tunneling microscopy
(STM), the junction is formed by the sample and the scanning tip. The STM technique is strongly
complementary tk-space resolved spectroscopies, such as ARPES, since it provides a direct
measurement of the real-space dependance of the electronic properties. A recent waok [117
Bi2212 has demonstrated a strong inhomogeneity of the normal state electronic excitations in
the 150-300 meV energy range. These inhomogeneities are spatially related to the opening of
the superconducting gapat< T, suggesting a direct relation between the two phenomena. Fur-
thermore, a novel analysis [1]18f data taken with the superconductor—insulator—superconductor
technique on Bi2212 demonstrated the possibility of extracting an extended bosonic function that
exhibits a strong peak at40 meV and a weaker broad contribution at higher energies.

Taken all together, the results of ARPES, Raman, optical and tunnelling spectroscopies on
Bi,SrnCaCuyOg.; suggest that close to optimal doping (5%), the QP low-energy dynam-
ics can be effectively described by the interaction with bosonic excitations, whose spectrum is
characterized by a strong peak at 40-70 meV and a featureless part extending4(DimeV.

These observations support a picture in which, the vertex corrections can be neglected for
hole concentrations close or larger than the optimal doping concentration. This conclusion is
in agreement with the Fermi-liquid-based theoretical analysis of the electron—phonon coupling
in the presence of strong electronic interactions [129. In particular, in [119 it is shown

that the contribution of the vertex corrections to the effective electron—phonon coupling scales
with the ratiow/VeQ, @ and q being the transferred frequency and momentum egndhe

Fermi velocity. The strong correlation-driven renormalizatiowofn underdoped systems thus
leads to the enhancement of the bare electron—phonon coupling as the Mott insulating phase is
approached.

Far from solving the problem, the experimental results raise the fundamental question of the
nature of the bosonic excitations coupled to QPs. WhilgXtairger than the cutoff of the optical
phonon branch (~90 meMJ (2) is most likely related to the coupling with bosons of electronic
nature, the low energy parf2(< 90 meV) is the result of the interplay of electronic interac-
tions (2x (£2)) and electron—phonon coupling3F ()). Considering the phonon acoustic and
optical branches typical of cuprateg’F (Q2) is expected to be characterized by some universal
features:

(i) the coupling of QPs to acoustic [121] and Raman-active optical [122] phonons in the
<40 meV energy range;

(ii) arelatively stronger and anisotropic coupling to either out-of-plane buckling and in-plane
breathing Cu—O optical mode$33] at~60 meV.

3.1.3. Magnetic degrees of freedom

The strong on-site Coulomb repulsibh that is responsible for the insulating phase at zero dop-
ing, has also profound consequences in the QP dynamics of doped systems. The first dramatic
consequence of the strong) is the intrinsic increase of ImXelated to the electron—electron
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Figure 10. Schematic picture of the magnetic excitations of the antiferromagnetic copper sublattice.

interactions. The strong repulsion between the charge carriers eventually leads, at low hole con-
centration, to the loss of the concept of the quasiparticle its2H[ driving the metal-to-insulator
phase transition. Electronic correlations also give rise to additional bosonic degrees of freedom
that should be considered to correctly describe the low-energy QP dynamickfilse) term
in Equation (9) accounts for all these scattering processes that include the coupling with antifer-
romagnetic fluctuations and with the fluctuations of the order parameter associated to a possible
quantum critical point underneath the superconducting ddi2g12q.

In the undoped compounds the charge-transfer insulating phase is accompanied by long-
range antiferromagnetism (AF), that is the consequence of thet?/U AF coupling constant.
The dispersion of the excitations (AF magnons) of the AF lattice can be phenomenologically
reproduced by the expressiat?[7]:

wgq = J\/ (2 — cogy — cogy) (2 + Co + coKYy + wf /4?), (12)

wherewq,. = 50-70 meV is the spin gap that opens up at the AF wavevegior= (r, ) (in

units of the lattice parameter) in bilayer compounds. In Fidux@) we report the electronic unit
cell and Brillouin zone (black squares), along with AF ones (red dashed squares). Figoye
displays thewq dispersion of AF paramagnons, as calculated by Equation (12). The maximum
of the magnon dispersion isq = 2J >~ 250 meV (assuming =125meV) and it is found to
corresponding to the border of the AF Brillouin zone (X symmetry point), whepgas «,_ at

the M point.

Recent resonant inelastic X-ray scattering (RIXS) BE3] measurements have demon-
strated (see Figurkl) the persistence of short-range spin-fluctuations far in the highly overdoped
region of the phase diagram, challenging the common expectation that AF correlations should
significantly weaken when moving away from the insulating phase. The tendency of doped sys-
tems to develop short range antiferromagnetic correlations is captured by the spin susceptibility,
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that can be phenomenologically described by the funct@a][

1 — (cosy + cosq)/2

X (Q! (1)) = 2 (13)
g

—w?—ilw

whereT is the damping that account for the fluctuating character of short-range AF correlations.
The x (g, ») function is shown in Figur&0(c) for the different values of the magnon frequencies

and assuming the dampimg~ 200 meV, as extracted from the RIXS data reported in Fidare

For hw = 40 meV, x (q) is strongly peaked at the AF wave vector, revealing a very efficient and
selective electron—boson scattering mechanism with an exchange of monegptume, 7. At

higher energies the momentum selectiveness of the scattering processes is progressively lost,
leading to the coupling with spin fluctuations incommensurate to the AF lattice and with less-
definedq vectors, as shown in Figud®. The richness of the magnetic excitations in hole-doped
cuprates is also supported by neutron scattering experimg&Bg; fhat evidence a universal
magnetic spectrum with a bandwidth-ef2J.

To summarize, short-range antiferromagnetic correlations lead to a new dissipation channel
for the charge carriers. Although the development of microscopic models that could account
for the initial and final states available for the scattering with spin fluctuations is still under-
way, the naive expectation is that the general bosonic funciibi®), extended to include
also bosonic fluctuations of electronic origin, should define three different timescales. Besides
h/Qscp>~ 10fs andh/ Qi > 10fs, electronic correlations introduce an additional timescale,
i.e.h/2J < 3fs, thatis related to thie-integrated coupling with short-range AF fluctuations. The
SCP and magnetic timescales can be thus extremely fast and difficult to disentangle, which leads
to the complexity of these materials and poses a challenge both experimentally and theoretically.

3.1.4. Quasiparticles scattering channels in the gapped phases

The low-energy physics of correlated materials is further complicated by the onset of (pseudo-)
gapped phases in the temperature-doping phase diagram. Considering the ubiquitous pseudogap
of cuprates £pg(k), see Figurel?) in the low-T/low-doping region of the phase-diagram, the
inherent anisotropy of the electronic density of states can dramatically affect the phase-space
available for electron—electron and electron—boson scattering processes. A further complica-
tion in describing the relaxation processes in the pseudogap phase of correlated materials is the
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Figure 12. Pseudogap in underdoped cuprates. (a) The doping- and temperature-dependence of the
k-dependent pseudogafipg(k), is extracted from photoemission data on Bi2212 [133}g(k) is maxi-

mum atk ~ (7, ) (antinode), whileApg(k) = 0 atk ~ (r/2,7/2) (node). (b) Hot spots of the Fermi arcs

in Bi2201 [134]. The wavevector of the main electron—electron and electron—boson scattering processes are
indicated by the colored arrows.

intrinsic instability of these systems toward different kinds of ordered phases. Such phases can
be favored by the reduced kinetic energy of the carriers and they might be associated with a
quantum critical point underneath the superconducting ddr28126. Indeed, a wealth of dif-
ferent broken-symmetries, such as unugspal 0 magnetism [135137, stripes [138, nematic
and smectic phases [13941], and, more recently, charge density waves (CDW) [132-
144 have been reported. The fluctuations of these incipient order parameters are expected to
provide a wealth of additional scattering channels that are very selective in the momentum
space. This can be rationalized by the inspection of the prototypical Fermi surface of under-
doped BjSr,_La,CuOs, 5 (Bi2201), shown in Figurd 2 (right panel). The intersections of the
Fermi arcs, characteristic of the pseudogap phase, with the AF Brillouin zone define the so-
called hot-spots that are particularly sensitive to a wealth of different scattering processes: (i)
since the quasiparticle density of states is maximum in the hot-spaiE )|~ is maximum),
they define an octet of the most-probable elastic scattering processes that give rise to the typi-
cal QP interference pattern in STM measuremebdf (ii) the hot-spots are connected by the
antiferromagnetic vectan,r = (7, ), therefore they are subject to a strong scattering with AF
fluctuations ati2 ~ 40 meV; (iii) recent experimentd 84 suggest that the CDW instability is
driven by a Fermi surface nesting at the waveveqtey= (0.255, 0), shown in Figur&?2 (right
panel). As a consequence, the QP scattering with fluctuations of the CDW order is particularly
strong at the hot-spots. On a more general level, the fluctuations of any incipient order parameter
with a characteristic wavevector provide additional electron—boson scattering channels that are
strongly selective in the momentum space.

These additional processes should be taken into account when modeling the QP relaxation
processes after the impulsive photo-excitation of the pseudo-gapped system. In particular, the
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photoexcitation process can be roughly reduced to two main steps. In the first step, the pump
pulse (hwphoton energy) is absorbed creating electron—hole excitations extending-fiam

to hw across the Fermi energ¥d) and with a distribution that is regulated by the joint den-

sity of states (JDOS) of the photo-excitation process. As a consequence of the extremely short
scattering time of high-energy excitations, this photoexcited population undergoes a fast energy
relaxation related to multiple electron—electron and electron—boson scattering processes that
lead to the creation of a large number of low-energy excitations. In the second and slower
step, the subset of scattering processes that allow large momentum exchange, while conserv-
ing the energy, leads to the recovery of a quasi-equilibrium distribution dominated by nodal
QPs atk ~ (/2,7/2). At this stage, the anisotropic energy gap is expected to provide strong
constraints to the large-momentum and small-energy exchange scattering processes necessary
for the relaxation of antinodal excitations lat~ (;r,7) and the recovery of the quasi-thermal
nodal population. Strictly speaking, the phase-space constraints for the scattering processes of
the photoinduced non-thermal population can decouple, at least on the picosecond timescale, the
populations at differenit. This non-thermal QPs distribution cannot be described by a Fermi—
Dirac function at any effective temperature and cannot be captured by any effective-temperature
model. Nonetheless, the possibility of creating a transient QPs population characterized by an
occupation of the empty states that cannot be achieved in equilibrium conditions, opens intriguing
perspectives to shed new light onto the elusive pseudogap phase in correlated materials.

3.2. Microscopic descriptions of quasiparticles and beyond

In the previous paragraphs, we have outlined the main phenomenological approaches to describe
strongly correlated systems at equilibrium. Here we briefly show how the quasiparticle properties
of a correlated system can be derived in a microscopic framework, i.e. solving models of inter-
acting electrons like the Hubbard model described by Equation (8), in which a band of lattice
fermions is influenced by a local Coulomb interaction which acts when two fermions with oppo-
site spin are present on the same lattice site. Despite its formal simplicity, this model cannot be
solved exactly in more than one dimension as a consequence of the direct competition between
the delocalizing effect of the hopping term and the constraint to the electronic motion imposed
by the local repulsion. In order to describe realistic features of actual materials, the simple model
above can be enriched by including more orbitals either on the transition-metal atom and on the
ligand oxygen atoms, longer-range electron—electron interaction, electron—phonon coupling and
other terms, but, as long as the Hubbard term remains the largest, the physics will be dominated
by the above described competition between kinetic energy and electron—electron correlations.
In this section we do not aim to review the huge amount of work which has been devoted to the
investigation and the solution of these prototype models and we refer the reader to recent reviews,
refs. [146147, dedicated to analytical (semianalytical) and numerical approaches. Instead we
focus on two methods that are well suited for the description of the quasiparticle dynamics in the
strongly correlated regime and to an accurate characterization of the interaction effects contribut-
ing to the self-energy. The first approach, based on the Gutzwiller approximation {&8) is
a variational method that introduces an effective quasiparticle description by projecting out the
“high-energy” configurations from a non-interacting wavefunction which would — without pro-
jection — describe a non-interacting metal. The second approach, centered on DAZE D pes
beyond the QP description and simultaneously accounts for the low-energy QP particle prop-
erties and the higher-energy excitations (exemplified by the “Hubbard bands”). This method is
particularly suited for the description of the dynamical response of correlated systems, both in
equilibrium, when linear-response theory holds, and out of equilibrium.
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3.2.1. Quasiparticles from strong correlations in the Gutzwiller approximation

The Gutzwiller approximation, described in more detail in Sectidnrepresents one of the most
popular and effective approximations to treat strongly correlated electron systems. The method is
based on the variational principle and on a wave function that introduces real-space constraints on
an uncorrelated wave function described by a Slater determinant. In the case of the single-band
Hubbard model, the idea is simply that the HubbBrdnakes doubly occupied sites energeti-
cally unfavorable, while the kinetic energy gives rise to delocalized states, in which any of the
local configurations is equally probable. Therefore, at every vallie thiere is an optimal value

of double occupation resulting from this balance. The Gutzwiller wave function describes this
process in terms of a variational parameter (projector). For multi-band systems more projectors
with similar meaning can be introduced. Despite its approximate nature, the expectation value
of a many-body Hamiltonian on the Gutzwiller wave function cannot be computed analytically
except for the case of infinite coordination number, where the variational energy depends only
on the average double occupation. In finite dimensions this property becomes an approximation
which goes under the name of the Gutzwiller approximation.

Despite its limitations, the GA provides precious insights on the physics of strong correlations,
including the Mott transition and the reduction of quasiparticle weight when the critical point is
approached, as pioneered by Brinkman and Ri&€[.

The picture emerging from a GA calculation can be interpreted as a liquid of quasiparticles
with a renormalized hopping amplitude and bandwidth. In the standard GA, the renormalization
is momentum-independent and the full dispersion is renormalized by a unique factor, leaving the
Fermi surface unaffected by the interactions. In this case, the reduction of the effective band-
width is equivalent to an effective mass enhancement, and the Mott transition is associated to a
vanishing kinetic energy and a divergent effective mass. The main limitation of the GA is that
the spectral weight which is lost at low-energy when the QPs lose their mobility is not recovered
in high-energy spectral features.

One strategy to go beyond this limitation is to considéinee-dependenBA (t-GA), where
the Slater determinants and/or the projectors are assumed to depend on time. InSgetivif
review the non-equilibrium time-dependent GA which is used to describe the real-time evolution
of correlated systems, but it is important to mention thatt&\ can be used to extract the linear
response functions which are associated to intrinsic equilibrium properties of the s¢St8m [

The Gutzwiller approximation can be generalized to include the most relevant realistic fea-
tures, including a multi-orbital electronic structufiesp], the coupling with bosons [15854 and
geometry, including the role of surfacelbp 15€. Furthermore, this approximation can be com-
bined with density-functional theory (DFT) to provide a consistent picture of actual correlated
materials 157-16(Q that is complementary to DFF U methods [16]while less computationally
demanding than DFF DMFT methods 162].

3.2.2. Quasiparticles coexisting with high-energy features in DMFT

DMFT has, nowadays, a paramount role among the methods designed to treat strong correlation
effects. The reasons for this success are at least twofold: on one hand DMFT allows for the cal-
culation of a variety of experimentally relevant quantities both for model systems and for more
realistic situations, and, on the other hand, DMFT has provided us with a powerful reductionist
approach to strongly correlated electrons on the verge of a metal—insulator transition. These elec-
trons show the low-energy behavior of a metal, as expected in the Landau quasiparticle picture,
while, at high energy, they behave as the localized carriers of a Mott insulator.

DMFT can be derived as the quantum version of a static mean-field theory, where the spatial
fluctuations are frozen, but the local quantum dynamics are instead completely accounted for. In
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practice, the theory maps a lattice problem (for example the Hubbard model (8)) total a
theoryin which a single interacting site is embedded into a non-interacting bath which describes
effectively the interaction of the chosen site with the rest of the original lattice. The equivalence
between the original lattice model and the effective local theory is enforced by a self-consistency
condition for the local single-particle Green'’s function that we describe in Settbn

The self-consistent solution of the effective local theory is typically realized with a simple
iterative procedure, where a new local theory is generated applying the self-consistency condition
to the output of a previous iteration, and the iterations proceed until the input and the output
function coincide. The solution of the effective local theory cannot be obtained analytically, but
several numerically exact “impurity solvers” have been identified and, at least for the single-band
model, the solution is nowadays completely established and solid.

It can easily be shown that DMFT becomes exact both in the non-interactingUigai©®
and in the atomic limit where all the hoppings go to zero. This highlights that the method is
intrinsically nonperturbative and it is therefore perfectly suited to study intermediate regimes,
where the different energy scales are comparable.

3.2.3. Quasiparticle evolution approaching the Mott—Hubbard transition

We have discussed, in Sectidri.2, that the half-filled Hubbard model describes a Mott—Hubbard
insulator in the larg&J limit. If we neglect the onset of antiferromagnetism, we can follow the
evolution from a metal to the Mott insulator as a functioribfi.e. the correlation-driven Mott
transition, as well as the effect of doping on a Mott insulator. The Mott—Hubbard transition is
arguably the most spectacular direct effect of strong correlations and its understanding is believed
to be essential to understand less obvious effects including high-temperature superconductivity.
The Mott—Hubbard transition is simply the process connecting a metallic state with a Mott—
Hubbard insulator, a state in which the electronic conductions are inhibited by a strong local
Coulomb repulsion despite the partial filling of the band. The Mott—Hubbard insulator is indeed
easily understood by considering a half-filled single-band Hubbard model (see Equation (8)) with
one electron per site. In this caselifis much larger than the bandwidth, the lowest-energy state

is obtained occupying each site with one electron and the electronic motion is inhibited because
it would imply the double occupation of a site and hence a higher energy. Starting from this state,
one can then reach a metal either by reducing the interaction (or, equivalently, enhancing the band
width) or doping carriers.

Within the GA, Brinkman and Ricelp( have demonstrated an evolution of the quasipar-
ticles controlled by the progressive reduction of the average number of doubly occupied sited
d=1/Ns) ;(myny) from 0.25 (non-interacting limit) to 0 (Mott insulator), a value which is
reached at a critical value of the interaction. The elimination of double occupancy is mirrored
in a reduction of theyuasiparticle weight, which measures the weight of coherent Fermi-liquid
excitations with respect to incoherent states. For a non-interacting systei while the Mott
transition is associated with a complete loss of coherence, which inpke8. This occurs
for a finite value ofU = U = 8|g|, wheregg is the non-interacting kinetic energy per parti-
cle. This effect can be described also in terms of a self-enBigy = A+ (1 — 1/2)w, which
is momentum-independent and it only depends linearly on frequency. Due to the momentum-
independent self-energy, the effective mass is givembym = 1/Z, wherem s the band mass
of the electron. As a consequence, the Mott—Hubbard transition is associated with a divergence
of the effective mass which clearly highlights the difference with band-like or disorder-driven
metal—insulator transitions. Another consequence of the momentum-independencé ialfiuat
renormalizes the full dispersion, which becomgs= Z¢y, implying that the Fermi surface shape
is not influenced by correlations. Thus one can picture the evolution of the spectral function
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Figure 13. Schematic picture of the Mott—Hubbard transition within DMFT. On the left, following the
vertical arrow from top to bottom: evolution of the single particle spectral function (local density of states)
as a function ofJ/W. Read lines indicate the quasiparticle metallic part of the spectrum, blue lines indicate
the insulating high-energy Hubbard bands and purple lines indicate an intermediate situation. Bottom of the
plot: following the horizontal arrow we visualize the doping-driven Mott transition from a Mott insulator
with a clear gap to a strongly correlated doped metal with a quasiparticle peak. The figure corresponds to
hole doping, while an electron doping would have led to a peak close to the upper Hubbard band. In the
top-right part of the picture we report a schematic diagram locating the correlation-driven and doping-driven
transitions (dashed arrows). The color notation is the same as in the left panels and the blue dot marks the
Mott transition point.

obtained in GA by following only the red part of the spectrum shown in Figdr@eft column),
where a broad non-interacting spectrum shrinkb) A% increases until a critical point where it
simply vanishes.

It is worth noting that the linear dependenceXfw) cannot be obtained within mean-field
Hartree—Fock, in which the self-energy is unavoidably constant and does not allow a description
of the loss of coherence and Mott physics in the absence of symmetry breaking. In 8egdon
will present more details about the equilibrium Mott transition within the GA approximation as
a starting point to investigate the non-equilibrium dynamics.

The GA can also be used for half-filling, where the system is always metallic for any doping.
If we start fromU > U, one can study a doping-driven insulator-to-metal transition, in which
is zero only in the half-filled case, and it linearly grows as a function of doping (in the standard
Hubbard model with nearest-neighbor hopping only, doping with holes or electrons is equivalent
by particle—hole symmetry).

The main deficiency of the GA is that it only describes the quasiparticle component of the
correlated electrons and its disappearance as the interaction grows. The Mott transition is thus
associated with the destruction of the metallic state and the description of the Mott insulator is
completely trivial. One indeed expects that the reduction of the low-energy quasiparticle weight
close to the Fermi level should be accompanied by a shift of spectral weight toward high energy.
This latter contribution is expected to be incoherent and to evolve toward the Hubbard bands of
the Mott—Hubbard insulator. The incoherence would be associated to a finite value of the imag-
inary part of the self-energy, which determines a finite lifetime for these high-energy excitation,
in contrast with the long-lived quasiparticles.
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While these effects are not accessible by the GA, that starts from a metallic wave func-
tion, they are all present in the DMFT picture of the Mott—Hubbard transition. Here the spectral
function and the self-energy do not take a simple analytical form, but — at least for the single-band
model — a numerically exact solution can be obtained straightforwardly using different
solvers.

The evolution of the single-particle spectral function obtained within DMFT is reproduced in
Figure13 (left column). The low-energy part apparently mirrors the behavior of the Brinkman—
Rice transition, with a quasiparticle peak that gets narrower when the interaction is increased.
However, in DMFT, the quasiparticle peak is flanked by high-energy features, centered roughly at
+U/2. Increasing the interaction means the spectral weight is shifted toward higher energy. Inter-
estingly, the quasiparticle peak disappears for a vallg of 1.5W, when the Hubbard bands are
already well separated (bottom-left panels in Figligg. As a consequence the Mott—Hubbard
gap opens abruptly when the system becomes an insulator, eXemifishes continuously and
the zero-temperature transition is of second order.

When the Mott insulator is doped (bottom-right panel in FigiB) the system immedi-
ately becomes metallic. However, the insulator-to-metal transition does not lead to a major
reshuffling of spectral weight. Indeed a tiny coherent quasiparticle peak appears close to one
of the Hubbard bands (the lower band for hole doping and the upper band for electron dop-
ing). As the doping increases the peak becomes larger and larger and eventually merges with
the Hubbard band, gradually turning the system into a weakly correlated metal. Roughly speak-
ing, the non-trivial strongly correlated region coincides with parameters such that the spectral
function shows three coexistent features: the incoherent high-energy Hubbard bands and the
low-energy coherent quasiparticle peak. This is a vivid picture of a physical electron which
has a partially itinerant and partially localized part, and one of the greatest successes of
DMFT is precisely to provide a relatively simple and cheap representation of this non-trivial
physics.

In the top-right part of Figurd3 we report a schematic phase diagram which hold for both
GA and DMFT. The dashed arrows indicate the two Mott—Hubbard transitions: the correlation
driven transition that occurs at half-filling by increasing the valuéJoédnd the doping-driven
transition that occurs fdd > U, as a function of the density.

3.3. Effective-temperature models

For values of doping and Coulomb repulsion at which coherent QPs can be defined, the sig-
nature of the electronic coupling with the different degrees of freedom of the system could be
unveiled by time-resolved techniques, under the form of different relaxation dynamics following
the pump excitation. The stronger is the coupling to a specific subset of bosonic modes, the faster
is the relaxation dynamics. Quantitatively, the link between the bosonic function extracted by
conventional techniques and the outcomes of P—p experiments has been set in a seminal work by
Allen [163. In this work the energy exchange process between an electronic population at the
effective temperaturé, and the bosonic fluctuations at the effective temperatyris investi-
gated. Although the original work addresses the simplest case of an isotropic coupling with the
phonons, in the following we extend the same formalism to the more general case of the QP cou-
pling with bosonic fluctuations of electronic origin at the effective temperaiy,evith a subset
of strongly coupled phonons (usually buckling and breathing modes involving the Cu—O bonds)
at Tscpand with the rest of the lattice @ty.

A set of four coupled differential equations can be used to represent the following physical
processes: a short laser pulse, with power density (absophéupulsively raises the effective
electronic temperature of the QPs with a specific IRat yeTe (Ye = nZNCN(eF)k§/3, Nc being
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Figure 14. Temporal dynamics of the electronic and bosonic effective temperatures, as given by the
effective temperature model.

the number of cells in the sample aNdEg) the density of states of both spins per unit cell).

Te then relaxes through the energy exchange with all the coupled degrees of freedom that lin-
early contribute to the totdll () = 12x () + «’F(Q)scp+ a?F (). The rate of the energy
exchange among the different populations is givenl8g]:

a_Te _ G(lzX,Tbe, Te) G(WZFSCH Tscp Te) + G(azFlat, Tiat, Te) + p

- , o (14)
ot Yele Yele Vele Vele
0The G( 2X7 The Te)
- , 15
0Tscp _ G(a®Fscp Tscp Te) (16)
ot Cscp ’
0T at _ _G(OlZFIat'Tlat, Te) (17)
ot N CIat ,
where
G(I1;,Tj, Te) = hkﬁ / dQIT(Q)QN(L, Ti) — N(X, Te)] (18)

with TT; = 12y, a?Fscp, a?Flar andn(2,Tj) = (€"%/%T — 1)~1 the Bose—Einstein distribution

at the temperature§; (i = be, SCP, lat). The specific hedi4-p of SCPs is proportional to

their density of states and is taken as a fracfioof the total specific heat, i.€Cscp = fCiy.

We underline that Equations (14)—(17) constitute a special case of more general equations in
which the coupling is not only mediated by the electronic population, but explicit terms that
directly link the bosonic populations are considered. In Figi#teve report the characteristic
dynamics of the effective temperaturgs as calculated from Equations (14)—(17). Considering
that the specific heat of the spin fluctuations should be a fraction of the electronic specific heat
[164], that is much smaller tha@scpandCiy, the temperaturel are expected to decouple very
quickly after the excitation with the pump pulse. In particular, wHilg promptly follows the
electronic temperaturdscp and Tiy; increase on longer timescales, finally leading to the local
effective thermalization (@~ Tpe & Tscp~ Tiat) ON the picosecond timescale. Assuming that
the variation of the optical properties is directly proportional to the electronic tempefafuhe
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relaxation dynamics in the P—p experiments should contain the fingerprint of all the relaxation
processes with the different subset of bosonic fluctuations.

Further insight into this simple model, known as the effective-temperature model, is gained
by using the Taylor expansion of the Bose—Einstein distributigf, T;), under the assumption
hQ « kgT;. In this case, Equation (14) reduces to:

oT
—t_ Goe (The— Te) + gSCP(Tscp— Te) + gl_?_t(Tlat —Te), (19)

ot Yele Yele YVele

whereg = (3yeh/mkd) - (A(2%)) and 1(Q?); = [;° TT;(R)QdL is the second momentum of

the Eliashberg coupling with the sub-populatiomherefore, Equations (14)—(17) reduce to a
set of linear coupled equations for the functidRé), Tye(t), Tscp(t) andTiy(t). Considering the
simplest case of an isotropic coupling with the lattice (two-temperature model), the relaxation
dynamics ofTg(t) further reduces to

8Te (Te - Tlat)

—e__1¢& & 20
ot Te—lat (20)
that determines a quasi-exponential decayqgf) with initial slope given by:
T k3Te(0)
Te—lat(0) = 32) (21)

Although useful to quantitatively support the outcomes of the first P—p experiments, the effective-
temperature model has some intrinsic limits that mostly arise from the definitidn afd T;
during the relaxation process of the photoexcited population.

The basic picture of the effective-temperature model is based on the assumption that the
energy delivered by the pump pulse, under the form of a non-thermal occupation of the
empty electronic states, rapidly relaxes to a “hot” Fermi—Dirac population before any energy
is exchanged with the lattice (or with other bosonic fluctuations). Although the electron—electron
interactions can be extremely effective in many materials, the validity of the hypothesis under-
lying the effective-temperature model could be disputed even in the simplest frame of the Fermi
liquid (FL) theory. As a consequence of the phase-space available for the scattering processes,
the FL theory predicts a QP scattering rat@ ¢f the form:y = a(E — Eg)? + b(3T?), wherea
andb are coefficientsE is the QP energy andl is the temperature. At finite temperatures (e.g.

T =300K), the QP lifetime (1/ycan range from- 1071°s atE=1eV to~ 10 1°s atE = Ef,

that is much longer than the typical electron—phonon scattering time (typically in thé-10
10-12s range). In a more realistic picture, while the high-energy electronic excitations (~1eV)
promptly decay towarér, the low-energy excitations start exchanging energy with the bosonic
fluctuations before an effective thermalization is achieved (see Fidgire

From the experimental perspective, the lack of any fluence dependance in the relaxation
dynamics is often considered as the failure of the effective-temperature approach. Consider-
ing that te_a(0) x Te(0) (see Equation (21)) and assuming a direct proportionality between
Te(0) and the laser power density(that is reasonable for very high excitation fluences, i.e.
Te(0) > Tsampid, the effective-temperature model predicts a relaxation dynamic that linearly
scales withp. This trend can be easily verified though intensity-dependent P—p experiments.
Nonetheless, while this is true for the simplest case of an isotropic electron—phonon coupling
(two-temperature model), the case of simultaneous energy exchange with a different subset of
phonons is less straightforward and no characteristic fluence-dependencg(¥) can be pre-
dicted a priori. This is a consequence of the fact that, while the electronic specific heat linearly
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Figure 15. Effective temperature model to extract the electron—phonon coupling in metals. The left panel
shows time-resolved reflectivity measurements on conventional superconducting &&5al3 he fit to the
data (black line) is an exponential decay, whose time constant is given by Equation (21). The central and left
panels represent a sketch of the effective temperature model and of its extension to include a non-thermal
distribution of QPs and phonons.

increase wittp, CscpandCiy; are almost independent of the pump fluence. In particular, consid-
ering a typical fractiorf =0.1 of SCPs, the SCP specific heat reduces t0,Q.A&QdCscp >~ Ve Te

at the typical pump fluences necessary to HB@) > Tsample Therefore, in the realistic exper-
imental conditions the fastest relaxation dynamics are no longer proportiomglp as given

by Equation (21).

As already pointed out by Allen [163the assumption that the distribution functions for the
electrons are thermal (i.e. equilibrium ones) may not be correct. In other words, the assump-
tion that electron—electron relaxation is instantaneous as compared to electron—phonon scattering
may not always apply. In particular, when dealing with unconventional metals, such as cuprate
superconductors, this assumption needs to be verified before quantitative vajugsuef dis-
cussed. To explicitly account for the non-thermal nature of the photoinduced electron population,
the temporal evolution of the electron distribution should be included in the model through the
Boltzmann equation (BE). The simplest way to tackle this problem is to assume a two-fluid pic-
ture in which the transient electron distributidE, t), is the sum of a thermal Fermi—Dirac
distribution 1) at the effective temperaturg and a non-equilibrium part that is calculated by
BE in the relaxation-time approximation:

f(E,1) = fr(E Te(V) + fnT(E, D). (22)
Accordingly to this model, usually quoted as extended multi-temperature model (EMTM), the
energy provided by the pump pulse is transferreéirt&, Te(t)) through the non-thermal pop-

ulation fyr. This process can be included in Equations (14)—(17) by replacing the source term
P(®)/yeTe With [ p(t)K(t —t) dt, in whichK(t — t') is a kernel function determined by the BE
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[166-168. Recently, the improvement of the temporal resolution and spectral coverage of time-
resolved experiments directly led to the measurement the dynamd@(fs) of formation of the
thermalized electron distribution in gold§9 that can be exactly reproduced by the EMTM.
Nonetheless, a complete description of the problem should rely on the calculation of the real
QPs distribution function beyond the approximation of the EMTM. Kabanov and Alexandrov
re-examined the kinetic equations without prior assumptions regarding electron thermalization,
and obtained an exact solution for the energy relaxation 6at6.[ They analyzed P—p relax-
ation rates using an analytical approach to the Boltzmann equation, without assumptions on the
quasi-equilibrium distributions for the electrons or phonons, and with particular focus on cuprate
superconductors. They applied the Landau—Fokker—Planck expansion, expanding the electron—
phonon collision integral at room or higher temperatures in powers of the relative electron energy
change in a collision with a phonohg/(ksT) < 1. Then the integral Boltzmann equation for
the non-equilibrium part of the electron distribution functip,t) = f (¢,t) — fo(&¢) is reduced
to a partial differential equation in time-energy spateéd:

) 0 0
y &Y = 9% [tanﬁé/Z)cb(é,t) + gqﬁ(é,t)} : (23)
wheref (£,1) is the non-equilibrium distribution function and= /A (Q2?)/keT. The electron
energy, &, relative to the equilibrium Fermi energy is measured in unit&gdf. Multiplying
Equation (23) byt and integrating over all energies yields the rate of the energy relaxation:

Eult) = —y / d tanh(z /2) &, 1), (24)

whereEg(t) = ffooo dé&g (&,1). Under appropriate conditions, the characteristic electron—phonon
relaxation rate given by the calculation differs from the rate derived by Allen in the numerical
factor (which is twice as large) and the fact that the ambient temperature enters the formula
instead of the electron temperature:

27Tk%T|at
3hA(Q?)
alleviating the need to determine the initial electronic temperatdrerhe validity of these
approaches requires careful consideration of electron—electron scattering rates, that crucially
depend on the specific material considered. The estimate that leads to Equation (25) is supported
by the experimental evidence of a non-thermal distribution in ARPES, which shows that the 2TM
fails to describe the high-energy electronic distribution at very early times on the order of 50—
100fs [17Q1717). In Figure16 we show a comparison of the Fermi function used by the 2TM and
the TR-ARPES data for BErL,CaCuyOg together with a fit to a Fermi—Dirac distribution used to
estimatel,. Compared to the Fermi—Dirac curve, these data show a high-energy tail very similar
to the exact non-equilibrium distribution fromh70. Further confirmation of the validity of for-
mula (25) is the observation of linear dependence on sample temperature, just as predicted. The
most important conclusion from this work is that the assumption that either electrons or phonons
have equilibrium distribution functions is very approximate, and it may not hold quantitatively
for the case of cuprates.

The 2TM can be easily extended to also include the effect of thermal diffusion, in which case
an additional term appears for the electronic and bosanicke, SCP, lat) temperatures in the
form of Fick's second law di/dt = —DV?T;, whereD = K i/ peiCe, iS the thermal diffusivity,
whereKe  is the thermal conductivity anek ; is the density.

In all-optical measurements, the energy relaxation rates are inferred from the transient reflec-
tivity response. The probe is assumed to measure the relaxation of the dielectric constant (and

(25)

Te—lat =

36



EbgT
/TR, PR S 1
—ARMES duin ]
Firred Fumsosoes Br (XTPD) 4 4

:%' 1000 -4, modsl fr
- 01 @
B m z
E

a0

10 )

z ]

0z o0 H2 -4 085
Eanchng ereegy (al')

Figure 16. The ARPES spectrum ofBirCaCuypOs immediately after excitation (at zero delay) from [58]
(black line), a fit to a Fermi—Dirac function (red line) and the calculated distribution function ft@6j [
(blue line).

thus reflectivity) as a result of the relaxation of the electronic distribution function for the elec-
trons, assuming electron—hole symmetry. The optical experiments rely on the existence of excited
states for the final states in the probe transition, in which case the response is a summation over all
the possible vertical transitions weighted by the matrix elemeit&E, k). Time-resolved angu-

lar resolved photoelectron spectroscopy (ARPES) measures the electronic distribution functions
more directly [58172173. Optical and ARPES experiments potentially give similar informa-
tion, allowing a comparison of the model predictions with experiments. The values of relaxation
time from time-resolved ARPES experimen&8[L72-174 agree very well with the optical
experiments in BiSCO1[75-177).

All these models rely on the Fermi-liquid description of the electronic properties, of the
electron—electron, and of the electron—boson scattering processes. The extension of these models
to correlated materials, in which even the applicability of the concept of quasiparticle is disputed,
is one of the great challenges of non-equilibrium physics in solid state systems. More broadly,
electronic correlations provide a wealth of additional scattering channels, such as spin fluctua-
tions and spin/charge orders, that are expected to accelerate the energy exchange processes and
the onset of quasi-thermal distributions.

3.4. The basic concepts of nhon-equilibrium superconductivity

The outcomes of the first single-color experiments (see Sebjidnggered an intense effort to
develop simple models to interpret the novel information coming from the ultrafast dynamics.
Although the energy released by the pump pulse would eventually lead to a quasi-thermal state
characterized by a local effective temperature, the high temporal resolution of the experiments
allows access to the dynamics of the thermalization process itself. On this timescale the ther-
modynamic state, i.e. the distribution of the charge-carriers and bosonic excitations, cannot be
described by a single temperature. The simplest approach is to treat the electrons and the bosonic
baths as different coupled systems, characterized by specific effective temperatures. In this pic-
ture, the thermal state is achieved via the energy exchange among the different subsystems and
the relevant timescale is regulated by the electron—boson coupling function (see Se&tion

On the other hand, the study of the relaxation dynamics becomes a more complex problem
when the systems undergo the superconducting phase transition or, more generally, any kind of
symmetry-breaking transition. In this case, the opening of a gap in the density of state intro-
duces additional phase-space constraints for the scattering processes, that typically result in a
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bottleneck in the dynamics. This problem will be tackled either from the microscopic point of
view, in which the dynamics are the result of the interaction between non-thermal gap-energy
electrons and bosons, or from the thermodynamic point of view, through the Ginzburg—Landau
functionals. Even though the simple models presented in this section sometimes rely on brutal
approximations, they represent the fundamental tools to move the first steps toward the quantita-
tive study of the results of ultrafast experiments and to connect the ultrafast relaxation processes
to the quasiparticle dynamics presented in Secdion

3.4.1. The bottleneck in the dynamics: the Rothwarf-Taylor equations

The issue of QPs relaxation in superconductors is relevant for non-equilibrium superconduct-
ing devices, superconducting particle detectors and for photoexcitation experiments. From QP
recombination studies one can infer the intrinsic relaxation times and their dependence on the
experimentally tuneable parameters, such as the excitation intensity. Uniquely, P—p techniques
can distinguish between gap states and pseudogap states on the basis of their lifetimes. This is
particularly important when the system under study is inhomogeneous, either in real space or in
k-space. Real-space inhomogeneity may arise due to the presence of self-assembled stripes or
aggregated textures [1,489. In k-space, we can speak of inhomogeneity when states at differ-

ent regions in the Brillouin zone (BZ) have a different character: for example some states may
have polaronic character, while other states may have extended state character. This is particularly
important in cuprates, due to the nodal-antinodal dichotomy, and in multi-band superconductors,
such as pnictides, where a number of bands cross the Fermi level and become gapped below the
superconducting transition. Very similar phenomenology is also encountered in other gapped sys-
tems, particularly CDW systems, where the Fermi surface is gapped in some regions of the BZ
due, for example, to a Peierls instability [180he main difference is that in superconductors the

gap is intended for single particle excitations out of the ground state, whereas in CDW systems,
there is a gap for electron—hole excitations.

In photoexcitation experiments, after the initial rapid energy relaxation lasting for few hun-
dreds femtoseconds, the electrons (holes) are nearly in equilibrium with phonons irrespective of
whether there is a gap in the electronic spectrum or not. While in a gapless metal, the relaxation
proceeds further toward thermodynamic equilibrium by the QP emission of low-energy acoustic
phonons, in superconductors and CDW systems the final states are limited by the presence of a
gap. In this case the QPs can relax to the ground state only provided that they emit a phonon with
an energy greater than 2A, wheteis the single particle gap energy (see Figli/@. In other
words, the energy relaxation process is interrupted when photoexcited particles reach states near
the gap in the energy spectrum.

It was already recognized in 1979 by Rothwarf and Taylor (R—T) that the measured QP life-
time for these states is not governed by the intrinsic recombinatiorRragézause one needs to
take into account phonon reabsorption processes from the ground state, as shown iAFigure
They proposed a simple model to account for phonon re-absorption, in which the QP and pairing
boson population dynamics are described in terms of two non-linear differential equa®dhs [

dn

= N — Rr? 2
dN aN  Rr?

=2 T NN, (@7)

wheren is the QP populatior\l is the total gap-frequency phonon (GFP) population that can be
separated into the photoexcited and thermal contributiNins: Npg + Nr. 1 is the probability
for pair breaking by the absorption of a phonon, & the bare QP recombination rate with
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Figure 17. The relaxation of photoexcited electrons takes place in distinct steps (an analogous process takes
place for holes). The initial steps are photoexcitation (1), electron—electron thermalization and avalanche
energy relaxation (2). The latter takes place within 40-100 fs. Thereafter quasiparticles recombine into pairs
across the superconducting gag3) with the emission of high frequency phonons (orange wiggly arrows)

with an energyiw > 2A. These GFPs can immediately break pairs (4), leading to a cyclical process shown
by the blue arrows. This process is terminated either by anharmonic decay of GFPs with/energdA

or by phonons escaping from the photoexcited volume [18],182

the emission of a phonon argldescribes the incident pulse. The factor 2 comes from the fact
that two QPs are annihilated with an emission of a single phonon in a recombination jevent.
describes the loss of phonons by mechanisms such as phonon escape from the superconducting
region [L82 in mesoscopically inhomogeneous systems or in thin films; or anharmonic decay

of the high-frequency phonon&d« > 2A) into lower frequency phonongd¢ < 2A). Phonon

escape may be important in inhomogeneous systems, or in thin films. In such cases, the rate
limiting step is determined by the characteristic length scale of the superconducting regions or
the thickness of the film [1§3Figure 18).

The anharmonic decay rate is known from phonon linewidths and time-resolved Raman mea-
surements to be in the 02 1 ps~* range [L84]. While the model was originally formulated for
phonons as the pairing bosons, the model in its various forms applies equally to phonons and
spin excitations as pairing bosonk8f. Indeed, apart from classical superconductd@€],
hole [184187-199 and electron-doped [199,2D@uprates, MgB [201], and recently pnic-
tides 37,202203, the model has been successfully used for optical studies concerning the QP
recombination across the gap in several charge-density wave sy&@f0204-209 and the
relaxation of electrons between low-energy electronic states in Jahn—Teller ordered systems and
in heavy electron systems [26209.

Although the R-T equations can be solved numerically, analytic solutit8f§ gre more
useful in performing systematic analysis as a function of particular parameters, such as excita-
tion power, carrier density and temperature. In particular, analytical solutions reveal non-linear
dependencies of the relaxation time on pump intensity, as well as bimolecular decay kinetics or
simple exponential behavior with different excitation densities.
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Figure 18. The processes which determine the rate limiting gtepthe R—T equations (26, 27). (a) Anhar-

monic decay of phonons with ener@ly > 2A to lower energy phonons prevents further pair-breaking. (b)
Phonon escape from superconducting regions in an inhomogeneous state, such as a vortex state or an intrin-
sically textured state, removes them from the R—T Id@2]. (¢c) Phonons escaping from the superconductor

to the substrate cannot be reabsorbed, and present a rate limiting step in thin film samples.

In thermal equilibriunN = Ny, n = ny and the equations reducenbly = Rr?r. The thermal-
QP density at temperatufiecan be estimated a$85

nr(T) = N(0)y/277 Aks T exp(—A /kgT). (28)

Here N(0) is the electronic density of states at Fermi energy, Anis the energy gap. The
estimate of the GFP density is given by:

/AZ T

N (T) 2 3622781 (2 keT), (29)

(hwp)®

wherehwp is the Debye energy and is the number of atoms per unit cell.
As previoulsy discussed for small perturbations the optical response is proportional to the

excess QP density,. Substitutingn, = n—nr andNp = N — Ny into Equations (26) and (27)
we can rewrite the Rothwarf-Taylor (RT) equations:

d

d—r:’ = lo+ 1N, — 2Rnrn, — R,

q (30)
d—'\:‘) = Jo — 1Np/2+ Rnrn, + RIE/2 — y Ny,

here we used the equilibrium conditiopity = Rr?.

We can now discuss a number of different regimes for QP recombination. In the so called
weak bottleneck regimihe decay is dominated by, i.e. y/n > 1, the first equation simpli-
fies to dp/dt = —2Rnrn, — Rrf. The relaxation rate ', defined as-dn,/dt/n, for t — 0, is
temperature and intensity dependent:

™t = R@2n + np(0)), (31)

whereny(0) is n, at timet=0. The relaxation time is dominated by two-body processes for
low temperatures whemnr < n,, but it shows a single particular exponential decay for the low
excitation case (n>> np).
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More interesting is the opposite limit, namely tbteong bottleneck regimeherey /n « 1.

In this regime breaking of pairs by GFP is dominant, causing an initial fast exchange of energy
between QPs and GFP (compared with 1Jeading to a quasi-equilibrium between GFP and
QP.

This can be described as a two temperature regime where GFP and QP are in thermal equi-
librium at a higher temperature than the rest of the system. This regime was paghettleneck
dynamicsand the relaxation following superconducting state recovery dynamics

We can look at thesuperconducting state recovery dynamicgwo limits. The low tem-
perature limit is for the case whem <« n/R. In this caseR(nr +n,) < y and the thermal
equilibrium is not established. The relaxation rate for this limit is again temperature and intensity
dependent:

R
1 271’(2nr +p(0)). (32)

For the high temperature limitr > n/Rthe relaxation rate is:

-1 Iy for n, < nr, (33)

y/2 forng > nr.

For this limit it is also interesting to write down tmg as a function of light excitation density
as quasi-thermal equilibrium is achieved:

1(n
0

— (24
g 4<R "+

* o ! +16n2r+8n8') (34)

The buildup of the signgbrebottleneck dynamiasepends on the initial processes after pho-
toexcitation in RT equations marked ksJo. For the case where the first relaxation of highly
excited quasiparticles is predominantly electron—phonon relaxation and the majority of the energy
before thermal equilibrium is in the phonon system the finite risetime can be described with
Equation (30):

d
=P~ N, (35)

while nj is negligible.

By use of the two temperature model governed by bottleneck dynamics and conservation of
energy, Kabanov et al1B4 derived equations for temperature dependence of the density of
optically excited QP in low excitation limit as quasi-thermal equilibrium is reached between QP
and GFP:

=Ty Bexp(—Ap/ksT)’ (36)
o= &1/ (A(T) + ke T/2) 37)
14 B,/28 exp(—A(T) /kBT)

The first equation is for the case of a temperature independent gap like pseudogap with
A, = constant and the second for a temperature dependent g&psuch as the superconduct-
ing gap. In the equations the parameder 2v/N(0)22; with N(0) being a density of states at
Fermi energyp the effective number of phonon modes per unit cell participating in the recom-
bination process an@. the characteristic phonon cutoff frequency. It should be pointed out that
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these equations are derived for an isotropic energy gapafe), whereas the calculations for
anisotropic @-wave) gap predict a different temperature behavior [184]. Since the ssywatee
model works well with several materials (see Sectnit is argued that the recombination
process mainly takes place at anti-nodes, where the gap magnitude is maximum.

3.4.2. The response due to the effective temperature and chemical potential perturbations in
the superconducting state

A phenomenological description of the electron dynamics in the superconducting phase should
account for the non-thermal modification of the electronic occupation induced by the pump pulse.
To address this issue we recall the dependence of the superconducting (isotropic) gap on the
excitation distribution function, as given by the BCS gap equation:

dek
JeE+ A?
whereN(0) is the electronic density of states at the Fermi levethe gap and/p,; the attrac-
tive pairing potential. The main role of the thermal enekgy is to control the number and the
distribution of excitations in the empty stateg, above the Fermi energy. When the tempera-
ture is increased, the thermal occupation of the available sktes./ex + A2, given by the
Fermi-Dirac distributiorfo(Ex/ksT), prevents these states from participating in the formation of
the superconducting condensate and eventually leading to the superconducting-to-normal state
second-order phase transition. When the system is excited by light pulses with photon energy
hw > A, the thermal distribution is perturbed leading to a transient non-equilibrium popula-
tion described byfy = fo(Ex/ksT) + 8fk. The number of excess excitations can be calculated
by integrating the non-equilibrium distribution:

1 oo
n= m/(; Bfk dék. (39)

The simplest approach to account for the photoinduced non-equilibrium population is attained
by introducing some effective parameters, namely an effective tempefaizL0] or chemical
potentialues [211] to describesfy. Although simple, these two effective distributions represent
the general classes of perturbation that can be applied to a superconducting systerm[212
the effective temperature modeéf,(Tes) is even with respect to inversion through the Fermi
energy and the excess distribution is the same for electron-like and hole-like excitations. In this
case the non-equilibrium population is calculated by a Fermi—Dirac distribution at the effective
temperaturde > T. In contrast, a change in the effective chemical potential describes any odd
perturbation offy, in which the excess electron- and hole-like excitations are unbalanced. In
the superconducting state, the possible shift of the chemical potential of “normal” quasiparticles
can be balanced by the opposite shift of the chemical potential of superconducting pajigg The
model can be used when the excitation proceskasged, in the sense that it intrinsically changes
the number of charged carriers, such as in the case of electron injection in superconductors.

The case of photoexcitation in multiband systems is more complex. The photoexcitation
process does not alter the total charge distribution of the system, but creates a non-thermal dis-
tribution of electron—hole excitations. If the electron and hole density of states are completely
symmetrical, the chemical potential remains constant during and after the photoexcitation pro-
cess. However, in realistic multiband systems the density of states and the effective mass of the
empty levels filled by the electrons can be dramatically different from those of the occupied states

th
1= N(O)Vpair/ [1— 2fo(y/ €2 + AZ/kgT)], (38)
0
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below the Fermi level. As a consequence, an excitation can lead to the simultaneous variation of
Teft and uet in Order to maintain the charge-neutrality. This picture is expected to accurately
represent the case of underdoped cuprates, that are characterized by the pseudogap and the super-
conducting gap, and of charge-transfer insulators, in which the excited electron helvaradter,

while the excited holes mainly reside in the O-@pbitals.

Both models predict a decrease of the superconductingAgdp, T) when increasingin
(expressed in units of 4¢9) A (0, 0)) but with important differences [2]L3n the Tex model the
gap dependence can be approximatedigyn, 0)/ A (0, 0) ~ 1-32(36)%?/72 and a complete
closing is obtained ain. (Te) >~ 0.33, causing a second-order phase transition to the normal
state. In theues model the gap closing is slower, i.A(5n,0)/A(0, 0) ~ 1-4/25n%?/3, and,
before the complete gap collaps&at~0.65, the free energy of the superconducting state equals
the normal state one. The free energy difference between the two phases, in units of the conden-
sation energyJ. = N(0)A2(0)/2, is expressed [2]&s AF(8n) ~ —1/2+ 16v/26n%2/3 and
reduces to zero aing (uer) ~ 0.16. The most important consequence is that, within the
model, a first-order phase transition from the superconducting to the normal state can take place.
This possibility introduces a non-thermal scenario in which superconducting and normal domains
can spatially coexist, in contrast to what is expected in equilibrium conditions. We underline
that the differences between the predictions of the two models are not related to the density of
excitation injected into the system but to their energy distribution.

We stress that the crucial issue to describe the photo-excitation process throligh tie
wetf models is the way the pulse energy, is shared among the different degrees of freedom of
the system, i.eE, =Eqp + Ec¢ 4+ Epn + Enoss WhereEqp is the energy directly absorbed by QPs
excitation,E; is the energy necessary to modify the condensation energy of the sysieamd
Epos are the energies released to the phonons and to other bosonic fluctuations, such as short-
range AF excitations. While th&g model directly provides the amount of energy delivered to
the bosonic degrees of freedom, that are described by a Bose—Einstein distribTtigrirathe
eff Model the excess bosons are not accounted for and the absorbed energy is entirely absorbed
by the shift of the chemical potential. The excess excitations injected by a short light pulse in the
limit of weak optical perturbations6 < nr, whereny is the total number of thermal excitations)
can be estimated by Equation (37).

A common assumption is that the photoresponse of a superconducting system is proportional
to the number of excess excitations. This is particularly reasonable in the case of optical mea-
surements in transmission on thin films, in which the relative variation of transmissivity,,
is directly proportional to the change in absorption, given by the imaginary part of the complex
refractive index (nt ik). In this case, the relatiosk/k >~ §n/nr and Equation (37) suggest that
the photoresponse is given by a universal functiol\¢T) /ksT and can be used as a powerful
probe of the gap amplitude, also in systems that exhibit multiple d8251/89.

Once the optical perturbation is halted, the equilibrium distribution at the tempefatsre
recovered by exchanging energy with the thermal bath constituted by the different degrees of
freedom interacting with quasiparticles. In conventional superconductors, the main relaxation
channels are provided by the inelastic scattering with phonons, although elastic electron—electron
scattering processes can play a role in the case of an anisotropic gap. Although a quantitative
estimation of the relaxation time should be based on a microscopic model accounting for the
density of states and all the possible couplings with bosonic fluctuations, a simple and general
phenomenological expression links the relaxation timg,,., to the gap value, in the limih «
kT, i.e. forT ~ T.:

ke Te

TTeffyll-eff = CTeffoeff m' (40)
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wherecr,, .. iS a coefficient that depends on the microscopic parameters of the system and is
proportional to the inelastic scattering time of a quasiparticle at the Fermi surface. This relation-
ship predicts a characteristic divergence of the relaxation time Whes approached, that is

related to the progressive decrease of the phase-space available to inelastic scattering processes
that involve a fractiom\ (T)/ks T, of the thermally occupied states.

3.4.3. Sub-gap photo-excitation and gap enhancement

A particularly interesting case is related to the sub-gap € 2A(T)) optical excitation of a
superconducting or, more in general, of a gapped system at the equilibrium temp@rafisre
discussed in the previous section, Equation (38) suggests that the QP distribution plays the
fundamental role in determining the gap value. Therefore, by manipulating the equilibrium QP
distribution function on the energy scadgT, it is possible to enhance the gap value [212],
provided that the total number of excitations is not increasedsm.es 0. During the photoex-
citation process, the constraihty < 2A(T) does not allow the breaking of Cooper pairs and
photoinjecting additional excitations, while thermal quasiparticles are preferentially elevated
from the low-lying states ah < Ex < A + hw, to the less populated statesEat> A + hw.
Intuitively, this process increases the number of statgs< 0) at Ex > A available for the
formation of the superconducting condensate, thus increasing the value of the gap. From the
gap equation, it is possible to define the effective temperature ctédpgeorresponding to the
change of the gap amplitude:

STett
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that becomes negativeftective coolingwhenéf, < 0. This effect is particularly evident at mod-
erate temperatures while at very low temperatures, the absence of thermal excitations prevents
the formation of the non-thermal distribution necessary to achieve the gap enhancement.

In conventional superconductors, the gap is of the order of a few meV, that requires excita-
tion with sub-THz electromagnetic radiation to fulfill the relatibe < 2A(T). Indeed, a gap
enhancement corresponding et ~ 2% by continuous-wave microwave radiation has been
demonstrated in thin metallic film&1521§. For T > T, it has been shown that a new super-
conducting state with a finite gap is the stable solution of the gap problem upon continuous wave
(CW) irradiation [21T.

In principle, the same approach could be extended to achieve the gap enhancement in high-
temperature superconductors. The large value|aff 2 40 meV [218§ permits the designing
of experiments in which short and very intense THz and far-infrared pulses are used to create a
transient non-thermal population. However, the/ave character of the superconducting gap pre-
vents the conditionw < 2A(T) for everyk value from being achieved. In particular, a large rate
of QP production is expected in the nodal region, k.ev (7/2,7/2), in which A /2 ) = 0.
Furthermore, the non-thermal population can be sustained on the timescale determined by the
relaxation time given by Equation (40), which is proportional to the inelastic scattering time
of QPs at the Fermi surface. Therefore, the wealth of different scattering channels available in
correlated materials (see previous sections) could confine the typical inelastic scattering pro-
cesses to the femtosecond timescale, making it extremely difficult for the feed of the non-thermal
distribution necessary to achieve the gap enhancement condition. A microscopic description of
the out-of-equilibrium superconductivity in correlated materials and the postiblave gap
enhancement via ultrashort THz pulses represents a challenge for condensed matter theory and
experiments.

(41)
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3.5. Dynamics of the order parameters: time-dependent Ginzburg—Landau functionals

Any system characterized by a broken symmetry can be described through the Ginzburg—Landau
functionals that introduce the concept of (complex) order paramdgter[219]. The ground state
of the system is obtained by minimization, over the entire volume, of the normalized Landau

free-energylJ:

U =/(ao+@|n|z+@m|“+x|vmz) dv, (42)
wheren = W/ Weqis the order parameter normalized to its equilibrium vahgP, T) andB(P)
are the coefficients that determine the thermodynamics of the symmetry-broken second-order
phase transition, and is the stiffness to the spatial perturbationsnofThe generality of this
approach allows the same treatment of a wealth of different ordering phenomena of relevance for
correlated materials, such as lattice distortions, magnetic ordering, superconductivity and charge
density wave (CDW) instabilities.

The extension of this approach to describe the dynamics of the order parameter after an
impulsive excitation is based on the possibility of replacing the temperature-dependent coeffi-
cientAq(P, T) with a time-dependent functioi(t). A general equation of motion can be derived
by differentiatingU with respect to the order parameter:

) -
‘;—IZ + awo% = —w%% = —wi[A)n + B, (43)

wherewy is the eigenfrequency of the mode characterized by a well-defined dispersion. For the

sake of simplicity, we assume a real homogeneous order parameter which describes an optical

mode whose dispersion is almost flat. The possible damping of the coherent majiaiitro-

duced through the adimensional coefficientAt equilibrium, 83U /95 = 0 and Equation (43)

does not contain any forcing term. As soon as a perturbation is applieth; £ 0 and a coher-

ent motion is triggered, whose dynamics are controlled by the shape of the mexican-hat potential

U (see Figurel9).

This simple formalism can be applied to describe different processes that are relevant for time-
resolved experiments. The naive picture is that the interaction with the pump pulse prepares a
perturbed state of the system in which the value of the order parameter is partially quenched from
neq = 1to 1— 8n(t). Inthis case, the potential is unchanged and the evolution of the system is that
of a harmonic oscillator in which the initial displacement is maximum, while the initial velocity
is null. These typical cos-like oscillatory dynamics are shown in Fig9a). The damping term
« mimic the energy exchange process with the thermal bath that transforms the energy selectively
stored in the coherent motion into thermal energy shared among the different degrees of freedom.
In other terms, the loss of coherence of the oscillation(dfis a consequence of the dissipation
to the thermal bath that ultimately allows the relaxation to the equilibrium valgeeq = 1.

Nonetheless, this simple picture does not represent most of the excitation processes in which
there is no direct dipole-allowed coupling between the light pulse and the order parameters. In
contrast, the excitation pathway is usually mediated by some electronic transition, either real or
virtual, that impulsively modify the potential landscape of the system. This process can be mod-
eled by introducing the time-dependent coeffici&tt) = Ag + f (t) which describes the temporal
evolution of the perturbation, that can have either an impulsive or displacive character. In the first
case, the change #f(t) instantaneously follows the temporal profile of the laser pulse and can be
represented by a delta-function, if€t) = §(t). This process is analogous to impulsively chang-
ing the initial velocity of an harmonic oscillator, while leaving the initial position unchanged. As a
consequence, a sin-like oscillation of the order parameter is triggered, as shown in1Sh)re
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Figure 19. Dynamics of the order parameter in a broken-symmetry phase.

that eventually relaxes back to the equilibrium value. Among the processes that can be repre-
sented by an impulsive change of the potential, there is the impulsive stimulated Raman scattering
mechanism. Here, a portion of energy is impulsively released to initiate the coherent oscillation
of n via a virtual electronic transition, following the cross-section and the selection rules of the
conventional Raman scattering processes. However, in many cases the interaction with the pump
pulse involves real electronic transitions that absorb most of the energy that is locally stored in
the system and is released to the rest of the bulk on a longer timescale (typically in the order of
0.1-1ns) that is related with the heat diffusion process. In this case, the excitation process is dis-
placive and the change in the potential is a step-like function givein(thy= H (t), whereH (t)
is the Heaviside function. The typical oscillatory dynamics, reported in Figj¢e), exhibits a
cos-like character but approaches an asymptotic valyes A(t — 00)/B, that is different from
neq = 1. This kind of dynamics is general to all processes in which the pump excitation induces
a long-lived change of the equilibrium potential, such as the case of a photoinduced phase tran-
sition or of a temperature increase directly induced by the pump pulse or consequent on the
decoherence of(t), as recently shown in the case of the spin dynamics in the antiferromagnetic
dielectric KNiFz [220]. Intriguingly, the motion equation of Equation (42) constitutes also the
link to the thermodynamic description of the relaxation process of a system adiabatically driven
out of equilibrium.

In Figure19(b) we show the relaxation dynamics in the case of an overdamped oscillation
(e > 1, blue line) and a completely incoherent relaxation—aco, black line). In this last
case, the second-order term can be neglected and the dynamics reduces to the classical kinetic
equation [22%
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whereg = wg/a. This equation can be linearized for small perturbatiénspbtaining:

dén __on (45)

dt TGL
wheretg. = —2gA(P,T) is the exponential decay that describes the relaxation dynaméogs of
Finally, Figure19(b) displays an intermediate scenario in which the time-dependent coefficient
At) = Ag + ae " relaxes on a timescale of the same order of the damping of the system and of
the oscillation period.

When an inhomogeneous system is consideredMh¢ term must be included in the func-
tional U. This leads to a second-order equation in the time and space coordinates that accounts
for the propagation o (t,r) perturbation. This formalism can be extremely useful to treat thin
films, interfaces and devices in realistic geometric configurations, for example, the recovery of
the superconducting order in LSCO [222]. Moreover, it has recently been applied to investigate
the space-time propagation of the impulsive quench of a CDW order, in which the inhomogeneity
of the process is intrinsically related to the finite penetration length of the electromagnetic field
in the material [3%

The same formalism can be further extended to treat complex order parameterge?,
provided the derivative of the functiontl in Equations (42) and (44) is performed with respect
to the functionn*. Besides the dynamics of the amplitude of the order parameter, additional
modes, related to the spatial and temporal variatiop(©f emerge from the td-GL.

Finally, the GL functional is also extremely useful in the case of systems, whose properties
are the consequence of the interplay between two different order parametand;;,. The func-
tional U can be extended to include both the order parameters and a quadratic interaction term,
i.e.W|n1|2|n2/?, that can be either repulsive (competing pha®¥és; 0) or attractive (cooperative
phasesW > 0):

i AP B1(P)
g =/[uo+ L 5 |n1|2+1T|771I4+M|Vn1|2]

B2(P)

|nz|2+T

AP, T)
* [T

|772|4+)»2|VT)2|2+W|711|2|772|2] dv. (46)

Following the previous steps, it is possible to linearize Equation (46), obtaining a set of coupled
equations:

dm _ dm dn2

_ o 47
dt T T12 4"
drz _ _dm _ Smz (48)
dt 1 T2

The dynamics emerging from these equations is characterized by two diagonal time-comgtants (
andtyy) that describe the intrinsic decay time with no interaction, and two non-diagonal terms
(112 = 121) that depend on the parametét. The possibility of studying the interplay between

two competing phases in the time-domain has recently been applied to hole- and electron-doped
cuprates [19223, demonstrating the competitive nature of the interaction between the pseu-
dogap and superconducting phase, and in stripe ordered nickelates, supporting the scenario of
strong coupling between the spin and charge sectots [73
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3.6. Onthe complexity of the scattering processes which regulate the quasiparticle dynamics

The overview of (quasi-)equilibrium dynamics in strongly correlated systems highlights the
inseparable nature of the most relevant lattice and magnetic excitations. This points out the
inadequacies of classical theory, particularly for dealing with inhomogeneous and fluctuating
mesoscopically ordered phases. The concepts introduced in Sections 3.3-3.5 also challenge the
knowledge coming from conventional equilibrium techniques and pave the way toward the use
of non-equilibrium experiments to disentangle the intertwined degrees of freedom. In particu-
lar, we highlight the following aspects that constitute the bridge between the (quasi-)equilibrium
properties (Sections 3.1 and 3.2) and non-equilibrium dynamics, as discussed in S28tidds

and3.5:

e In correlated materials, the charge dynamics is regulated by a rich electron—boson coupling
function, which includes the coupling with both phonons and bosons of electronic origin,
such as spin fluctuations. These scattering processes can strongly affect the electronic self-
energy up to an energy scale of hundreds of milli-electronvolts.

e The anisotropy of the fundamental interactions in (pseudo-)gapped phases deterkaines a
dependent renormalization of the electronic self-energy and, therefore, of the most relevant
scattering processes. This effect is further enhanced by the intrinsic tendency of correlated
materials to develop symmetry-breaking instabilities.

e The short-range electronic correlations, usually described through the Hubbard model,
challenge the notion of the quasiparticle in itself. In materials close to the Mott-insulating
phase, the fundamental excitations involve incoherent charge fluctuations localized in real
space.

e Within the effective-temperatures approximation, the timescale of the relaxation dynamics
observed in P—p experiments is controlled by the same electron—boson coupling function,
[1(€2), which also regulates the quasiparticle dynamics. In other words, the coupling to
the bosonic (e.g. phonons, spin fluctuations) baths, which renormalize the single-particle
self energy and the quasiparticle effective masses, also provides the relaxation channels
necessary for the relaxation of the photoexcited electrons. The electron—boson coupling
function can be quantitatively estimated from the sub-ps dynamics in ungapped metallic
phases.

e The opening of a gap in the density of states and the onset of superconductivity call for
a microscopic model to describe the relaxation dynamics. While the temporal evolution
of the gap can be described by some form of effective-temperature or effective-chemical
potential model, the relaxation of the electronic excitations across the gap can be suc-
cessfully described by the Rothwarf-Taylor model. In this picture, the gap-energy bosons
emitted during the recombination process accumulate to form a pair-breaking non-thermal
population of bosons, which strongly slows down the relaxation process.

e The time-dependent Ginzburg—Landau functionals constitute a simple tool to capture the
phenomenology of the space-time propagation of the impulsive perturbation in a symmetry-
broken phase.

4. Optical properties: a non-equilibrium approach

One of the major breakthroughs in the field of ultrafast optical spectroscopies was given by the
possibility of tuning both the pump and the probe frequencies over a very broad region, rang-
ing from the THz to the UV. While tuning the pump photon energy allows the system to be
selectively excites along well-defined pathways, the tunability of the probe can be exploited
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to explore the dynamics of many different degrees of freedom. Furthermore, the possibility of
easily controlling the polarization of both the pump and probe beams makes the table-top tun-
able ultrafast experiments a novel tool complementary to the conventional equilibrium optical
spectroscopies. Although we do not pretend to provide a comprehensive overview of the optical
properties of correlated materials, that can be found elsewk242P5, here we will present the

most important concepts that constitute the bridge between the equilibrium and non-equilibrium
optical properties. The possibility of investigating the ultrafast dynamics of different regions of
the dielectric function unlocked the gate to many interesting experiments, whose results will be
reported in Sectiob.2.

4.1. The fundamental optical features of correlated materials

In this section we overview the general features that constitute the starting point of the differential
analysis for time-resolved measurements. In particular, we will focus on copper oxides which
can be considered as prototypical materials, since, upon doping and temperature changes, they
exhibit some general features that are of relevance for all correlated materials. Among these we
cite: (i) development of a Drude peak when the carrier concentration is increased; (ii) charge-
transfer transitions involving transitions from @-@rbitals to the localized upper Hubbard band
of the 3dCu orbitals; (iii) anomalous spectral weight changes involving the Drude peak and the
high-energyU energy scale; (iv) mid-infrared peaks (MIP) in the 0.5-0.7 eV energy range; (v)
signatures of the opening of the pseudogap and of the superconducting gap; and (vi) inductive
response of the condensate.

Figure 20 reports theab-plane reflectivity of optimally doped B$r,Cay 92Y 0.08CUOg. 5
(Y-Bi2212) crystals . = 96 K), measured by conventional spectroscopic ellipsomet®y] [
at 300K. The reflectivity of Y-Bi2212 shows some general features common to most of the
correlated materials:

(i) below the dressed plasma frequengy ¢ 1 eV), defined by the relation Retégg, T)} =
0, the optical properties are dominated by a broad peak related to the optical response of
the low-energy excitations in the conduction band. Interestingly, the dielectric function
in this energy range cannot be simply reproduced by a Drude peak, in which a constant
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Figure 20. Reflectivity of a prototypical cuprate. The red dots are the reflectivity of an optimally doped
Bi2SrY0.08Ca.02CUw00ss sample (Y-Bi2213p, p >~ 0.16, Tc = 96 K). The black line is the fit of the
extended Drude model to the data. The inset displays the electron—boson coupling fliié2pextracted

from the EDM. The dashed line is the reflectivity computed in the case of an increase of the effective
temperature o8 T = 200 K. Taken from [226].
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Figure 21. Real part of the optical conductivity of prototypical correlated materials, such a§2g2),
YBapCuzOgx [233], V203 [234] and La_xSKCuOy [235].

scattering rate and effective massi* of the QPs is assumed. The strong frequency-
dependent scattering rate and effective mass, resulting from the interaction with bosonic
excitations, can be accounted for by the more general extended Drude 224ldre-
sented in Sectiod.1.1. When the density of the charge carriers is decreased by chemical
doping, the weight of the Drude-like part of the spectrum is progressively suppressed
until the insulating phase, exhibiting a charge-transfer gap at 1.5-2 eV (see Eiguie
reached. When moving to the low-doping region of the phase diagram, the optical con-
ductivity of copper oxides is characterized by universal structures@b eV, which are
usually named as mid-infrared peaks (MIPs). Although their nature is often debated, the
MIPs constitute a rather universal fingerprint of short-range electronic correlations. As a
general picture, the MIPs can be rationalized as interband transitions between the filled
lower Hubbard band and the empty quasiparticle states cldse ¢o between the filled
guasiparticle states & and the empty upper Hubbard band (UHB). In both cases, the
transitions involve delocalized QP states and localized states characterized by the double
occupancy of the Cu sites. Different interpretations have also been proposed, such as a
subtle interplay between the strong coupling of the charge carriers with phonons and spin
fluctuations [22829;

(if) aboveawy, the high-energy interband transitions dominate. In this energy range, the equi-
librium dielectric function can be modeled as a sum of Lorentz oscillators is-theV
energy range [224,225The attribution of these interband transitions in cuprates is a sub-
ject of intense debate. The ubiquitous charge-transfer (CT) gap edge (hole from the upper
Hubbard band witlt,._,» symmetry to the O-2p, orbitals) in the undoped compounds
is about 2 eV [22}1 Upon doping, a structure reminiscent of the CT gap moves to higher
energies, while the gap is filled with new transitions. This trend has been reproduced by
DMFT calculations of the electron spectral function and ofdbeplane optical conduc-
tivity for the hole-doped three-band Hubbard model [R3he structures appearing in
the dielectric function at 1-2 eV, that is, below the remnant of the CT gap at 2.5-3 eV,
are possibly related to transitions between many-body Cu-O states at binding energies as
high as 2 eV (for example singlet states) and states at the Fermi energy. More recently,
equilibrium optical spectroscopy measureme2&1] on HgB&0O,, s have revealed an
interband peak at 1.3 eV, which appears at the hole dopingd.1 and progressively
increases with a maximum amplitude at optimal doping.
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The spectral evolution of the cuprate optical conductivity when moving from the overdoped
to the underdoped region of the- T phase diagram presents many features similar to those
characteristics of other correlated materials which undergo a temperature-driven insulator-to-
metal phase transition. In Figugd we contrast the doping-dependent optical conductivity of
YBa;CuzOg.x and La_4SrCuQy to that of the vanadates \\Oand \V,O3 at different tem-
peratures. As the insulating phase is approached, the Drude peak is progressively suppressed
concomitantly with the divergence of the optical effective mass (see Settioh) and the
increase of the intensity of the interband transitions. As a general behavior, in correlated mate-
rials the changes of the optical conductivity in the proximity of a metal-to-insulator transition
involve energy scales on the order of the Hubbdrdo quantitatively address the temperature-
or doping-related changes of the optical conductivity we introduce the optical spectral weight of
the Drude-like peak, defined as:

SWp = /w Reop (w) dw. (49)
0

As a consequence of the conservation of the total number of charge carriers (with d&nsity

in the conduction band, SyMis a constant given by S§/= a)g,/& Wherea)gI = 47NoZ/m* is

the squared plasma frequency antlis the effective mass of the free carriers. When the sys-
tem undergoes a phase transition, e.g. from insulator to metal, the density of states at the Fermi
level is expected to dramatically change and a more general sum rule, which accounts for the
conservation of the total number of electrons in the conduction and valence bands, holds:

SWh + Y SW; = cost, (50)

where SWis the spectral weight of the interband transitions labeled by

The normal-state optical properties of copper oxides mostly change, particularly in the
infrared region of the spectrum, when thaxis (i.e. perpendicular to the Cu-O planes) conduc-
tivity is considered. In particular, the infraretl < 100 meV) optical conductivity is strongly
suppressed from typical values of the order of 1000-2008cm™* in the ab-plane, down to
< 400 Q~tcmL. Further, the optical conductivity along tleeaxis assumes the characteristics
of a strongly incoherent metal. Although the microscopic mechanisms at the origin of this strong
scattering are still debate@24,236, the underlying physics of this effect is related to the small
interplane transfer matrix elements that are of the orddg of 30 meV for the most conduct-
ing systems. Therefore, theaxis coherent hopping is destroyed by the very strong in-plane
scattering. Specifically, the timescale of the scattering processes involving the charge carriers is
significantly smaller than the time needed for the interlayer hopping, which is of the order of
hfte ~ 20fs.

4.1.1. The extended Drude model

In the conventional Drude model, the optical absorption is mediated by scattering processes that
lead to a finite lifetimer of the free carriers. However, in most cases a constant valualoés

not allow the coupling of electrons (or holes) with a rich spectrum of fluctuations to be accounted
for and does not reproduce the experimental results. In the extended Drude model (EDM), the
physical processes responsible for the renormalization of the lifetime and effective mass of the
QPs are included in a phenomenological way, by replacing the frequency-independent scattering
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time T with a complex temperature- and frequency-dependent scattering tiné):
= N w) = 17 Hw) — iwi(w) = —iM (o, T), (51)

where 1+ i(w) = (M*/m)(w) is the mass renormalization of the QPs due to many-body
interactions andl (w, T) is the memory function.
In the EDM, the optical conductivityp(w, T) = [1 — ep(w, T)]iw/ 4 is given by:

i 2 1 2
op(@,T) = — ——P p

— = — . = . (52)
dro+M(,T) 471/t(w,T) —iw(l+ i(w,T))

The renormalized scattering rate and effective mass can be directly extracted from the
measured Drude optical conductivity through the relations:

%
LTy =B (54)
+ e, )__4715 (UD(a),T)>'

Although this phenomenological version of the EDM does not provide any clue about the
microscopic mechanisms responsible for the renormalization of the energy dispersion and life-
time of the QPs, it is very useful for directly extractingw, T) and m*(w,T)/m from the
optical data. The EDM can be used to demonstrate the correlated nature of the metallic phase of
transition-metal oxides, in which the transition to the insulating phase is driven by the progressive
localization of the charge carriers.

In three-dimensions, this Mott-type transition manifests in the diverge2®4 pf the scat-
tering rate (71(w, T)) and of the effective mass, which unveils a dramatic correlation-driven
decrease of the kinetic energy of the charge carriers. In lower dimensions, which is the case for
copper oxides, the spatial correlations become important and the divergence is partially smoothed
out. In copper oxides, the EDM has been wide?24] used to estimate trab-plane scattering
time of the charge carriers due to the interaction with any fluctuations present in the system. For
example, in the normal state of Bi2212,(w, T) linearly increases from-1000 cnt! (~5fs)
at zero frequency t6-4000 cnt! (~ 1.3 fs) athw ~ 0.5 eV. Above this frequency, which corre-
sponds to the cut-off of the highest-energy fluctuatians(w, T) saturates to a constant value
[237]. As soon as the system enters a gapped phaséy, T) rapidly drops to zero on the energy
scale, lower than the energy gap.

In some simple cases, the spectral weightzSé&n be directly related to the average kinetic
energy(K) of the charge carriers in the conduction band. As an example, in a single-band system
in which the tight-binding model with nearest-neighbor hopping is a valid approximation, it is
demonstrated?3§ that:

n2a2e?
 AFPVatom

wherea; is the lattice spacing projected along the direction determined by the polaridation

the incident light and/,om is the volume per atom. Equation (55) is valid when only the Drude
contribution to the optical conductivity is included in the integration (50), in which the upper
bound is infinite. In realistic analysis, however, the Drude contribution can be hardly disentangled
from the additional interband transitions which appear attheV energy scale. Therefore, the

SWp —K), (55)
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spectral weight calculations are often performed using a finite-energy cuoffositioned in-
between the plasma frequency and the onset of the interband transitions. In this case, the spectral
weight sum rules are not strictly valid since any change of the optical scattering rate leads to
the modification of the Drude peak width which is missed when the finite cut-off integral is
calculated. Quantitatively, this can be easily shown for the simplest Drude model in which the
scattering rate is frequency-independent:

2

SW(R, T) = 2P [1 - 2@} (56)

8 T
This relation is valid in the limit2; >> y and can be extended to a frequency-dependent scat-
tering rate, provided that a suitable frequency-averagéd)),, is used. Considering the direct
relationship between the Drude spectral weight aG#), Equation (56) suggests that $Wan
be used to study the temperature-dependence of the scattering rate of the charge carriers, which is
strictly related to the scattering with bosonic fluctuations, as will be discussed in the next section.

4.1.2. The electron—boson scattering in optics

From the microscopic point of view, the extended Drude formalism can be derived from the
Holstein theory for normal metals [R8Considering the Kubo formula and using complex dia-
grammatic techniques to evaluate the electron and boson thermal Green’s functions and omitting
vertex corrections (Migdal approximation), the memory functibtw, T) results:

_ oe fET) —fE +o,T) -1
M(”’T)_“’{/_oo w+2*<s,T>—E(s+w,T>+iyimpds} —o &7

wheref is the Fermi—Dirac distribution;mp an intrinsic decay rate that accounts for the scatter-
ing by impurities and= (w, T) andX*(w, T) the electron and hole-space averaged self-energies,
which can be calculated by Equation (3). We pinpoint that although the memory fuitionT)

has the same analytical properties of the single-particle self-eagigyT), it has a conceptually
different meaning, since the optical transition at frequendgvolves a particle—hole excitation

of the many-body system and provides information about the joint particle—hole density of states.
Considering the vast number of experimental indications that, at moderate doping concentra-
tions (p > 0.16), the fermionic and bosonic degrees of freedom can be separatetiG&tone
assume that the EDM can be used to extfac®) from the optical conductivity, as measured at
the equilibrium temperatur€. Although sophisticated maximum entropy techniques]hhve

been developed to unveil the rich details of the bosonic functl®8 ] the main features can

be evidenced by a simple histogram form fd(¢<2). The inset of Figur®0 displays the typical

I1(£2) histogram function, extracted by the equilibrium optical conductivity of optimally doped
Y-Bi2212.T1(2) is characterized by:

(i) a low-energy part (up to 40 meV) linearly increasing with the frequency. This part is
compatible with either the coupling of QPs to acousti2z]] and Raman-active optical
[122] phonons or the linear susceptibility, as expected for a Fermi licRAG|

(i) a narrow, intense peak centered~aB0 meV, attributed to the anisotropic coupling to
either out-of-plane buckling and in-plane breathing Cu—O optical mode$§t B8sonic
excitations of electronic origin such as spin fluctuatiatzg132;

(i) a broad continuum extending up to 300—400 meV, well above the characteristic phonon
cutoff frequency £90 meV) that strongly resembles the dispersion of magnetic excita-
tions, evidenced by scattering experimeni34127,129-131,241-243 or loop currents

[125].
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Figure 22. Electron—boson coupling function extracted from the extended Drude analysis of spectroscopic
ellipsometry data of different copper-oxides. Taken fr@84].

The EDM model allows treatment on an equal footing of the electron—phonon coupling and
the coupling to the additional degrees of freedom, mostly of electronic origin, that are common
to all correlated materials. Interestingly, the formalism presented in this section constitutes the
link between the single-particle self-energy and the optical self-energy. This fills the gap between
the concept of QP scattering, as discussed in Se8tiand theoptical scattering rate introduced
through the memory function. The probability of a scattering event which enables the interaction
of a free QP with the incoming photons is ultimately proportional to the density of bosons and
to the strength of their coupling with the charge carriers. As extensively reviewd® fhe
I1(2) extracted by optical spectroscopy in copper oxides is in very good agreement with the
electron—boson function measured by other single-particle and two-particle techniques such as
ARPES, STM and Raman. In this framework, the temperature-dependeno@ phaturally
emerges from Equation (57) and is directly related to the change of the number of bosons which
can scatter with the carriers. Given thH) function with a; cutoff, y(T) can be easily
calculatedy (T) exhibits a sub-linear increase fRsT < h2¢, which approaches a linear trend
as the temperature becomes larger than the energy scale of the bosonic fluctuations.

Figure22 displays the doping and temperature dependiHigt) on several families of copper
oxides. Although the main role of the temperature is to modify the population of the bosonic
modes, the histograms exhibit a small temperature-dependence, which becomes stronger in the
underdoped regime. This result suggests that the picture of a sharp distinction between fermionic
QPs and bosonic fluctuations, which interact though a temperature-independent coupling, is pro-
gressively lost when electronic correlations dominate the electronic properties. As a general
trend,I1(2) is characterized by an intense and peaked low-energy structure, which progressively
evolves in arather flat background as the doping density is increased. This result can be connected
to the presence of well-defined AF resonancegat= (r, ) in the underdoped compounds,
which broaden and evolve in the continuum of the short-range magnetic fluctuations when the
density of the charge carriers is increased by doping (see Sé&cti@).

The EDM has been widely employed to discuss the dynamics of the charge carriers in cop-
per oxides and its relation to the onset of superconductitit¥115225239244-25]]. Recent
results suggest that the fluctuation spectrum could extend up to severhl 8257, hence of
the order of the Hubbard enerdy. The same formalism has also been applied to investigate
the coupling in iron-based superconductors [258d more conventional ferromagnetic systems
[254]. When the density of the carriers is decreased (underdoping), the application of the EDM
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to copper oxides and, more in general, to correlated materials becomes more questionable for
various reasons: (i) the opening of tkalependent pseudogap in the electronic density of states,
which will be discussed in Sectiofi1.2.1; (ii) the loss of well-defined quasiparticles and the
impossibility of separating fermionic and bosonic degrees of freedom; and (iii) the appearance of
the MIPs which progressively replace the broad Drude-like peak.

4.1.2.1. Non-constant density of statesln the calculation of the self-energy (see
Equation (3)), a constant density of states at the Fermi level has been considered. This assump-
tion is dramatically broken by the opening of a partial or full gap in the DOS clo&g t&uch

a gap, lying within the same energy scale of the bosonic fluctuations, hinders a reliable modeling
of the electron—boson dynamics. A further evolution of the EDM, accounting for a non-constant
electronic density of states, has been developed by Sharapov and Carbotte [255], and has been
used to analyze spectroscopic data at equilibrigd¥][ In this model, the imaginary part of the
electronic self energy is given by:

ImM(w, T) = -7 /DO H(Q){N(w+ Q,T)[n(Q,T) +f(w+ Q,T)]
0
+N(w—Q,DL+nQ,T) —f(w— ]} AL, (58)

whereN(w, T) is the frequency-dependent normalized density of states, which can be modeled
through a proper function @f. ReX (w, T) is calculated from Equation (58) through the Kramers—
Kronig relations. This formalism has been introduced and successfully used to study the electron—
boson coupling in the underdoped cuprates, characterized by the onset of the psemggGap

atT < T* [247]. The normalized density of statdw, T) can be modeled by [247]:

2
NO,T) +[1— RO (A%G) for || < Arc,

N(w,T) = (59)

1+ 5[1 —N(,T)] for |w| € (Apg, 2Apg),
1 for |w| > 2Apg,

whereApg >~ 40 meV is the maximum energy gap amplitude at the antinedeg+, 0) and

(0,47), while 0< N(0,T) < 1 is the gap filling. Thek-space integrated electronic DOS is
completely recovered betweeXps and 22-c. This model has been used to extrabt2) as

a function of the temperature, demonstrating a significative pseudogap-driven increase of the
electron—boson spectral function in the same doping range in Whidbcreases (see Figza).

This result strongly supports a scenario in which the pseudogap and the superconductivity are
competing.

4.1.3. Infrared-active modes

The low-frequency optical properties contain valuable information about the electronic and
structural properties of correlated materials. As discussed in Section 1, the THz and mid-IR
(2-130 meV) regions of the electromagnetic spectrum can be almost continuously covered by
time-resolved experiments. This energy range is particularly sensitive to a wealth of relevant
processes such as the infrared active modes, the Josephson plasma resonances, the inductive
response of the superconducting condensate and the opening of a full or partial low-energy gap
in the density of states. In principle, all these processes can be used as the fingerprints to track the
ultrafast transformations of the system, in which the structural and electronic degrees of freedom
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Figure 23. Extended Drude model analysis of the frequency-dependent scattering rate in underdoped (a)
BioSrnCaCyOgs (Tc = 67 K) and (b) YBaCuzOg 50 (Tc = 59 K). The colored lines are the EDM fit to

the experimental data (black lines) at different temperatures. The bottom panels display the electron—boson
spectral function at different temperatures. Taken from R&f7T.

can be directly disentangled in the time domain. Here, we will review some of the general fea-
tures that can be accessed by THz or infrared pump—probe experiments. In general, the optical
conductivity associated with the infrared active modes is in the ordef 800 @~1cm2. In

metallic systems, these values are easily overwhelmed by the intrinsic Drude conductivity of the
system. Therefore, the infrared features are usually more visible in insulating systems or in the
cases in which the metallic conductivity is suppressed either by the opening of a gap or as a
consequence of an extremely large scattering rate of the charge carriers.

4.1.3.1. Copper oxides. Figure 24(a) reports the low-frequenayaxis reflectivity [25¢ of
YBa;Cu;Og.x (YBCO) at different hole dopings, ranging from under=®.5, T, = 53K) to

optimal x=0.95, Tc = 93 K) doping concentrations. Due to the large incoherent nature of the
charge carriers along tleaxis, a large number of narrow peaks in the 20—80 meV energy range
are clearly visible, already at room temperature. These peaks are related to the infrared active
phonon modes which are allowed by the dipole optical selection rules, given the symmetry of
the crystal structure. Of particular relevance for time-resolved experiment2BB264 (see
Sectionb.2) are twadB;, symmetry modes:

e the bond bending mode at40 meV (322 cmt), which involves the out-of-plane motion
of the oxygens in the Cu-O plane and

e the ~70meV (570 cm?') mode which modulates the displacement of the apical oxygen
atoms (see Figur24) along thec direction (apex oxygen vibrations). The latter is more
clearly visible in the optimally doped system which is closer to the true orthorhombic phase
of YBa,CuzO7. When decreasing the carrier density, this mode progressively weakens and
a new mode at-76 meV (610 cm?), related to a change of the crystal symmetry, appears.
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Figure 24. (a) Reflectivity and (b) optical conductivity of YEB2uz30e« at different doping concentrations
and temperatures. Taken fror@56]. THz-infrared conductivity of: (c) the prototypical doped manganite
Pro.6Ca.4MnO3 [257]; and (d) the prototypical nickel oxide Lg7Sry.33NiO4 [258]. (e) Sketch of part of
the Bi2212 unit cell and of the typical infrared-active vibrational modes in correlated materials.

When cooling down (e.g. 100 K), many new players come into the game. While in the most
metallic system (= 0.95) the THz reflectivity increases, as expected for a metal, in the more
underdoped samples the conductivity is suppressed below an energy seateof50 meV. This
effect is related to the onset of the pseudogap*atwvhich leads to the progressive depletion of
states atiw < Apg, as shown in the optical conductivity of the underdoped (.7) sample (see
Figure24(b)). When the temperature is further decreasedrlamgicrossed, an additional plasma
edge appears at19meV in the optimally doped sample. This feature, known as Josephson
plasma edge, is related to the coupling between the parallel superconducting Cu—O layers and
will be discussed in Sectiod.1.4. Furthermore, the temperature also affects the position and
lineshape of the infrared-active phonon modes. As a general trend, the vibrational modes undergo
a blueshift when the temperature is decreased. This is a consequence of the anharmonicity of the
lattice potential which stiffens for smaller vibrations. On the other hand, the bending mode at
~40 meV is subject to an anomalous redshift whgls crossed. This shift in the position of the
mode is also accompanied by a dramatic change of the lineshape, which becomes asymmetric
and can be phenomenologically described by the celebrated Fano res@&hjice |

X+ )

o1(w) =A v

(60)

wherex = hi(w — wp)/ ', Ais an amplitude factor angis the asymmetry parameter. The Fano
resonance describes any system characterized by the quantum interference between a narrow
level and a continuum of states. In the case of YBCO, both the anomalous redshift and the
asymmetry of the bending mode have been explai2éé][as the effect of the change of the
local electric field experienced by the ions, which arises from the onset of the Josephson plasma
resonance a < T.. The same effect has been measured #Ba&CaCu;O; [267].

The phenomenology of the infrared-active phonon modes in YBCO is alike for almost all
the copper oxides characterized by perovskite-derived structures with orthorhombic (YBCO) or
tetrahedral symmetries (e.g. Bi2212, see Figgdée)), where the copper ions sit at the center
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of an octahedral cell constituted by the oxygen ions. In multi-plane cuprates, the octahedra are
replaced by square pyramids with the base lying in the Cu—O plane. Since the electric proper-
ties of cuprates are dominated by the conduction in the Cu—O planes, we can single-out three
main families of infrared active phonon modes (see Fi@4i@)) which are expected to be more
relevant for the electronic properties:

(i) the modes involving the stretching of the oxygens ions at the apex of the pyramids (or
octahedra);
(ii) the stretching modes involving a change of the in-plane Cu-O distance; and
(i) the bending modes related to the out-of-plane movement of the oxygens.

4.1.3.2. Other correlated materials. Similar infrared features are present in different
transition-metal oxides, such as manganites, nickelates and vanadates. As an example,
Figure 24(c) reports the optical conductivity of Ca 4MnOs, which exhibits an anisotropic
charge-ordering af < 235K with electronic gap in the order @&fco >~ 0.18 eV. The suppres-

sion of the optical conductivity below o allows the observation of a wealth of infrared active
modes (see inset). The three dominant phonon modes (23, 42 and 71 meV) correspond to the
threeF,, infrared active vibrational modes of the cubic perovskite. Due to the orthorhombic
distortion, a number of weaker resonances are clearly visible. The two highest-frequency vibra-
tions are assigned to the Mn—O—Mn bending mode and the Mn-O stretching mode, respectively
[257,259.

Also the charge-ordered nickelate lgaSry 33NiO4 exhibits similar phonon modes that can be
clearly visible at low temperature, when the electronic DOS is suppressed by the opening of a gap
attributed P58268-27( to static charge order, fluctuating stripes or small polarons formation.
Also in this case, the Ni—O in-plane stretching mod@g258 (84 meV) develops a strongly
asymmetric Fano-like lineshape at low temperature, which is attributed to the modification of the
physical environment around the ions when the charge carriers progressively localize. Phonons
in this frequency range are also critical for the metal—insulator transition in vanadium oxides. For
the VO, the Ay lattice modes associated with stretching and tilting of V-V dimers are found at
~ 23 and 27 meV, respectively [2&T 1].

Similar cases are given by the layered transition-metal dichalcogenides. For example, 1
TiSe, shows a transition into a commensurate charge density wave (CDW), when cooled below
Teow = 200 K. The microscopic mechanism driving the formation of CDW is still under debate,
for the electronic correlations and the structural order are strongly intertwined. In the THz-
infrared frequency rangeTtTiSe, exhibit features that can be used to disentangle the dynamics
of the structure of the system from that of the excitonic correlation][ZIt2 crystal symmetry
can be tracked by looking at the infrared-active phon@¥J[ The symmetry change related
to the CDW yields additional infrared-active in-plane modes at 19 and 22 meV, which adds to
the 17 meV optical phonon resonance measured at room tempe@itdyelifferently, the pure
electronic response of the system can be monitored by measuring the dynamics of the collective
plasma resonance of unbound electrons and halg$|] that manifests as a pole in the dielectric
function, which moves from~ 145 meV at 300K to 45 meV at 10K.

In conclusion, the THz-infrared optical properties of correlated materials can be effectively
used to disentangle the dynamics of the lattice, that determines the nature and the position of the
infrared-active modes, from that of the electronic degrees of freedom, manifesting themselves
in the opening of low-energy gaps, in the change of the plasma frequency and/or scattering
rate, in the modification of the local potential experienced by the ions and in the formation
of collective states, such as the superconducting condensate, that will be addressed in the next
section.
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4.1.4. Electrodynamics of the condensate

The expression of the optical conductivity of a perfect condensate can be easily obtained start-
ing from the frequency-dependent conductivity of a conductor in which the charge carriers are
subject to an average scattering rate, 1/e. 0 = eowgll(l/t —iw), wherewrzJI = ,/Nq€*/egmy

is the plasma frequency of the system. In the limit> oo for a perfect conductor, the optical
conductivity becomes purely imaginary withua! frequency dependence. However, in order to
satisfy the causality given by the Kramers—Kronig relatieng) must also acquire &like real
component. Therefore, the optical conductivity of a pereatave superconductor reads:

o(w) = eowé (7‘[5(&)) + I%> , (61)

where ther; (w) component satisfies the sum rule:

+00 T,
/ o1(w) dw = E'Eowpl' (62)
0

Considering that the amplitude ef(w) is proportional to the fraction of charge carriers that
participates in the condensate, irgc = nq — Ny, near-IR pump/THz-probe measurements in
the ab-plane have been widely used to investigate the in-plane dynamics of the condensate in
high-temperature superconductot98275-277. When the frequency of the probe is increased
up to the energy scale of the superconducting gap, the breaking of the Cooper pairs and the
related excitation of above-gap electron—hole pairs provide an additional absorption channel that
is manifested in the form of an absorption edgevat 2Asc in the o1 (w) function. Therefore,
non-equilibrium optical spectroscopies in the THz/mid-infrared region can be used to directly
trace the recovery dynamics of the energy gap in both unconventi®nga] ond conventional
[278-28Q s-wave superconductors.

Considering the case of layered copper oxide superconductors, alseagie optical prop-
erties carry important information about the superconducting properties. Whiteatkis optical
conductivity in the normal state is completely incoherent, the sudden decrease of the in-plane
scattering rate drives the coherent coupling between the condensates confined in the Cu—-O planes
that form an array of Josephson junctio24. In the most common case of bi-layer cuprates,
this effect results in the appearance of two longitudinal Josephson plasma reso283@3J[
in the reflectivity and an absorption peak in thgw) that arises from a transverse mode at
the frequencyw? = din@?, + dexw?,/din + dex, Whered, is the distance between the two Cu-O
planes within the unit cell andey is the distance between the double layers in the neighboring
unit cells. The plasma resonances can be modeled by a dielectric function that vanishes at the two
proper screened Josephson plasma frequengigandwg;, wWith a pole ator:

(@? — w%)(a)z — a)gx)

(63)

e(w) = €x (0 w%)

wheree,, is constant. As an example, YBausOg 5 displays the two longitudinal plasma reso-
nances at 3.7 and 60 meV, whose dynamics can be probed by THz and mid-infrared techniques

[263].

4.1.5. Interband transitions and high-energy excitations

The high-energy regiomip > 1.5 eV) of the dielectric function of correlated materials is dom-
inated by interband transitions that correspond to excitations across the Mott or charge-transfer
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gaps and, at even higher energies, to optical transition between different bands. In general, these
transitions are modeled through a high-energy dielectric functigs) (hat contains a number of
Lorentz oscillators:

0)2

ene(w) =1+ Z (64)

- w2 iwy;’

Wherea)zl, wg; andy; are the intensity, position and frequency of Huescillator. From the Lorentz
dlelectrlc functlon the optical conductivity can be directly calculated through the relation:

(@) =1-'7“)

(65)

€ow

Since the sum of the spectral weight of the high-energy transitions, i.eqeSW

f0°° Resye(w)dw, and of the Drude component is proportional to the total number of charges

of the system, this quantity must be conserved. Therefore, any change in the Drude plasma fre-
quency as a function of the change of an external parameter (e.g. temperature, pressure, etc.) or
during a phase-transition must be compensated by the consequent change of the total spectral
weight of the interband transition which follows the rule SW SWye = const.

This conservation rule has some important consequences in the study of the superconducting
phase transition. While in conventional superconductors the spectral weight of the condensate
zero-frequency-function, SW, is compensated exclusively by the loss in $W the 0-Asc
frequency range, in unconventional superconductors a more general sum rule (Ferrel-Glover—
Tinkham) holds [212]:

SWY + SWHe = SWEC + SWEE + SW, (66)

where the superscripts indicate the nornid) &nd superconducting (SC) phases. Considering
that the Drude spectral weight is proportional to the total kinetic energy of the charge carriers
in the conduction band (see Secti.1), possible superconductivity-driven changes ofiSW
in both equilibrium and non-equilibrium conditions, can be used to investigate the nature of the
superconducting phase transition as the doping concentration is changed (see52&)on

A particular case is given by the cuprate parent compoundsQjp in which the fluc-
tuations of the Cu-3¥ charge-configuration are suppressed by the strong Coulomb repulsion
(U ~10eV) between two electrons occupying the same Cu orbital. In this case, the lowest
excitation is the charge-transfer (CT) of a localized @3- hole to its neighboring O-2g
orbitals, with an energy coshct ~ 2eV < Ugqg. In the optical conductivity, this process is
revealed by a typical charge-transfer (CT) edgéat= Act, which defines the onset of opti-
cal absorption by particle—hole excitations in the complete absence of a Drude re®#Bjse [
The shape of the charge-transfer edge can be modeled through the Urbach’s exp&3$ion [
o = agexps(E— Ep)/ksT whereag andEy are temperature-independent parameters, vehde
given bys = op(2ksT/hQ2p)tanh(i2p/2ks T), in which 7Q2p is the characteristic phonon energy
andkg the Boltzmann constant. Monitoring the dynamics of the CT edge allows an addressing of
the dynamics of the decoherence of Mott excita@®4] (holon—doublon pairs) and clarifies the
nature of the final state of the system after the photoexcitafi®f].[In a system in which the
electron—phonon coupling is sufficiently strong, the local excitons created by the light absorption
can be dressed by the local deformation of the crystal, creating Frenkel polarons. This process
accounts for the temperature-driven redshift of the CT edge measureg@GuQga[7,285-289.
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4.1.6. Optics and DMFT

One of the reasons for the success of DMFT is the direct access to dynamical properties, includ-
ing both frequency-dependent single-particle spectra and response functions and time-resolved
observables. In SectioB.2.2we have discussed the basic picture of strongly correlated elec-
trons emerging from DMFT, in which a quasiparticle peak with Fermi liquid properties is flanked
by largely incoherent high-energy Hubbard bands. Here we show the consequent picture of the
optical conductivity for an equilibrium correlated system before attacking the non-equilibrium
properties.

The optical conductivity is related to the current—current response function. It can be shown
on general grounds that, for single-site DMFT, only the local frequency-independent component
of the vertex function contributes to the response functi@&¢][ which implies that we can
compute the real part of the optical conductivity as

€
0(60) = % Z / d8[f (8 - Cl)) - f(g)]Tr[,O(k, C())ng,o(k, w — 8)Vk,3]1 (67)
k

where the sum ovek is extended over the whole Brillouin zongw) is the Fermi function,
p(k,w) = —1/7ImG(k, w) is the interacting single-particle spectral functiog, is the band
velocity along thex direction for fermions with momenturk. The trace is taken over the
(implicit) band index labeling both the spectral functions and the velocity tensor. For more details
on the calculation of the optical conductivity in the framework of electronic structure calculations
of correlated materials, we refer t84Q.

For the purpose of the present section we focus, however, on the basic concepts which stem
from Equation (66) and emerged since the first calculations for the single-band Hubbard model
[291-294. As a matter of fact, for a fixed bandstructure, the essential frequency dependence
of the optical conductivity is given by the convolution of two spectral functions, which clearly
reflects the idea of optical transitions connecting occupied and empty states in the single-particle
spectra. Starting from the spectral functions described above, we can simply build a cartoon
picture of the optical conductivity for a strongly correlated metal close to a Mott transition. The
case of major interest is that of a slightly hole-doped Mott insulator, where the quasiparticle peak
is shifted very close to the lower Hubbard band with respect to the half-filled situation, but it
retains its separate character, as shown in Figare

The optical conductivity is characterized by three main features: (a) a Drude peak, associated
to transition within the quasiparticle peak. These states are essentially coherent, and they give
rise to a sharp Drude peak, which can be broadened by interactions of any kind. The weight of
the Drude peak is proportional to the quasiparticle weightb) a “mid-infrared” peak, which
is associated to transitions from the lower Hubbard band to the empty quasiparticle states. As a
result, this relatively high-frequency feature is influenced by the low-energy excitations of the
system; (c) a very high-energy(U) feature which arises from transitions connecting the lower
and the upper Hubbard bands. In the case of a charge-transfer insulator, this would coincide with
the charge-transfer gap rather than to the Coulomb repulsion.

This simple description represents the backbone of our understanding of optical proper-
ties of strongly correlated systems. This picture indeed successfully captures the properties of
three-dimensional oxides like, @3 once the material-dependent aspects are taken into account
[290,293294. The most prominent feature is the evolution of the spectral weight as a function
of U and/or the doping, which mirrors the evolution of the quasiparticle peak and the (much less
pronounced) evolution of the Hubbard bands in the same process.

While this simple picture remarkably works for three-dimensional materials, the application
of the above picture to the highly anisotropic cuprate superconductors is certainly much more
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Figure 25. Single-particle spectral functidiw) and corresponding real part of the optical conductivity

o (w) for a cartoon doped Mott insulator. Transitions within the narrow quasiparticle peak (QP) ofZMidth
around the Fermi level (marked by a dashed vertical line) lead to the low-frequency Drude contribution in
the optical conductivity. Transitions connecting the lower Hubbard band (LHB) with the quasiparticle peak
lead to the “MIR” structure in the conductivity, while transition connecting LHB and upper Hubbard band
(UHB) give rise to the high-energy “Mott” feature.

questionable. The structure of these materials strongly suggest that the two-dimensional copper—
oxygen layers are the main building blocks where the superconducting phenomenon and the other
electronic features take place, leading to the identification of the two-dimensional Hubbard model
(or its three-orbital version) as the basic electronic model to describe these materials. The need
to go beyond the DMFT picture with a momentum-independent self-energy is also triggered by
the physical properties of the cuprates, starting fromdidveave superconducting phase, which
requires a momentum-dependent anomalous self-energy, and the pseudogap regime, in which a
clear differentiation between the antinodal and nodal regions takes place.

If one wants to build on the success of DMFT and include short-ranged correlations, it is
therefore necessary to go beyond the “single-site” version of DMFT that we have described so
far. The most straightforward and popular extensions of DMFT are “cluster extensions” in which
an effective theory is built for a small cluster rather than for a single 288{297.

It has been repeatedly shown that even the smallest possible clusters, like a suitably cho-
sen two-site cluster [29899 or a 2 x 2 plaquette [30831(, have all the main features of the
cuprate phase diagram, including antiferromagnetismave superconductivity and the pseudo-
gap appear and their competition is compatible with the experimental framework. Larger clusters
of around 8-16 sites are instead sufficient to make the agreement with experiments stronger and
almost quantitative [3H315.

The present manuscript is not the appropriate forum to discuss all these developments, but we
would like to end this section with an important observation. Despite the necessity to include at
least short-range non-local correlations to properly describe the phase diagram of the cuprates,
even the single-site DMFT with its local self-energy describes accurately the distribution of spec-
tral weight as a function of frequency. In particular, it has been shown that DMFT correctly
reproduces both the doping16,317 and the temperature [318volution of the integrated opti-
cal spectral weight = fOQC dwo (w) for different values of the cut-off2; chosen in order to
include either the pure Drude contribution or the Drude and the mid-infrared structure.
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We stress that this success is not accidental or a minor aspect. The ability of single-site DMFT
in capturing the main features of the evolution of the spectral weight reflects the fact that the
separation of the optical spectrum in the three features (Drude, MIR and Mott) described above
seems to survive also in low-dimensional materials like the cuprates. In this perspective, we can
conclude that the inclusion of short-range correlation in cluster methods (or any other suitable
extension of DMFT) gives rise essentially to a redistribution of weigtttiin each main spectral
feature, but it does not transfer substantial spectral weight from one feature to the other. In partic-
ular, we expect the low-energy manifold in the spectral function to be significantly reorganized in
cluster calculations, reflecting in the internal structure of the “Drude” and “mid-infrared” features.
In this sense, we can always view the single-site DMFT picture as the “backbone” description
of the spectral properties of correlated materials even in low dimensions. In the latter case, we
have to keep in mind that non-local effects will certainly play a role, but this does not imply a
breakdown of the hierarchy of energy scales emergent from DMFT.

4.2. The non-equilibrium response

In general, the non-equilibrium response of excited materials can be the sum of different contri-
butions, ranging from the change of the plasma response, the thermomodulation effect, the Fermi
surface smearing and the Mathis—Bardeen (M—B) response in the superconducting state.

Here we limit the discussion to the case of relatively weak perturbations induced by the
photoexcitation, where the photoexcited carrier dengitys small as compared to the normal
state carrier densitiNy. In this regime, for any specific probed wavelength, it is possible to
assume the linear response approximation and expand the optical constants to the first order
in the carrier density or, in the case of phonons, to the displacement coor@inkt¢his frame-
work, the temperature- and fluence-dependences of the amplitude and lifetimes, described by
the phenomenological models presented in the previous sections, will be the starting point for
the differential analysis of the non-equilibrium optical properties. In the next sections we will
discuss the transient dynamics of the dielectric function in very general terms, while some sim-
ple examples (e.g. Fermi level smearing) relevant for the results presented in Sesfibhe
provided. Finally, for a quantitative description of the selection rules related to the polarizations
of the pump and probe pulses, we will discuss the transient response in terms of the stimulated
coherent Raman scattering.

4.2.1. Probing the spectral response: dynamics of the dielectric function

4.2.1.1. Fermi surface smearing and interband transitions'he possibility of probing the
dynamics of the dielectric function of correlated materials over a significantly broad frequency
range represents a breakthrough in the quantitative understanding of the spectrally resolved non-
equilibrium physics. The pioneering pump—probe experiments on méid# §nd correlated
materials were based on the generic assumption of a proportionality between the reflectiv-
ity variation at the frequency and the instantaneous “effective” electronic temperature, i.e.
SR/R(H ox 8Te/Te(t). In this perspective, the dynamics of the transient reflectivity was repro-
duced through an effective-temperature model trying to estimate the electron—phonon coupling
which ultimately regulates the relaxation dynamic3 gt) (see Sectio3). Nonetheless, in many
cases the variation of the optical properties is uncorrelated to the effective electronic temperature,
whose definition is often questionable, particularly for the sub-ps timescale.

The simplest example is related to the dynamics of the optical properties in a metal, when
a resonant optical transition from a narrow band (e.d-kend) to the Fermi level is probed, as
schematically shown in Figu6. In this case, the excitation procesgag,mpCreates a step-like
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Figure 26. Cartoon of the electronic thermalization process in gold. The time-resolved reflectivity exper-
iments in which the 5ebpd optical transitions are probed are mostly sensitive to the photoexcited
non-thermal distributiorfint (E, t) extending in the energy randg& — hwpump—Er + hiwpump Taken from

[169].

non-thermal functionfyr(E, t), which extends fronEg — hwpump 10 Er — hwpump The relax-

ation dynamics ofyr(E, t) is regulated by the charge—charge and the charge—phonon interactions,
which eventually lead to a thermalized electronic distribution at the effective tempeTattire

as discussed in Sectidh3. Snapshots of this thermalization process can be taken by measur-
ing the dynamics of the complex dielectric functi&nw, t). Considering the optical transitions
from thed-band to the conduction band, we note that(E, t) is expected to increase the phase
space available for optical transitions whose final state lies inBae- hwpump) — EF energy
range (see Figur@6), while the photoinduced filling of the bands frdBz to Er + hwpump

leads to the opposite effect. As a consequence, the absorption of the system is strongly mod-
ulated in the(wo — hwpump)—(wo + hiwpump) €NEIGY range, wherey is the central frequency of
thed — conduction band transition. As long &g (E, t) evolves into a thermal hot distribution

f (E, Te(t)), the smearing of the Fermi—Dirac distribution progressively leads to a narrower mod-
ification of the optical properties in thekgTe range acrossyg. The frequency-dependence of
the variation of the dielectric function can be easily modeled by assum®g319 that the
absorption change at the probe frequendsg given by:

dea(w, 1) ~

Emax
f D(E, iw)sf (E, 1) dE, (68)

(hw)? Jg,.,

whereD(E, hw) is the JDOS of the optical transition frobh— hw to E andsf (E,t) = f (E, t) —
feq(E, Teg) is the relative change of the electronic occupation with respect to the equilibrium
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Fermi-Dirac distribution at the temperatufg,. While the lower integration limitEmi,, can
be taken as-20ksTe, Emax depends on the details of the band structure of the mat&i4].[
Assuming that both the matrix elements of the optical transition and the JDOS remain constant
during the excitation and relaxation processes, it is possible to model the dynani@of)
by computinge; through the Kramers—Kronig relations and lettii@g, t) evolving within the
extended multi-temperature model (see Sec3@).

Recent time-resolved measurements with sub-20 fs resolutiofh fd&9ped the dynamics of
the electron thermalization process in gold, demonstrating the formation of a fully thermalized
electron distribution on a timescale of the order of 500 fs. The onset of a thermal electron dis-
tribution is bottlenecked by the Fermi-liquid behavior of the low-energy quasiparticles, whose
lifetime diverges where — Er leading to a long-lived low-energy tail if (E,t). As a further
consequence, a significative amount of the energy stored in the electron gas can be exchanged
with the phonons (or other bosonic fluctuations) before the complete thermalization of the elec-
trons, as pointed out in [320making the applicability of the effective temperature model a quite
delicate problem.

4.2.1.2. Fermilevel smearing and transient Drude responsk the normal state, the transient
change of the electronic occupatidii(E,t), can also lead to important variations of the low-
energy optical properties, usually described by the (extended) Drude model. We report here two
simple examples, that show how it is possible to relate the complex changes of the intraband
optical properties to the variation of the parameters which enter in the equilibrium dielectric
function.

The first simple case is related to a transient change of the density of the free carriers in
the conduction band. This can be achieved, for example, by strongly and resonantly pumping
a transition from states ne& to high-energy empty bands, whose decay is slower than the
temporal resolution of the experiment. The excitation in which the effective number of carriers
in the conduction bandy,(t), is time dependent can lead to a transient change of the plasma
frequencywp (t) = /Ng(t) €2/eomy, which in turn induces a transient change of the reflectivity
by the free-carrier plasma. This kind of response is shown in Figa(elue line), for the case
in which only the plasma frequency changes. For simplicity we have assumed a simple Drude
model, i.ee = €5, — a)gl/(a)2 + wy) with the parameters typical of doped copper oxides (plasma
frequency:wp ~ 2.5eV, scattering ratey ~ 0.5eV). The presence of high-energy interband
transitions, that are intrinsic to any realistic model, is simulated by using: 5 in the model
dielectric function.

The second example is the photoinduced change of the scattering rate of the charge carri-
ers in the conduction band. The reflectivity variation induced by the increase of the electronic
scattering rate is shown in Figu& (red line). This case can represent the simple picture in
which the energy released by the pump excitation to the charge carriers is rapidly dissipated
into the bosonic bath, whose effective temperature rapidly increases and leads to the rise of the
electron—boson scattering rate (see Seclich3). An alternative scenario, implying the pho-
toinduced variation of, is given when carriers have strongly anisotropic scattering rates, e.g.
the nodal-antinodal dichotomy in copper oxides. After the photoexcitation, the undeklying
dependent distribution of the thermal excitations can be strongly perturbed and the total scattering
rate can be modified as a result of the non-thermal distribution of excitations kagpace (see
Section5.2.4).

While in both cases (8g < 0 andsy > 0) the non-equilibrium response is relevant for probe
frequenciesy ~ wp, the frequency-dependent relative reflectivity variation,dR(w)/R, con-
tains the fingerprint of the two phenomena. These two cases constitute the simplest example in
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Figure 27. The reflectivity (top panel) and differential reflectiifg/R (bottom panel) calculated within

the simple Drude model. The black line represent the reflectivity for a Drude model with parameters similar
to those typical of doped copper oxides; = 2.5eV andy = 0.5eV. The contribution of the interband
transitions is accounted for by setting, = 5. The blue line represents the reflectivity variation in the case

of a photoinduced decrease of the plasma frequehwy ¢~ 5%). The red line is the reflectivity variation
calculated in the case of an increase of the scatteringdate (50%). The possible photoinduced variations

of wp| andy have been exaggerated for graphical reasons.

which two different physical scenarios can be disentangled by probing the reflectivity variation
over a very broad energy range.

4.2.1.3. The differential dielectric function. Considering the “local” relation between the
reflectivity R(w) ande (), the assumptiodR/R() « §Te/Te(t) can be invalidated, even in the
simple case of weakly interacting electrons in a metallic system. However, the rapid growth
of the broadband time-resolved optical spectroscopies has paved the road to the development
of quantitative models for the electron dynamics in solids, allowing important questions to be
addressed concerning non-equilibrium optical experiments. The foundation dfffieential
dielectric functionapproach is grounded in the knowledge of the equilibrium dielectric function
(€eq(@); mi), that is a functional of a number of parametergor functions if they depend on

the energyE). Starting from this information, it is necessary to identify the smallest subset of
parameters necessary to reproduce the measu(exlt), which can be expressed as:

Se(w,t) = %ﬁ;’mam(a t). (69)

I
As a consequence, the dynamics of the dielectric function is mapped into the dynamics of the
parameters); (E, t) that can provide valuable information about the relevant physics. Below we
list some physical parameters that are of relevance for the dynamics of correlated materials, along
with the physics disclosed by their dynamics:

(i) non-thermal carrier distribution §E,t) — dynamics of the non-thermal distribution of
the charge carriers photoexcited by the pump pulse;
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(i) plasma frequencyug, — transient modification of the plasma frequency as a con-
sequence of either a change of the carriers density or an ultrafast spectral weight
shift;

(iii) density of states ME, t) — change of the density of state at the Fermi level,

(iv) optical scattering rate/ (w,t) — change of the electron—boson scattering rate as a con-
sequence of the change of either the electron—boson coupling constant or the boson
density;

(v) optical spectral weightSW(Q2.,t) — ultrafast modification of the spectral weight,
energy and damping of interband transitions;

(vi) infrared-active modes with frequeney, dampingT and oscillator strengthw? —
changes of the intensity and shape of infrared-active modes as a consequence of the
energy transfer to the lattice; and

(vii) condensate densitysp(t) — transient modification of the inductive response of the
superconducting condensate.

The time-domain THz techniques [3322 provide direct access to the complex optical func-
tions, i.e. the dielectric functioa(w), the optical conductivitys (w) = i/47 (e(w) — 1) and the
refraction indexn(w) = +/e(w). Conversely, the non-equilibrium optical spectroscopies in the
infrared/visible range usually probe the dynamics of the reflectivity (or transmissivity) that is, at
normal incidence, related to the dielectric function by:

|1- e, D[
o = 7o

To overcome the limitation in directly probing the complex optical properties, a spectroscopic
ellipsometry can be carried out for each probe wavelength by performing measurements at dif-
ferent incident angles or polarizations of the probe beam [323] and by numerically inverting the
Fresnel relations. However, performing a real time-resolved ellipsometry over a broad frequency
range is usually experimentally demanding. More frequently, the optical properties are recon-
structed through measurements on thin films, in which the transmissivity variation is directly
related to the imaginary part of the refraction index, iTéw) = (1 — R)exp(—2why(w)/C),
when Fabry—Perot internal reflections are neglected. In the case of broadband reflectivity mea-
surements, the complex dielectric function can be extracted either by performing a differential
dielectric function analysis starting from a model of the dielectric function which is intrinsically
Kramers—Kronig constraint or by directly performing KK transformations ors&ey, t) signal
with the constrainfR(w,t) = 0 in the range outside the probe frequency window.

4.2.2. The optical response of a superconductor

4.2.2.1. Strong photoexcitation. The Mattis—Bardeen (M-B) formula [213jives the ratio
between the superconducting and normal state optical conductiyity, (= as/«n) calculated
within a single band model. While it is large far~ A, it diminishes with frequency as—2.

The amplitudé?s, of the induced change in reflectivity in the regime of condensate vaporization,
is given by:

SR
R

_Ri-R _Ri-R
F>Fr Rs B Rn ,

whereR, andRs are the reflectivities in the normal and in the superconducting states, respec-
tively, andR,, Rs > R, — Rs. At optical frequencies, the induced change in reflectivity is mainly

(71)

A
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affected by the imaginary component of the refractive index, hence proportional to the induced
change in the real part of the optical conductiiB/Rcc §k/k oc §&2/¢2 o §o1/01 giving

SR
A=|T

n S
0y — 01

(72)

n
F>Fr o1

To determine the temperature dependencaspthe ratio(o;/o]')(T) is evaluated, being;/o]
given by the Mattis—Bardeen relatiod24]

—A

%(hw) = i/oo(f (e) — f (e + hw))g(e) de + i (1—2f (e + hw))g(e) de.  (73)
o1 hw A ho A—ho

Heref (¢) is the Fermi—Dirac distribution functioriw is the photon energy) is the supercon-
ducting gap, and(e) is
e(e + hw) + A?

(e) = . 74
J Ve — A2,/(s 4 hw)? — A2 (74)
In the limit of A <« hw, Equation (73) becomes:
S ho—A o)
o7 1 2
— (hw) ~ — g(e — hw) de + —f f(e)(g(e) — g(e — hw)) de. (75)
o1 haw J A hw J A
For 2A « hw, the integral (76) can be used to obtAg(T) [194,324:
A(T)? 4hw
As(T) (10)? In (eA('D) . (76)

Equation (76) can be compared with the temperature dependesBgRf when a strong P pulse
completely destroys the condensate. Note that the response is proportianal fhis fact can
be experimentally tested.

4.2.2.2. Weak photoexcitation. If the perturbing pulse is too weak to destroy the ordered state,
the derivative change of reflectiviR with respect toA must be calculated. Using the two-fluid
model, we obtain that\? = A3ns = A3(1 — ng), Wherens is the superfluid densityy, is the
quasiparticle density, andg is the gap afl =0. §R can be related to the photoexcited carrier
densityn, using the fact thaing = ny:

OR dA AAZ 1.47h
SR= —— = §ng = =0 (1—2In “1) n. (77)
dA ong 2(haw)? A

If we neglect the derivative of the logarithmic correction with respect tave can substituteg
for A(t) in the logarithm and obtain:

A(b)? 1.47hw
) —Ry~A | . 7
RO~ Ry AT | 20| (79)
Equation (77) then further simplifies to:
2
SR IR dA 2AA(1) A2 (79)

= 980" Gwp 0 S T G ™

This is an intuitive result, which is consistent with an excited state absorption probe process.
This response function, just as for strong excitation, does not consider resonant processes and
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diminishes at higher energies as?. Under conditions of weak excitation often encountered
experimentally in superconductors, the QPs accumulate at the bandgap edge forming a bottle-
neck. Under such conditions, the QPs and phonons are in near equilibrium, &ndiven by
Equation (37).

4.2.3. Description of the non-equilibrium experiments in terms of stimulated Raman scattering

A vast literature [5,6,325] showed that P—p experiments can be described as a two-step stimulated
Raman scattering (SRS) process, which applies not only to lattice vibrations, but also to electronic
[326,327 and magnetic excitations. This picture is valid in the limit in which the excitation is
shorter than the typical relaxation time of the excited bosonic mode. In this case, the first order
in the expansion of the kinetic equations for the electronic and bosonic distribus@gsphn be
approximately considered as the leading one. This model is very useful, since it makes it possible
to compare quantitatively the polarization selection rules using the Raman tensor, and intensities
of the P—p measurements with theoretically calculated resonant Raman scattering cross-sections.
Moreover, it allows detailed analysis of broken symmetries on short timescales. In contrast to
ordinary stimulated Raman scattering the process is coherent, so one can extract lifetime infor-
mation using P—p spectroscopy. The beauty of this approach is that once the dielectric function is
known, either experimentally or theoretically, the P—p response can be calculated.

In thefirst stepof the pump—probe process, themppulse excitation can proceed either by
impulsive excitation (IE) or displacive excitation (DE) [5,6]. The two typically apply to non-
resonant and resonant conditions, respectively. In the DE process, photo-excited carriers scatter
among themselves and rapidly release their energy to the lattice within tens of fs, resulting in
a transient non-equilibrium population of electrons, phonons, magnons, etc. All memory of the
initial electron (or hole) momenta is lost in the process. If the excitation is not too intense, the
process can be considered as a weak coherent perturbation of the QP density the Fermi
level which does not cause a significant renormalization of the electronic strucguran lin-
early couple (only) to symmetrigy excitations, whereas the appropriate Raman tem§db,6]
governs all the excitations (phonons, electronic states, etc.) in the |E process. In particular, for the
pseudo-tetragonal () symmetry, usually considered as appropriate for the parent structure in
cupratesfyg, Aog as well asB; 4 andB,y modes can be excited for polarizations in ¢hie plane.

In thesecond step, i.e. thobeexperiment, the detection of the transient change of reflectiv-
ity can also be described by a SRS procéss][ The |IE and DE components can be distinguished
by the phase of the responsetat 0, sinceRE o sin(w(t — tg)), while RPE o« cogw (t — tp)).

The coupling of the photon with the crystal excitations (for either the pump or the probe) can be
written as:

P = ZixuE + PR, (80)
The SRS polarizatioRy due to a pump-induced changemyfis given by:

Pe =) RuEin, (81)
|

whereRy = dex/dng is the Raman tensogy is the complex dielectric tensor, aflis thelth
component of the electric field.

For DE and IE the frequency dependence of the Raman tensor components in terms of the
complex dielectric constant are:

(82)

EPE(w, 0 + Q) x [ dRe€) + i dlm(e)]

dw dw
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and
dRee)

w

£ (w+ Q, ) oc[ +2i|m(e)/sz] (83)
respectively. Note that the DE response is proportional to the derivative, dim(¢)yhite the
IE response is proportional to [@). Thus, by measuring the frequency dependence of the P—
p response it is possible to determine the excitation mechanism. A nice example of such an
effect of resonance is demonstrated by the derivative line shape in the photoinduced transmission
experiments of Okamoto et al. [3RSignifying a DE mechanism associated with the Cu-O
charge transfer excitation around 1.5 eV.

The case of Bi2212 gives a good example for the analysis of the polarization response associ-
ated with SRS. Assuming a pseudo-tetragonal structusigd@nt group) for BiSCO for example,
the photoinduced changes of the in-plane dielectric tensor components can be decomposed,
according to symmetry, as:

Seho 8eBo 5¢Bag
36 = |: 8EA19 :| + [ —56819 ] + |: 56829 . (84)

Here we have omitted th8yy symmetry term, because the pseudoveéigy symmetry com-
ponents do not appear in low-energy spec®2(. However, they may appear at high energies
as;;ciated with eithtzalfLy2 — d)?y intra-Cu transitions or idszfy2 — p, charge transfer transitions

Considering that the reflected light intensity is proportionaPB;;, and taking the incident
electric field (only the in-plane components)as- Eg ( cost ) then for the lowest order the angle-
dependence of the photoinduced change of reflectivityduces to:

SR(0) = IR/DeufSe ™ + 8629 COS(260)+ Se-2 sin(26)]
+ OR/De[8e™ + Seu? cOS(20)+ 8¢5 SIN(20)]. (85)

Here € = ¢; + €3, Wheree; and ¢, are the real and imaginary parts of the dielectric con-
stant, respectively. Assuming a linear respohise~ §R;, the angle-dependence of the transient
reflectivity results:

8R(0) o 6Ra,, + 6Rs,, €09260) + 6Rg,, SiN(20). (86)

Thus by measuring the angle dependencéRyfwe can obtain the relative magnitudes of the

Aqg, B1g and By components (Figur@8). The expression in Equation (86), together with the
temperature dependence and relaxation time measurements, allows to extract the different com-
ponents of the response associated with specific symmetries and, consequently, to identify the
states involved.

Although this response was originally derived for collective modes (phonons), it may also
hold for electronic excitations, provided the electronic bandwidth is not too large. Therefore, it
may apply to superconducting gap excitations, charge-density-wave gap excitations, single-ion
electronic levels in insulators, etc. but not for wide band semiconductors, where higher order
corrections would need to be included [32Bump—probe experiments and electronic Raman
scattering can thus be viewed as complementary spectroscopies in the time domain and spectral
domain, respectively. Previous analyses of electronic Raman scattering on Bi-based cuprates have
shown that By symmetry probes excitations in the noda)/2,7/2) direction ink-space, while
the B,y probes excitations in the antinodal directiongZ, 0) and (07 /2) [330-332]. Recent
studies suggest a PG in the nodal direction to laweave symmetry, in contrast to the common
assumption of a puré-wave PG B33], indicating that the PG symmetry is still an open issue. A
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Figure 28. (a) A schematic illustration of the two-color pump—probe setup for polarization-resolved mea-
surements. The probe polarization can be controlled by a half-wave plate (HWP) and is recombined with the
pump by a dichroic mirror (DM). The angleis measured relative to the Cu—O bond axes. (b)KHspace
selectivity of the probe, according to the Raman-like selection rules is indicated by the calgrbiakk,

Bi1g: red; Byg: green.

rather similar debate exists for the SC state symmetry, which entertains the possibility of different
order parameter symmetry on the surface and in the bulk as indicated by different experimental
probes [334].

5. Non-equilibrium spectroscopies of high-temperature superconductors and correlated
materials

The first pioneering age of pump—probe experiments was characterized by the effort of under-
standing whether the out-of-equilibrium properties of superconductors and correlated materials
could provide a novel piece of information relevant for the general understanding of these mate-
rials. This nascent field, mostly based on single-color experiments, soon brought to light a
wealth of interesting phenomena emerging from the possibility of investigating the relaxation
processes on a timescale (sub-picosecond) faster than the time necessary to achieve transient
quasi-thermodynamic states.

In this section we will provide an overview of the main experimental results ranging from
the first single-color experiments to the use of more advanced ultrafast techniques. The aim is to
follow the historical path and to collect the main results so far achieved that led to the foundation
of the field. Even though the first experimental outcomes could appear as scattered and unrelated
attempts, they boosted the development of the conceptual framework (see Sebitibiat is still
the basis of most of the recent advances (see SestR)n

5.1. Single-color pump—probe in the near-IR
5.1.1. Cuprate superconductors

Since the early times of ultrafast spectroscopies, single-color P—p experiments were per-
formed on almost all the families of copper oxides and on many different correlated materials.
Only within the cuprate class of high-temperature superconductors, the ultrafast dynamics
was measured on the Y- [8,13,28,2829,171184188335-347, La- [171,194343-349, Bi-
[175,190191,196-198344349-357, Tl- [353—359 and Hg-based [1885€ families, as well as

on the electron-doped (La/Nd},Ceg,CuQ, (LCCO, NCCO) copper oxided.p9,200357). Since
detailed systematic studies were performed mainly on @BgO;_s (YBCO), La_«SKCuO,
(LSCO) and BjSr,CaCuy0g. 5 (Bi2212), in this section we will mainly focus on these cuprate
families, referring to other materials when illustrating a particular point.
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5.1.1.1. Y-based cuprate superconductorslhe pioneering work on single particle relaxation

in cuprates was performed on YB2usO,_s (YBCO) and its related compounds. Early exper-
iments by Han et al. [192ising dye laser photoexcitation (at 625 nm) on thin film samples of
near-optimally doped YB£uw;O7_; detected the appearance of a transient reflectivity below
the superconducting critical temperature that was unambiguously related to QP dynamics in the
superconducting state (Figug9). By checking the QP relaxation dynamics as a function of
excitation intensity at 20K they verified that the dynamics was consistent with the Rothwarf—
Taylor model (see discussion in Secti®d.1), in which the gap-energy bosons emitted during
the recombination of quasiparticles into Cooper pairs act as a bottleneck for the recombination
dynamics. The transient change of reflectivity was interpreted in terms of a transient change
of dielectric constant due to the change in the Drude response arising from photoinduced QPs.
However, the (negative) sign of the QP response compared to the positive sign for the thermal
signal was identified as a potential problem. The authors also reported a divergence of the QP
lifetime just belowT,, shown in Figure9(c), consistent with the closure of the superconducting
gap atTe.

Subsequent systematic work on YRarO;_; [26], particularly as a function of doping
[29,18418833634(, showed a very consistent picture of a multi-component response (see
Figure 30), in which the QP recombination dynamics across the superconducting gap is quite
distinct from the QP relaxation (recombination) dynamics across the pseudogap. The QP recom-
bination time across the superconducting gape, vanishes sharply af;, as a consequence
of the closing of the gap itselfAsc — 0), as discussed in Sectid4.2. This divergence is
especially pronounced in optimally doped and overdoped YBCO, but is hardly noticeable in
underdoped thin films. The superconducting QP lifetime remains almost constant for most sam-
ples measured except for the very clean ortho-ll phase samples, where the relaxation rate is
reported to decrease with decreasing temperature. Such behavior appears to be a property of very
high quality single crystals, also of other cuprates, such as LSCO and Hg-1233The tem-
perature dependence of the transient response due to QP recombination, whose amplitude and
relaxation time dramatically increase beld@w was shown to fit well to the model predictions
under bottleneck conditions, as described by Equation (37) using a superconducting gap with a
BCS-like temperature dependence. On the other hand, the PG response can fit very well with a
model of QP relaxation across a temperature-independentggi§see Equation (36)). In the
normal state, the PG response gradually diminishes until it vanishes at a temp@&iatwtech
is consistent with the “pseudogap temperature” measured by other techniques which measure a
charge gap [3598 Such behavior has been found to be quite generic: all cuprate superconducting
materials show similar temperature-dependence for the SC and PG response. Similar behavior
has also been observed in pnictides, as we shall see in S&cti@ The values ol sc and Apg
estimated from the fitting with the gap-dependent model that will be discussed in Sgetign
suggested a phase diagram (reported in Fi@djethat was remarkably consistent with conven-
tional equilibrium spectroscopies. Of particular interest is the comparison between the magnitude
of the normal-state pseudogapc and the spin gap measured by nuclear magnetic resonance
(NMR). Figure32 shows that the charge gap inferred from the QP recombination in the normal
state is approximately twice the spin gap measured by Knight shift measurements, which was
attributed to the different nature of the charge and spin excitatRst.[

The sign of the SC and PG responses in ¥B&O;_s was reported to depend on doping
[336] and on the polarization of the optical probe light with respect to the crystal 88 [

For probes parallel to the crystallographi@xis, the PG and SC transient reflectivity responses

are of the same sign, while for probes parallel tolthexis, the two are of opposite sign. While

the SC response changes sign, the PG response is independent of the probe polarization, consis-
tently with the band structure anisotropy of YBCO [338n important issue in analyzing the
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Figure 29. Transient reflectivity measurements on XB&O7_s. (a) TypicalsR/R () time trace all < Te.
(b) Temperature dependence of the maximum amplitude ofsR¥R () signal. (c) Divergence of the
relaxation timeg;, as T is approached. Taken from Ref. []92

dynamics of the equilibrium-state recovery is the determination of the intrinsic timescale of the
quasiparticle decay via reformation of copper pairs and emission of gap-energy bosons. This pro-
cess, that has been formalized through the Rothwarf—Taylor equations discussed in®éction

is expected to be strongly temperature-dependent and, therefore, also strongly affected by the
average heating accumulated within the laser spot.
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Figure 30. Top panel: the transient reflectivifig /Rin the superconducting state as a function of time in
optimally doped and overdoped; YyCaBaCuzO7_s. The lifetimes of the QP recombination across the
superconducting gaps and the pseudogap, differ by nearly an order of magnitude. Abovg only

the PG relaxation is observed. Bottom panel: the temperature dependence of the amplitude of the transient
reflectivity SR /Ras a function of temperature in overdoped YBCO. These results suggest the simultaneous
presence of two different gaps which exhibit an independent temperature behavior. Taken frobf8&ef. [
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Figure 31. The two gapasc and Apg as a function of doping in ¥_,Ca,CuQ;_; are shown by full and
open symbols, respectively. A divergencergfin the relaxation time is evident for optimally doped and
overdoped materials [18488].

Extremely low-fluence measurements]2%rformed on YBCuzOg 5 Ortho-II with a high-
repetition rate Ti:sapphire oscillator, accessed the low-temperature and low-fluence regime, in
which the recovery dynamics can be described byatbak bottlenecksee Sectio.4.1). In this
limit, the slowest relaxation process is given by the bi-particle recombination and the dynamics
are expected to be strongly fluence-dependent, in agreement with the outcome of low-fluence
experiments [2991,340Q.

Measurements of the mid-infrared reflectivity using difference-frequency generated laser
pulses tunable in the range between 60 and 180meV (Z#®lon YBaCusO;, con-
firmed the two-gap scenario: a picosecond recovery of the superconducting condensate in
underdoped and optimally doped material and, in underdoped,GB&®;_;, an additional
subpicosecond component related to pseudogap correlat®6®. [Both the components
exhibited a temperature-dependence similar to that previously observed in single-color P—p
experiments.

Important insights into the diffusion of photoexcited quasiparticles in YBCO were provided
by the use of transient-grating spectroscopy [3®1 this experimental scheme, the sample is
excited by two non-collinear coherent pump pulses, which “write” a transient grating in the
dielectric function whose period is of the order of the wavelength. As long as the excitation
pattern persists in the sample, the probe beam is partially diffracted with an intensity propor-
tional to the contrast of the grating. By performing a phase-sensitive heterodyne detection, the
authors were able to disentangle the in-plane diffusion of the excited quasiparticles, which alters
the profile of the grating, from the recombination/relaxation, which only impacts on the contrast
of the grating. A diffusion coefficiend = 20 cn/s along thea-axis andD = 24 cn¥/s along the
b-axis was determined.
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Figure 32. The charge channel pseudogag and spin gap\s in YBaxCugO7_; as a function of doping.

The full circles are frorf®Y NMR Knight shift Ks. The open squares are from time-resolved QP relaxation
measurements [184,188]. The open and full diamonds are from spin polarized neutron scattering and charge
excitation neutron data, respectively, while the triangles are from the tunneling38&8%59.

5.1.1.2. La-based cuprate superconductorsThe large range of doping concentrations avail-

able in La_4SrCuQ, (LSCO) was of great help in performing systematic measurements which
improved the understanding of the phenomena underlying the relaxation dynamics in high-
temperature superconductors. Time-resolved experiment as a function of temperature and doping
were reported by Kusar et al. [347]. Similarly as in YBCO and other cuprates, the experiments
on LSCO revealed a two-component relaxatiofl at T, (see Figure33), that was attributed to

the SC and pseudogap (PG) responses. This observation turned out to be important, because
this material does not contain charge reservoir layers, thus excluding the possibility that the
two-component response arises as a result of the decoupled charge reservoirs apthGes)
respectively. Instead, these data suggested that the ultrafast response is strictly related to the elec-
tron dynamics within the CuO planes, which is a common feature of all the cuprates. Since in
degenerate P—p experiments, the SC and PG signals are of the same sign, particular care is needed
to resolve them. However, the unambiguous temperature dependence of the two signals and the
evolution with doping, turned out to be very helpful in disentangling the two components (see
Figure34). The temperature dependence of the superconducting signal follows a markedly dif-
ferent curve than to observed in YBCO, but can be fit similarly with the bottleneck QP relaxation
formula of Equation (37).

Bianchi [343] also discussed an alternative possible interpretation to the independent PG and
SC responses, which was based on the hypothesis that the observed relaxation traces a two-step
cascade-like process arising from the coexistence of two energy seajesa(d Apg) in the
superconducting state. Even though it is not possible to discriminate between a cascade process
and the sum of two components, the dependence of the amplitudes of the two signals on P pulse
intensity [341, the doping dependence and the comparison of the electronic structure with the
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Figure 33. The transient reflectidiR/Rin Lay_xSKCuQy single crystals measured with photoexcitation
intensities 1.7- 20 x 10~/ J/cn? for different dopingx as a function of temperature. Two distinct compo-
nents A and B are clearly resolved (see also insets), which are attributed to superconducting quasiparticle
recombination (a) and pseudogap quasiparticle relaxation (b). Taken fronBREeF. [

outcome of other spectroscopies, indicate a coexistence of parallel relaxation channels for the
two types of excitations, rather than a cascade. In particular, the phase diagram obtained from
the Lg_,SrkCuQ, data suggests that the PG and SC gaps coexistence is ubiquitously present in
cuprates.
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Figure 34. The temperature dependence of the amplitude of the superconducting (a) and pseudogap (b)
components of théR/Rsignal in Lg_xSKCuQ. The lines are the best fit to the data using the expressions

of the temperature-dependent gaissc and Apg, reported in Equations (34) and (33). The intersection of

the fit with horizontal line in panel (b) corresponds to the pseudogap tempeféturaken from Ref.347].

Bianchi also found that in the SC state the response is remarkably sensitive to a magnetic field
[345,344 along thec axis of the crystal. This result was attributed to the appearance of normal
regions surrounding vortex cores (approximately 13 nm diameter) which show characteristic PG
relaxation dynamics. The temperature dependence of the superconducting quasiparticle recom-
bination time belowT, shows remarkabily little variation with doping. The expected anomaly is
clearly observed near., but the divergence of the relaxation time is not as pronounced as in
overdoped (Y,Ca)B#&uz;0;_s single crystals (see Sectidnl.1.1). More recently, the physics
of the vortices in LSCO has been investigated by broadband time-domain THz spectroscopy
[362], which suggested an anomalous contribution to the diamagnetic response that is not super-
conducting in origin, but could be ascribed todedensity wave state within the pseudogap
phase [36B

5.1.1.3. Bi-based cuprate superconductorsBecause of the ease in preparing cleaved surfaces,
Bi,Sr,CaCyO0g, s is one of the most studied superconducting cuprates by conventional tech-
niques, such as ARPES and STM. Therefore, it was soon recognized as fundamental comparison
between ultrafast optical experiments and the ARPES and STM results. Unfortunately, the range
of doping in the two-layer Bi2212 system is typically not as large as that in YBCO or LSCO,
therefore only results near optimum doping can be compared. Furthermore, the weak interlayer
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coupling leads to a small thermal conductivity perpendicular to the layers, which implies that it
is very easy to accumulate local heat with high repetition rate laser pulse trains.

Thomas et al. [336] performed measurements e®BCa _,Y,Cu,Og (Y-Bi2212) as a func-
tion of y, as shown in Figur85(a). The dye laser output was a train of pulses With= 2 eV
and temporal length 6£150 fs, which prevented high temporal resolution studies. Nevertheless,
the data clearly revealed a low-temperature divergence of the QP lifetime in the superconducting
state, consistently with the results on YBCO and LSCO families, and a systematic cross-over of
the sign of the transient absorption (negative transmissi®h/T). The authors correlated the
sign of §T/T to the sign of the slope of the absorption curve (@)/;,, wherex, is the probe
wavelength (see Figu&b(b) and 35 (c)). The doping concentration of the crossover was found to
be close, but not the same as the point at which the sign changes (see35i@)jeFurthermore,
the magnitude of (dogfE)|;, showed markedly different behavior thdam/« as a function ofy.
Remarkably, the cross-over of the slope (dE)|;, coincides with the superconductor—insulator
transition as a function of, although the authors suggested this to be fortuitous. A similar sign
change was reported for B8r,Ca _,Dy,Cw,Og s and YBaCuzO7_s as a function of the hole-
doping concentration [1923§. Gedik et al. suggested a deeper significance for this crossover
[191], related to a sharp transition of the quasiparticle dynamics which takes place precisely
at optimal doping. However, since the sign of the response is strongly dependent on the probe
wavelength and polarization, one cannot make more substantial statements on this issue with-
out detailed knowledge of both the initial and final states for the probe transition. This problem,
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BioSrCayYyCwOg for different dopingy. (b) The magnitude ofAT/T as a function ofy. (c)
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Taken from Ref. [336].
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along with the origin of th&R/Rsignal in the infrared-visible region, will be solved thanks to
the advent of broadband techniques][43 extensively discussed in Sect®2.5.

Some interesting physics arising from the two-dimensional nature of the system is discussed
by Corson et al.364], who reported measurements of high-frequency conductivity using time-
domain transmission spectroscopy to capture the linear response in the 100-600 GHz frequency
range. Direct measurement of the electric field, rather than intensity, yields both the real and
imaginary parts of the optical conductivity, without the use of Kramers—Kronig analysis. The
samples were thin (40-65 nm) epitaxial films of underdope&BCaCuyOg, s grown by atomic
layer-by-layer molecular-beam epitaxy. The authors tracked the phase-correlationytinie,
the normal state suggesting that, just abbyerp reflects the motion of thermally generated vor-
tices. The phase correlation time is related to the crossover frequency at which phase-fluctuations
become indistinguishable from the DC superconducting state response. Corson et al. found that
the vortex proliferation reduces,. to a value indistinguishable from the lifetime of the normal
state electrons at100K, i.e. well below the pseudogap temperafliteAs a consequence, they
suggested that while phase correlations indeed persist diptreey vanish well below *. Sim-
ilar conclusions have been later drawn on the basis of broadband time-domain THz spectroscopy
on LSCO B65. Unfortunately, more direct data on vortex formation, which would confirm the
proposed vortex dynamics, have not been obtained since then. Significant progress on the sepa-
ration of pairing and phase coherence dynamics abg¥eom the pseudogap will be discussed
later in Sectiorb.2.6.

Building on the results of Corson et al. [364systematic transient terahertz conduc-
tivity experiments using a high repetition rate Ti-sapphire laser source were performed on
Bi,Srn,CaCuyO0g, s by Kaindl et al. L93]. After depletion of the superconducting condensate by
optical excitation, Kaindl et al. studied the ensuing dynamics at various excitation densities and
temperatures. Furthermore, they measured the low-energy spectra and shapes of decay rates that
were attributed to the bimolecular kinetics of the condensate formation, accordingly with the
Rothwarf—Taylor model (see Secti@m.1). On the basis of the fact that the kinetics could be fit
using bimolecular kinetics, the authors argued that the phonons do not cause breakup of Cooper
pairs, in agreement with the prediction that bimolecular kinetics is expected at low tempera-
tures (see SectioB.4.1). Unfortunately, heating is very difficult to control at low temperatures
for the vanishing thermal conductivity and heat capacity, thus limiting the experiments to very
low fluences [193]. More recent experiments, where the heat build-up is smaller, were reported
by Liu et al. [351] and Toda et al1fy at various pump and probe wavelengths and tempera-
tures in the bottleneck regime, where an exponential decay is observed. Liu et ate@aited
an ultrafast optical response of quasiparticles (QPs) in both the pseudogap (PG) and the super-
conducting (SC) state of an underdoped®;CaCuy0Os. s single crystal measured with a probe
energyhw = 1.55eV. Since théR/Rsignal changes the sign exactlyTat the direct separation
of the PG and SC dynamics was easily achieved. Furthermore, the transient signals associated
with the PG and SC dynamics were found to depend on the probe beam energy and polarization.
By tuning them belowf,, two distinct components could be detected simultaneously, providing
evidence for the coexistence of PG and SC excitations. Remarkably, a clear divergence of the
relaxation time af¢, as well as an anomaly &t~ 210K, i.e. approximately at* was observed
(see Figure36). The presence of the divergenceTais in line with the results obtained on the
YBCO and LSCO families and on other materials [JL &t the sharp anomaly in both amplitude
of the photoinduced reflectivity and relaxation timeTatimplies the existence of a critical tem-
perature, which could be associated with the onset of a charge-order in the Bi—O layers, although
this behavior is solely for this compound. The authors also found pronounced sharp resonant
effects with respect to the probe energy, with a peak hegse >~ 1.17 eV, which is visible only
with a polarization parallel with respect to the crystaxis. This is clearly a consequence of the
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interband selection rules, which are discussed in Sedtignsimilar resonance was found near
hvprone ~ 1.5€V also in YBaCuzO7_;s [26]. No dependence on pump energy was observed in
either case.

More recently, Toda et al. [175] presented a further detailed investigation of the relaxation
dynamics in underdoped B$r,CaCuyOg 5 (T, = 78 K). By changing the excitation fluence and
the polarization of the probe beam, two different types of relaxation dynamics, associated with
superconducting (SC) and pseudogap (PG) QPs, were quantitatively analyzed independently.
The amplitudes of the gap were estimated from the temperature dependency, otajniag
24 meV andApg = 41 meV, in good agreement with the values coming from conventional
spectroscopiefL8364.

By performing fluence-dependent studies on Bi2212 and on other relevant materials, it was
soon realized that the SC response was strongly non-linear, as a consequence of the ultra-
fast melting of the superconducting condensdtés5[193194,196-198275276279348367.
Phenomenologically, it was shown that, above saturation fluences in the rangg -of
10-70uJ/cn?, the dynamics of théR/Rsignal presented a flat response (Fig8if¢ and a pro-
nounced delay in the build-up time, while a fast component similar to the response of normal QPs
appeared on the 0-200 fs timescale [BBY. These observations were interpreted as the proof
of a non-thermal superconducting-to-normal state phase transition, which will be discussed in
Section6.2.1. These results opened the possibility for studying the dynamics of the non-thermal
melting and recovery of the SC state, which turned out to be a highly non-thermal process in
which the superconducting condensate is vaporized before the complete closing of the gap. This
process can lead to a complex transient inhomogeneous state characterized by the spatial coex-
istence of SC and normal regior68]. The comprehension of this process is still an open and
fascinating aspect of the out-of-equilibrium physics of unconventional superconductors. The new
emerging techniques, such as time-resolved ARPES, are expected to shed light on the dynamics
of the electronic structure during the non-thermal melting process3683372. Similarly to the
melting of the superconducting condensate, whose threshold has been proved to sca%cwith
[367], also the PG signal presents a non-linear behavior above some threshold fluence. Consis-
tently, the saturation threshold of the PG component was found to be from 4 to 8 times larger than
that necessary to melt the condensafgs[369373. This difference opens interesting scenarios
where the interplay between the two states can be studied in real368873.
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Figure 37. (afR/R(T= 10K) — c6R/R (90K fitted with a delayed exponential decay (dashed line), where

¢ = §Rpg(10K) /6Rp(90K) ~ 1.3. (b) Normalized density plot &R/R(T) — ¢(T)§R/R(T= 90K) with
hapu(hwpr) = 0.95(1.55eV andF = 70pdlcn?. ¢(T) = 8Rpa(T)/8Rpa(90K) is the calibration coefficient

for the T-dependent amplitude of the PG component. (c) Subtrad®¢&transients at three different tem-
peratures. Each transient is fitted by an exponential function. White circles show the delay of each peak
obtained from the delayed exponential fits in (a). Taken from R&H|[

5.1.1.4. Hg- and Tl-based cuprate superconductordleasurements of the quasiparticle
dynamics in HgBa,CaCuw;Og (Hg-1223) [189 and the one-, two- and three-layer Tl-based
cuprates evidence the same pattern as the other cuprate superconductors, i.e. the QP and PG
response [18853-359 have the opposite sign, enabling a clear distinction of the PG and QP
dynamics in the SC state. As a consequence, it is possible to infer about the existence of two gaps,
one temperature-dependent superconducting 4ag(T), and another temperature-independent
pseudogapApg, from the temperature dependence of the amplitude of the photoinduced reflec-
tion variation. The zero-temperature magnitudea gé(T) and Apg obtained from fits using the
bottleneck model]84] or the analytic solutions to the Rothwarf—Taylor equatidr&5[ were

found to be in close agreement with the gaps measured by other techniques, particularly tunnel-
ing (STM). Further general features are the rapid increase of the QP recombination time in the SC
state and a tendency to diverge by the relaxation tim&, as T, from below. Chia et al.355
interpreted the two components as the competition of normal-state and SC-state QPs. However,
this picture is challenged by the fact that the sign of the response depends on the polarization and
the probe photon energy, as a consequence of the selection rules for the probe transili@s[338
discussed in Sectiof.2.3.

5.1.1.5. Electron-doped cuprates.UItrafast nonequilibrium carrier relaxation in single-crystal

Nd; gsCe 15CuOs_y Was reported very early by Liu et al. [199], who found that the energy
relaxation time in the normal state increases by more than an order of magnitude at low tem-
peratures, which is consistent with later reports on other superconducting cuprates. The authors
also observed a weak divergence neat 24 K, and a saturation of the relaxation time beltw

similar to what observed, for example, in thin films of YarO;_; [374]. They discussed this
phenomenology as the complex interplay among the characteristic relaxation times, including
scattering and recombination of photo-excited quasiparticles and the order parameter relaxation
close toTe.
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More recently, Cao et al. [200] and Long et &7f studied the photoexcited carrier dynamics
in the electron-doped La,CegCuQ, (LCCO). They observed a behavior similar to the results
obtained on hole-doped cuprates (see Sectiohd .1-5.1.1.4) consisting of a general increase
of the relaxation time at low temperature, a divergence at T, and a mono-exponential (not
bimolecular) decay of the SC signal. Furthermore, they also observed a relatively long (ps) rise
time, that was attributed to the Cooper pairs breaking dynamics. The experimental results were
analyzed through the Rothwarf—Taylor model (see Se@idrl), with good agreement.

Single-color P—p spectroscopy has also been used for studying NCCO, at a doping concen-
tration near optimal doping, as a function of time, temperature, and laser fluende T8&7
relatively slow decay o6R/RaboveT. (23< T < 75K), compared to the analogous signal in
hole doped compounds, allowed the resolution of a time-temperature scaling consistent with crit-
ical fluctuations. This additional fluctuating order, which could be identified as the charge-order
observed on the same compound [376], was found to compete with superconductivity below the
superconducting temperaturfe

5.1.2. Iron-based superconductors

The interplay of well-defined spin or charge-density wave orders and superconductivity in the
iron-based materials introduced a new dimension in the investigations of the QP dynamics.
Hence, a significant number of P—p studies, based on systematic experiments as a function of dop-
ing and temperature, have been focused on the competition between the different ground states.
The first experiments on the superconducting pnicti@@$ievealed multiple QP relaxation com-
ponents in the superconducting state, similar to those observed in cuprate superconductors. In
the nearly optimally doped SmFeAggho.» superconductor (T= 49.5K), multiple relaxation
processes, such as a SC-like signal following the trend expectedTedependent supercon-
ducting gap and a PG-like signal of opposite sign with an onset above 180K (see 8&jure

have been observed. However, the authors have interpreted these effects as the sum of the
two signals, rather than competing dynamics. This interpretation was confirmed by doping- and
polarization-dependence studies [RAl together these results suggest the existence, abgve

of a temperature-independent gapg with a magnitude of 63 9 meV. Both the superconduct-

ing and pseudogap components showed saturation at pump fluence4 ahd~ 40uJ/cn?,
respectively, associated with the non-thermal melting of the two states.

Later on, Torchinsky et al. [2Q3eported on band-dependent quasiparticle dynamics in
Bag 6K 4F&AS, (T, = 37 K) measured using ultrafast P—p spectroscopy. In the superconducting
state, they observed a fast component, whose decay rate increases linearly with excitation density,
and a slow component with a fluence-independent decay rate. On the basis of these observations
they argued that these two components could reflect the recombination of quasiparticles in the
two hole bands by means of intraband and interband processes. The authors also found that the
thermal recombination rate of quasiparticles increases quadratically with temperature. The tem-
perature and excitation density dependence of the decays indicated fully gapped hole bands and
nodal or very anisotropic electron bands.

The doping dependence of quasiparticle relaxation dynamics in (Bg,K3F&as reported
by Chia et al. [378 in optimally doped, underdoped, and undoped regimes. In the under-
doped sample, spin-density wave (SDW) order forms&5 K, followed by superconductivity
at ~28 K. They found the emergence of a normal-state order which suppressed SDW at the
temperaturd™* ~ 60 K, arguing that this normal-state order is a precursor to superconductivity.

Stojchevska et al. [31&ystematically investigated the photoexcited QP relaxation and the
low-energy electronic structure in electron-doped Ba(k@o,).As; single crystals, as a func-
tion of Co doping (0<x< 0.11). Remarkably, the evolution of the photoinduced reflectivity
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Figure 38. Temperature dependence of the photoinduced refleéijifgat the pump fluence of8J/cnt
in a SmFeAsQgFo.2 single crystal. In the inset, the temperature dependence of the magnetization in the
superconducting state. Taken from R&7].

transients with doping proceeds with no abrupt changes as the ground state evolves from a
SDW to a superconductor. In the orthorhombic spin-density-wave (SDW) state, a bottleneck
associated with a partial charge-gap opening is detected, similar to previous reports in different
SDW iron pnictides207. The relative charge-gap magnituda kg Ts decreases with increas-

ing x. In the SC state, an additional relaxation component appears due to a partial (or complete)
destruction of the SC state on a sub-0.5 ps timescale. From the SC component saturation
behavior, the optical SC-state melting energy/ks = 0.3K/Fe, is determined near the opti-

mal doping. The subsequent relatively slow recovery of the SC state indicates clean SC gaps.
The T dependence of the transient reflectivity amplitude in the normal state was found to be
consistent with the presence of a pseudogap in the QP density of states. An interesting fea-
ture was the observation of a polarization anisotropy of #R¢R signal, suggesting that the
pseudogap-like behavior might be associated with a broken fourfold rotational symmetry result-
ing from nematic electronic fluctuations persisting uf ta: 200 K and occurring at arnyin the

range 0-0.11.

Mansart et al. [379] investigated the photoexcited electron energy relaxation in
Ba(Fg_xCoy).As, focusing on the possibility of different coupling to specific phonon baths.
Separating the phonon baths into a high-frequency phonon bath and a low frequency bath, and
using a three-temperature model (see Se@&i8) they attributed the faster relaxation component
to the scattering of the electrons with a subset of strongly coupled lattice vibration modes with
a second moment of the Eliashberg functiom?) ~ 64 me\? (see Section8.1.1and5.2.2).
Assigning this to a fully symmetriéyy optical phonon leads to a value bf~ 0.12. The con-
clusion of the authors is that this is too weak to account for superconductivity with conventional
theory.

More recently, time-resolved X-ray diffraction has been applied to investigate the structural
dynamics of theA;g phonon mode in the parent compound Bghs [380]. The coherent modi-
fications of the Fe—As tetrahedra, indicated a transient increase of the Fe magnetic moments, thus
demonstrating the importance of this specific mode for the electron—phonon coupling in these
compounds.
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Figure 39. (a) The response of the imaginary part of the optical conductiyity,), in MgB; at different

time delays, showing a slow destruction of the superconducting state taking place over 10 ps or more. (b)
The time-dynamics of the real part of the conductivity(w). The inset to (b) shows the dynamics of

o1 and oy, measured ab = 0.8 THz, as a function of time delay measured. (c) The optical response at
different temperatures shows dynamics on a similar timescale as the THz response. The inset shows the
usual divergence of the relaxation timeasT — T from below. Taken from Ref. [241

Kim et al. [38] examined the coupling of the spin density wave dapw to the coherently
generated phonon oscillations of the collective amplitude mode, showing thattgclosely
follows the phonon oscillations and it is nearly adiabatically (i.e. without any time lag) modu-
lated by this lattice dynamics. Since the coherent phonon oscillation modulates the Fermi-surface
pockets, thus they also modulate the nesting wavevector which is at the origin of the SDW insta-
bility. Similar gap oscillations, driven by the same mechanism, were observed in time-resolved
ARPES experiments performed on charge density wave (CDW) compounds, such af382]le
where the CDW gap is modulated by the coherent phonon oscillations. The observation of Kim
et al. [381] demonstrates that this can also occur for the SDW gap. The implication is that, in
spite of the relatively weak electron—phonon coupling suggested by band structure calculations
and photoelectron energy relaxation [1389, there is a strong influence of collective nuclear
motion on the spin ordering.

5.1.3. The conventional superconductors Mgihd NbN

Pump—probe measurements have also been performed on prototypical conventional superconduc-
tors, such as MgBand NbN. To some extent, the photoexcited quasiparticle dynamics in MgB
measured through optical-pump/THz-probe experime2@d][ was found to follow relaxation
patterns similar to those observed in high-temperature superconductors @ufee Cooper
pair-breaking dynamics was found to be rather slow, taking place on a timescale up to 10ps
(compared to typical values of 1 ps inLaSrCuOy [194]) and strongly dependent on the tem-
perature and photoexcitation, in agreement with the Rothwarf—Taylor equations. On the other
hand, a careful analysis of the wavelength-dependence of the reflectivity variation (obtained from
optical-pump/optical-probe measuremert8]]) suggested that in MgBthe photoexcitation is
initially followed by energy relaxation to high frequency phonons instead of the electron—electron
thermalization. This process appears to be more pronounced in MgB in cuprates, suggest-

ing that the last are characterized by additional relaxation channels with respect to conventional
superconductors (see Sectibr2.3). Additionally, theT-dependence of the SC state recovery
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Figure 40. (a) The crystal structure of-(BEDT-TTFpX (b) a schematic phase diagram of
k-(BEDT-TTF)X as a function of Coulomb interactidd/t. The on-site Coulomb repulsion U is nearly
constant for various anions X, but the substitution of X changes the transfer intbgtaleen BEDT-TTF

dimers. AFM denotes an antiferromagnetic phase. The black arrows indicate the two salts investigated in
[385].

dynamics was found to be similar to that observed in cuprates. The most significant difference
resides in the fact that the recombination rate is two orders of magnitude smaller, as a conse-
quence of the smaller gap value that causes the dynamics to be governed by the lifetime of
acoustic phonons instead of optical phonons as in copper oxides.

Recent THz experiments on NbR78] showed remarkable similarity to the MgBhe pair-
breaking dynamics and recovery are on an even longer timesealeps). As with MgB, both
the destruction and the recovery are strongly dependent on the excitation density and temperature.
Also in this case, the Rothwarf—Taylor model applies well, enabling to reliably determine the
recombination rate factor. An electron—phonon coupling constasat {.1+ 0.1) in agreement
with that theoretical estimated for NbN [3B3as been extracted from the normal state decay.

5.1.4. Organic superconductors

Organic systems were soon considered as promising prototypical systems for the out-of-
equilibrium study of the interplay between electronic correlations and complex macroscopic
orders (see the prototypical phase diagram of Figd®¢ such as superconductivity and
charge-order (CO). lwai and Okamoto [38éported femtosecond photoinduced melting of CO

in [bis(ethylenedithiolo)]-tetrathiafulvalene (BEDT-TTF) salts in the non-superconducting state.
Ultrafast melting of the CO demonstrated that the major contribution to the electronic insta-
bility arises from the Coulomb interaction. A comparative study on two polytypes, exhibiting
large —6-(BEDT-TTF),RbZn(SCN4) — and small -«-(BEDT-TTF)l3 — molecular rearrange-
ments through the CO transition, were discussed on the basis of low frequency lattice dynamics,
demonstrating that the dynamics of the metallic state are clearly different in the two systems. The
local melting of CO causes ultrafast recovery in th®bZn salt, whereas the formation of 2D
guasi-macroscopic metallic domains shows a critical slowing down inthesalt.

More recently, Kawakami et al3Bf| reported the possibility of optically modulating the
effective on-site Coulomb enerdy by approximately 0.4-0.7% on a dimer, with the view of
achieving the Mott insulator-to-metal transitiondi(BEDT-TTF), Cu[N(CN)]Br and«-(BEDT-
TTF),Cu[N(CN)]CI. U was optically modulated by molecular displacements within the dimer
as a result of intradimer excitation. The mechanism of this metallization differs from the usual
photodoping-type mechanism, and a faster transition via the photodoping mechanism is detected.
A metallic-domain-wall oscillation originating from the modulationldfwas also observed near
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the critical end-point of the Mott transition line. However, neither Iwai and Okan28d] [nor
Kawakami et al. [38pinvestigated the superconducting transition in this system.

The first P—p experiments investigating the superconducting transition in organic supercon-
ductors were performed by Toda et é88p on «-(BEDT-TTFLCU[N(CN),]Br. The relaxation
dynamics of the non-equilibrium carriers in the superconducting system was compared to that
measured in the non-superconducting antiferromagne{{BEDT-TTFLCUu[N(CN)]CI (see
Figure 40). The relaxation dynamics for both salts showed similar temperature dependences
aboveT, which was well understood in terms of a carrier relaxation across a pseudogap (PG)
of a magnitudeEpg ~ 16 meV for the Br salt anépg ~ 7.0 meV for the Cl salt. Below,, the
measurements revealed an additional decay component in the Br salt, which is associated with
the SC phase, suggesting the coexistence of the SC and PG phases. The Br salt showed an abrupt
increase of the decay time at low temperatures, associated with the opening of a superconducting
(SC) gap belovl.. The fluence dependent dynamics at low temperature confirmed the superposi-
tion of the SC and PG components in the Br salt. The coexistence of the PG and SC phases in the
superconducting state of(BEDT-TTF),Cu[N(CN)]Br suggested the presence of phase separa-
tion between metallic and insulating phases in the Br salt, as a consequence of the photoexcitation
process.

5.1.5. Basic concepts emerging from time-resolved measurements

The exploratory P—p experiments briefly summarized in this section have revealed the scope of
time-resolved spectroscopy techniques, showing great potential for probing correlated electron
systems. It was soon demonstrated that the ultrafast dynamics provides information about the
gap(s), the associated quasiparticle relaxation and the electron—boson interactions, opening the
way to new more sophisticated spectral- and momentum-resolved techniques (see Jections
and5.2). The experiments also led to a very useful phenomenological/theoretical description of
the elementary phenomena, with analytical expressions for the relaxation times, amplitude of the
optical response, and laser fluence dependences. These concepts, which have been widely applied
in diverse situations and in different families of superconductors, as well as other gapped systems,
are reviewed in SectigB.4. The early experiments in cuprates also pointed out some fundamental
observations in cuprates that were not revealed by conventional equilibrium spectroscopies. In
particular:

e The simultaneous presence of the superconducting gap and the pseudogap in all parts of the
phase diagram, with distinct relaxation times and temperature-dependences. This observa-
tion could so far be explained only in terms of spatial inhomogeneity with distinct PG and
SC regions.

e The absence of any signature of relaxation from nodal quasiparticles. This evidence
strongly suggested that, even in the presence of a strongly anisotropic gap, the dynam-
ics is dominated by the recombination of antinodal excitations. This is in contrast to what
is expected for a simpld-wave gap model at equilibrium, in which the thermally excited
quasiparticle should accumulate in the regions with vanishing gap (nodes).

e The presence of QP lifetime divergenc&atparticularly in the optimally doped and over-
doped samples, associated with collective ordering. No such divergences were reported for
the pseudogap.

e The presence of a multi-component response indicating relaxation processes on very dif-
ferent timescales. In particular, the superconducting dynamics which appears yelow
is universally bottlenecked by some superconductivity-related mechanism which likely
involves gap-energy bosons.
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5.2.  Multi-color experiments: main results

The recent advances in ultrafast techniques introduced new powerful tools, such as multi-color
experiments and time-resolved ARPES that have been key in bringing the field into a more mature
era, in which the experimental results can be quantitatively interpreted and realistic models of
the ultrafast dynamics in correlated materials can be developed. In this section we will review
the most relevant concepts and problems that have been tackled using the most advanced P—p
techniques. Instead of reporting just a list of the main results obtained on different systems, we
have organized them by their relevance to the most interesting issues in the physics of correlated
materials.

5.2.1. Electron dynamics in charge-transfer and Mott insulators

The first and simplest problem that has been tackled by non-equilibrium techniques is the relax-
ation in Mott—Hubbard or charge-transfer insulators. This issue is related to the many-body
effects that regulate the fundamental charge interactions in correlated materials. The interplay
between the electronic, magnetic and phononic degrees of freedom can be disentangled by study-
ing the relaxation dynamics, once a non-thermal population of excitations has been created by
pumping the system across the correlation gap.

To better address the problem, we refer to the typical relaxation dynamics of conventional
solid state systems. While in ungapped metals the continuum of the electronic levels allows a
prompt (<1 ps) relaxation of the excited charges through electron—electron and electron—phonon
scattering, in semiconductors the gap is usually larger than the spectral width of the bosonic exci-
tations available in the system. Considering the phonons, the cutoff of the maximum energy that
can be transferred in a single scattering process is on the ordelGif meV. As a consequence,

a non-thermal population is rapidly accumulated on the bottom of the conduction band, until
radiative decays or multi-phonon processes eventually lead to the complete relaxation on a rela-
tively longer timescale (ns). At first sight, the relaxation process in correlated insulators should
be similar to that observed in semiconductors. Since the correlation gap is large and robust, the
expectation is that the impulsive photo-excitation would create a long-lived metastable state.
The temporal evolution of the lowest-energy electronic excitations, that are those across the
Mott—Hubbard or charge-transfer gapdr = 1.5eV), can be easily monitored by performing
time-resolved optical experiments in the near-infrared and UV energy ranges.

The first pioneering measurements on charge-transfer insulators soon evidenced a more com-
plex picture than that which was naively expected for conventional systems. The transient
absorption spectra of insulating YBauz0, (YBCO) and NdCuQ, (NCO) thin films has been
investigated in the 1.3-2.8 eV energy range with a time resolutionl®O fs [7]. In both cases,
an ultrafast photo-induced bleaching of the O2p-CuBdrge-transfer transition at 1.8 eV was
observed. Surprisingly, the relaxation of this signal was found to be of the order of 600-900 fs,
i.e. much faster than that measured in semiconductors with even smaller gaps. The fundamental
role of the magnetic excitations in the relaxation process was soon realized. As a consequence of
the strong antiferromagnetic coupling of the electrons (holes) occupying the Cu atoms, the CT
insulators are intrinsically characterized by an antiferromagnetic background, whose fluctuation
spectrum extends up to 23 300 meV. Since the CT process induces a quench of the local mag-
netic moment on the Cu atom, the photoexcitation corresponds to a local perturbation of the AF
ground state, with the immediate consequence of locally increasing the AF fluctuations. In this
scenario, the fast decay of the CT bleaching was attributed to nonradiative transitions that involve
the emission of high-energy magnetic excitations.

Later on, the probe energy window was extended down to the far infrared (0.1 eV) by perform-
ing the frequency difference of two OPAs pumped by an amplified Ti:sapphire oscilk8gr [
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Figure 41. Photoexcitation of charge-transfer insulators. (a) Optical density©Dog,oT, where T

is the transmittance) spectra of electro-doped »{8eCuQ,, NCCO) and hole-doped (bgSCuOy,
LSCO) cuprates and their parent compounds (NCO, LCO). (b) The differential OD spectra
AOD = ODyo — ODx—o. (c) Photoinduced absorption spectra with pump energy of 1.58 eV (NCO) and
2.25eV (LCO). (c)AOD spectra at 1 ps of NCO and 5ps of LCO. Solid lines show the differential OD
spectra [OD(340 K)-OD(292 K)]. Taken from Re2d8].

The dynamics of the CT insulators NCO ang.CaO, (LCO) was investigated in the 0.1-2.2 eV
energy range, after a pump excitation of 1.6 and 2.25 eV, which is above the CT gap of NCO and
LCO, respectively (see Figurkl) [288. In both systems, the dynamics of the infrared part of
the spectrum evidenced the formation of a transient metallic state (see Bijej¢that decays
within 200 fs. The delocalized electron—hole excitations subsequently localize because of the
charge—spin coupling, giving rise to midgap absorptions at different energies. Interestingly, these
features are very similar to those appearing in the spectrum when the hole or electron doping is
chemically increased (see Figutg(b)). On the ps timescale, the variation of the transmittance of
the systems is a combination of the increase of the effective doping of the system and of the effec-
tive temperature of the charge carriers (see Figi@l)). The effective midgap absorption has
similarities to well-known mid-infrared peaks in doped cuprates, which can be attributed to the
spin polaron, i.e. charge dressed with spin as well as possible phonon excitations. On the other
hand, slower recombination in LSCO is predominantly due to a larger charge gap and smaller
exchange interactioh [387,389.

Similar results have also been obtained in,@a0;, i.e. a prototypical 1D copper-oxide
insulator. In this system the photoinduced metallic state decays witt80 fs, giving rise to
the formation of localized polarons via the interplay between charge—phonon and charge—spin
coupling [389.
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The role of the spin—charge coupling in the ultrafast dynamics of Mott insulators
has also been investigated in other prototypical 1D systems, such as the organic salt
bis(ethylenedithio)tetrathiafulvalene-difluorotetracyanoquinodimethane {ETIQ), which is
characterized by the suppression of the electron—lattice interaction and by a very weak spin—
lattice coupling. As a consequence, a transient metallic state is photoinduced and detected as
a transient Drude component which relaxes in less tha@0 fs [390]. In contrast to the results
obtained on copper oxides, mid-gap states are not expected to form in such 1D systems, where the
charge—spin separation suppresses the mechanism which drives the localization of the delocalized
charges [39D

The increase of the temporal resolution in non-equilibrium optical spectroscopies paved the
road to investigate the decoherence phenomena of the initial many-body excitations. In a Mott
insulator, the pumping process drives the formation of Hubbard-excitons (HE), i.e. bound states
between double-occupied sites (doublons) and its neighboring empty sites (holons), which rapidly
dephase as a consequence of electron—electron and electron—boson scattering processes. Since the
timescale of this process is of the order of few femtoseconds, its observation relies on the develop-
ment of extremely high-temporal resolution experiments. The physics related to the decoherence
of the HEs has been observed in EAFENQ by exploiting a NOPA seeded by the white-light
generated in a sapphire plate and amplified in a BBO crystal, in order to obtain nearly transform-
limited 9 fs pulses with a spectrum covering the 0.55-1 eV energy range. After photoexcitation,
the delocalization process has been observed to occur through a quantum interference between
the HE and ionized holon—doublon pairs, that are created when the holons and doublons move
far apart in the 1D lattice. This process is observed as an oscillation at 25 THz (peridd &)

[284]. The role of HEs in the optical transitions across the Mott—Hubbard gap has also been stud-
ied in the orbitally ordered insulator YV OThe dynamics of the spectral weight transfer between

the HE peak and the single-particle band has been monitored on the fs timescale by means of a
white-light probe #2].

Finally, the role of the excitation process has been also addressed by studying the ultrafast
dynamics of quasi-particles in the archetypal strongly correlated charge-transfer insulator LCO.
While the above-gap excitation injects electron—hole excitations that subsequently exchange
energy with the boson baths (antiferromagnetic fluctuations, phonons), the sub-gap excitation
pilots the formation of itinerant quasi-particles, which are suddenly dressed by an ultrafast
reaction of the bosonic field4ff]. This result evidences that, in the case of sub-gap excita-
tion, the interaction between electrons and bosons manifests itself directly in the photo-excitation
processes.

The huge experimental effort to investigate the dynamics in Mott—Hubbard and CT insulators
was triggered by the possibility of understanding the fundamental relaxation processes in corre-
lated materials and providing the necessary inputs for the development of simple models for the
non-equilibrium physics of out-of-equilibrium correlated systems. The problem of the origin of
the fast relaxation in a Mott insulator has been tackled by studying a simplified version of the
single-band Hubbard model. A generalized model for insulators is obtained by performing a
canonical transformation of the Hubbard model that, at the lowest ord&s,idecouples sectors
with different numbers of HEs. As compared to the conventi¢hal model, the transformed
Hamiltonian also contains the terms causing recombination of the BEE&38g. Within this
model, the short picosecond-range lifetime of photoexcited carriers evidenced by the first P—p
experiments is naturally explained as a two step process: (i) the formationsefyge HE; (ii)
the decay of the bound holon—doublon exciton via multimagnon emission. Even though the large
gap requires many magnetic excitations to be emitted, leading to an exponentially suppressed
recombination rate, the relaxation process is fast as a consequence of the strong charge—spin cou-
pling in 2D systems [38388. With the view of reproducing and understanding the dynamics
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of the entire dielectic function, that has been measured through broadband optical techniques, a
linear-response formalism to calculate the time dependent optical conduetiwity) within the
t—J model has been developegbfl]. The photoexcitation process is accounted for by assuming
that the photons absorbed during the interactions with the pump pulse give rise to an instan-
taneous increase of the kinetic energy of the charge carriers immersed in the spin background.
The main features experimentally observed, such as the transient increase of the Drude peak
and the formation of midinfrared peaks are reproduced. As an interesting result, the optical sum
rules approach the equilibrium ones extremely fast, even though the time evolution and the final
asymptotic behavior of the absorption spectra still reveal the dependence on the type of initial
pump excitation [391L

As a further step in reproducing the ultrafast dynamics in correlated insulators, the electron—
phonon coupling was accounted for by thel-Holstein model that includes the coupling with a
dispersionless bosonic mode. The formation of spin—lattice polarons after a quantum quench, that
simulates absorption of the pump pulse, has also been stiB92@93. While in the first stage
the kinetic energy of the spin—lattice polarons relaxes toward its ground-state value, in the second
longer stage an energy transfer between lattice and spin degrees of freedom via the charge car-
riers emerges. These results demonstrate that a direct spin—phonon coupling is not mandatory to
quickly achieve the thermalization of the spin and phonon bathd.[898ile thet— J(-Holstein)
model correctly describes the coupling to low-energy bosonic excitations, it intrinsically misses
the relaxation processes across the correlation 38§).[To solve this problem, many efforts are
being put forward to solve the full Hubbard(—Holstein) model out of equilibrium, under suitable
approximations. Calculations of the relaxation dynamics in a 2D Hubbard—Holstein model after
the interaction with an ultrashort powerful light pulse have been recently performed on eight
lattice sites. At non-zero electron—phonon interaction, phonon and spin subsystems are found to
oscillate at the period of the phonon mode [B94

As will be discussed in Sectioha breakthrough in this field could be achieved via the devel-
opment of suitable methods to extend DMFT out-of-equilibri@®q and calculate the dynamics
of the relaxation process retaining the full Mott physics related to the Coulomb on-site repulsion,
as long as the coupling to antiferromagnetic fluctuati@®@g[ when there are at least four sites
are considered.

5.2.2. Electron—phonon coupling in correlated materials

As a consequence of the development of the BCS theory a huge effort has been put into clarifying
whether a strong electron—phonon coupling could lead to high critical temperatures. Although in
realistic systems, the crystal structure becomes unstable and the conduction becomes dominated
by polaron formation when the electron-phonon couplingovercomes a threshold value, the
Eliashberg equations for the calculation’efdo not predict any upper bound for the possible
critical temperature of metals. Therefore, since the discovery of high-temperature superconduc-
tivity in copper oxides, a reliable measurement of the electron—phonon coupling function has
been considered crucial for the understanding of the physical mechanisms responsible for the
pair formation. As discussed in Secti@nthe state-of-the-art spectroscopies, such as ARPES,
Raman, optics and tunneling measurements have been applied to measure the electron—phonon
coupling in correlated materials and high-superconductors and extract the electron—boson
coupling functionII(Q) = «?F () + 1% (2). Nonetheless, the interplay of different bosonic
degrees of freedom on similar energy scales makes it difficult to single out the electron—phonon
constant and to estimate its strength. The application of time-resolved techniques to investigate
the electron—phonon coupling was boosted by the seminal work of Aller],[k6%hich it is

shown that the timescale of the relaxation of the effective electronic tempefatisalirectly
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related to the frequency-integral of the coupling functidii2). The quantitative estimation

of the electron—phonon coupling relies on two major assumptions: (i) the transient distribu-
tion of the phonon bath and charge carriers can be described by the effective temperatures
Tiat @and Te, respectively, larger than the equilibrium temperatleg (i) the reflectivity-
variation at a given wavelength is proportional to the effective electronic temperature, i.e.
SR/R=§T¢/To.

The time-resolved reflectivity measurements (see Figd)ehave been promptly employed
[165] to measurekq = 2fa2F(Q)/QdQ in many metals and conventional superconductors
(Cu, Au, Cr, W, V, Nb, Ti, Pb, NbN, ¥Ga). The dynamics ofR/Rin these materials exhibits a
single exponential decay which ranges from 0.1 to 1 ps for different systems. Using Equation (21)
and its further evolution (Equation (25)), which accounts for the non-thermal nature of the
transient electronic distribution, the second momentum of the Eliashberg coupliri@?)) is
directly extracted from the relaxation dynamics. Assuming the valu¢gpfeported in the lit-
erature, the following. 5 values are extracted: (i) 0.1-0.15 for non-superconducting metals (Cu,
Au, Cr), (ii) 0.15-0.5 for very low-T superconductors (W, Ti); and (iii) 0.7-1.5 for moderate
temperature superconductors (V, Nb, Pb, NbNGH). In particular, the case of Pb is interesting,
for it exhibits the slowest relaxation dynamics that corresponds to the lowest vadéaie\?)
of Mat(©2%). The small value of the second momentum is the consequence of the small energy
scale of the phonon modes involved in the relaxation. When the y&lpe- 5.6 meV is consid-
ered, the largest coupling ia~~ 1.5) among the conventional metals is obtained. The measured
value of A5t can be in turn used to estimate the maximum critical temperature attainable. Using
the valueu® = 0 and assuming that all the phonon modes couple to the charge carriers in the
s-wave channel necessary for the pairing, Equation (7) provides the upper bouRdafbich
could be reached, in principle, in the most favorable case. Large valUgsexfult from the com-
bination of both a strong coupling and a particularly high-energy scale of the phonon modes. As
an example, the relatively low energy scale of the phonons in Pb leads to a moderate value of the
estimatedT, (6—10 K), despite the large value of the coupling. The plot in Figi&displays the
calculated maximum critical temperatures for phonon-mediated superconductivity as a function
of the realT, of the superconductors. As expected, almost all the BCS materials lie in the upper
sector of the plot and evolve along its diagonal, demonstrating the reliability of the valigs of
measured by time-resolved techniques.

Even more interesting is the case of MgBvhich is the phonon-mediated superconductor
with the largestT. (40K) known. As a consequence of the intrinsic anisotropy of the layered
lattice structure, the charge carriers result is strongly coupled with a stretching mede mieV
which is expectedd8] to provide the largest contribution to the totedF () function. In fact,
recent high-resolution pump—probe measurements [@@ddenced a twofold dynamics which is
related to the coupling with the 70 meV modg (scp~ 90 fs) and, subsequentlye(j5: ~ 500
fs), with the rest of the lattice. According to the fit with the three-temperature model, in which
the selective coupling with a subset of phonon modes is introduced in Equations (14)—(17), the
SCP modes correspond to a small fractiea0.15-0.22 of the total lattice modes but provide a
coupling strengthscp = 0.53-0.75. Substituting these values in Equation (7), the range of values
30 < T, < 60K is obtained, which is in agreement with the real valug@ofThis result further
supports the extension of P—p techniques to extract the electron—phonon coupling in intrinsically
anisotropic systems.

In principle, the same technique can be extended to correlated materials, provided the elec-
tron dynamics can be described as the interaction between a fermionic quasiparticle gas and
an external boson bath. Although this picture is clearly inadequate to describe the dynamics in
the charge-transfer insulators and in the weakly doped compounds, a more conventional pic-
ture is recovered as the density of the charge carriers is progressively increasg39§124
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Figure 42. The maximum critical temperature, calculated through Equation (7) for different classes
of superconducting materials, is reported as a function of the Tgabf the materials. The elec-
tron—phonon coupling |y, determined through time-resolved spectroscopies, has been used to esti-
mate the maximum critical temperatures. The grey triangles represent the conventional metals: Cu
(Mat > 0.08), Au (kgt ~ 0.12), Cr (4t ~ 0.11-0.12), W (¥ = 0.012 K,A 5t >~ 0.14-0.26), V¢ = 5.38K,

Mat = 0.68-0.79), NbTc = 9.5K, A5t =~ 0.87-1.16), Ti (T = 0.39 K, Ajq =~ 0.43-0.58), PbT = 7.19K,

Mat =~ 1.45-1.51), NbNT¢ = 16 K, A5t =~ 0.53-0.95), ¥Ga (Tc = 1K, Ajat >~ 0.45-0.83) [165,171]. The

blue squares and red circles indicate the critical temperatures of the iron-based (122 and 1lidg) fam
superconductors and copper oxides listed in Tablasd?2.

Therefore, as far as the underdoped region of the phase diagrams and the pseudogap state are
avoided, the concepts underlying the effective temperature model can be extended to interpret
the dynamics of moderately doped cuprates and other correlated materials. In fact, a wealth
of non-equilibrium spectroscopies, such as time-resolved optics, photoemission and electron
or X-ray diffraction have been applied to investigate the electron—phonon coupling problem in
copper oxides. Addressing this issue is of particular relevance, since it is intimately connected
to the pairing in unconventional superconductors [3@nsidering the widely studied prob-
lem of the charge scattering in cuprates there are many evidences of an important role played
by the electron—phonon scatterird0D,401]. In particular, considering that the conduction is
confined to the Cu-O planes, the modes which are typically expected to more effectively cou-
ple to the charge carriers are the out-of-plane O buckling moti2d,[which involve small
momentum transfers and couple strongly to electronic states near the antinode, the in-plane Cu—
O breathing modes [123which involve large momentum transfers and couple strongly to nodal
electronic states, and the apical oxygen stretching modes, which modulate the low-energy in-
plane electric properties through thgorbitals [402. Furthermore, the electron—phonon coupling
is expected to strengthen in the underdoped region of the phase diagram, as a consequence of
charge inhomogeneity associated to strigés] and other possible charge-orders. Recent results
also indicated a weak but distinct isotope effect of th&@0 meV kink observed by ARPES on
Bi,Sr,CaCuyOg, s, in which the isotope substituticiO— 80 has been performed.

Profound insights into the charge relaxation dynamics in cuprates are given by time-
resolved ARPES experiments (see FigdB), in which the transient electronic occupation is
probed during the relaxation process triggered by a 1.5eV ultrafast pump pulse. Due to the
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Figure 43. Dynamics of the time-resolved ARPES spectra in optimally doped BiZ212 91 K). (a) Pro-
totypical two-dimensional Brilloiun zone of copper oxides. The time-resolved ARPES experiment probes
the transient occupation alongkespace cut perpendicular to the Fermi surface in the nodal region. (b)
Dynamics of the effective electronic temperature at different equilibrium temperatures before the pump
excitation. (c) Transient quasiparticle occupation at the maximum overlap between the pump and probe
pulses (blue linet =0) contrasted to the equilibrium Fermi—Dirac QP distribution (black lireQ). The

dashed red line is the fit to the data of a hot Fermi—Dirac distribution at the effective electronic temperature
Te. (d) Picosecond evolution of the non-equilibrium nodal QP distribution. Taken &M [

energy—momentum conservation in the photoemission process, only the nodal region of the BZ
is explored by the 6 eV probe photons. In Figdr&(c) and 43(d) the transient occupation of

the states in the nodal region of 8ir,CaCyOg, s is shown in the 0.2 Er — E < —0.7 energy

range. The QP distribution quickly evolves from a non-thermal distribution, characterized by a
flat population extending up to @ Er — E < Er + hw, to a hot-Fermi—Dirac function at the
effective temperatur@, > Tp . In Figure43(c) the cooling dynamics of the QP is reported by
fitting the hot Fermi—Dirac at the different P—p delays. Similar to the case of ,MHB relax-

ation exhibits two different dynamics. The first (~100fs) is related to the fast and effective
energy exchange with the strongly coupled lattice modes, while the second (~1-2 ps) accounts
for the thermalization with the entire phonon spectrum. The three-temperature model fitting
provides a coupling to SCP smaller than 0.2. At the same time, the presence of a weak non-
thermal tail fort < 100fs triggered a debate about the possibility of defining a single effective
electronic temperature which describes the relaxation dynamics. Even if the number of elec-
trons in the high-energy tail is negligible (note the log-scale in Figlg@l)) as compared to

the total number of electrons, they can directly and effectively exchange energy with the lat-
tice modes, thus altering the dynamics describing the 3TM. This picture has been recently
supported by time-resolved measurements in which a broadband midinfrared pulse probes the
transient lineshape of the Raman-active mode at 70 meV (see Sécti@h in optimally doped

YBCO [262]. The apex oxygen vibration is strongly excited within 150 fs, demonstrating that
the strongly coupled modes can absorb a portion of the pump energy on the same timescale

94



of the quasiparticles thermalization. However, when the strength of the coupling is evaluated
through Equation (25), which accounts for the non-thermal nature of the QP and boson occu-
pations during the first stages of the relaxatiB2(, an even smaller value is obtained. The
decrease of the estimateg(Q?) is a consequence of the fact that the ratio between the val-
ues obtained through Equations (25) and (21)Tigd#de which is, for reasonable values of the
experimental parameters, smaller than unity. Even though determining the effective temperature
of the non-equilibrium Fermi—Dirac distribution is a difficult task and new methods to accurately
extract both the temperature and the position of the Fermi level for a hot carrier distribution are
being developed [4]1time-resolved photoemission experiments suggest that the value of the
electron—phonon coupling in optimally doped copper oxides is similar to that measured in very
low-T, metals. To support or confute these results, many of the state-of-the-art non-equilibrium
techniques have been applied to investigate the electron—phonon coupling in doped cuprates.
Time-resolved reflectivity]71] on Lay gsSrp.15CuO, and YBaCusOg 5 supported similar values,

i.e. Lat(Q2%) = 800+ 200 meV and 4004 100 me\?, respectively. Besides, time-resolved elec-
tron diffraction revealed a possible anisotropy in the electron—phonon coupdlof optimally

doped Bi2212. In particular, when the pump polarization is set parallel to the direction of the
Cu-0 bonds (corresponding to the nodal directiok-space) the largest coupling{p—= 0.55)

is measured. The coupling progressively decreases as the angle between the polarization and
the Cu-O bonds increases, reaching the minimug £.0.08) at 45, which corresponds to

the antinodal direction with the maximum superconducting gap. The average value of the cou-
pling (A4t ~ 0.3) is consistent with thk-space integrated one (see Equation (6)), as probed by
non-equilibrium optical spectroscopy. Slightly larger values for the couphng~ 0.4), with

no significant anisotropy, have been measured [261] in double-layer compounds (Bi2223). Fur-
thermore, the e-phonon coupling in overdoped LSCO has been investigated by X-ray diffraction
experiments [404 in which the fluence is varied from 5 to 27 mJ/&nThe results evidenced a
A(Q?) ranging from 13 to 56 me¥/ as a consequence of the temperature-induced modification
of the QP distribution and of the density of states at the Fermi level, in agreement with DFT
calculations.

Taken all together, the outcomes of the non-equilibrium spectroscopies (collected il )fable
provide a comprehensive picture of the electron—phonon coupling in copper oxides. As for con-
ventional superconductors, Equation (7) can be used to estimate the upper bound of the critical
temperature achievable when considering the measygeahd assuming that the whole coupling
is due to the interaction with a single mode at the frequeizy Despite the many optimistic
approximations, the maximuii estimated for cuprates never exceeds their real critical tempera-
ture, being almost always confined in th@0 K range. As shown in Figue, this result remarks
a dramatic difference in respect to conventional superconducting metals, in khiepproxi-
mately accounts for the critical temperature of the system. The same techniques have also been
extensively applied to iron-based superconductors and parent compounds. The results, reported
in Table2, evidence values of the electron—phonon coupling very similar to those measured in
cuprates.

Even though the precise estimation of the total electron—phonon coupling relies on the
approximations contained in the effective-temperature models and their further developments,
non-equilibrium spectroscopies demonstrate that the timescale of the energy-exchange between
the electrons and the lattice in unconventional higlrsyistems is similar to that measured in
conventional superconducting metals. By calculating the maxinigrattainable within the
Eliashberg theory (see Equation (7)) and using as input the measree observe that copper
oxides and iron-based materials cluster in the bottom-right corner of the plot in Eguthus
demonstrating that a simple phonon-mediated mechanism cannot account for the superconducting
pairing.
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Table 1. Electron—phonon coupling in copper oxides from time-resolved techniques.

Material Tc(K) p Ref. Fp(mdlen?) te_jar(fs) Aiat(R22) (MeV?) Mat
1L-UD Lay ¢St 1CuCy 25 [404] 5 - 18 0.04
16 - 24 0.08"
1L-OP Lay 5Sf0,15CUCE 38 [171]  0.07-0.5 458 800+ 20C° 0.13-0.9
1L-OD La&y.76Sl.21CuCy 32 [404] 16 - 3b 0.09"
1L-OP HgB3CuQ; , 98 [405] 0.02 62 580° 0.09-0.36
2L-UD YBayCwOF ¢ 60 [171]  0.07-0.5 10820 400+ 10C° 0.06-0.28
2L-UD YBaCwOF ¢ 90 [405] 0.02 77 45(° 0.07-0.28
2L-UD Bi,SrnCaCy0§, 4 56 [261] 20 - 25060 m
- 300" 0.12"
2L-UD Bi,Sr,CaCy03 75 [352] 104 - 1607 0.025-0.9
2L-OP BbSrLCaCyOg ,, 90 [405] 0.02 49 720 0.11-0.48
2L-OP Bj,SpCaCy0f, 4 91 [59 0.2 110 300-380 0.08-0.19
2L-OP BSrCaCyO§, 4 91 [261] 20 290 1380 0.58"
900 450 0.18"
2000 200 0.08"
2L-OP BpSK,CaCyp03 95 [352] 104 - 6407 0.4
2L-OD Bi>SrCaCy03, 88 [352] 104 - 1607 0.19
2L-OP BpSrCa.g2Y 0.08C 03 96 [177] 0.01 200 1408-70°  0.4+0.2
3L-OP BpSrCaCus05y, 4 111 [261] 20 - 1000 0.47

Note: 1L: one-layer; 2L: two-layers; 3L: three-layers; UD: underdoped; OP: optimally doped; OD: overdoped.
2Non-equilibrium optical spectroscopy.

bNon-equilibrium photoemission spectroscopy.

°Time-resolved electron diffraction.

4Time-resolved X-ray diffraction.

®Evaluated through Equation (23).

fEvaluated through Equation (19).

9The reported. values correspond to the 80—40 meV energy range of the strongly coupled phonons.

f‘Pump polarization at‘Owith respect to the Cu—O bond direction.

"Pump polarization at 22with respect to the Cu—O bond direction.

'Pump polarization at 45with respect to the Cu—O bond direction.

M calculated assuming2) = 50 meV (B4 buckling mode).

"} calculated assuming2) >~ 17 meV (g apical modes).

% andx(Q2?) calculated through the effective temperature model in the integro-differential form (Equations (14)—(16)) and by the direct
integration of the bosonic functior (%2).

Surprisingly, in cuprates there appears to be a systematic, but non-monotonic dependence
of T, on the relaxation rat@e_jot = 1/7_jat @S Shown in Figurd4(a). The behavior is clearly
well beyond BCS or Eliashberg electron—phonon coupling theory which predict a monotonic
increase off; as the coupling constant is increased. This behavior has been discussed in terms of
polaronic effects405, which lead to the entanglement of electronic and lattice degrees of free-
dom, as will be discussed in the next section. Insights into the role of electronic excitations on the
superconducting critical temperature are provided by the remarkable correspondence between the
dependence df. onye_iat = 1/17e_1arand the in-plane lattice constamtas shown in Figuré4(b).
Sinceais directly related to the local strain, the correspondence, and particularly the apparent sin-
gular behavior off; with lattice constant in Figuré4(b), implies a critical strain value associated
with an instability at a Cu—Cu distance of 1.92 A.

5.2.3. Ultrafast electron—boson coupling and the magnetic degrees of freedom

Electron—phonon coupling constitutes only a subset of the decay channels for the photoexcited
charge-carriers in correlated materials. As discussed in Se@idrdand 3.1.3, the electron—
boson coupling function is characterized by a strong peal6@tmeV and a continuum extending
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Table 2. Electron—phonon coupling in iron-based superconductors and parent compounds (PC) from
time-resolved techniques.

Material Tc(K) p Ref. Fp(MIlen?)  Te—jar(fs)  Miat(R22) (MeV?) Mat
122-PC EuFgAs) - [406-409 0.05-0.8 - 56—12%° 0.1-0.28
122-PC SrFgAs2 - [409 0.01-0.1 - 116 0.25°
122-PC BaF@As?g - [407,408 0.05-0.8 - 28-4%¢ 0.05-0.09
122-PC BaFgAs3 - [405 0.02 300 116 0.18
122 BaFg 95C 05AS3 - [405) 0.02 330 116 0.18
122 BaFg goCp 1AS3 20 [405] 0.02 320 116 0.18
122 BaFe gsC0p 14AS2 23 [405] 0.02 300 116 0.18
122 BaFg gsCp 15AS3 23 [407,408 0.05-0.8 - 46-5% 0.09-0.%
122 BaFg 84C 16AS3 24 379 1-3 - 59-66' 0.11-0.12
122 BaFg 76C0 22AS3 10 [405] 0.02 300 116 0.18
1111 SmFeAg F3 , 10 [405] 0.02 190 18C° 0.2
1111 SmFeAs® - [410 0.01-0.1 180 13% 10° 0.2

aNon-equilibrium optical spectroscopy.

bNon-equilibrium photoemission spectroscopy.

CEvaluated through Equation (23).

dEvaluated through Equation (19).

€x calculated assumingf2) = 23 meV (A,qg Raman active mode).
fi calculated assuming2) = 25 meV.
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Figure 44. (a) The maximum superconducting transition temper&guae a function of the relaxation rate
ve—lat (I€ft). (b) Tc as a function of a lattice constamfor cuprates (note the correspondence of the symbols
(and compounds) in the two paneldppb].

up to 350 meV. This rather featureless part of the coupling function is compatible with the cou-
pling to short-range anti-ferromagnetic fluctuations, that persist far in the over-doped region of
the phase diagram [1213]].

Simple arguments can be used to estimate the timescale of the coupling to bosonic fluctuations
of magnetic origin in correlated materials. Considering the Hubbard model, the instantaneous vir-
tual hopping of holes into already occupied sites favors an antiferromagnetic coﬂjpﬂmﬁ/u
between neighboring sites, whegds the nearest-neighbor hopping energy. The spectrum of the
antiferromagnetic fluctuations has a high-energy cutoff 0£2300-300 meV which naturally
brings in a characteristic retarded timescale of the ordéi/af = 2—-3fs. From another point
of view, the elementary timeift, ~ 2 fs) associated with the Cu—O—-Cu hole-hopping process
inevitably leads to the creation of local AF excitations. All this evidences points to the extremely
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fast dynamics of the electron-magnetic fluctuations coupling that, until recently, was concealed
by the temporal resolution of pump—probe techniques.

For this reason, the direct experimental study of the coupling to magnetic fluctuations has
been anticipated by theoretical works that modeled the coupling of out-of-equilibrium charge
carriers to local AF fluctuations using an approach similar to that discussed in Se&iafor
the CT insulators. For this purpose, the starting point is the simptifiddnodel on a square lat-
tice that retains the complete dynamics at the energy Sc&lensidering that in the- J model
the double occupation of Cu sites is projected out, the photoexcitation process can be simplified
as a quantum quench that instantaneously rises the kinetic energy of the holes (electrons) already
present in the system. It was also readily pointed out J#i& the magnetically mediated relax-
ation dynamics is a two-step process. The initial ultrafast relaxation is regulated by the hopping
integralty and the exchange interactidrand can be considered as a local process that involves
many antiferromagnetic excitations, each absorbing a fractighaffenergy. The timescale of
this process is estimated to be of the orderof (%/tp)(J/to) %2 ~ 4 fs for realistic values
of t, ~ 360 meV and) ~ 120 meV. The second step is slower and involves the coupling to col-
lective magnetic excitations (magnons) that carry away the local excess energy. The rate of this
magnon-mediated cooling depends on the magnon group velocity that is in turn regulated by the
details of the magnon dispersion. Even though this model is strictly valid for a single hole in an
infinite AF background, a first step to mimic the consequences of the chemical doping is to limit
the average number of antiferromagnetic bonds that are available for the relaxation process. This
can be achieved by limiting the propagation of the photo-excited hole to a finite cluster, whose
size is chosen so as to reproduce the actual density of the chemically doped charge 8aifiers [

Similar results have been obtained by considering the solution of the full Hubbard model with
a non-equilibrium version [4]®f the dynamical cluster approximation (DCA) for capturing the
effects of short-range correlations. The relaxation rate of the high-energy photo-doped charge
carriers (i.e. those that are close to the upper edge of the Hubbard band) in the paramagnetic
phase is of the order of 10-20fs and it scales with the strength of the nearest-neighbor spin corre-
lations, further supporting the direct role played by local AF excitations. The relaxation process
becomes more complex at finite doping, since the direct charge—charge interactions open addi-
tional scattering channels that lead to a faster relaxation of the photo-excited holes (electrons).
However, the direct interactions among the carriers are not expected to dramatically influence the
time necessary to exchange energy with the boson bath, [B&i{ is ultimately regulated by the
electron—boson coupling (see SectiGend3.4).

The coupling to dispersionless phonons can be accounted for by the Holstein model (see
Section7), thus opening the way to the study of the competition between the magnetic and
phononic decay channels. As a first step, this problem has been tackled in a finite one-dimensional
chain by diagonalization in a limited functional spadd4. The results of time evolution of
the electron and phonon distribution have been benchmarked against the relaxation dynamics
obtained from the Boltzmann equation. Among the different important results, we report the
observation that, in the weak-coupling regime, the natural time unit to measure the relaxation
with the bosons is 1/g) Wherewy is the typical frequency of the bosons. The relaxation dynam-
icst is thus regulated by the relatiawy = (8/7)(th/Awo), th andx being the hopping amplitude
and the electron—boson coupling. Considering that in the weak-couphn@.5, thetwg prod-
uct is always larger than one, i.e. the relaxation dynamics is always slower than the inverse
energy-scale of the boson involved in the process. As an example, considering a realistic value
for the copper oxides {t~ 350 meV), we obtain for the electron—phonon coupling, ~ 30,
where we have considered the upper bound 0.4, as determined by pump—probe measure-
ments (see Sectioh.2.2). This value corresponds to relaxation dynamics of several times the
inverse phonon energyH{wo) * ~ 8fs, for (hwg) ~ 80 meV), that is of the order of£250fs.
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This value can dramatically decrease when AF excitations are considered. Since the spectrum of
magnetic excitations extends up to about 300 meV, i.e. about four times the phonon energy scale,
the relaxation toward the magnetic degrees of freedom is expected to be at least four times faster
assuming the same coupling constant.

From the experimental standpoint, the experimental resolution did not allow, until recently
[397], to directly follow, in the time domain, the coupling with bosons of electronic origin.
Nevertheless, the combination of the ultrafast time-resolution with the broad spectral window
accessible by the supercontinuum-based time-resolved spectroscopies has been a turning-point
in the study of the electron—boson coupling in copper oxides. By measuring the dynamics of
a broad part of the reflectivity around the dressed plasma frequency of doped Bi2212, it has
been suggested that the reflectivity variatidR (o, t) /R) is directly proportional to the electron—
boson scattering ratel77]. Therefore, by monitoringR(w,t)/R it is possible to reconstruct
the dynamics of the average boson density and estimate the electron—boson coupling within the
effective temperature model (ETM) described in Sec8dh This technique evidenced that on
a timescale faster than the electron—phonon coupling, that is of the order of 100fs, the charge
carriers are already effectively coupled with another type of bosons, characterized by the cou-
pling function Ipe(2). The spectrum of the coupling with the bosonic excitations, shown in
Figure4b, is extracted by considering as a constraint that the total electron—boson coupling func-
tion (IMee(Q2) = 12x(Q) + a’Fscp(Q) + a?Fi(R2), see Sectior8.3) should coincide with that
extracted from the equilibrium optical conductivity (see Sectiris2,3.1.3,4.1.1, and3.3).

The spectral extension @f,s(2) (see the spectra reported in Figdr®) and the strength of the
coupling itself (e >~ 1.1) strongly support its magnetic origin [J7Furthermore, when using
IMpe(2) andipe as inputs for the calculation of the critical temperature through the McMillan’s
formula [93, reported in Equation (7), a maximal = 105-135K is obtained for optimally
doped Bi2212. Even though the fraction of tHige(2) that can give rise to superconductivity in

the d-wave channel is still subject of debate, these results demonstrate that the coupling to AF
excitations can, in principle, provide the glue necessary to achieve critical temperatures exceed-
ing 100 K. This mechanism is likely to constitute the “missing glue” that has been evidenced in
Figure42. More recently, cluster dynamical mean-field calculations have been used to investigate
the superconducting gap within the two-dimensional Hubbard model [415]. The results strongly
suggest that superconductivity arises from exchange of spin fluctuations and the inferred pairing
glue function is in remarkable qualitative consistency with the pairing funcligp(£2), inferred

from time-resolved optical spectroscody’[7].

The coupling with two different types of bosons has also been indirectly inferred by the relax-
ation dynamics of single-color pump—probe measurements g8rBlaCyOg s single crystals
[352], whose doping concentration ranged from the underdoped to overdoped regime. The differ-
ent doping dependences of the electron—-boson coupling strengths led the authors to identify them
as strongly coupled phonons and spin fluctuations. While the electron—phonon cougligg (A
peaks at optimal doping with a maximum value of 0.4, the coupling to AF excitations decreases
monotonically with doping, starting from valugge >~ 1 at the hole concentratign=0.1 [357.

Recent time-resolved ARPES experiments on optimally doped Bi2217 E8a evidenced,
aboveT,, a marked change in the effective mass of the nodal quasiparticles related to the change
of 70 meV kink in theE(k) dispersion. This ultrafast modification of the kink is found [B71

to occur during the experiment’s 100 fs temporal resolution and is compatible with the ultrafast
coupling to AF excitations.

In conclusion, time-resolved optical spectroscopies opened new scenarios in the study of
the electron—boson coupling in copper oxides. The theoretical efforts are currently pointing to
address the limits of applicability of the ETM [4]L&nd to develop models for the extrac-
tion of electron—boson coupling from time-resolved experiments without assuming an effective
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band spectroscopy. The red area indicates the coupling function related to the coupling with bosonic
fluctuations of electronic origin. The blue and green areas represent the coupling with the subset of strongly
coupled phonons and with the rest of lattice, respectively. Taken from R&f. [

temperature mode#fL7]. On the other hand, recent advances in ultrafast optical spectroscopy
[397] succeeded in achieving a temporal resolutionr~010 fs, that is of the order ofi/2J,

i.e. the timescale of the direct coupling to magnetic fluctuations. This extremely high temporal
resolution enabled direct observation of thel6 fs build-up of the effective electron—-boson
interaction in different families of hole-doped copper oxid&37. This extremely fast timescale

has been compared to numerical calculations based dr theodel, in which the relaxation of

the photo-excited charges is achieved via inelastic scattering with short-range antiferromagnetic
excitations B97. The joint theoretical-experimental effort is expected to provide novel tools to
further clarify the issues related to the electron—boson dynamics in correlated materials and to the
problem of the retarded interactions and the superconducting glue in copper oxides.

5.2.4. The ultrafast dynamics in the pseudogap state

As extensively discussed in Sectibrl.1, the single-color P—p experiments are particularly sen-
sitive to the pseudogap (PG) state of copper oxides and, more in general, of correlated materials.
For the sake of convincing the reader of the effectiveness of the ultrafast techniques in inves-
tigating the PG, we report in Figu6(a) the temperature- and doping-dependent time-traces
measured on BBRLY ¢ 0sCa 02CW0g15 (YBiI2212) at the probe energy of 1.55 e¥138]. A neg-

ative component with a fast relaxation dynamics (<1 ps) progressively appears at the temperature
T. < T < T* and dominates the time response, until the onset of the superconducting phase tran-
sition (see Sectioh.2.5). The plot ofT*(p) as a function of the hole doping(see Figurel6)
evidences a clear pseudogap-line that intersects the superconducting dqom6.46. Despite

the dramatic evidence of the PG physics at play, the origin and the nature of this component in
the transient reflectivity remained unexplained for a long time, until the development of more
sophisticated versions of the first single-color experiments became available. The possibility
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Figure 46. The pseudogap state unveiled by non-equilibrium techniques. (a) The relative reflectivity varia-
tion SR/R() measured in the single-color configuration (1.55 eV) is reported as a function of the temperature
for three YBi2212 samples with different hole concentrations. The white lines aé&iti() time traces at
110K. (a) The generic phase diagram of cuprates is sketched. The pseudogap bdtiqulaiyrey curve)

is determined reporting the temperature at which a negative componensiR tRe&) signal appears. Taken

from Ref. [418].

of changing the polarization of the pump and probe beams, of exploiting the capabilities of
multicolor techniques, which extend from the mid-infrared to the visible, and of probing the elec-
tron dynamics through time-resolved photoemission spectroscopy provided new insights into the
nature of the PG state and opened new intriguing scenarios that will be reviewed in this section.

The first evidence that the time-resolved signal in the pseudogap state of copper oxides is
constituted by two components characterized by different symmetries and different temperature-
dependence came from polarization-dependent measurements on (110)- and (100)-YBCO thin
films [342. Considering the direct relationship between the gaps in the electronic DOS and the
dynamics in the time-domain, the authors directly investigated the symmetries of the different
components by combining the direction of the beam polarization and the orientation of the crystal
axes. While the low-energy gap appears belpwiith the samel-wave symmetry regardless of
the hole concentration, signatures of the high-energy gap, whose symmetry strongly depends on
doping, were also observed along tiseb diagonal. The authors suggested a strong dichotomy
between nodal and antinodal quasiparticles and argued that the two different gaps should have
different physical origins and compete with each other [342

Similar polarization-dependent dynamics were recently observed e8r,BiaCuyOs, s
(Bi2212), which became the best system to disentangle the superconducting and pseudogap
signals and to study the symmetry of the pseudogap through the polarization-dependence
of the time-domain response [1,827,35]], as already discussed in Sectiéril.1. All these
results converge to a picture in which the low-temperature dynamics is characterized by a fast
pseudogap-like component, which corresponds to the relaxation of antinodal QP, and a slower
component that is related to the opening of the superconducting gap and is dominated by the near-
node contributions. Furthermore, the observation that the pseudogap dynamics depends only on
the probe polarization led to the conclusion that the PG state is characterized by a spontaneous
spatial symmetry breaking that is not limited to the sample surfacq.[327

The results obtained by time-resolved optical spectroscopy unveil a picture that is fully con-
sistent with the outcomes of the most advanegdilibriumtechniques. Recently, a comparative
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study of the pseudogap in Bi2201 has been carried out by ARPES, polar Kerr effect and time-
resolved reflectivity419. The three experiments revealed a coincident and abrupt orniBebét

an antinodal gap, a Kerr rotation signal and a change on the relaxation dynamics, making the link
between the ultrafast dynamics and the equilibrium concepts that are usually invoked to explain
the PG a robust experimental fact.

A further step toward the comprehension of the PG dynamics in correlated materials has been
recently done by studying the model compound 4815 25NiO4 [198]. Similarly with case of
copper oxides, the optical conductivity of this prototypical nickelate exhibits a pseudogap-like
loss of infrared spectral weight, whose onset temperatuigigfar above the long-range stripe
formation (T~ 100 K). By using mid-infrared probe pulses, it has been possible to directly study
the dynamics of the Ni—O stretch vibration at 85 meV. As discussed in Settidd, the spectral
shape of the infrared-active phonon modes is usually characterized by a strong asymmetry that is
described by a Fano lineshape and originates from the quantum interference between the narrow
intrinsic phonon lineshape and the continuum of the electronic levels. The strength of the cou-
pling regulates the asymmetry of the peak through the fagtortroduced in Equation (57). In
the experiment, the phonon lineshape is monitored as a function of the delay from a near-infrared
pump pulse. The data, reported in Figdig show a clear decrease of the fdctor, while the
position of the resonance remains unchanged. This result is interpreted as the transient decrease
of the electron—phonon coupling as a consequence of the delocalization of the charges induced
by the impulsive excitation19§. This experiment suggests that the real-space charge localiza-
tion is the key to understanding the physics of the PG and that it can be precursory to the onset
of charge-ordering at lower temperatures. We stress that, even though the role of the pump is to
increase the average energy of the charge carriers, similar to the case of an adiabatic increase
of the temperature, the transient decrease of the electron—phonon coupling has no counterpart in
equilibrium measurements. This difference is inherently related to the ultrafast excitation process,
during which the electronic degrees of freedom (responsible for the charge localization) are per-
turbed before heating the lattice. On a longer timescale, the temperature-related broadening of the
phonon linewidth completely washes out the effect, thus demonstrating that the non-equilibrium
approach provides a genuinely new information as compared to conventional spectroscopies.
Similar conclusions have been derived from three-pulses experiments, that unveiled the tendency
to carrier localization in the pseudogap state of Bi2242J.

The possibility of experimentally decoupling the charge localization dynamics from the
lattice heating, also suggests that the charge localization, which characterizes the pseudogap
state of nickelates, is primarily driven by the electronic correlations. Similarly, the role of
the short range Coulomb repulsion in the PG physics of copper oxides (Bi2212 and Hg1201)
has been recently demonstrated by combining broadband time-resolved optical experiments to
time-resolved ARPES [4]8Ultrashort light pulses are used to prepare a non-thermal electron
distribution that is dominated by antinodal excitations. The dynamics of the dielectric function,
simultaneously probed in the 0.5-2 eV range and analyzed within the extended Drude model (see
Section4.1.1), unveils an anomalous decrease in the scattering rate of the charge carriers. In the
pseudogap-like region of the phase diagram, delimited by a well-deTifje@) line, the pho-
toexcitation process transforms the nature of antinodal excitations from that typical of a strongly
correlated metal to that of a less-correlated metal, characterized by delocalized quasiparticles
with a longer lifetime. This effect is naturally explained within the single-band Hubbard model,
in which the short-range Coulomb repulsion leads tk-space differentiation between nodal
guasiparticles and antinodal excitations that are strongly localized in real gi8eA similar
picture has been confirmed by three-pulses experiments on Bi2212 samples at different dopings
and temperatures [420The pseudogap photodestruction and recovery reveal a marked absence
of critical behavior aT*, which implies an absence of collective electronic ordering beyond a few
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Figure 47. Ultrafast dynamics in the pseudogap state of thedSxp 2sNiO4 nickelate. (a) Non-equilibrium
mid-infrared optical conductivity around the Ni—O stretching mode (circles) at specific delay times after
the 1.5eV photoexcitation at 30 K. Dashed lines: equilibrium conductivity, solid lines: Fano model. (b)
Dynamics of the Ni-O mode peak energy. (c and d) Dynamics of the Fano asymmetry parameteaid

of the phonon linewidth", as defined in Equation (57). Taken from [198].

coherence lengths on short timescales. This result suggests that the pseudogap is characterized
by the localization of the charge carriers into a textured polaronic state arising from a competing
Coulomb interaction and lattice strain [420aken all together, the outcomes of non-equilibrium
optical spectroscopies strongly support a scenario in which the PG physics is dominated by the
k-dependent effect of the short-range Coulomb repulsion that drives the real-space localization
of the charge carriers and that can evolve into charge-ordered states upon further cooling.
Recently, polarization sensitive P—p measurements were used to ascertain the presence of
rotational symmetry breaking associated with the PG state i8rBlaCyOg s compounds at
various dopings327]. Figure 48 shows the experimental polarization dependence, where the
probe polarization was rotated by an angjl@ith respect to the crystaldirection (Figure48(a)).
Here we use notations in whichandy point in directions along the Cu-O bond, whiteandy’
are directions rotated by 4%n the plane (Figuré8(b)). When either global or local symmetry
is broken (either dynamically or statically), an additional possibility exists, where asymmetric
states can also be excited by higher order terms via DE. Without such breaking of symmetry,
higher order coupling cannot coherently exdiesymmetry modes, because the phase of the
excitation averages out to zero (for second order coupling). However, symmetry breaking can
provide a coupling mechanism for the excitatiorBafymmetry modes. Measurements by Toda
et al. [327] on B}Sr,CaCuyOg, s reveal a remarkablimdependencef the P—p response on the
pumppolarization, which rules out IE as the excitation mechanism, and indicates the presence of
symmetry breaking. The polarization data shown in FigtBehow that not onlyA;4, but also
B-symmetry modes are excited. The pump must therefore eBgjtendB,g in the second order,
which is only possible in the presence of breaking of tetragonal symmetry. The T-dependences of
the Ay, B1g andByg components in Figurd8 nicely show the onset of the underlying symmetry-
breaking to occur near*. Within this mechanism it is necessary that all three components show
broken symmetry at the same time, which is indeed the case. Thus it is possible to unambiguously
conclude that tetragonal symmetry breaking occuisat 140K [327].
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and vertical, while the crystalline axes are along the Bi—O bonds, and are rotated nédrondthe Cu-O

bonds. Taken from Ref. [327

Finally, interesting results have recently been obtained by time-resolved ARPES. The initial
pump-induced modification of the occupation of the ungapped nodal states is affected by the onset
of the pseudogap state At< T* [369]. These results allow a direct connection of the transient
density of the nodal quasiparticles to the global phase diagram of cuprates (see S&cfipn
demonstrating an unexpected interplay between the antinodal pseudogap and the pump-induced
population at differenk-vectors in the Brillouin zone.

5.2.5. Superconductivity-induced spectral-weight change

As extensively discussed in Secti@nl.1, single-color optical techniques unveil a dramatic
change in the dynamics, as soon as the system undergoes the superconducting phase transition at
T < T.. Atthe most general level, all the time-resolved optical measurements evidence a slowing
down of the relaxation dynamics of the optical signal, whose time constant rapidly changes from
100 to 200 fs wherT > T, characteristic of the electron—phonon cooling process, to several
picoseconds ak < T.. Simultaneously, the amplitude of the signal measured in the near-infrared
range increases by about one order of magnitude. The detailed discussion about the origin of the
bottleneck, which is ascribed to the formation of a non-equilibrium population of pair-breaking
bosons at the gap energy, has been presented in Séctidrand discussed within the frame of

the Rothwarf-Taylor model (see Sectidmt.1). Despite some early attempts at directly measur-

ing the dynamics of the superconducting gag,c(T), via time-resolved Raman spectroscopy
[421], it was soon realized that the gap dynamics could be mapped into the high-energy (>1eV)
optical properties. In this section we will focus on the origin of the variation of the near-infrared
optical properties that, for some unexpected mechanisms, turns out to be directly proportional
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to the density of the superconducting condensate. To formulate the problem more directly, we
can consider the conventional BCS superconductors, in which the onset of superconductivity
corresponds to the opening of the superconducting gap, in the electron density of states. As a
consequence, the optical conductivity (see Seclidnd) is strongly affected only for below-

gap radiation§w < Asc(T)), while the optical properties are almost unaffected at energy scales
larger than about 104:(T). Even considering an interband transition at the frequeRgythe

simple energy-gap model for conventional superconduct®g jpredicts small changes of the
interband transitions over a narrow frequency range of the ord&yaf Asc(T), which does

not explain the relatively large variation of the optical properties in the entire infrared-visible
spectrum.

The direct relationship between the dynamics of the infrared optical properties and the super-
conducting condensate was directly demonstrated by the first time-resolved experiments in the
THz [193,275274 and mid-infrared 360 energy range that directly accessed the dynamics of
the condensate and of the superconducting gap. Optical (1.5 eV) pump-THz probe experiments
were performed on superconducting YBCO crystal&y. At T < T, the recovery time for long-
range phase-coherent pairing increases up to a value of about 3.5 ps, that is in agreement with
the relaxation time measured by all optical P—p experiments. Furthermore, the relaxation time
exhibits a clear tendency to diverge whEnis approached from below. This result, which was
lately confirmed by infrared probe measuremef&], suggests that the relaxation time and the
temperature-dependent gap are linearly relatedrice.1/Asc(T). Similar conclusions can be
reached by studying the ultrafast mid-infrared reflectivity of YBCO at different hole-dopings. In
particular, after the optical excitation, tlab-plane gap in the optical conductivity undergoes an
ultrafast filling, while the equilibrium condition is recovered on the picosecond times2&(k [
Overall, THz and mid-infrared data clearly confirm the scenario suggested by all-optical mea-
surements, i.e. the ultrafast excitation triggers a strong decrease of the superconducting fraction,
that progressively recovers on the picosecond time scale.

A possible explanation of the relation between the optical properties in the visible and
the superconducting condensate was suggested by time-resolved reflectivity measurements on
Bi»SrCa _,Dy,Cu,0g 5 (BSCCO) crystals with a hole-doping concentration that spans a signif-
icant range of values across optimal dopipgy(= 0.16) [L91]. These experiments demonstrated
that both the kinetics of the quasiparticle decay and the sign éRlig/R signal change abruptly
at optimal doping, as shown in Figud®(a). As a consequence, the= pop; value discriminates
between two regions characterized by a different nature of the superconducting phase transition.
Taking inspiration from the results coming from equilibrium optical spectroscopies-#2Z3
it was suggested that the change of sigidR{t) /R could be the fingerprint of a spectral weight
transfer from the condensatér) function (see Sectiod.1.4) to higher frequencies.

This problem was unambiguously addressed after the advent of multicolor experiments that
opened the possibility of probing the dynamics of the dielectric function over a broad energy
range. In order to perform low-fluence experiments in which the pump energy does not overcome
the threshold for the impulsive vaporization of the superconducting condensate (see Sec-
tions5.1.1and6.2.1), a pump probe technique based on the supercontinuum white light produced
by a photonic fiber seeded by a high-repetition rate Ti:sapphire oscillator was deveddped [
This novel optical pump-supercontinuum-probe technique was used to investigate the dynamics
of the optical properties in the 1-2.5eV energy range yBBCa g2Y 0.0s8C0s s (Y-Bi2212)
crystals at different doping, unveiling a superconductivity-driven change of an optical transition
at 1.5eV (see Figuré9(b) [43. This result unveils an unconventional mechanism at the base of
the superconducting transition, both below and almgygwhose nature can be inferred by calcu-
lating the spectral weight variation of the 1.5 eV transition,d8W; sey = SWY ¢ o, — SWEE 1,
as defined in Sectiof.1.5. As shown in Figurd9(c), the sign change pt= pop 0f the sR/R (b

105



z — B
—— Lreciar T ‘E;‘ B <N Laat
= —— Dplimal (i) ; -2 D&
= 1 l — e (3] ] ,Ei“- i,: -.. '_:"ﬁ EE‘ o
L. o . 3
& S $: T . w o
g v l.—|"|' !-I i.__! '* ! I —ﬂ!
o § - it :
f oo it e 4
g | & g

g
i
|3
:
E

Doty (gesl} Dueday {pe)

Figure 49. Time-resolved optics in superconducting cuprates. (a) The single-color relative reflectivity
variation,6R/R (), measured in the superconducting phase e6BiCa;_yDyyClyOg s crystals with dif-
ferent hole concentrations. The superconducting temperaturek ater1 K (underdoped)Te = 94.5K
(optimally doped), and = 77 K (overdoped). Taken fron191]. (b) The broadband relative reflectivity
variation,§R/R(w t), measured in the superconducting phase of Y-Bi2212 crystals with different hole con-
centrations. The superconducting temperature§aee 83 K (underdoped)T. = 96 K (optimally doped),
andT. = 86 K (overdoped). The insets display schematically the position of each measurement-ipthe
phase diagram of Y-Bi2212. The white lines are the time traces at 1.5 eV photon energy. Take#3fom [
(c) The spectral weight variatioBSWot is reported at different delays for the three dopings. (d) The black
circles represent the maximuiBWiqt, i.e. the SWiot measured at 400 fs, as a function of the doping level.
Taken from Ref. [43].

signal is just the consequence of a transition from positive to negé8Vé, 5., values. This
observation entails important consequences on the nature of the superconducting phase transition,
since the spectral weight change of the interband transitions can be related to the change of the
average kinetic energy of the charge carriers. By assuming 8\& sy is compensated by an
opposite change of the Drude spectral weight, the kinetic energy variatiiin) (of the charge
carriers is obtained by

§(K) = 8h26SWy 5ev - (83meV/eVf). (87)

Using Equation (86), the estimated superconductivity-induced kinetic energy decreases per
Cu atom. For the underdoped sample is estimated te-be2 meV, which is very close to
the superconductivity-induced kinetic energy gain predicted by several unconventional models
[238,426. In this picture, the = pop: vValue delimits two regions that correspond to the crossing
from a kinetic energy gain-driven to a potential energy gain-driven superconducting transition
(see Figured9(b)), consistent with predictions of the 2D Hubbard mo@dl3. These results
clarify the origin of the doping- and temperature-depend&nR () signal measured in single-
color optical experiments and demonstrate that the dynamigssgitan be reconstructed from
the dynamics at optical frequencies.

106



The interplay between the low-energy physics and the high-energy optical transition has been
further supported by other experiments based on the use of transient broad-band reflectivity. In
particular, signatures of the dynamics®éc in La; g5Siy.15Cu0, (LSCO) have been found at the
typical scale of the Mott physics (2.6 eV326. More recently, a direct link between tleeaxis
phonon modes and the high-energy in-plane optical properties in optimally doped YBCO was
made by a similar techniqud27].

A new window on the ultrafast dynamics of high-superconductors was opened by the
recent development of high-resolution TR-ARPES experiments T8 high repetition rate of
the ultrafast sources that can be currently employed for photoemission experiments guarantees the
statistics necessary for low-fluence experiments in which the band dispersions and the electron
self-energies are only slightly modified by the optical excitation. Considering the case of super-
conducting copper oxides, TR-ARPES experiments substantially confirmed the picture emerging
from the time-resolved optical technique, beside adding new valuable information related to the
excitation and relaxation processes in the crystal momentum space. Unfortunately, the photon
energy fw ~ 6 eV) of the fourth harmonics of the Ti:sapphire laser, that is commonly employed
as the source of ultrashort pulses of UV photons, limits the accessibility window of this technique
in copper oxides to the states that lie withinl eV from the Fermi energy and with a momentum
that corresponds to a range©f27° of azimuthal angle173 from the nodal direction (45 see
the top panel in FigurB0). As expected, the measurements of the pump-induced dynamics of the
nodal quasiparticles in Bi2212 revealed a suppression of the nodal quasiparticle spectral weight,
that is greatly enhanced in the superconducting state, 4283 As shown in Figures0(a), the
recovery dynamics of the QP spectral weight depends on the laser fluence and rangesAfrom
to ~ 7 ps, in agreement with the optical results that evidenced the strong superconductivity-
induced bottleneck in the dynamics. Interestingly, the evidence of a superconductivity-induced
change of the dynamics of the nodal QPs challenges the conventional picture dominated by the
nodal-antinodal dichotomy, in which the nodal QPs should be almost unaffected by the onset
of superconductivity and the opening oflavave gap 428]. Further results [3§9also demon-
strated the unexpected possibility of establishing a link between the nodal quasiparticles and the
cuprate phase diagram, as can be inferred from equilibrium and out-of-equilibrium optical (see
Sectionb.2.7). Even though the issue of the k-dependence of the relaxation dynamics has not been
completely clarified 172173, the TR-ARPES measurements far from the node seem to suggest
that the decay of hot QPs toward the node is blocked by phase-space restrictions, while the recov-
ery of the equilibrium superconducting state is dominated by the Cooper pair recombination in a
boson bottleneck limit [17]3

Current efforts in the field of TR-ARPES measurements are directed to quantitatively extract
the dynamics of the band dispersion and of the electron self-energy and to address the nature
of the boson modes which drive the formation of a non-thermal electron/hole distribution in the
“boson”-energy windovEr — hQ2 < hw < Er + A2 [429] and its successive relaxation through
electron—boson coupling [4B0Recent data on optimally doped Bi2212, evidenced a transient
shrinking of the Fermi surface on the 200-500 fs timescale, which suggests a possible transient
hole-photodoping as a consequence of the electron—hole asymmetry in the relaxation dynamics
[371]. On the other hand, the analysis of the TR-ARPES experiments on Bi2212 and Pb-Bi2201
evidenced a transient decrease of the electron self-energy, which corresponds to a weakening of
the electron—boson coupling [4B3The tight relation between the dynamics of the electron—boson
coupling and that of the superconducting gap is also supported by the fact that the electron—boson
coupling is unresponsive to the ultrafast excitation above the superconducting critical temperature
[431]. These recent results, along with the current efforts to increase the probe photon energy via
high-harmonics generation from high-repetition rate ultrafast sources, are expected to open new
perspectives for the physics of correlated systems and high-temperature superconductors.
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Figure 50. Relaxation dynamics of the ARPES intensity change at different pump fluendéesdiagctions,
measured by the azimuthal angte (a) Nodal decay curves at different fluences normalized to the same
amplitude. (b) Off-nodal decay curves at different fluences normalized to the same amplitude. (c) Nodal and
off-nodal curves at the same fluence. Taken from R&fZ]

5.2.6. Fluctuations of the superconducting order parameter

The non-equilibrium spectroscopies also offer a new tool to investigate the role of the fluctua-
tions in the superconducting transition. While in conventional superconductors the opening of the
energy gap is simultaneous to the onset of a macroscopic phase coherence, in low-density and
two-dimensional systems the phase fluctuations of the order parameter can prevent the formation
of a macroscopic condensate, even though a pairing gap is already formed. In this regime the
system is governed by a small coherence lengthwhich tends to diverge &k following the
power lawé oc |T — T¢| V. Similarly, the relaxation time, of the system is expected to diverge
ast « &% wherezandv are the critical exponents [2]L.2

THz spectroscopy directly probes the superfluid response and is thus a useful tool for measur-
ing the temporal fluctuations of the superconducting order parameter. Broadband time-domain
THz spectroscopy in Bi2212 [364nd LaSKCuO, [365] unveiled the persistence of super-
conducting correlations up to 16 K aboVg. The further development of the techniques also
led to the development of more elaborate techniques in optical P—p experiments aimed at inves-
tigating the relaxation dynamics with high temporal resolution in the regime that is expected
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Figure 51. A summary of the pairing amplitude and phase coherence dynamics:.nmeaasured with
different methods in Bi2212: (a) the recovery time of the optical superconducting sigia)) (the QP
recombination timeéﬁ“'semeasured by the three pulse technique and the QP recombinationgiyaction

from pump—probe measurements obtained by subtraction of the pseudogap signal. A fit to the data using a
Berezinsky—Kosterlitz—Thouless mod&86f] is shown by the solid red line. The green dashed line shows

the fluctuation lifetimerg given by time-dependent Ginzburg—Landau theory. The phase correlation time
7THz from THz conductivity measurements is shown for comparison. (b) The amplitude of the SC signal
Ag'é“'seandAgg obtained by three pulse and the pump—probe measurements, respectively. The THz response
is also shown. As expected on the basis of the response functions discussed in Settiarsd4.2, the
superfluid densityg from THz measurements shows remarkably close agreement with the amplitude of the
optical responsésc, aboveT.. Taken from [432].

to be dominated by the phase fluctuations of the superconducting condensate. Indeed, using
an all-optical three pulse technique (see Secfid?) on Bi2212, the fluctuation dynamics of

the superconducting pairing amplitude was separated from phase relaxation above the critical
transition temperature. Both were shown to be distinct from the contribution related to the pseu-
dogap phase [432] on the basis of their temperature dependence, and more recently on the basis
of symmetry [327. The results are summarized in Figs#. Similar critical behavior near,

have been recently obtained on thin Bi2212 films with optical pump-THz probe measurements,
directly monitoring the dynamics of the mid-infrared conductivigf7]. Finally, recent time-
resolved ARPES measurements [B9ggested that the pump-induced modification of the nodal

QP population is affected by the onset of superconducting pairing fluctuatidps-afl.. Over-

all, these results strongly support the scenario in which the pairing gap amplitude of underdoped
cuprates extends a few tens of degrees beyignerhile the phase coherence shows a power-law
divergence a§ — T..

5.2.7. The cuprate phase diagram from non-equilibrium spectroscopies

Bringing together the results presented in the previous sections, we can realize that the non-
equilibrium spectroscopies, which combine temporal and spectral information, constitute a
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Figure 52. The phase diagram of superconducting copper oxides from non-equilibrium spectroscopies. (a)
The phase diagram of Bi2212 obtained by non-equilibrium. (b) Pseudogap and superconducting energy
scales as obtained from equilibrium spectroscopies for various families (Bi2212, Y123, TI2201 and Hg1201)
of superconducting copper oxides wWilhmax= 95 K. Taken from Ref. [218].

unique tool to investigate the phase diagram of copper oxides and, more in general, of correlated
materials. In contrast with conventional techniques, such as ARPES, Raman scattering, tunneling,
specific-heat measurements and scattering experiments, which usually probe a specific aspect,
non-equilibrium techniques are sensitive, within a single experiment, to a variety of phenomena
ranging from the pseudogap to the onset of superconductivity. In the case of hole-doped copper
oxides, the main non-equilibrium results collected in Figb®éa), provide a comprehensipe

T phase diagram whose main properties can be summarized as follows:

The normal stateThe high-temperature and large-doping concentration region of the phase
diagram is characterized by relaxation dynamics similar to that observed in conventional
metals. Two recovery times of the order-efL00 fs and~ 1-2 ps are usually observed and
attributed to the coupling to the optical buckling and breathing phonons and, subsequently, to
the rest of the lattice vibrations. The coupling of the charge carriers to short-range antiferro-
magnetic fluctuations is expected to be effective ormtfi@ fs timescale (see Sectiob.2
and5.2.3).

The pseudogap staté/hen the doping concentration and temperatures are decreased, the ultra-
fast dynamics exhibits a sharp change in the sign of the relative reflectivity variation, which
defines aT;.,(p) pseudogap-like line that approaches the superconducting dome in the
overdoped region. This drastic change in the dynamics has been attributed to a photoin-
duced decrease of the scattering rate related to the photoinjection of antinodal excitations.
Notably, TR-ARPES measurements showed that the opening of the antinodal pseudogap
also affects the relaxation dynamicsafdalquasiparticles, challenging the concept of com-
plete nodal-antinodal dichotomy (see Sect8.4). Furthermore, polarization-sensitive
ultrafast measurements suggested an underlgivwgave symmetry of the pseudogap-
related signal, in contrast to the common assumption of a gumave pseudogap (see
Section4.2.3). Interestingly, the region defined by thi(p) corresponds to the region
of the T— p phase diagram where an anomalous increase of the conductivity, interpreted as

a transient superconducting-like state, has been reported after mid-infrared excitation (see
Section6.2.2).
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The superconducting dom&/hen the systems is cooled down below the critical temperature,
the photoinduced relaxation dynamics is dramatically modified, as clearly shown by all the
different non-equilibrium techniques. On a very general level, the recovery dynamics sud-
denly increases from the100fs to thes> 1 ps timescale, as soon @s< T.. This drastic
increase of the recovery time is attributed to a bottleneck process, in which the pair-breaking
excitations photoinjected by the pump pulse are trapped on the upper edge of the supercon-
ducting gap as a consequence of the interaction with the gap-energy bosons emitted in the
recombination process and of the phase-space constraints for the scattering processes. Even
though a comprehensive model of the microscopic processes responsible for the relaxation
dynamics are still missing, many experimental and theoretical efforts have recently been
made to clarify this fundamental aspect in the hope of finding the signature of the elusive
superconducting bosonic glue. Furthermore, non-equilibrium optical spectroscopies have
demonstrated that the superconducting transition is accompanied by a change of the spec-
tral weight of the optical transitions at the energy scale (1.5-2.5eV) of the charge-transfer
process, which suggest the transition from a kinetic energy-driven superconducting transi-
tion in the underdoped region to a more conventional potential energy-driven process in the
overdoped region (see Sectibr?.5).

The phase-fluctuation regiomn the underdoped region of the phase diagram, the supercon-
ducting signal persists well above the critical temperaflyeThis has been interpreted
as the signature of an underdoped region dominated by the phase-fluctuations of the
superconducting order parameter which destroy the long-range order (see Set6n

Overall, the non-equilibrium spectroscopies demonstrated an enormous potential in directly
probing the rich physics of the copper oxides phase diagram. Current efforts mainly focus on
experimentally accessing the dynamics of the antinodal excitations, on investigating the interplay
between the charge-order phenomenon and the superconductivity and finally unveiling which are
the boson modes involved in the pairing mechanism.

5.2.8. Time-domain competition between different orders

Time-resolved techniques constitute a natural tool to investigate the interplay among multiple
orders that can cooperate or compete to determine the actual ground state of complex materials.
Recalling the Ginzburg—Landau equations (see Equations (46), (47), and (48)) for two coupled
order parameters){ andn,), it is easy to show that the recovery dynamics of the two orders
are interdependent. This observation has important consequences that can be exploited in time-
domain experiments: (i) when the intrinsic lifetimeg;(and t22) of the order parameters are
significantly different, it is possible to partially quench one of the two and track in the time-
domain their subsequent coupling during the restoring of the ground state;z(pyifto, then

the optical pump can be used to completely quench one of the phases and probe the intrinsic
dynamics of the residual order parameter.

5.2.8.1. Coupled dynamics of multiple ordersThe coupled dynamics of different order
parameters has been studied in a variety of systems, such as nickel and copper oxides. One of
the simplest examples is the1aSr 2sNiO4 nickelate that exhibits simultaneous spin and charge
orders in the stripy phase. In particular, while the formation of the one-dimensional charge density
waves (CDW) breaks the translational symmetry, the antiferromagnetic spin order (SO), which
requires the pre-existing CDW, breaks both translational and rotational symmetries. By using
time-resolved femtosecond resonant X-ray diffraction at th&\edge [73, which is sensitive

to the modulation of the Ni valence electrons at the CDW and SO wavevectors, it has been shown
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Figure 53. Cartoon of the dynamics of CDW (blue areas) and SO (yellow areas) ordeis§5toasNiO4
at four different stages. The intensity of the colors is proportional to the amplitude of the CDW and SO
orders. Taken from Ref. [73].

that the dynamics of the two symmetry-broken phases is strongly coupled in the time-domain (see
Figure53), i.e.112 > 111, 722, despite the fact that the energy scales of the two orders differ by at
least an order of magnitude. This work stimulated the theoretical investigation of the role of the
amplitude and phase fluctuations in the coupled CDW and SO dynamics, demonstrating that the
amplitude dynamics dominates the initial time scateX ps), while the phase recovery controls

the behavior on the long-timescateZ0 ps) [74].

More recently, femtosecond soft X-ray diffraction at the Gueldge resonance was com-
bined with mid-infrared excitation to investigate the melting of the charge order and its interplay
with superconductivity in copper oxidegd,77. In particular, upon resonant excitation of the in-
plane Cu-O stretching mode inLg&sBag 125CuUQy, the charge stripe order was found to melt on a
sub-picosecond time scale, while the low-temperature tetragonal distortion was only weakly per-
turbed (and on longer timescales). Similar measurements were also performed fDuyBss
[76]. Interestingly, the melting of the in-plane charge-density wave was shown to be directly con-
nected to the photo-enhancement of the coherent interlayer tran2682644], suggesting that
the charge-order phenomenon competes with the superconductivity. Apatgerconductivity
remains a hidden phase, which can be accessed by nonlinear phonon excd@d@3 [

Time-resolved optical techniques have also been employed to investigate possible phases that
compete with superconductivity in ;Ba,CaCusOy [434] and (Ba,K)FeAs, [378], in which
spin-density wave (SDW) order anticipates the superconducting transifigr=28 K.

Quite naturally, much effort has been dedicated to clarify the nature of the interplay between
the pseudogap (PG) and superconductivity (SC) in doped copper oxides. Single-color P—p exper-
iments promptly revealed a coexistence of the PG and SC signals figJomhich allows the
direct separation of the charge dynamics of PG and SC excitati®&3p1]. The advent of
broadband time-resolved experiments constituted a breakthrough in the understanding of the rela-
tion between the PG and SC phases. The broadband probe provides spectral fingerprints of the
different phases that can be exploited to unambiguously disentangle their dynamics, even in the
regime in which one of the two orders is vanishing. This technique has been applied to investigate
Bi»,SrnCa.92Y 0.06Cl0g, 5, demonstrating that once superconductivity is established, the relax-
ation of the pseudogap proceeds two times faster than in the normal state. The sign and strength
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of the coupling term suggest a weak competition between the two phases, allowing their coex-
istence B73. Similar results, which suggest a repulsive interaction between superconductivity
and another fluctuating order, have also been obtained on thgSlCuO,, s electron-doped
cuprate B57].

5.2.8.2. Ultrafast quench of the superconducting phas&he possibility of using an ultrashort

light pulse to completely quench the superconducting phase constitutes a further development
in the time-domain study of the PG-SC interplay. More specifically, above a fluence-threshold
of the order of fewuJ/cn?, the Cooper pairs with long-range order are fully destroyed within
the photoexcited volume (see discussion in Secfighl). Above this threshold, it is possible

to isolate the native SC signal and to study how the PG signal is modified during the recov-
ery of the long-range superconducting order [175]. Time-resolved broadband spectroscopy on
Bi»SrnCay g2Y 0.06CleOg, s demonstrated that the relaxation of the pseudogap becomes signifi-
cantly slower once the SC phase is removed through the impulsive optical excigt@nihis

result suggests a dynamically competing relationship between SC and PG, in agreement with
the results obtained as a function of the temperat8f&[ The presence of multiple competing
ordering tendencies has also been argued by TR-ARPES measurements on BiZp1&2Hich
evidenced a marked anisotropy in the fluence-dependent response of the gap.

5.3. Optical generation of coherent bosonic waves

The excitation with an external stimulus that is shorter than the typical lifetime of a specific mode

is able to induce a macroscopic coherent oscillation of the mode itself, which can be detected by
the probe pulse. Microscopically, the impulsive excitation mechanism can be described as an
inverse Raman scattering process (see Sediar8), in which the modes with the symmetry
determined by the Raman tensér§] can be excited. In the particular case of symmetry-broken
phases, the oscillation of the mode at the proper frequagaosan be viewed as the dynamics
around the equilibrium value of the order parameter, as determined Inyekiean-hapotential
landscape described in Secti®®. The possibility of tracking in the time-domain the oscillation

of the order parameter, constitutes the time-domain counterpart of the conventional energy-
domain Raman spectroscopy and it has been applied for the investigation of a wealth of different
systems. Historically, most of the work has been focused on optical coherent phonon modes that
can be easily excited and detected in many materials. More recently, also the possibility of inves-
tigating the coherent oscillations of charge-density wave modes and the massive amplitude modes
(Higgs modes) irs-wave superconductors has opened interesting perspectives. Even though the
discussion of the huge amount of literature about the coherent excitation of optical phonons
and CDW modes goes beyond the scope of the present review and it would require a separate
work, we will here present some recent examples to show how it is possible to exploit coherently
excited bosonic modes to understand the properties of unconventional superconductors and other
correlated materials.

5.3.1. Lattice modes

A major advance in the field was stimulated by the observation of coherent optical phonons in the
form of distinct oscillations in the single-color P—p signal on ¥8es0O;. Surprisingly, both the
amplitude and the dephasing time of a specific model& meV, which involves the motion of

the Ba atoms, were found to drastically increase bélp{@]. This result underscored, for the first

time, a direct relationship between coherent phonon modes and the superconducting condensate.
As a possible explanatiomp initio calculations suggested that the superconductivity-induced
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Figure 54. Optical generation of coherent bosonic waves. (a) Phase diagram of doped vanadium sesquiox-
ide (V203). (b) Relative reflectivity variation measured in a single-color P—p experiment @z dnd
V1.044Ti0.05603. Taken from Ref.435. (¢) Relative reflectivity variation measured in a single-color P—p
experiment on LagSry 1CuQy at different temperatures. Taken from Ref3f]. The change in the probe

THz electric field,6Eprope as a function of the P—p delay tintgp, measured on superconducting NbN.
Taken from Ref. [437].

change of the density of states at the Fermi level induces a small displacement in the equilibrium
positions of the ions. As a consequence of the partial quench of the superconducting conden-
sate, induced by the pump pulse, the ions are pulled back to their normal equilibrium positions,
thus exciting coherent phonon38]. This picture has later been completed by means of broad-
band time-resolved measurements which showed that the coherent movement of the Ba atoms
resonantly modulates the optical properties at a very high energy-scale (2—2.4 eV JNET
calculations demonstrated that the specific atomic displacement of the Ba atoms strongly couples
to the density of states at the Fermi energy, thus affecting the high-energy optical transitions from
the lower Hubbard band to the Fermi level [327

The possibility of inducing lattice oscillations to coherently modulate the density of states at
the Fermi level and, in turn, the chemical potential has been also widely explored in iron-based
superconductors. While P—p reflectivity measurements on BatBg,As; did not evidence any
difference below and above the critical temperat®ed, TR-ARPES on Ba/Eu(RgCoy)2AS;
showed a pronounced oscillation of the Fermi level at the frequency of th@lonon mode
[439]. These results have been interpreted as the fingerprint of the modulation of the effective
chemical potential in the photoexcited surface region [48§. Furthermore, the use of few-
cycle multi-THz pulses enabled the direct tracking of the evolution of the spin-density-wave
(SDW) gap of BaFgAs;, after the ultrafast excitation. Interestingly, it was found that the SDW
gap is induced upon excitation of the normal state above the transition temperature and that the
magnetic order adiabatically follows the coherent lattice oscillation at a frequency of 22 meV
(5.5THz). These results attested a strong spin—phonon coupling that supports the rapid devel-
opment of a macroscopic order on small vibrational displacement even without breaking the
symmetry of the crystal381].

Finally, the excitation of coherent acoustic waves has been exploited to investigate the
interplay between the lattice and the electrons in proximity of the insulator-to-metal phase tran-
sition in Cr(Ti)-doped O3 (see Figuré4(a) and 54 (b)), which constitutes the paradigm of a
Mott-insulator [435.
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5.3.2. Charge-density-waves

The spontaneous development of charge-order patterns, which break the translational symmetry,
is a common property of many correlated materials. The paradigmatic case is the charge-density
wave (CDW) instability that emerges from the Fermi-surface nesting at the wave@siar,

as a consequence of the coupling between the charge density and the lattice (Peierls instabil-
ity). Besides this basic mechanism, the CDW instability can also be caused or enhanced by the
electron—electron interactions, which can eventually lead to the formation of Mott or excitonic
insulators, and by disorder (Anderson localization mechanism). It was recently realized that time-
resolved optical spectroscopy can be used to quench the CDW order and to measure the recovery
dynamics of the equilibrium state. This technique provided a new way for disentangling the role
of the elementary electronic and structural processes and thus identifying the dominant interac-
tions responsible for the insulating state and for the CDW instabdi4pf41. A comprehensive

picture of the melting and reconstruction of the CDW order has been obtained by extending the
time-domain investigation to the lattice degrees of freedom, through the use of time-resolved
electron diffraction on Tag442)].

Besides the clarification of the fundamental interactions responsible for the CDW instabil-
ity, ultrafast techniques can also be used to generate coherent oscillations of the CDW mode.
Since the CDW instability is one of the most simple and robust examples of second-order phase
transition, in which a complex order parameteexp(iQ - r + ¢) emerges al < T, the CDW
systems can be used as a platform to study the dynamics of symmetry-broken phases and the
decay of the amplitude/phase modes. Coherent oscillations at the frequency corresponding to the
lattice mode which drives the Peierls instability have been observed in various rare-earth tritel-
lurides, in TaSg in Ky 3MoOs, Rly 3MoOs; and in TiSe by conventional optical pump—probe
[443,444), three-pulses optical experimen8d], TR-ARPES [382,445THz spectroscopy [272
and time-resolved X-ray diffractio{iq.

In P—p experiments the initial quench of the order paramétg(t, ), is confined to the
thin superficial layer corresponding to the pump penetration length. The intrinsic inhomogeneity
of the excitation process leads to the complex spatio-temporal dynamiogtoff’) that can
be reproduced by a second-order differential equation that is derived by the Ginzburg—Landau
functionals (see Sectidh5) [35]. The results of time-resolved spectroscopies on CDW materials
triggered a theoretical effort, that is still at its infancy, to develop non-equilibrium microscopic
models that can reproduce the temporal evolution of the CDW gap, the charge distribution and the
density of states at the Fermi levé¥[7,448. More in general, the study of the temporal evolution
of systems undergoing symmetry breaking phase transitions is relevant for the Kibble—Zurek
mechanism that has an impact that goes beyond condensed-matter physics.

As discussed in SectioB.1.4the physics of the CDW instability is also relevant for cop-
per oxide superconductors. The universal tendency to develop short-ranged incommensurate
CDWs that break the translational symmetry has been recently reported in both hole- and
electron-doped copper oxides34,142143376449-453. These findings opened new intriguing
guestions about the origin of the CDW instability (Fermi surface nesting vs. electronic mecha-
nism) and its relation with the pseudogap and superconducting phases. In general, the CDW order
is considered an instability that competes with superconductivity, drastically reducifig iime
the under-doped region of the phase diagram of copper oxides. The possibility of impulsively
removing the CDW order and of achieving its control by optical means, would open interest-
ing, though challenging, ways to increase the critical temperature of copper oxides. Recently,
the observation of a coherent oscillation at 2 THz in a single-color P—p experiment has been
reported in underdoped L.aSry 1CuQ, films (T, = 26 K) up to a temperature of 100 K (see
Figure54(a) and 54 (c)) [436 This oscillating signal has been attributed to a highly damped
collective mode of the fluctuating CDW. The observation that the CDW mode vanishes in the
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optimally doped LagsSr0.16CuQ@ compound (T = 38.5K) supports the scenario of a compet-

ing interaction between the CDW order and superconductivity. Furthermore, the extremely short
lifetime of this mode { 300 fs) demonstrates the capability of ultrafast spectroscopies to investi-
gate fluctuating phenomena that would remain inaccessible by frequency-domain spectroscopies.
A similar result was also reported for underdoped ¥BaOs . x, Where a coherent oscillation

with frequencyv = 1.87 THz and doping-dependent onset temperaiflgg = 105(130) K for
x=0.67(0.75)) [22B has been detected via P—p optical spectroscopy. Interestingly, the char-
acteristics of the CDW mode change when the system is cooled below the superconducting
temperature. FoF < T, the CDW oscillation amplitude increases, the phase shifis, land the
frequency decreases by /v ~ 7%. The analysis through the coupled Ginzburg-Landau equa-
tions (see Equations (46)—(48) in Secti8rb) also supports the competing scenario between
superconducting and CDW orders [32Binally, recent femtosecond X-ray scattering experi-
ments on underdoped YBCO, in which the vibrational modes involving the apical oxygen are
excited though a mid-IR ultrashort pulse, have been performéd The observation that the
CDW is significantly quenched when tleaxis transport is photo-enhanced (see Sed@iarP),

further confirms the CDW-SC competing scenario as the most plausible.

5.3.3. Superconducting amplitude modes

A very interesting topic that is attracting great attention concerns the possibility of directly
observing the collective amplitude mode (AM) of the superconducting condensate. This mode
corresponds to the oscillation of the order parametér about the equilibrium valugeq (see
Section3.5) at the proper frequency 2A The existence of an intrinsic oscillation frequency,
which is derived from the microscopic BCS theory, implies that the collective mode has acquired
amass, in analogy with the Higgs mechanism in the standard model. For an historical review of
the subject, see [45455. In principle, two main obstacles should impede the excitation and the
observation of the AM in &-wave superconductor: (i) its frequency resonates with the energy
necessary to break Cooper pairs, resulting in a strong damping of the mode itself and (ii) it
does not couple directly to electromagnetic fields in the linear response regime. However, it
was soon realized that when the superconductivity coexists with the CDW order, the competing
CDW gap pushes the total effective energy necessary to inject electron—hole excitations up to
a value larger than 2¢c. Therefore, the simultaneous presence of the CDW order avoids the
strong overdamping of the AM [4%&nd, furthermore, if there is any coupling between CDW
and superconductivity, the AM becomes Raman acth\sBi57. As the most promising candi-
date, the CDW superconductor NbStracted much attention. In this dichalcogenide, the onset
of the superconducting phase, characterized By-a 7.1 K andAsc ~ 1.2meYV, is anticipated

by the onset of the CDW order @tpyw = 33K andAcpw ~ 5meV. Indeed, a collective mode
attributed to the Higgs AM was recently measured in NldBmugh Raman scattering$g. The
attribution to the AM was corroborated by the comparison of the results onJNbiSethose on

its isostructural partner, NbSwhich lacks the charge density wave order and, accordingly, does
not exhibit the signature of the AM.

These results triggered an effort toward the time-domain investigation of the elusive AM in
conventional (s-wave) superconductors. It was argued that the hallmark of the AM should be an
oscillation of the gap edge at twice the gap frequency [45Be direct detection of this mode
could be achieved via either TR-ARPES or optical spectroscopy in the gap energy range (THz)
[460,467]. In the case of optical P—p measurements, the collective oscillatory response in the
optical conductivity can be resonantly enhanced by tuning the frequency of the order-parameter
oscillations to the energy of an optical phonon mode that is coupled to the superconducting AM
[462].
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Unfortunately, the main problem in designing such a time-domain experiment is related to the
excitation process. While, in principle, the inverse Raman process in a CDW-SC system could
be exploited to launch coherent AM, the excitation with photon enkegy> 2 Asc would result
in the strong photoexcitation of the electron—hole continuum which would probably destroy the
superconducting phase. This problem was recently solved by employing a sub-gap THz exci-
tation scheme, in which the intensity of the THz pump pulse is strong enougbntdinearly
couple to the superconducting condensate, thus exciting the AM beyond the linear response
regime B63. Time-domain oscillations at the frequency g were reported on Nb,TixN
films via THz pump-THz probe experiments, in which the probe directly monitors the dynam-
ics of the absorption edge associated to the superconducting gap. As a further development the
resonant excitation of collective modes in NbN via non-linear excitation with a coherent THz
field was demonstrated. The superconducting nature of the resonance has been demonstrated
by the occurrence of a large terahertz third-harmonic generation when the frequency of the
THz pulse matches the value of the superconducting d8f.[ While it was originally pro-
posed that this effect could be ascribed to the resonant excitation of the AM M8de if
has been recently argued that the contribution of the AM is largely subdominant with respect
to the collective excitation of Cooper pairég4). The reason is that even if the AM oscillates
three-time faster than the incoming light, it weakly couples to the optical probe, that induces
a collective density fluctuation. As shown idg4] the non-linear optical process behind the
third-harmonic generation shares interesting analogies with equilibrium Raman spectroscopy,
including a polarization dependence that could be tested, e.g. in cuprates, to selectively excite
the AM.

The problem becomes even more complex in the case of unconventional superconduc-
tors, which exhibit ad-wave order parameter. In these systems, it was theoretically shown the
existence of a rich assortment of Higgs bosons, each in a different irreducible representation
of the point-group symmetry of the latticédg5. Recently, non-equilibrium broadband opti-
cal spectroscopy on copper oxides showed coherent oscillations at the gap frequency, which
were attributed to the oscillations of the Cooper pair condensate and were discussed by an
NMR/electron spin resonance formalism [32Biterestingly, the coherent oscillations affect the
high-energy optical properties at the typical scale of Mott physics (2.6 eV). This finding further
supports the scenario of a strong interplay between the high- and low-energy scale physics in
unconventional superconductors (see Sectibband5.3.1).

The route toward the optical control of AM modes in unconventional superconductors is still
long, but the recent advances in ultrafast techniques provide interesting routes to investigate the
character of the order parameter and its coupling to other degrees of fred@énduch as
phonons, magnons or charge-density oscillations, and to develop novel schemes toward non-
linear quantum optics in superconductors.

6. Toward the optical manipulation and control of electronic phasesin correlated
materials

The main body of this review is dedicated to time domain studies performed in the limit of small
perturbations. The light pulses trigger a small redistribution of energy among the different degrees
of freedom and the time evolution of the observables measured is used to unveil the basic interac-
tions determining equilibrium properties in complex materials. A different regime of time domain
spectroscopy explores the limits where light pulses can perturb the overall physical properties of
materials on picoseconds timescales, enabling, in principle, an ultra-fast control over the material
properties. The possibility of controlling material properties on sub-picosecond timescales led,
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Figure 55. Sketch of the optical control strategy of correlated electron systems. Photo-excitation can be
used to produce transient macroscopic functionalities not present at equilibrium. The onset of such func-
tionalities is typically the result of the transient non-equilibrium pathways triggered by photo-excitation
(left sketch). The main advantages of this approach is twofold. On one hand the new functionality can be
obtained on timescales which are not limited by thermodynamic constraints (sub ps), while on the other
hand, the non-adiabatic nature of the processes can produce transient states not attainable at equilibrium.
We propose here to classify the different evidences of transient light driven macroscopic change of physical
properties as: phase transformation between quasi-equilibrium phases, non-thermal transient excited states,
and coherent control of electronic properties.

in the last decades, to a large number of experiments exploring photo-inpliaed transforma-

tions. The basic idea of these experiments is to drive the transformations, by means of ultrashort
light pulses that “impulsively” inject a large number of excitations. The photo-excitation within
time windows shorter than the characteristic times of the relaxation processes drives the mat-
ter into highly non-equilibrium transient regimes characterized by anomalous energy distribution
between electrons, ions, and spins, hence resulting in sudden changes of the overall material
properties. The non-equilibrium pathways leading to such effects depend on the different phys-
ical scenarios that are specific to the material being investigated. Unravelling such pathways is
recognized as an important challenge for the community in the years to come and a conference
series has been dedicated to this topic since 1998, while a number of focused 4&Qiend

books [468 have been published.

Very often the light driven onset of a transient property in complex materials is reported as
photo-induced-phase-transition (PIPT). Despite the common use of the wording PIPT, strictly
speaking it is very rare that the inset of a new functionality is effectively associated to a new
thermodynamic phase. Therefore, we propose to classify here the most common approaches to
the ultrafast control of material properties under the following categories (Fifre

(i) PIPT between quasi-equilibrium phases (PIPiT8. light-driven transient states char-
acterized by new macroscopic functionalities which are associated to a well-defined
thermodynamics potential.

(i) Photo-induced transient non-equilibrium states (PINES®) transient light-driven state
with a new functionality but undefined thermodynamics potential.

(i) Coherent control of transient matter states; i.e. transient states associated to the presence
of the perturbing fields.
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In this Section, we will proceed following the classification proposed and we will limit
the discussion to some of the most intriguing experimental evidence and promising theoretical
approaches to describe such regimes in correlated electron systems. Furthermore, we will limit
the discussion to photo-induced phase transition (i) and transient non thermal states (ii). We stress
that what is reported here is not a comprehensive review on photo-induced phase transitions and
it should be seen rather as a selection of evidence reported to date. Actually the scope is to mainly
provide a set of references related to this fast growing field along with a tentative framework to
classify the most important results so far achieved.

6.1. PIPT between quasi-thermodynamic phases

At equilibrium, the free energy that describes the phase of a material is at the global minimum
given the value of the control parameters such as temperature and pressure. The crossing of the
boundary between two different phases is commonly called phase transition and it occurs as the
consequence of the variation of the control parameters. The concept beyond photo-induced phase
transition to quasi-equilibrium phases is to use ultrashort light pulses as an additional control
parameter. The intrinsic advantage of photo-excitation with respect to quasi-static changes of
temperature or pressure lies in the fact that the photo-excitation creates a far from equilibrium
distribution of the energy among the different degrees of freedom. This can trigger the formation
of thermal and sometimeson-thermalmetastable phases. Thigermal phases are those that

can be attained via quasi-equilibrium changes of temperature and pressumeori-tieermal

phases are metastable states accessible only via a pathway including transient non-equilibrium
distribution of energy between the different degrees of freedom; i.e. non-thermal phases are those
phases not observable in equilibrium phase diagrams.

A central role in the effort of achieving an ultrafast control of electronic properties has been
played by transition metal oxides (TMOSs). The rich phase diagram of many TMOs is the result of
the intricate interplay between electrons, phonons, and magnons that often makes TMOs very sus-
ceptible to the fine tuning of control parameters such as the pressure, the magnetic field, and the
temperature. The same responsiveness makes TMOs an ideal playground to design experiments
where the interaction between ultra-short light pulses and matter can trigger the formation of
transient phases with specific, sometimes exotic, physical properties.

6.1.1. Insulator-to-metal transition in transition metal oxides

The technological drive to increase data processing speed and storage density led to a signifi-
cant effort dedicated to photo-induced insulator-to-metal transitiod imeésition metal oxides.

In this framework, a large set of evidences revealing the transient changes of electronic prop-
erties have been discussed as photo-induced phase transitions. Various reports revealed that
photo-excitation can lead to metallicity on picosecond timescales in different transition metal
oxide families ranging from manganite4g9-472], iron oxides [7]) and the vanadate fami-

lies (VO, and \,03) [473474. These findings anticipated the possible realization of a new
generation of metal-oxide-based ultrafast electronic devices, whose electronic properties can
be controlled on sub-picosecond timescales, i.e. three or four orders of magnitude faster than
current semiconductor-based devices. In the following we will shortly review the studies on
VO,, allegedly the most widespread photo-induced phase transformation in inorganic com-
pounds. The high electron density of the insulating phasé @@ctrons/crf) as well as the
vicinity of the equilibrium insulator-to-metal transition to ambient temperatures led to a large
number of experiments with different time-domain techniques, such as time-resolved X-ray
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[66,479 and electron diffraction [47,877], P—p spectroscopies in the THz/mid-IR/visible ranges
[260,271,473478-48] and time-resolved photoemission spectroscopy [482] (Fig6j)e

Below the critical temperaturg, >~ 340 K, VO, undergoes a transition from a metallic rutile
(R) to an insulating monaoclinic (b)) phase. The Mphase can be obtained from R by V-V dimer-
ization along the rutile-axis, which thus leads to the doubling of unit cell along this direction.
Nowadays, there is general consensus that ¥ be considered astaongly correlated Peierls
insulatorin which the short range Coulomb repulsion drives the formation of the dynamical V-V
pairs necessary to initiate the structural phase transii8 .|

At ambient temperature, the photo-excitation with visible and near-IR pulses results in a sud-
den (< ps) change of the electronic properties. The large increase in conductivity occurring in
the first picoseconds is followed by a slow response revealing that highly photo-excited VO
reaches a metallic state immediately after photo-excitation. The high energy spectral response is
changed within one picosecondll484 as well as the local vanadium environmeaA?§479.

On the other hand, in highly photo-excited Y8ingle crystal the low energy properties evolve
for longer times up to hundreds of picosecordis4,478.

Besides the obvious technological implications, the possibility of photoinducing the insulator-
to-metal phase transition in \ttracted much interest in the hope of disentangling in the time-
domain the role of the structural phase transition from the pure electronic mechanisms responsible
for the insulating properties. The first pioneering works with time-resolved X-ray diffraction
and near-IR optical spectroscopy [66,4d8monstrated that the time necessary to photoinduce
the switching from the M to the R phase is- 80 fs, which is exactly a half period of the

a) Llow-T High-T b optics
Insulator Metal ; L A T as

Ay

EW:I.I:l_.'J_._'_-'- \

= = E
o, I
2 ¥ ; _‘ -
c) oo d) il
in} ey diffraction

B

Condugdivity (£ ¢m ]
r 4
3
i
(s
"
]
f
b
|

WET K i Tis Y L |

o o0 200 300 A0 300 y | e
Tirsi (ps] |

W Sl o
-
Figure 56. (a) Schematic of the insulator—metal transition i M@hile the optical properties (b479])
and diffraction (d, [476]) reveal a quasi-instantaneous response, the far IR conductivitygp), hanges
on much longer timescales.
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phonon connecting the two crystallographic phases. These results were obtained with a pump
excitation larger tham~ 10 mJ/cm, which exceeded the energy needed for a quasi-adiabatic
transformation. The presence of the 8®&tlenecksuggested that the structural rearrangement

is fundamental for achieving the complete phase transformation.

Later on, the dramatic advances in multi-THz spectroscopy led to the possibility of directly
disentangling the electronic and lattice dynamics with a time resolution of 40 f&22§0These
measurements unveiled an instantaneous (within 40fs) photoinduced metallicity and a coher-
ent response of the V-V structural motion, which were interpreted as the result of the local
photoexcitation of the vanadium dimers from the insulating state. A clear threshold of 2—4°mJ/cm
at 340-300K was reported. The absence bbtleneckto photoinduce the transient metallic
state, led to a reconsideration of the role of the local electronic correlations in the stabilization of
the insulating M phase.

All this rich (and to some extent contrasting) phenomenology was recently reconciled by
time-resolved electron diffraction measurememg7]. The possibility of directly tracking the
position of the V atoms allowed the authors to identify two different excitation regimes: (i) above
~9mJ/cnt the pump excitations drives the non-thermal melting of thepflase in a fraction
of crystallites and (i) at intermediate fluences (2-9 mjcrthe pump excitation is not suf-
ficient to initiate the structural phase transition, but drivesoa-thermalmetastable metallic
state in the M crystallographic structure. This transient metallic state, which is not accessible
in equilibrium conditions, is the direct consequence of the instantaneous collapse of the Mott
gap after the strong photoexcitation of carriers from the localized Ve8ence states. This pic-
ture has been confirmed by time-resolved photoemission spectrogi&@¥85, which directly
showed the instantaneous collapse of the Mott gap in the intermediated 2—Pmifomfluence
regime.

A similar phenomenology has also been observed e@;\by time-resolved far-infrared
spectroscopy474]. The possibility of directly probing the dynamics of the Drude conductivity
allowed the authors to disentangle two different pathways for the photoinduced phase transition:
(i) a photothermal transition from antiferromagnetic insulator to paramagnetic meta2h ps
and (ii) an incipient strain-generated paramagnetic metal to paramagnetic insulator transition on
a timescale of- 100 ps.

6.1.2. Photo-induced metastable non-thermal phases

The phase transitions toward metastable phases that are not accessible through quasi-adiabatic
transformations are quite attractive for both fundamental physics and technological applications.
Specifically, it is possible to access non-thermal minima in the free energy by resonantly excit-
ing specific degrees of freedom (electron, phonon, or spin excitation). These quasi-equilibrium
states of the matter are reached via a transformation requiring a non-adiabatic distribution of
energy between electron, lattice, or spins. One seminal example of such a mechanism has been
recently reported in Ta§486], where a transition toward a stable hidden phase in the material
can be obtained through the sudden quench driver B% fs light pulses. In TasSthe interplay
between electron correlation and the coupling of electrons with phonons makes the free energy
dependence on different degrees of freedom quite complex. In particular, the transient photo-
excited electron—hole asymmetry allows for a transient non-adiabatic doping. In Biffae a

plot of the chemical potential surface as function of the number of electrons and holes is repre-
sented. The three surfaces represent the chemical potential surfaces for free electrons (blue), holes
(green), and localized electrons (orange). Photo-excitation under the condition of electron—hole
asymmetry can create electronic distributions not achievable via quasi-equilibrium transfor-
mation. As reported in486], this mechanism can be exploited to drive the system between
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different quasi-ground state@lectronic configurations, leading to different sample conductance
(Figure57(b)) and vibrational characteristic (Figus@(c)).

6.2. PINES and photodoping

Photo-excitation in matter often results in transient non-linear responses that are associated with
a non-thermal change of its physical properties. Oppositely to the previous paragraph where
we have identified photo-induced phase transformation as a response associated to a novel
quasi-equilibrium phase, transient responses displaying functionalities different from those at
equilibrium and not associated to the quasi-equilibrium thermodynamic potentials can often be
produced by light irradiation in complex material. In such states the onset of the new functional-
ity is not associated to a phase transition, but rather to a transient non-equilibrium response with
undefined thermodynamic potentials. The dynamical onset of a new functionality is, in this case,
determined by the dissipation processes characteristic of the material.

Many studies have used this non-linear response to address the nature of the interactions
leading to the pair formation in high-temperature superconductors. The rationale of those studies
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Figure 57. Exploring a non-equilibrium phase diagram by photo-excitation in. T&Sransformation

toward a persistent non-thermal phase can be triggered by ultrashort light pulses inTfiaSransient
photo-excited electron—hole asymmetry can push the material into different electronic free energy min-
ima (a), leading to quasi-stable phase characterized by a conductance (b) and structural characteristic (c)
different from any thermodynamically accessible state. Taken from &&6) [
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Figure 58. The pair-breaking dynamics in Mgkt 7K exhibited by the transient conductivity
o1(t) measured by optical pump/THz probe reflectivity measurements with different pump fluences
F = 0.4-4pJ/cn?. The inset shows the time-dependence @ for differentK. Taken from [201.

have been to use photo-excitations to trigger a partial (or full) quench of the superconducting
gaps in order to address via the dynamical response, the leading mechanisms underneath high-
temperature superconductivity.

6.2.1. Non-thermal melting of the superconducting condensate

The destruction of the superconducting state in very thin Pb films was first proved by Testardi
[487], by using 40us pulses at 2W and6s pulses at 5W, generated by an Ar laser operating

at a wavelength of 5145 A. Testardi argued that a non-thermal process was responsible for the
destruction of the SC state. Later on, the availability of ultrashort laser pulses enabled more
detailed studies on this topic. In conventional superconductors, phase coherence and pairing occur
at the same temperature, so the evolution of the order parameter coincides with the appearance
of the gap. Thus one can discuss the process of the destruction of the SC state in terms of pair-
breaking using the Rothwarf-Taylor model (see Secsi@nl).

Indeed, the conventional superconductors MgBd NbN have been discussed very success-
fully in terms of the R—T equations taking into account pair-breaking by phonons generated in
the photoexcited electron thermalization process. The so-called pre-bottleneck scenario gives the
expression for the time-evolution of the QP dynamics within the R—T model. Exact solutions for
the QP density are given in [18%488:

_p[r_1 1/ 1
n(t)_ﬁ[ 4 2T+‘E<1—Keﬂt/f>:|1 (88)

where R and B8 are the usual bare QP recombination rate and pair-breaking rates, respec-
tively, while K and ¢ are dimensionless parameters determined from the initial conditions:

K=@¢+1/2-1)/(c¢E+1D/2+1), 1 = \/% + (2R/B)(n + 2No), where & = 4Ry/B.
ny andNg are the initial QP and phonon populations. Hence, when the number of phiNnisns
large after the photoexcitation, a regime where < K < 0, i.e. the initial phonon temperature
is higher than the equilibrium value, is established. Figi8shows a good fit to Equation (88)
[488]. Interestingly, very similar pair-breaking dynamics was discussed also for NbNL[278

As already discussed in Section 5.1.1.3, a saturation of the P—p signal was universally
observed [17893194196-198275276279348367] also in copper oxides at relatively small
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pump fluences Ry, = 10-70uJ/cn?). This phenomenon was attributed to the non-thermal
superconducting-to-normal state phase transition induced by the pump pulse. Intriguingly, it was
argued that this transition is driven by the loss of phase coherence, before the complete closing
of the superconducting gap is achievd®$,197377. This process can lead, in analogy to the

case of a magnetic-field quench of type | superconductivity, to a non-thermal first-order phase
transition where superconducting and normal-state domains can coexist at the nanoscale. In this
picture, from the saturation of th#&R /Rresponse it is possible to extract the vaporization energy

U, necessary to destroy the condensate. The data for a number of diverse materials are shown in
Figure59(a) [367. A systematic investigation of the processes leading to nonthermal condensate
vaporization shows that the process exhibits a strong systematic dependence of the vaporization
energy onTc, varying approximately asl, ~ T2. This behavior can be shown to be described

by a phonon-mediated quasiparticle (QP) bottleneck mechanism within the RT model, where the
ratio betweenAgc in relation to the phonon spectrum determines the dependeridg @f T,

(see Figureb9(h)). To model the dependenceldf on T, let us consider how the energy trans-

fer between photoexcited (PE) carriers and the condensate depends on the size of the SC gap.
After initial thermalization (which is over in 100fs) a large non-equilibrium phonon population

is created. The phonons whose energy exceeds théggap> 2Asc can subsequently excite

QPs from the condensate, but the/-frequencyhonons withhw < 2Asc cannot, so they do not
contribute to the vaporization process. The lost energy to low-energy phonons is:

2Asc
Ujost = / 5f (w)D(w) hw dw, (89)
0

whereD(w) is the phonon density of states affdw) = fye(w) — fe(w) is the difference between
the non-equilibrium and equilibrium phonon distribution functidis andfg, respectively. To
estimate the dependence fs; on T, from Equation (122), we assume tl#di{w) is constant,
and we approximate the experimenigl) by an inverted parabola(w) = («/8)w (2ay — w),
wherea is a constant. Integrating Equation (89), we obtain:

(90)

2hay A
Ulost = aAgc[ - _SCi| .

3 2

Assuming for YBCO a constant gap ratidgc/ks Tec = R, withR=4, fiwg = 40 meV andD (w)
extending from 0 to 80 meV, (shown in the inset to Fig8), Equation (92) gives the curve
shown in Figure59(b). For iron pnictides the phonon frequencies are lower than in oxides,
but taking hwp = 20 meV, the predicted variation st on T is not significantly different
(Figure59(b)). For the superconductor series, Equation (92) predicts the dependddcerof
T, quite well, which is not surprising, considering that the gross featur&®j do not vary
significantly from material to material.

The total vaporization energy is the sum of the condensation energy and the lost energy,
Uy = Uc + Upst . Since for large gap systents, > Ug™®, thenU, ~ Uy, As a consequence,
Us® is only a small contribution tdJ,, hence explaining why the anomalous doping depen-
dence ofUc® observed in the cuprates is not displayedyy ComparingJ, for NbN measured
using the same technique [478),/U¢® = 1.7 is considerably smaller than in the cuprates,
which can now be understood in terms of Equation (92) and the inset to Fs@(@ipg. When
2Asc << hwpebye almost all phonons can excite QPs, ¥gs; — 0, andU, >~ U, in agree-
ment with the observed ratio dfl,/US® = 1.7 . Thus for small-gap superconductors, the
optical method can be used to give a reasonable estimate of the superconducting condensation

energy.
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Figure 59. (a) The transient reflectivié)r /Ras a function of fluencg, normalized to the threshold value

Fr for a number of different superconductors. (b) Vaporization enéfgyas a function oﬂ'g for the
cuprates (expressed in Kelvin per planar Cu), NbN (in K /Nb), and for the pnictides SmggRs&and
Ba(Fe.93C.07)2As, (in K/Fe). The solid curve is a plot dfljest using D(wph) from Equation (88) for
YBaCuO (red) and the iron oxy-pnictide (blue). The dashed line is a squatéJawnTZ. The inset shows

the phonons witthw > 2A (shaded) participate in the relaxation. The measured phonon density of states
D(wpn) for YBCO (Ref. [20]) is approximated by a parabola (line) for the purposes of the calculation. Taken
from Ref. [367].

6.2.2. Photoinduced superconductivity

The conjecture that the superconducting state might emerge, or be enhanced as a result of an
appropriate photoexcitation, goes back many decad®$]] In particular, many interests were
focused on materials where the appearance of superconductivity is governed by the doping.
Starting with a material set in a region of the phase diagram close to the superconducting tran-
sition, a small additional photodoping might result in a metastable superconducting state. The
main problem is that photoexcitation — that creates equal numbers of electrons and holes —
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does not increase the carrier density unless an unbalanced population is created near the Fermi
level. Moreover, if such a condition can be achieved, it must hold long enough to establish the
macroscopic phase coherence. Unfortunately, achieving the reqirddasymmetry is diffi-
cult, and attempts of photoinduced states with CW excitation lead to heating, and possibly a
“photoinduced” pyroelectric effect [490

In recent years, a few examples of doping-induced metastable photoinduced states have
been discovered. Here we will limit the discussion to materials that exhibit photoinduced
superconductivity.

6.2.2.1. Persistent photoconductivity.A possible mechanism to create a metastable state is to
utilize the trapping of electrons on defects and vacancies][&ich a trapping can occur in
insulating layers of a structurally heterogeneous superconductor, but also on impurities or within
twin or grain boundaries4PZ. Indeed, these effects are quite common in nonstoichiometric
complex oxides [493,494For example, the trapping of electrons in color centers of the Cu-O
chains in YBaCu;O;_s leads to hole doping in the Cy®lanes, hence mimicking the chemical
doping. Samples close to the insulator—superconductor phase boundary can then show metastable
superconductivity. The effect, originally observed by Kudinov et48549€, was suggested to
be intrinsically related to the ordering of the oxygen atoms into chain fragments subsequent to
photoexcitation [49p The process is correlated with the appearance of luminescé@@egnd
only recently was it clarified by novel experiments and theory [428].

An interesting case is given by the large transient photoinduced enhancement of the supercon-
ducting critical temperature from 43 to 67 K in epitaxial YA8a,Og 7/Lag 7Ca 3MnO3 bilayers
upon visible light illumination $01]. In contrast to the case of persistent photoconductivity, here
the photoinduced enhancement of the critical temperature is transient and it relaxes slowly on
a timescale of 100s. While in the first persistent photoconductivity experiments the oxygen
ion defects are involved, in these layered samples a charge transfer between the layers is sug-
gested to be responsible for the photodoping. This demonstrates the possibility of light induced
charge transfer through interfaces, by a process similar to carrier injection though semiconductor
junctions.

6.2.2.2. Transient photoconductivity. Yu et al. have pioneered ultrafast transient photoconduc-
tivity experiments 16,503 on insulating YBaCusOg 3 crystals. Their studies show an intriguing
transient drop of the resistance on the picosecond timescale appearing at temperatures near 90 K.
Interestingly, this finding reflects the superconducting critical temperatures in chemically doped
YBa,Cu;Og 9. The crystals were mounted in a stripline circuit, with a resolution of 50 ps at 2.6 eV
photon energy, or 600 ps at 3.7 eV, and the transient photocurrent was recorded with a band-
width >200 GHz. Interestingly, a similar effect was also observed yClL&,, s [16]. In these
experiments, the lifetime of the photocurrent response was found to be strongly dependent on
photoexcitation fluence, displaying a clear crossover around @° photons/cr (which corre-
sponds to 2—-3 mJ/chfor 2.6 eV photons), where a dip appears in the photoinduced resistivity
ppn(T) curve at 90 K (Figur&0(a)). At the same laser fluence, a kink appears in the photoinduced
conductivity opn(t) (Figure 60(b)), which indicates the existence of a metastable photoexcited
state. Yu et al. [1pattribute this to the formation of metastable metallic droplets embedded in
the insulating matrix and that become superconducting at low temperatures. The critical fluence
is quite large in comparison with the vaporization energy required to melt the superconducting
condensate, but is close to the flueneeQ(75 mJ/cr) required to manipulate the pseudogap

in La; ¢Srp1Cu0, [348], and it is lower than the fluence that causes photoinduced structural
instabilities (>10 mJ/cr) [503.
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Figure 60. The transient photocurrents recorded with different laser fluences in insulatipg¢Bag 3. (a)

At a critical fluence of~ 7 x 10'° photons/crA, the transient photoinduced resistivityc(T) shows a dip
near 90K, close to the superconductiig= 93 K of the optimally doped compound. (b)c as a function

of time shows an increase of lifetimg¢ with increasing fluence, again with a remarkable crossover to
metastability at a fluence near 108 photons/crd. Taken from Ref. 16].

The microscopic mechanism for the observed metastability is still unknown, although it is
clear that the process is relatively inefficient. The majority of photoex@teth pairs are pre-
sumed to annihilate very rapidly, and only a small number of electrons remain trapped in defects,
allowing their hole partners to dope the Gu@anes, forming superconducting droplets. As we
shall see in the next section, signatures may appear at higher frequencies in the optical response.

6.2.2.3. Photo-induced superconductivity based on mid-IR excitatidks extensively dis-
cussed in Sectior3.4.3, sub-gap photons can be used to manipulate the distribution of the
thermal excitations already present in the system, leading to the effective increase, @fs

given by Equation (39). This effect has been recently observed in NbN, under strong excitation
by intense and narrow-band picosecond THz pulses][28though this effect is interesting

per se, it can hardly be extended to unconventional systems with anisotropic gaps. In cop-
per oxides, even though the large antinodal gaptQ meV) would allow the achievement of

the sub-gap condition by strong mid-IR excitation, the presence of nodal regions with a zero
or vanishing gap prevents it from reaching the fffective coolingregime. Nonetheless, the
effort for achieving superconductivity by photoexcitation in conditions where a superconduct-
ing state is thermodynamically unattainable rekindled thanks to recent discoveries revealing that
a superconducting-like state may be attainable in photo-excited underdoped cuprafe84263

and KszCgo [505]. The physical mechanisms leading to transient superconductivity in such sys-
tems is still debated but the set of evidences and theoretical proposals is growing by the day. The
first reports proposed to drive by light pulses the formation of superconducting phases in non-
superconducting stripe ordered underdoped cuprates. For example, i@ 2Srp.125CUO,

and La_4Ba,CuQ, superconductivity at equilibrium is inhibited by the presence of a compet-
ing charge ordered phasB04,506. The main idea of these works is to use near-IR pulses to
melt the charge ordered phase in underdoped cuprates via vibrational excitation. The qualita-
tive argument reported by Fausti et al. is that the resonant excitation of vibrational modes could
melt the charge order [77,5Dwithout a significant heating of the electrons, hence leading to a
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Figure 61. Various experiments have rekindled the possibility of using mid-IR pulses to transiently enhance
superconductivity. (a) The first evidence was reported ingzeEup 2Sr.125CuUOs where irradiation with

mid-IR pulses triggered the onset of a low frequency Josephson plasma resonance (inset) indicative of 3D
guantum coherent transport. (b) The THz response to similar excitation condition in underdoped YBCO
revealed a light-induced inductive response which is indicative of the formation of a condensate whose
density vanishes approaching the pseudogap onset temperature. Different scenarios have been proposed for
this experimental evidences. (c) LDA calculation have shown that the resonant excitation of CuO stretching
mode could lead to a modulation of the interplanar distances through non-linear phononic coupling. (d) An
alternative scenario is that the resonant excitation in the mid-IR could lead to an effective cooling of the
interlayer phase fluctuation thereby leading to the onset of 3D coherent transport. The figures have been
reproduced from Refs. [263,2604,509510].

superconducting state not reachable by adiabatic transitions. In these works, the onset of out-
of-equilibrium quantum coherent transport is measured by the light-induced appearance of a
Josephson plasma resonance (inset Figi@)), that at equilibrium is linked to the onset of

3D coherent transpor2p4,507.

The evidence that the resonant excitation of vibrational modes may lead to a transient quan-
tum coherent state motivated various recent reports using similar experimental settings to study
the effects of resonant excitation of the off-plane CuO modes in underdoped YBCO. A sys-
tematic study of the effect as a function of the doping revealed that mid-IR excitations result
in a transient response possibly related to the quantum coherent transport in all the pseudogap
phase of underdoped YBCQ§3,264 (Figure 61(b)). Most interestingly, a signature of a tran-
sient superconducting state has been revealed up to the ambient temperatpBedi@W0O; 45
[263,264.

A comprehensive theory describing the light-induced quantum coherent transport at high tem-
peratures is still lacking but some experimental evidences and theoretical speculations provide
some clues. Under the excitation condition that leads to the onset of possible superconducting
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states 63264, the distances between the CuO layers are modified by the photo-excitation pro-
cess [72 This is rationalized at a qualitative level by the presence of a non-linear coupling
between the ac-driven CuO phonon mode and the inter- and intra-bilayer dista6¢&3g[
(Figure61(c)). The resonant excitation of tkeaxis CuO mode leads to an increase (reduction)

of the intra(inter)-bilayer distance. Local density approximation (LDA) calculations suggest that
such modified intra- inter-layer distances may drive a reduction of the hybridization between
the oxygen (in the oxygen-deficient chains) with the Cu orbitals. This is likely to increase the
doping and theld._,. character of the Fermi surface. A doping increase would push the sys-
tem toward optimal doping while the change of the Fermi surface shape may help suppress the
charge-density wave order, which inhibits superconductivig}.[Both effects may favor the for-
mation of a transient superconductive phase, but further investigations are needed to consolidate
this scenario.

The debate over the mechanism governing the possible transient superconducting state is
lively and some of the same authors have proposed alternative scenarios. An alternated stack
of insulating and superconducting layers, which are coupled by the Josephson interaction, can
describe the electrodynamical response of the layered superconductors. In particular, in bilayer
YBCO two different Josephson couplings are present between intra- and inter-layer planes. This
peculiar structure give rise to two different plasma resonances associated to inter- and intra-
layer coupling. Recent calculations suggest that an ac-excitation of a bi-layer superconductor
resonant to the intra-layer plasmon can drive a cooling of the interlayer fluctuations, which are
mostly connected to 3D transport properties [509]FE@yure 61(d)). The optimal suppression
of phase fluctuations is observed for electric field resonances with the energy difference between
inter- and intra-layer plasmon, while the experimental reports suggested a resonance with the
CuO mode 263 264. Furthermore, it has been suggested that Dicke superradiance can cause the
formation of transient superconducting states at temperatures much higher than the equilibrium
critical temperatureq11].

Various questions remain open and the debate is lively on both the possibility of observing
the onset of quantum coherent transport on ultrashort time sédl2$13 as well as on the the-
oretical scenarios disclosing the possibility of driving, by ultrashort electric field, the formation
of a superconducting phasel4,515516.

The recent advances in optical and free electron laser schemes to generate intense THz light
pulses also allowed for the exploration of various non-linear transport responses of superconduc-
tors to electromagnetic waves. In particular, the possibility of manipulating the superconducting
order parameter along theaxis allowed for the observation of a field driven quench of the
Josephson coupling between the superconducting planes and revealed in such a condition the
onset of an Ohmic response [§1Further studies combining table top and FEL THz sources
could disclose a regime where solitonic solutions for the propagation of low photon energy
e.m. fields could be observed [518]. More recently in-plane THz excitation has been used to
measure non-linear transmission of the condensate [519] and to trigger collective excitations
associated with the charge-density-wave order in underdoped cu@agslhe disappearance
of the CDW oscillation afl revealed a strong coupling between the possibility of launching a
coherent excitation in the CDW and the onset of the SC order parameter.

7. Recent advances and per spectivesin the theoretical approachesfor non-equilibrium
correlated materials

Almost every attempt to review our theoretical understanding of high-temperature superconduc-
tivity features the admission that, despite the huge effort of the community, these materials still
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remain puzzling in many aspects, including the most important question, namely the origin of
superconducting properties. One of the main reasons behind the lack of a complete understanding
of these materials is indeed the inherent difficulty to treat the strong correlations that dominate
their phase diagram, even in simplified models such as the two-dimensional single-band Hub-
bard model [100] (see Sectidhl.2) or the related-+tJ model, which can be derived as the
strong coupling limit of Equation (8) fdd > t, but it is sometimes considered as a more general
model because it can also be obtained from a more realistic three-band model which also includes
oxygenpy andpy orbitals [521]:

Hz—ZtijCiTang—i-JZé'é, (92)

ij,o ij

where§ = > s cl G.5Cis anda are the Pauli matrices.

Despite the huge effort triggered by the idea that these models should feature the main prop-
erties of high-temperature superconductors, no exact solution has been found except for one
dimension and in the limit of infinite coordination, and there still seems to be some controversy
even about the qualitative phase diagram of the two-dimensional version of these models. In
this view, the path toward a theory of non-equilibrium high-temperature superconductivity may
seem long and winding. On the other hand, one can reverse the perspective and consider the
non-equilibrium dynamics as an extra “knob” that we can use to explore the intrinsic proper-
ties of high-temperature superconductors and strongly correlated materials. As discussed in the
previous sections, pump-and-probe spectroscopies can indeed be used to drive the system in
metastable states which are not accessible in equilibrium and/or to tune the properties of the sys-
tem, similarly to what can be done in ultracold atom systems, where we can control the relevant
parameters of a quantum system with a freedom which is not possible in solid stdte [522

The tuning of the physical properties via photoexcitation is clearly not, at least in the present
stage, as simple, direct and controlled as in cold atoms. Nonetheless a joint experimental and
theoretical effort can help to disentangle the various effects which determine the time-evolution
of photoexcited materials, thereby identifying protocols to control the properties of the materials,

a strategy with a huge potential both for technological applications and for basic research.

Of course this process is at an early stage, even if the experimental advances are setting a very
fast pace. As a matter of fact, the present landscape of theoretical investigation of non-equilibrium
correlated systems is rather complex and only a part of these studies are directly relevant to
strongly correlated materials, while a large body of research is devoted to open quantum systems
and to general concepts related to thermalization and lack thereof. As a consequence, the aim of
this section is not devoted to a complete comprehensive review of the diverse approaches to study
the non-equilibrium physics of strongly correlated models, but it rather presents some of the main
ideas which can help to get one oriented in the evolving landscape of time-resolved experiments
on high-temperature superconductors and correlated materials. In particular, we focus our atten-
tion on the non-equilibrium extensions of the Gutzwiller approximation and the DMFT, and we
will briefly review their application to study some basic problems in which a correlated material
is driven out of equilibrium.

Methods for non-equilibrium correlated systeriven if the research on the time evolution
of non-equilibrium quantum systems is a relatively young field, a variety of methods have been
introduced or adapted from their equilibrium counterparts.

In this work we focus mainly on the time-dependent generalizations of two of the most
popular approaches for equilibrium correlated systems, the Gutzwiller variational approach
[523] and the DMFT [L49. The choice of these two approaches is based on their success
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in the description of strongly correlated materials in equilibrium, especially in three dimen-
sions and for homogeneous phases. Moreover, the two methods systematically improve on
independent-particle methods like the Hartree—Fock scheme, and DMFT can be seen in turn
as an improvement of the Gutzwiller approximation, thereby defining a hierarchy of theoretical
methods which guides us to identify the microscopic mechanism behind the observed phenom-
ena. On the other hand, we will not discuss in any detail many other approaches and ideas
that have been proposed to study strongly correlated systems out of equilibrium, including for
example exact diagonalization and density-matrix renormalization group (DMBZ)5RT,
guantum versions of classical methods to explore the dynamics, like the master egb2@on [

or the kinetic equationd27], variational methodsg28 and quantum Monte Carlo [529%ven

if we will comment on some of the main results in relation to specific physical problems.
In the spirit of the present work, we will not discuss issues connected to the thermalization
in closed quantum systems and its relation with integrability. We will also avoid discussion
of one-dimensional systems, which display peculiar phenomena which are not directly rele-
vant for high-temperature superconductors or three-dimensional Mott insulating oxides. In the
following section we will first discuss the basic information we can gain from equilibrium cal-
culations, then we will present analytical insight based on the Gutzwiller approximation, and we
will finally briefly comment on the DMFT results. Please note that this section is not meant
to review the huge body of work on non-equilibrium DMFT, for which we refer the reader

to [530.

7.1. Non-equilibrium techniques for strongly correlated materials: the Gutzwiller
variational technique

The Gutzwiller variational approach represents one of the simplest yet effective tools to deal with
strongly correlated electron systems. The method is based on the Rayleigh—Ritz variational prin-
ciple and it is devised to find the optimal wavefunction within a class of wavefunctions where
a linear operator which gives different weights to different local configurations (the “Gutzwiller
projector”) is applied to a Slater determinant. The Gutzwiller approximation is therefore a sys-
tematic improvement over the Hartree—Fock method, which in turns spans the space of Slater
determinants, which is obviously a subspace of the Gutzwiller variational space. The similarity
between the two methods suggests that the Gutzwiller approach can be generalized to non-
equilibrium situations in analogy with the time-dependent Hartree—Fock scheme. For the same
reasons mentioned above, the time-dependent Gutzwiller approximation will be a systematic
improvement with respect to the time-dependent Hartree—Fock, which can be recovered in a
limit in which the Gutzwiller projector becomes the unit operator.

Starting from any lattice Hamiltonian with only local interaction terms

H = ZZ(t clac,b+Hc)+ZH., (92)

ij ab=1

Wherec;; creates an electron at sitim orbitala = 1,. .., N, the indexa spans all the local degrees

of freedom including the spin, and the orbital index, &dcontains all on-site terms, Hub-
bardU interaction, the Hund’s exchange coupling and the crystal-field potential. The Gutzwiller
wavefunction [14&%23 is defined as

W) = P|Wo) = 1‘[7?.|% (93)
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where| W) is a Slater determinant arfg] a linear operator that acts on the Hilbert space ofisite
Following a popular terminology we shall dend®eas the Gutzwiller projector. The role & is
to change the weights of the local electronic configurations with respect to the Slater determinant,
mimicking the effect of the interactions, which select some local configurations. For example, in
the case of the single-band repulsive Hubbard model, the interaction unfavors double occupancy
and the Gutzwiller projector has to “project out” configurations rich with doubly occupied sites.

At equilibrium, both |Wg) and P; can be determined variationally by minimizing the
expectation value of the Hamiltonian over the variational wavefunction

E:—(\I’|H|‘y). (94)
(W)

If we want to describe the non-equilibrium dynamics of a correlated system within the same
approximation, we can introduce a time-dependent trial wavefunctiong3831in which both
the Slater determinant and the projector depend on time

(1) = PO|Wo(l)) = l_[Pi (D Wo(1)), (95)
and require thatWo(t)) andP;(t) extremize the actio (t), i.e.
t
§S(t) = 8/ dtL(r) =0, (96)
0

where (h= 1)
L(t) = (Y (O)]idy — H|W(1)). (97)

In general situations the expectation values in Equations (96) and (99) cannot be evaluated
analytically, and the exact values can only be obtained numerically, for instance by means of
variational Monte Carlo.933 An exception is the case of models defined on lattices with infinite
coordination numbers. In this case, the expectation values can be computed analytically provided
the following two constraints are satisfietbp,534,535:

(Wo(t) | Pit)TPit) | Wo(t)) = 1, 98)
(Wot) | Pt Pitchon | Wot)) = (Wo(t) | chan | Wo(t)), Va,b. (99)

At equilibrium the wavefunction is time independent which means that enforcing the con-
straint simply requires the performance of a constrained minimization of the expectatioritvalue
over the variational parameters.

Away from equilibrium, one should in principle enforce the two constraints, Equations (100)
and (101), at any timé However, it was shown [535] that, if Equations (100) and (101) are
satisfied at the initial timé=0, the equalities will hold during the whole time-evolutibs 0
that solves Equation (98), which is a noteworthy simplification for practical implementations.

In the following we parameterize the Gutzwiller projectBi(t) at sitei by means of a
variational matrix®;(t), with elements(ci)i(t))aﬁ wherel|i; o) and|i; 8) span a basis set in the
many-body Hilbert space of siteFor a single band Hubbard modglx) can assume four values,

namely0),| 1), 1 {).| 11).
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By definition [535
(DiODIONp = (V) | §; B)(i; a | WD) (100)

is the matrix measuring the probability distribution of the local configurations in the variational
wavefunction. In terms ob; (t), Equations (100) and (101) read, respectively,

Tr(@i(t) ' di(1) = 1, (101)
Y (@i B (0)ap i B 1 Sl | s ) = Tr(di () i (H)G,p)
af
= (Wo(t) | Gyib | Wo(b), (102)

where the fermionic operators inside the trace must be interpreted hereafter as their matrix
representation in the local basis $gta)}.

If Equations (103) and (104) are both satisfied, the variational principle (98) can be calculated
explicitly and it leads to the equations of motion for the Slater determinant and the projector,
respectively [53532535

i | Wo(t)) = H.(t) | Wo(t)), (103)
9, Di(t) = ‘SE# (104)
8D/ (t)
where
EM®) =Y Tr(@i) i(tH) + (Wo(t) | Ha(t) | Wo(b)). (105)

We have conveniently introduced a non-interacting effective time-dependent Hamiltgpign
which is written as

N
H =Y > chRaa®tf R m(t)Gp, (106)

ij ab,df=1

which is nothing but the non-interacting kinetic terms renormalized by time-dependent renor-
malization factorsR ,q(t) andR; m(t), which generalize the static renormalization of the kinetic
energy which characterizes the equilibrium Gutzwiller approximation. The renormalization
parameter® ,p(t) are defined through the solution of the linear set of equations

Trch®i() e di() = Y Rpa®Tr(@i(t) di(tchea), va,b. (107)
d

The set of Equations (105)—(109) defines the time-dependent Gutzwiller approximation. In
the following sections we will describe the main applications which have been developed so far.
Here we briefly analyze the physical content of these equations in order to anticipate what are the
main improvements with respect to Hartree—Fock and the limitations of this approach.

It is indeed natural and common to interpret the time-dependent Slater deteriigént
as describing the dynamics of quasiparticles, whereas the mafi¢gsencode the dynamics
of the Mott—Hubbard side-bands. Within the above variational scheme the two distinct degrees
of freedom are mutually coupled, but only in a mean-field fashion; each of them evolves in an
effective time-dependent potential provided by the other.
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In addition, the equation of motion fab;(t), Equation (106), is essentially semiclassical;
there is no quantum entanglement between the matrices at the same and at different sites. There-
fore, while the feedback between quasiparticles and Hubbard bands represents a fundamental
improvement over time-dependent Hartree—Fock, where the systems are approximated by non-
interacting quasiparticle states, Equations (105) and (106) cannot account for all dissipative
processes which can take place in the real dynamics. This limitation is expected to be partic-
ularly severe in the description of the relaxation to a stationary state. However, as we discuss in
the following, comparison with exact time-dependent DMFT results, whenever they are avail-
able, shows that time-averages of observables turn out to be well captured by the Gutzwiller
variational approach [53%36537).

The dynamical Equations (105) and (106), with the expressions in Equations (107)—(109) can
be derived from the variational principle (98), and they have a rigorous variational interpretation,
only when the lattice coordination is infinite. Nevertheless, the same formulas can also be used
when the lattice coordination is finite, where they go under the name of the Gutzwiller approxi-
mation (GA). In fact, several basic concepts in the field of strongly correlated electron systems
in equilibrium have been originally uncovered by the Gutzwiller approximation, or its equivalent
slave-boson mean field theory [5889, like for instance the Brinkman—Rice scenario for the
Mott transition in \bO3 [150], or the resonating valence bond mechanism for high-temperature
superconductivity$4d.

Before briefly reviewing some results that have been obtained by the time-dependent vari-
ational scheme based on the Gutzwiller wavefunction and approximation, we mention that
Equations (103) and (104), expanded at the first order in the deviations from equilibrium, coin-
cide with the linear response theory within the Gutzwiller approximation originally developed in
[151,5417].

7.2.  Non-equilibrium techniques for strongly correlated materials: DMFT

DMFT [149] has been established in the last decades as one of the most reliable and powerful
methods to strongly treat correlated electron systems. DMFT is a non-perturbative, yet computa-
tionally affordable method that can be used either to solve simple models (Hubbard and related
models) or it can be combined with density-functional theory to describe accurately actual solids
[162]. It can treat different interactions (electron—electron, electron—phonon) and aspects of the
electronic structure of a material without assuming any hierarchy of energy scales.

As the name implies, DMFT can be viewed as a quantum (dynamical) generalization of
classical mean-field theory. The method is based on the neglect of spatial fluctuations, which
are treated as in a static mean-field theory. On the other hand, all the remaining quantum and
thermal fluctuations are instead treated exactly without any further assumption. This approxima-
tion becomes exact in the limit of infinite coordination or infinite dimensionab¥/?], where
the interaction of each site with an infinite number of partners can be described exactly by an
exact bath. Indeed the DMFT approximation turns out to be remarkably good for many three-
dimensional strongly correlated materials, where it can be used both to clarify longstanding
problems like the Mott—Hubbard transition [1,823 or in combination with density-functional
theory to address realistic aspects of correlated solids] [(b6Riding successful descriptions
of photoemission and optical spectra as well as many other observables. This success empha-
sizes the crucial role of local quantum fluctuations in strongly correlated materials, but it cannot
be extended straightforwardly to two-dimensional or highly anisotropic materials such as the
high-temperature superconducting cuprates. In the latter case, it is necessary to consider cluster
extensions of DMFT [29644, in which the short-ranged dynamics inside a chosen cluster is
treated explicitly.
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The success of DMFT to treat the equilibrium properties of strongly correlated materials
makes the method an ideal candidate for the investigation of the time-dependent properties of
systems driven out of equilibrium. Indeed DMFT is naturally extended to the non-equilibrium by
combining it with the Keldysh formalism. The first general formulation of nonequilibrium DMFT
is due to [54%where the Baym—Kadanoff formalism is used in the case of a system driven by an
electric field. Triggered by the experimental advances in time-resolved spectroscopies and in the
detection of real-time non-equilibrium phenomena, the nonequilibrium DMFT has been boosted
thanks to the activity of several groups, as reported in the recent review by Aoki 88dl. In
this manuscript we focus mainly on the aspects which are particularly relevant for the description
on non-equilibrium phenomena in high-temperature superconductors and in Mott insulators.

7.2.1. DMFT: basic ideas and equations

In this section we briefly review the basic concepts of equilibrium and non-equilibrium DMFT.
We refer to previous reviews for all the technical details, and we limit the present discussion to
the basic information required to appreciate the potential of the method and its applications to
investigate strongly correlated systems out of equilibrium and their dynamical response.

As we anticipated above, DMFT is an approximated solution of a quantum model in which
every lattice site is assumed to be equivalent, or, in other words, spatial fluctuations are frozen,
just like in a static mean-field theory. On the other hand, in contrast with classical mean-field
methods, the local quantum fluctuations are fully taken into account and their effect defines
the “quantum” or “dynamical’ character that appears in the name of the method. The inclu-
sion of quantum fluctuations is a highly non-trivial improvement over static mean-field theories.
As a matter of fact, the quantum nature of the method significantly complicates the solution of
the effective approximate theory, but, on the positive side, it remarkably extends the validity
of the method, allowing for a complete characterization of nonperturbative phenomena such
as the Mott—Hubbard transition [1%r the crossover between Bardeen—Cooper—Schrieffer
superconductivity and Bose—Einstein condensati@d®,p47].

The route to construct the DMFT is to build an effective theory for one arbitrary representative
site, usually labeled as “0”. From a formal point of view, this is realized by means of a cavity
construction, formally integrating out all the degrees of freedom of a lattice model retaining only
those defined on the chosen site. This formal procedure defines an effective local theory which
is however parameterized by all the high-order Green’s functions of the rest of the lattice. In the
limit of large lattice coordination, using a scaling of the hopping that insures a finite expectation
energy for the kinetic energy, only the single-particle Green’s function survives as all the higher-
order functions vanish. As a consequence, the local effective theory only depends on a single
function of two time variables. We can write down the form of the effective theory in terms of a
local action, in the specific case of the single-band Hubbard model, as

sw=[ dt[ dtel 00 e ®) + [ dUOR OO, (108)

The second term is the on-site Hubbard repulsion, and it would be replaced by any other local
interaction for different models. The first term describes precisely the local quantum fluctuations
on any site, and it is measured by the single funcﬁgﬁ(t,t/). This function contains, within
DMFT, the effect of the rest of the lattice on any arbitrary site, just like the Weiss effective field
describes the effect of the other spins onto any “chosen” spin in a classical mean-field theory.
For this reason, it is usually referred to as a “dynamical Weiss field”. The time dependence of the
Weiss field is the key element of the dynamical mean-field approach.
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Figure 62. Schematic representation of the DMFT idea (upper half) in which a lattice model is mapped onto
an impurity model and of the DMFT self-consistency loop (lower half).

In order to have a practical mean-field theory, we need to determine the Weiﬁ;f’relﬂhis
is done by imposing a self-consistency condition, which is derived in the infinite coordination
limit, where the method becomes exact. For the sake of simplicity, we first present the self-
consistency equation in equilibrium, postponing its non-equilibrium counterpart to the end of the
present section.

The main simplification in equilibrium is th@‘o‘1 is not an independent function bandt’,
but it depends only on the time differenice t'. As a consequence, it can be Fourier transformed
in the frequency space. The crucial observables that encodes for the local quantum dynamics of
the effective theory is the Green’s functi@it, t') = —i(Tco, (t)c&, (t))s4, Where the expectation
value is taken over the effective action (110) dnihdicates the time-ordered product of the sub-
sequent operators. In equilibrium al&gt, t') becomes time-translation invariant, and a function
of the time difference alone. We can define the self-energy of the effective theory

(@) = Gy H(®) — G Hw), (109)

and write the self-consistency as

e D(e)
G(a))_f_oodsw+'u_8_2(w), (110)

whereD(¢) is the bare density of states for the chosen lattice. Equation (114) implies that the
Green’s function of the effective theofy(w) coincides with the local component of the lattice
Green’s function computed usir¥yw) as a local self-energy for the lattice model. The right-hand
side of Equation (112) is indeed equivalent to the sum over all the momenta of the Brillouin-zone
of the lattice Green'’s functios(k, w). As a matter of fact, one can indeed view DMFT as a
theory in which the exact Green'’s function is obtained provided that the momentum-dependent
lattice self-energyx (k,w) is replaced by a local quantity which is ideally obtained averaging
> (k, w) over all the momenta of the Brillouin zone.

A practical implementation of DMFT requires the solution of the local effective theory and to
impose the self-consistency condition (Fig6&). The local effective theory can be mapped onto
a quantum impurity model, in which a single interacting site is hybridized with a non-interacting
bath, which is the Hamiltonian representation of the Weiss field. Impurity models, albeit much
simpler than the original lattice models, are non-trivial and do not allow for analytical solutions.
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There are however different numerically exact approaches that allow a solution of the model and
compute the Green'’s function, among which we mention continuous-time quantum Monte Carlo,
numerical renormalization group and exact diagonalization. In practice a DMFT calculation is
an iterative procedure in which, starting from a given Weiss field, the impurity model is solved,
and the new Green'’s function and self-energy are used to compute a new Weiss field through
the self-consistency condition. The procedure is then iterated until convergence is achieved. The
numerical solution of the impurity model is computationally extremely cheap for a single-band
Hubbard model, but it can become expensive for multi-orbital models. In the next section we
briefly discuss the “impurity solvers” that are presently available out of equilibrium.

One of the most remarkable features of DMFT is that it gives a direct access to dynamic
observables which include the spectral functidtk, w) = —1/7ImG(k, w), which retains a
momentum dependence despite the local self-energy, and response functions including the optical
conductivityo (w) and the dynamical spin susceptibiligfw).

7.2.2. DMFT and high-temperature superconductors

The above discussion of the DMFT should cast some doubts on its application to high-
temperature superconductors. Indeed the phenomenology we described in the introductory
sections does not seem to be accessible by means of a theoretical approach in which spatial fluctu-
ations are frozen. The most fundamental limitation is that a momentum-independent self-energy
is unable to describe d-wave superconducting order parameter and a momentum-dependent
pseudogap. Charge-density waves are also unaccessible unless for specific commensurate cases,
in which DMFT can be straightforwardly generalized. The simplest strategy to overcome the lim-
itations of DMFT is to include the quantum short-range correlations within the range of a finite
cluster which requires consideration of one of the methods that go under the name of cluster-
extensions of DMFT. We do not need to enter the details of these methodologies here, and we
limit to mention two main approaches, the dynamical cluster approximation (DCA) and the cellu-
lar DMFT (CDMFT). These methods employ a very similar philosophy, approximating a lattice
model with a finite cluster embedded in an effective medium which is self-consistently calculated
analogously to DMFT. On the other hand the two methods differ in the way they treat the lat-
tice translational symmetry. Within DCA an artificial translational symmetry within the cluster is
implemented in order to make the model diagonal in the reciprocal vectors of the cluster, while
in CDMFT the translation symmetry is broken.

7.2.3. Non-equilibrium DMFT: the equations and the algorithm

As mentioned above, when the system is driven out of equilibrium, the Weisﬁﬁétcﬂ, t') is

no longer a function of — t’, but it depends on both time variables. Apart from this important
difference, DMFT can be formulated in a way that closely mirrors the equilibrium version. The
key ingredient is the use of the non-equilibrium Green’s function theory based on the seminal
papers by Schwinger [548], Kadanoff and Baym [549], and Keldysh][5&§)a matter of fact

the Keldysh formalism allows the generalization of the equilibrium Green’s function method in a
straightforward way and it does not require any assumption or knowledge on the properties of the
system other than the initial state and the time-evolution of the Hamiltonian. We refer the reader
to previous publications530,551] for detailed reviews of the derivation of the Kadanoff-Baym
and Keldysh formalisms. The basic idea is the time evolution of the density matrix in the presence
of a time-dependent Hamiltonidri(t) can be formally written as

p®) = [UM®]"0tmin)U ) = UL, tmin) o (tmin) U (tmin, ), (111)
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Figure 63. The ordered contoirused to compute non-equilibrium Green'’s function.

whereU (t) = U (tmin, t) = T exp(—i) ft‘m dt’H(t') is the standard time-evolution operator ahd

is the time-ordering operator, while we define a reversed time evolution op&fétdn,) =

T~ exp(—i) fttm dt’H(t'), whereT ~ is an anti-time-ordering operator. Then the calculation of the
expectation value of any operatdbecomes

(A)) = %Tr{e—ﬁ MU (tmin, AU (L, timin)]
= %Tr[U (_iﬁ + tmina tmin)U (tminy t)AU (ta tmin)]a (112)

where we have used the cyclic property of the trace and we recast the “Boltzmann” exponential
as an imaginary-time evolution. The trace can be computed following first evolving from time
tmin to timet and measuring the operathythen evolving from back totmi, and then fronty, to

tmin — iB8. This leads to define the contour represented in Fig@r@nd a time-ordering operator
along the contou€, represented by the arrows. With this notation, the above expectation value
can be written as

Tr[Tc e—i Jo dtAMD H (t’)]
Tr[TC e—i fc dt'H (t/)]

(AM) = (113)

The use of the Keldysh contour defined above is particularly useful when dealing with the
evaluation of expectation values of products of operators at different times, like the Green’s
functions which can be simply defined as

G(t,t) = (Teec (1)), (114)

where we did not specify any label (position, spin, orbital momentum) for the fermionic operators
to maintain the generality. Since the contd@unas three branches, we can unfold Equation (116)
into a 3x 3 matrix representation where the three branches of the contour correspond to the three
rows and columns (one is the upper real-time branch, two is the second real-time branch and three
is the imaginary-time branch) [5h2/NVe refer the reader to the literature on the non-equilibrium
Green’s functions or its application to DMFB3(Q for more details. Here we just recall that

the component&;, = G= andG;; = G~ correspond to the so-called lesser and greater Green’s
function and that the expressions of the retarded Green’s function and the so-called Keldysh
component are given by

GR(t,t) = —io(t —t)(c(),c'(t')) = 3(G11 — G12+ Ga1 — Gro), (115)

G (t,t) = —io(t — t)(c(t),c'®)]) = 3(Gu + Gi2+ Ga1 + Go). (116)
Using this contour, one can essentially construct the same theory of the equilibrium Green’s
functions for time-dependent problems and perform, at least in principle the perturbation expan-

sion, which leads to the definition of the self-energyt,t’) which will now have the same
components that we discussed for the Green’s function, and to a Dyson equation.
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Once the formalism for non-equilibrium Green’s function is given, one can prove that in
the limit of infinite dimensionality the self-energy becomes local also for time-dependent non-
equilibrium problems using the same scaling of the hopping which is required to obtain a sensible
infinite-coordination limit in equilibrium. This implies that

ﬁ:ij t,t) = 8 ii(t, t), (117)

where the hat reminds the matrix nature of the self-energy andireowlj are spatial indices
referring to lattice sites. Then the Dyson equation which allows the computation of the Green’s
function to be

(G™Hi(t, 1) = [ (10 + ) — JjD]8c(t, 1) — & Zi(t, 1), (118)

whereJ; are the hopping amplitudes, which we relabel to avoid confusion with the time variable
t, anddc(t,t') is the delta function on the contour. The equation is easily understood observing
that the first term of the right-hand side is nothing but the inverse of the non-interacting lattice
Green’s function. Exactly like in equilibrium, in infinite coordination the local component of the
lattice self-energy coincides with the self-energy of an auxiliary single-site effective theory with
the local action that we write for the site O

=i / dtHo(t) —iZ / dtdt'c) (t)Gy(t,t)Con (t'). (119)
C e

Exactly as in equilibrium the Weiss field has to be chosen in such a way that the Green’s func-
tion of model (121)G = —i(chog(t)cgg (t'))s, coincides with the local component of the lattice
Green'’s function computed from Equation (120) with

Gt 1) = (i3 + wict,t) — Tit,t) — G . 1) (120)

7.3. Correlated systems in electric fields

In this section we review the theoretical investigations of strongly correlated systems driven by
an electric field. In particular we consider the cases of static or periodically oscillating uniform
fields.

7.3.1. Correlated electrons in a d.c. electric field

An ideal metal, in which no scattering process disturbs the electronic motion, is known to react to
a static electric field with a current which oscillates periodically in time displaying the so-called
Bloch oscillations [55B The Bloch oscillations are the consequence of a time-dependent shift of
the occupied momenta in the Brillouin zone and their existence relies on the delocalized character
of the electronic states. The period of the oscillations is givefigoy 27//ae|H, whereais the

lattice spacingeis the electron charge, aidis the electric field.

In solid state systems this period is indeed too large, even for the largest accessible elec-
tric fields, and the Bloch oscillations are hard to observe also in the best metals with very
long scattering times. The detection of the oscillation has become possible only in artificially
designed systems like semiconducting heterostructures and it may be realized in cold-atom
systems.

From a theoretical point of view, a natural question is the destiny of the Bloch oscillations
in the presence of electron—electron interactions which lead to scattering processes and limit the
coherent motion of the electrons. Pioneering works on time-dependent DMFT have shown the
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damping of the Bloch oscillations as the interaction is increased in the Falicov—Kimball model
[545,554555, a simplified Hubbard model in which one of the two spin species is localized.

A similar behavior is found in the Hubbard model [5567. The many-body spectrum of the
system is strongly reminiscent of the Wannier—Stark ladder resonances, with a positive feed-
back effect between the Wannier—Stark localization and the effects of the interactions. As a
matter of fact the correlation properties are enhanced by the electric 5i8kb56558559.

When the electric field is directed along one of the crystallographic directions of the lat-
tice and it is so large to make the potential drop between two lattice sites the largest energy
scale of the problem, a dimensional crossover to a system of dimensiodaliy has been
reported [56]

7.3.2. Dissipation and the approach to steady states

The results we briefly discussed in the previous section apply to isolated correlated systems driven
out of equilibrium by a static electric field. In the context of actual materials they can only provide

a starting point to understand the role of electronic correlation, while their relevance is limited by
the neglect of dissipation due to the coupling with phonons and to the other degrees of freedom
that are excluded from the simplified models.

It should be clear that some kind of dissipation must be included in order to absorb the energy
which is lumped into the system by the electric field and it is a necessary condition to reach a
stationary state after a long time.

From a general point of view, the role of the dissipative bath is essentially to allow for energy
and momentum relaxation, depleting the high-energy and high-momentum states which are pop-
ulated by the driving field. Only the competition between the two effects can lead to a stationary
population of the different quantum states.

A simple strategy to study the general effect of a dissipative bath on the dynamics of a driven
system is to include an artificial thermostat, although one can also consider models in which one
can avoid the introduction of an explicit bath, because the dissipative degrees of freedom are
included in the model itself [41261].

In a practical implementation the dissipation can be realized either via a bosoni&bath |
564 (which may describe the coupling with phonons or other bosons) or via a fermionic bath.
The bosonic bath is realized via an infinite set of harmonic oscillators which can be assumed
coupled with the electrons with a simple Holstein coupling. To avoid a feedback of the system
on the bath the coupling is treated in linear order with a free-boson distribution function.

On the other hand, at least within DMFT it is particularly convenient to implement a fermionic
local bath, which appears in the DFMT equations as a further thermalized bath which is added
to the self-consistent bath discussed in Section 8.2. This approach has been successfully imple-
mented in 557] where the full relaxation dynamics leading to the non-equilibrium stationary
state was studied and characterized, and@tj, where the formalism was limited to study the
asymptotic stationary state assumed to establish over a long time. I'bRgtHe same approach
has been applied to the Kondo-lattice model.

As we anticipated, the effects of the thermostat on the non-equilibrium dynamics can be taken
into account by means of an additional self-enefgy, which can be written as:

Than(t — ) = Vgt —t), (121)

whereg(t — t') is the Green’s function of the bath, which is assumed to be unaffected by the

interaction with the actual system and time-translation invariant. This can be taken as an operative
definition of a bath, an object that can exchange energy and particles with the actual system
without changing its temperature and thermodynamic state. In this way the bath can absorb the
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extra energy pumped into the system by the electric field. Naturally this choice of bath is not

limited to the case of a constant electric field, but it can be used for any time dependence of the

external perturbation, including impulsive fields such as those used in pump—probe experiments.
The thermostated system obeys the following Dyson equation on the Keldysh c&86ur [

Gk(t, t) = Gok(t,t) + [Gok - Zk - Gi](t, 1), (122)

where all quantities represent continuous functions of two time varight&se C, the symbol
denotes the convolution product

[f -glt,t) = / dzf(t,29(z,t")
c

and Zk(t,t) denotes the Keldysh self-energy function. Equation (124) is expressed in terms of
the “renormalized” non-interacting lattice Green’s functigm:

ok (1) =[Gy (4, 1) — Sparn(t — ], (123)
which is obtained from the “bare” non-interacting lattice Green’s function:
= ,
Goe (1) =[i 3 — e(®)] - c(t,t) (124)

by integrating out locally the electronic degrees of freedom of the external thermostat. The
symbol$; indicates the delta function on the contaur

We can define\ = V2/W as an effective coupling of the physical electrons with the thermal
bath (this would be an exact result for a flat bath density of states of ampWudet it gives the
order of magnitude for any kind of DOS).

The approach to the stationary non-equilibrium state can be characterized following the
real-time dynamics of the local curredtt) = —ie/7 )", ViGg (t, 1), wherevy = Vie(K) is the
electronic velocity.

The results for the local current are presented in FigdreThe relaxation dynamics depends
naturally on the value of the applied electric field and on the coupling with the dissipative bath.
However, as long as the coupling is finite and not incredibly large, a finite value of the asymptotic
current at long times is obtained and the value does not depend strongly on the value of the cou-
pling A. This information is summarized in the phase diagram of Figgrevhich shows a wide
central region (labeled 1) in which the competition between the driving field and the dissipation
channel leads to a non-trivial state with a finite current, whose value is largely independent on
the details, while only for exceedingly large(region I) or A (region Ill) trivial states with no
stationary current are obtained. This demonstrates the effectiveness of the fermionic bath to drive
non-trivial stationary states.

Han has later shown that the inclusion of a fermionic bath is sufficient to reproduce a semiclas-
sical Ohm-expression in the conductivity despite the lack of explicit momentum scatte@@lg [
confirming that this bath can lead to a proper dissipation despite its intrinsic simplifications. Only
in the limit of small dissipation the steady state displays a divergent effective temperature as long
as the Bloch oscillation frequency remains finB&7].

7.3.3. Periodic ac electric fields

In the presence of a periodic in time external field, a quantum system can be driven into a nonequi-
librium steady state in which the system follows the periodic time dependence of the external
stimulus. In principle, such an ac field could be used to dynamically control the properties of the
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Figure 64. Time evolution, computed by DMFT, of the current for two values of the electric Eetdd(7

in the top panel and = 1.26 in the bottom panel) for different values of the coupling to the dissipative
bath. In the absence of a bath the current goes to zero at long-times, signaling the inability to establish a real
stationary state. Taken from Ref. [561].
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Figure 65. DMFT phase diagram of the driven Hubbard model as a function of the static electr field
and the dissipation constant The colorscale represents the asymptotic value of the current for long times.
The current vanishes both for very large value€gf, for which the system is unable to dissipate the
extra energy pumped into the system, and it evolves toward a state with infinite effective temperature, and
for small values o/ A, in which the coupling with the dissipative bath is so large and it overshadows the
effect of the driving field. However, a large region of finite current is found for intermediate vallE&s\of

and the value of the current does not depend dramatically on the parameters. Taken from Ref. [561].

system. On the other hand in present solid-state experiments, pulsed lasers are necessary to reach
sufficiently large intensities. However, if a sufficiently large number of cycles takes place in the
duration of the pulse, we can reasonably describe the external stimulus as an oscillating field.
When we can approximate the external field with a periodic pulse, we can use Floquet method
[568,569, which is based on Floquet's theoreB¥[J), which can be seen as an analog of Bloch’s
theorem for periodic time-dependent problems. As a consequence of the periodic dependence of
time, the time-dependent problem can be mapped onto time-independent eigenvalue problems
introducing quasienergies which are defined up to integer multiples of 2whereT is the
oscillation period. The approach is expected to accurately reproduce the spectral properties, while
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the distribution depends on the initial conditions and requires ad hoc schemes to adequately
describe the effect of generic fields.

Recently, the Floquet method has been employed in combination with DEBg55957 1
574. In the Floquet-DMFT formalism458571] a dissipative correlated system is continuously
driven by a time-periodic perturbation, and it is postulated that a non-equilibrium stationary
state is reached in the long-time limit, when the dissipative processes is expected to eliminate
any dependence from the initial conditions. We notice that this assumption has been numeri-
cally proved in [557 in the case of static electric fields and a fermionic dissipative bath. The
non-equilibrium periodic state can be directly calculated within Floquet-DMFT mapping the
problem onto a non-equilibrium state of an impurity model. Therefore this specific version of
non-equilibrium DMFT does not require to actually compute the time evolution of the system,
leading to a substantially reduced computational weight.

The method was first applied to the Falicov—Kimball model, where the metallization of a Mott
insulator has been shown through the formation of photoinduced midgap states that emerge from
strong ac fieldsg5§. The field-induced metallic state has been further characterized, demonstrat-
ing how a standard Drude-like peak coexists with intrinsic non-equilibrium features, including
dip and kink structures in the optical conductivity exhibits, around the frequency of the exter-
nal field, a midgap absorption arising from photoinduced Floquet subbands, and a negative
attenuation due to a population inversi&@T{).

In [575,57§ the sudden application of a properly tuned periodic field flips the electronic
structure, effectively turning the repulsion into an attraction in the absence of energy dissipa-
tion. The driven system is characterized by a non-adiabatic shift of the electronic population
in momentum space. When the momentum shift reaehdble shifted population relaxes to a
negative-temperature state, which leads to the interaction switching.

7.3.4. Electric fields in correlated heterostructures

The theoretical description of a system subject to an external electric field naturally leads to how
to address the properties of an actual device contacted to two metallic leads which enforce the
potential bias. From a technical point of view, this requires consideration of the spatially inhomo-
geneous systems and in layered heterostructures. The difficulties in solving an inhomogeneous
system out of equilibrium suggested to address the problem starting from the stationary state
[390,577580.

Okamoto has studied the steady state of a correlated slab sandwiched between two non-
interacting metallic leads using DMFT and the Keldysh formali&®0[577. The current-bias
characteristic is clearly nonlinear and this is connected with the evolution of the spectral functions
inside the correlated slab as a function of the external bias, which show important deformations
with respect to equilibrium.

Using a simplified approach in which the physical carriers are divided into left and right
movers, Heary and Han [5F8ave proposed the existence — in the presence of a bias — of a
second critical value of the interactitly smaller than the criticdll for the Mott transition where
the Landau—Fermi liquid quasiparticles are lost while the system is not Mott localizesBh [
the same approach has been applied ts-amave superconductor described by the attractive
Hubbard model and a “bad superconducting” state was found in an analogous critical region
adjacent to a superconductor—insulator transition, where now the insulator is a paired state of
preformed pairs without phase coherens4g581587. In a steady-state DMFT calculation for
the repulsive model a spatially inhomogeneous state with metallic and insulating islands has been
later proposed as the bridge between the field-induced driven metal and the Mott in&i&tor [

143



In [583] the real-space inhomogeneous DMFT for layered systems has been extended to the
Keldysh formalism and solved for a Mott insulator using strong-coupling perturbation theory.
In [396] the same approach has been used to monitor the spreading of photoexcited carriers,
demonstrating the crucial effect of antiferromagnetic correlations, which allow for fast transport
between layers and spatial separation of holes and electrons, as opposed to paramagnetic Mott
insulators.

7.3.5. Electric-field driven Mott transitions and resistive switching

When a band insulator is subject to a very large electric field, a resistive transition to a metallic
state can be induced, as proposed in pioneering work by Lari@d énd Zener [58b This
mechanism, which goes under the name of Landau—Zener dielectric breakdown is based on
the simple idea that the electric field changes the wave vector of the band electroris ttsom

k — eEt/A, therefore it can induce the quantum tunneling of carriers from the conduction band to
an otherwise empty valence band. The Landau—Zener tunneling requires a threshold electric field
which is clearly of the order of the band gap. An alternative mechanism for the “dielectric break-
down” in band insulators and semiconductors is the avalanche effect, where electrons accelerated
by the external field are able to excite new electrons leading to an exponential rise of the con-
ducting carriers. Also in this case the threshold field for the dielectric breakdown is necessarily
controlled by the amplitude of the single-particle gap and the switching of the metallic state is
triggered by promoting carriers to the empty valence band.

The extension of this mechanism to Mott insulators is not merely an academic one. While
in a band insulator the electric field can reasonably excite only a small number of electrons,
in a Mott insulator the number of carriers is large and, if some mechanism is able to destroy
the Mott locking, it can release a much larger number of electrons. Therefore the control of the
conduction properties of materials by means of electric fields would accelerate the development
of the “Mottronics”, in which the properties of correlated materials would be exploited to devise
and engineer novel devices which could overcome the limitations of silicon-based electronics
in terms of miniaturization, large voltages and fast reaction times. As a matter of fact, the idea
is related to control with external knobs the insulator-to-metal transition, leading to a new kind
of dielectric breakdown. The first steps in this direction have already been taken, and a number
of strongly correlated insulators have been shown to undergo a resistive transition which does
not seem to follow the Landau—Zener paradidg@g-588]. The list includes prototypical three-
dimensional oxides and chalcogenides likeDyd, NiS,_4Se, GaTaSe.

The theoretical investigation of the dielectric breakdown of Mott insulators has focused
mainly on the single-band Hubbard model. Solving numerically a time-dependent Schrodinger
equation in one dimension, Oka and AokBP,59(Q have revealed that even in the case of a Mott
insulator a Landau—Zener quantum tunneling leads to the dielectric breakdown of the Hubbard
model through quantum tunneling of many-body states across the Mots8&p [

The Mott version of the Landau—Zener mechanism involves the creation of pairs of dou-
bly occupied sites (doublon) and holes (holons) leading to a quasistationary state which carries
current with a threshold behavior and an exponential beha8t%$89590592

jt) > ye VoV, (125)
The threshold is found to vanish at the Mott transition and to scale with the Hulihard
confirming thatvy, is controlled by the Mott gap [56293 (Figure 66). Interestingly, the system

displays an asymptotic finite value of the current even in the absence of dissipative mechanisms
(which are not included in the studies mentioned above). The result has been interpreted in terms
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Figure 66. Asymptotic behavior of the currgrih the Hubbard model obtained in DMFT. The exponential
behavior is made clear by the logarithmic plot in panel (c). Panel (a) shows the linear response conductivity
ode = j/F, whereF here denotes the bias (¥ the text). Panels (b) and (d) show respectively the gap

and the threshold bidsy, showing that the latter is controlled by the former. Taken from F&8].

of an infinite effective temperature for the excited carriers which do not contribute to the coherent
motion and to the current, which remains associated to the pure quantum tunneling effect.

In [594] a dissipative mechanism has been introduced and some deviations from a pure Zener
picture have been reported. In particular the current at weak field is found to be controlled by the
dissipation. In this case the effective temperature of the excited carriers becomes finite leading to
a contribution to the asymptotic current. Moreover, in connection with the electric-field-driven
dimensional crossover, the dielectric breakdown occurs when the field strength is in the order
of the Mott gap of the corresponding lower-dimensional system. Using a inhomogeneous time-
dependent Gutzwiller approximation it is possible to monitor the appearance of field-induced
evanescent quasiparticles starting from the Mott insuldd®g|[and their spatial distribution.

The quasiparticles appear exponentially fast as soon as the system is attached to the leads, with
a characteristic time which diverges whenis tuned toward the Mott transition, suggesting an
avalanche effect triggered by electron—electron interaction. We notice that the feedback between
the quasiparticles and the Hubbard bands characteristic of the time-dependent Gutzwiller scheme
is fundamental to obtain this effect. In Figu&we report the time evolution of the quasiparticle
weight for different layers (z 1 corresponds to one edge, white- 10 is the middle layer).

While the dynamics displays oscillations reminiscent of the incoherent dynamics of the metallic
state, the time-averaged values shown in panel (d) have a well-defined limit, which shows how
increasing the bias the quasiparticles penetrate from the outer layers to the bulk region. The
penetration of the quasiparticles leads finite values of the stationary current which well fit the
expected behavior (127) for a Landau—Zener dielectric breakdown. A series of different behaviors
in the relaxation dynamics in the presence of an electric field has also been reported within DMFT
in [596] for the Hubbard and Falicov—Kimball models highlighting that the integrability of the
unperturbed model does not influence the relaxation dynamics.
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Figure 67. Time evolution, within the GA, of the quasiparticle weight for layers 1 (a, edge), 5 (b) and
10 (c, middle) of a 20-layer slab with =16.5 (larger than the criticd) for the Mott transition) and an
hybridization between the slab and the leads1.0 Energies are in units of the hopping amplitude along
each later. We compare two values of the applied isls= 1.0 (red lines) and\V = 4.0 (blue lines). (d)
Time-averaged stationary quasiparticle weight spatial profile across the slab. Taken fro60BEf. [

The effect of a dissipative bath has been explored in [57% steady-state formalism for
DMFT. A nonmonotonic threshold field for the resistive transitions found as a function of the
interaction strength due to an interplay quasiparticle renormalization and field-driven effective
temperature. Hysteretic-V curves suggest that the nonequilibrium current is carried through a
spatially inhomogeneous metal—insulator mixed state.

All the studies of the single-band Hubbard model strongly suggest that the Landau—Zener
picture also survives in the essential aspects in the case of a Mott insulator described by the
Hubbard model. This may seem a surprising and disappointing result, as the many-body char-
acter of the insulating Mott state is expected to lead to a more adaptive gap with respect to a
band insulator, where the gap is fixed by the structure, the chemistry and the external conditions,
but it does not depend on the electronic configuration. Indeed a recent 8®itlyshows that
the picture changes qualitatively as soon as we consider more than one single orbital per site
(or one single band). Solving a two-orbital Hubbard model with a crystal field splitting, it has
been shown that a novel mechanism for the dielectric breakdown takes place when the equi-
librium Mott—Hubbard transition is strongly first-order and the metallic solution obtained either
by changing control parameters or via the electric field is substantially different from the metal.
As a result, the threshold field is not controlled by the gap but rather by the energy difference
between the metallic and the insulating solutions, as proposed at a more phenomenological level
in [598].

Finally, it has recently been shown that the noninteracting lesser Green’s function can be deter-
mined in terms of the Wannier—Stark ladder eigenstates, which are thermalized via the standard
canonical ensemble according to the Markovian quantum master equation. As a result, the inter-
play between strong correlation and large electric fields can generate a sequence of two dielectric
breakdowns with the first induced by a coherent reconstruction of the midgap state within the
Mott gap and the second by an incoherent tunneling through the biased Hubbard bands. It is
predicted that the reconstructed midgap state generates its own emergent Wannier—Stark ladder
structure with a reduced effective electric field. The two dielectric breakdowns are mediated by a
reentrant insulating phase, which is characterized by the population inversion, causing instability
toward inhomogeneous current density states at weak electron-impurity scats®hg [
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Figure 68. Relaxation dynamics of the difference between the double occugénand the effective
thermal value calculated in equilibrium with= Teg. For different values of) for a single-band Hubbard
model solved within time-dependent DMFT. The linear behavior in the semi-log plot highlights the expo-
nential decay for intermediate and large valuedJoand the deviation when the Mott transition point is
approached. Energies are in units of the bandwidth. Taken from Ref. [600

7.3.6. Light-induced excitation and photodoping

One of the main goals of the research on non-equilibrium correlated materials is to describe
the excitation process induced by a laser pulse, as realized in pump—probe spectroscopies. This
subfield is however one of the most complicated targets, as it requires the inclusion of all the
different effects leading to relaxation after the impulsive excitation. This section is therefore
mainly devoted to DMFT calculations in which the relaxation effects associated to electron—
electron interactions are better accounted for. As discussed at length in Sedtidhe simple
two-temperature modelp3, in which the photo-excitation excites “hot” electrons to a temper-
atureT,, while the lattice remains at a lower effective temperaflizg has been successful in
reproducing the main features of the photo-excitation of weakly correlated metals. This scheme
can be useful only when electron—electron interaction processes drive the system to a quasi-
equilibrium state on a timescale which is smaller and clearly separated from the time associated
with the electron—lattice dynamics. DMFT studies have indeed shown that this is the case when
the correlated metallic state of the Hubbard model is impulsively excited gt rather sur-
prisingly, this essentially also happens in the simplified Falicov—Kimball model §&@lwhere
the exact solution demonstrates the lack of actual thermalization for quasiparticle pro@&&jes [
which do not coincide with the corresponding thermal values]@®igure 68).

The qualitative success of the two-temperature scheme is however mostly limited to the metal-
lic state. When we perturb the Mott insulator the system is unable to thermalizeg@8Pand
the dynamics depends on the details of the excitation procesk [B® dynamics is character-
ized by a fast transient with strong damping, rapidly followed by an exponential relaxation. For
large values obJ, the relaxation time grows with as a consequence of the long lifetime of dou-
bly occupied sites (doublons). When we approach the Mott transition from above, the dynamics
becomes faster and faster and the system relaxes to an asymptotic state in times of the order of the
inverse of the hopping matrix element, until a point in which the relaxation appears even faster
than an exponential and the decay time loses significance.

Indeed even in the presence of an explicit dissipation channel the photodoped carriers give
rise to a bad metal which does not follow the Landau Fermi-liquid paradigm, despite their rela-
tively high kinetic energy [563]. The lifetime of the photo-excited holes and electrons is indeed
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finite at the longest times accessible in the DMFT simulation568|[so that the bands observed

in both the single-particle and the optical spectra are much broader than the corresponding equi-
librium counterparts. The limited simulation time does not however rule out the possibility that
on a longer timescale the system actually relaxes to a conventional Fermi liquid, which would
highlight a similarity between the behavior of the photo-excited Mott insulator and systems with
broken symmetry§04,605.

In [606] it has been shown that the thermalization dynamics can depend on the energy of
the photo-doped carriers, which can be controlled by changing the laser frequency and fluence.
In particular, if the Mott gap is smaller than the kinetic energy of the carriers in the Hubbard
bands, the excited carriers can produce additional doublon—hole pairs through a kind of impact
ionization. This phenomenon can take place on ultrafast timescales of the order of 10fs, well
before the standard relaxation processes take place. Finally it has recently been shown — using
extended DMFT to introduce low-energy bosonic modes which are not present in DMFT — that
the photo excitation of carriers rapidly opens new screening channels which are not present in
the Mott insulator and therefore reduce the Mott gap. The low-energy bosonic excitations also
open new relaxation channels which further increase the speed of the thermali@@ilp he
opposite scenario can be realized in a strongly correlated metal, where the weak quasiparticles
can be destroyed by the impulsive excitation, thereby reducing the screening.

Using non-equilibrium inhomogeneous DMFT [488%0 study a photo excited Mott het-
erostructure [396it has been shown that AFM correlations strongly influence the carrier
dynamics. An antiferromagnetic state can in fact exchange energy with the excited carriers on an
ultrafast timescale via spin-flip processes, which allows for transport across the heterostructure
leading to a spatial separation between excited holes and electrons.

7.4. Quantum quenches and dynamical phase transitions in simple models

One of the most popular and paradigmatic non-equilibrium problems is the quantum quench,
a protocol in which a system is driven out of equilibrium by a sudden change of a relevant
parameter (for example the interaction strength in the Hubbard model). From a theoretical point
of view, this is perhaps the simplest non-equilibrium protocol, and it attracted a lot of interest in
the case of open quantum systems in connection to the concept of thermalizatipn [608

Even if the quantum quench problem is not directly connected to the experiments that rep-
resent the core of the present review, where the system is pushed out of equilibrium by an
electromagnetic field, it still represents a useful reference problem which allows reverse engineer-
ing of the complex dynamics of a correlated material driven out of equilibrium and to disentangle
the effect that stems from the change in the state of the system (for example a change in the double
occupancy in the Hubbard model) from the intrinsic effects of the electromagnetic field. Hence
in the following we will review the main results for quantum quenches obtained by means of the
Gutzwiller approximation and DMFT.

In this section we mainly focus on the paradigmatic single-band Hubbard model. We can gain
intuition on the effect of a change of the interaction parameter exploiting the knowledge on the
equilibrium phase diagram of the model, which has been firmly established after a remarkable
collective effort using a combination of different approaches. In particular, we consider the half-
filled model in the paramagnetic sector, where the antiferromagnetic ordering is neglected (or
is assumed to be frustrated). The system undergoes a Mott—Hubbard metal—insulator transition
increasing the interactiod. The schematic phase diagram in the interaction-temperature plane
is reproduced in Figuré9, where bothil andU are measured in units of the half-bandwidh
of the bare lattice. Here we consider an infinite-coordination Bethe lattice with a semicircular
density of states. The transition occurs when the Uggr is crossed and it is continuous at zero
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Figure 69. Sketch the DMFT phase diagram of the half-filled Hubbard model on a Bethe lattice and in the
paramagnetic sector. The transition linéla¢ 0 is first order and ends up into a second-order critical point
atT ~ 0.026D.

temperature and it becomes of first order at finite temperatures below a critical temp@&gature
where the line ends in a critical poirit49543.

Let us assume that the system is initially in equilibrium in the ground state of the non-
interacting system = 0). At some given time we turn on the interaction reaching a finite value
U. If the interaction switch is infinitely slow (adiabatic) the system will be able to follow the
equilibrium phase diagram which implies thatlat= Uyt (T = 0) ~ 2.97Dit will cross the
transition line and turn into a Mott insulator. If the interaction is instead switched on in a finite
time 7, the system will no longer be able to follow adiabatically the instantaneous ground state,
and it will instead evolve into a thermal state with a finite effective temperdattirg 0. The
smaller ist, the larger is expected to BE*. As a consequence, since the critical interaction
decreases as a function of temperatuggr (T # 0) < Uyt (T = 0) (see Figureé9) the dynam-
ical phase transition to a Mott insulator is expected to occur at a smaller value of the interaction
U, (1) ~ Uyt (T*) < UyT (T = 0), the equality holding only in the adiabatic limit when the
switching-timet — oco. This expectation has actually been confirmed by explicit calculations
within the time-dependent Gutzwiller approximation &8f], where a dynamical Mott transition
is obtained for any value af with a critical value which increases withas shown in the plot
reported in Figur&0.

It is much less obvious to predict the behavior of a sudden quench of the interaction, which

corresponds to the — 0 limit of the previously described protocol. Indeed this problem has been
the first application of the time-dependent Gutzwiller approximat&®1,634. The result is that
a dynamical Mott transition also occurs in this limit at a crititkil(t — 0) >~ Uy (T = 0)/2,
a value of the interaction for which no Mott transition occurs as a function of temperature within
DMFT (see Figuré9). One might be tempted to blame this surprising and counterintuitive result
on the limitations of the Gutzwiller approximation which does not account for all the dissipative
channels therefore inhibiting a proper thermalization.

This suspicion is completely ruled out by the DMFT studies of the same problem that in fact
appeared before the Gutzwiller analysis in two pioneering pag®%4g10. Here the authors
used continuous-time quantum Monte Carlo as the impurity solver, which leads to numerically
exact results, but severely limits the simulation time. Despite this limitation, the results clearly
show a sharp change in the dynamics at a critical value of the interad:fi’@n: 2D which can be
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Figure 70. The critical value for the dynamical Mott transition in the single-band Hubbard ntq‘dm,
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time r (from Ref. [534.)

associated to a possible dynamical phase transition. In Figyree reproduce the time evolution

of the double occupanay(t) = 1/N(3"; niyn;; ) and of the jump of the momentum distribution
function at the Fermi leveAn(t) from [609 for different values of the final interactidn. Panels

(a) and (c) refer to small and intermediate valuedJofpanels (b) and (d) to large values. In

all cases the interaction quench reduces it and An(t) from the non-interacting value,

but the dynamics is clearly different. Fbor < Ud" the system is trapped for a very long time

in a quasi-stationary state characterized by a double occupancy which differs from the thermal
equilibrium value by a quantity of order 1, while far > U®™ the dynamics is characterized

by oscillations with a frequency of the orderr AJ in the observables. The two behaviors are
compatible with metallic and Mott-insulating responses, respectively. This might suggest that the
DMFT dynamical phase transition is continuously connected with the equilibrium phase diagram
we discussed above. On the other hand the critical value of the inter&¥8n= 2D is smaller

than the minimum value dfy, which coincides with the finite-temperature critical point.

The possible connection between the results for finite switching time and the sudden quench
has not been studied within time-dependent DMFT yet. We notice in conclusion that if the sce-
nario which we have drawn on the basis of the present result would be confirmed, the existence
of such dynamical transition would imply the absence of thermalization.

We finally mention that the time-dependent Gutzwiller approximation also predicts the pos-
sibility of a dynamical surface-Mott transition. Specifically, in [§&lcorrelated metal slab was
studied whose surface is suddenly excited into a nhon-equilibrium state. Above a threshold, the
supplied excitation energy dynamically drives the surface layer into a Mott insulating phase while
the bulk is still metallic. In addition, if a realistic electron—phonon coupling is included in the
calculation, the dynamical surface Mott-transition is found to be accompanied by a lattice defor-
mation at the surface layer$611] Therefore, should the prediction 6GA be correct, such a
phenomenon could be detected by monitoring either the conducting or the structural properties
of the surface layers.

7.5. Melting of antiferromagnetism and broken-symmetry phases

In the previous section, we focused on the paramagnetic phase of the Hubbard model, where no
magnetic (or other) symmetry breaking is allowed. Under this assumption a dynamical transition

150



05

A i
T oa7 1
Liw5

R K r
T
S T g

1

a8

E (=] -]

Figure 71. Fermi surface discontinuityn and double occupatiaii(t) after quenches td < 3 (left panels)

and U > 3.3 (right panels), calculated by time-dependent DMFT. Inset: thermal dglu@nd dpeq the
average of the first maximum and the second minimuih(tf which provides an estimate of the stationary
value dstat black dashed lines are the respective results from the strong-coupling expansion. Taken from
[609].

has been identified which has a direct connection with the equilibrium Mott transition between a
paramagnetic metal and a paramagnetic insulator.

However the ground state of the half-filled Hubbard model with nearest-neighbor hopping on
a bipartite lattice is an antiferromagnetic (AFM) insulator for any couplihgand a magnetic
state is expected to be stable at low temperature for most valudsatgo in the presence of
realistic lattices and hopping structures (for example in the presence of a next-neighbor hopping)
as long as the degree of frustration is not extreme.

In Figure72we report a phase diagram in tbetemperature plane which shows the stability
of the AFM state as obtained by means of the finite-temperature Gutzwiller approxin&t@n [

The data are from [537A qualitatively similar phase diagram is obtained using DMFT.

The Néel temperaturéy, below which the system is an antiferromagnet, increases expo-
nentially at weak-coupling as predicted in a simple Hartree—Fock approximation, then reaches
a maximum wherlJ is of the order of the bandwidth 2D, and then decreases. At ldrgk,
is proportional toJ ~ D?/U, the superexchange coupling. In this regime the Hubbard model
can indeed be mapped onto a Heisenberg model with coupling corstaritich is nothing
but thet— J model where no hopping is possible due to the double occupancy constraint. It is
remarkable that the finite-temperature Gutzwiller variational approach can capture the correct
non-monotonic behavior ofy as a function olJ, which is completely out of the reach of the
standard Hartree—Fock approximation, which predicts incorrectlyTihalways increases with
U, see Figur@2. We observe that the line marking the transition between the paramagnetic metal
and the paramagnetic insulator lies below The. Therefore, abové@y there only a crossover
connects the metallic to the insulating state.

The above equilibrium phase diagram suggests an interesting perspective for the non-
equilibrium behavior [53]f We consider a quantum quench of the interaction starting from an
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Figure 72. Phase diagram of the half-filled Hubbard model obtained within the Gutzwiller approximation
for a model with a semicircular density of states (Bethe lattice) comparing the magnetic and paramagnetic
solutions AFM marks the antiferromagnetic solution, which is always insulating, PM indicates the param-
agnetic metallic phase. The first-order critical line between a PM and a paramagnetic Mott insulator which
is obtained quenching magnetism is the dashed line with open symbols (see yurée red line repro-

duces the Néel temperature within the Hartree—Fock approximation.UBatidT are in units of a quarter

of the bandwidth (from Ref. [537]).

intermediate value ob;. The wave function at=0 therefore coincides with the variational
wavefunction (95) that minimizes the internal energyJat= 4, see Figur&2. Then the inter-
action is quenched tt; # U; defining a final Hamiltonian which governs the time evolution
through the dynamical Equations (105) and (106). Since the initial state is a superposition of an
infinite number of excited states of the final Hamiltonian, the system is expected to thermalize to
an asymptotic state with an effective temperafliteT* is expected to be larger as the strength
of the quenchUs — Uj| increases. SincEy is nonmonotonic and it vanishes both fér— 0 and
U — oo, thermalization would imply the existence of two critical values of the final interaction
such that, fold; > U; aU; < U; = T* exceedsly leading to a final state without magnetic
ordering. In other words, we would obtain a field-induced dynamical melting of antiferromag-
netism above a critical quench amplitudé — U;| = |Us — 4]. In particular, forU; < U, the
state would evolve into a paramagnetic metal at finite temperature, whildsfer Uy into a
finite-temperature paramagnetic insulator. This qualitative expectation is indeed confirmed by
explicit calculations within the Gutzwiller approximation in [§3Where, usindJ; = 4, the crit-
ical valuesU;= ~ 1.7 andU;” ~ 21 were found (here we use a quarter of the bandwidth as an
energy unit to facilitate the comparison with the literature). It must be noted however that such
critical values correspond to an effective temperature higher than the corresponding equilibrium
Ty, Which suggests that magnetism is more resilient to the quantum quench than expected on
the basis of thermalization. It must be remembered that the Gutzwiller approximation does not
describe the actual dissipation processes, and we can expect that the exact dynamics leads to
actual thermalization correcting the non-thermal Gutzwiller asymptotic state.

The same quench protocol has been investigated within DMFT by Tsuji €808 6[14. In
particular, Ref. [60bis dedicated to the weak-coupling regime, withranging between 2 and
2.7 andU; < U;, where the persistence of magnetic ordering below the threshold expected by
thermalization is observed in a finite range of parameters. Analyzing the decay of the magnetic
order parameter for different values Of, the authors argue that the non-thermal state is only
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Figure 73. Time evolution of the double occupandyt) (panel (b)) and of the order parameter
M () = M /(1 — 2d(t)) (panel (a)), calculated by time-dependent DMFT, for different values of the interac-
tion in a quench in which the initial state is the Néel antiferromagnet. In panel (c) the inverse of the effective
temperature reached after thermalization is plotted as a functionDiie arrows in panel (b) are the value
of double occupancy computed in equilibrium for the corresponding effective temperatures. Taken from
Ref. [613.

a transient regime in which the dynamics is trapped before reaching, at longer times, the final
relaxation to a thermal state. The lifetime of the metastable non-thermal state is shown to increase
asU; is reduced. We finally turn to the properties of the nonthermal state obtainef ferU;.
In this region we expected an antiferromagnetic insulator for a long time. It was foub81h [
that although the magnetic ordered phase survives more than expected, for quehch82 <
Us < U7 the non-equilibrium antiferromagnet shows incoherent excitations at the gap edges, in
contrast to the equilibrium antiferromagnet which has coherent excitations. A similar trapping
into a non-thermal state has been observed using DMF&14 ffor the case of a quench from
U; = 4 to slightly larger values dfi. Here the transient state is found to be reminiscent of a doped
AFM insulator, and its persistence has been attributed to the slow decay of doubly occupied sites.
In the previous section we focused on the paramagnetic phase of the Hubbard model, where no
magnetic (or other) symmetry breaking is allowed. Under this assumption a dynamical transition
has been identified which has a direct connection with the equilibrium Mott transition between a
paramagnetic metal and a paramagnetic insulato616] the melting of the Néel state has been
studied using DMFT with the accurate DMRG solver. In this study the system is prepared in a
classical Néel state and allowed to evolve under the actual Hubbard Hamiltonian for different
values ofU and the results are summarized in Figid& A crossover between two different
relaxation dynamics occurs far >~ 2.4 (following the same notations of this whole section). In
strong coupling the local magnetic moments survive the melting of the ordered AFM state. In
this case the magnetic state is destroyed by the motion of the photoexcited carriers, similarly to
what happens for doped models of the cuprates [387339%61,602. The destruction of the
magnetic ordering in weak coupling is instead controlled by the quasiparticle excitations.
Besides the melting of the full AFM state, it is also possible to influence and control the
strength of the exchange interactidim a Mott antiferromagnet. In particular, it has been shown
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by explicitly simulating the spin precession in an antiferromagnet canted by a perpendicular mag-
netic field [615 that photo-doped excitation can quench the exchange coupling on an ultrafast
timescale almost as effectively as chemical doping. Using a Floquet approach, it has been pro-
posed to exploit the same mechanism to control in an ultrafast and reversible way the exchange
coupling [618. In particulard can be enhanced and reduced by means of periodic modulations
with a frequency smaller and larger than the Mott gap, and strong perturbations can even lead to
a change of sign.

7.6. Non-equilibrium dynamics beyond the single-band Hubbard model

In this section we discuss how the non-equilibrium dynamics can become richer and more appeal-
ing if we relax the single-band approximation and introduce other orbitals in the low-energy
description of the correlated material. This is not merely a theoretical complication, but it reflects
the electronic structure of most correlated materials.

If we assume that the orbitals are completely degenerate and we can neglect the Hund'’s
coupling, we can start from8U(N) symmetric Hubbard model

N
H=)"D tiChGa+ % Z(ni —ny?, (126)

ij,o a=1

wherea=1,...,N labels one of thé\ orbitals, including the spin multiplicity of each atom
(lattice site) andch < N is the average number of electrons per site. Mott—Hubbard transitions
occur in general at every integer valueroét someU.(n,N) such that a Mott insulator is stable
for U > U(n,N), while for any non-integen the paramagnetic solution is always metallic. As
in the case of the single-band Hubbard model, we expect some kind of spatial ordering to take
place at low temperature to quench the orbital degeneracy corresponding to the number of ways
to arrangen fermions intoN orbitals, i.e. to the binomial coefficie@(N, n). However, within
mean-field theories like Gutzwiller and DMFT we can neglect any kind of ordering and study the
fully symmetrical solution, which foBU(2) implies enforcing paramagnetism. In this case it is
well established within DMFTJ49 that two critical values of the interactidi.; andU., exist,
with Ug; < Ugo. Below U only a metallic solution can be found, which means that no insulating
minimum of the energy exists, while abou&, there is no metallic minimum, the model is
insulating. FolU.; < U < U, both metallic and insulating solutions exist as local minima of an
energy functional. In principle a first-order transition is expected at the valUefof which the
energies of the two solutions cross. However, for the fully symmetric model the point at which the
crossing of the energy curves coincides Wikl, the point at which the metal becomes unstable,
so that in the whole coexistence region betwegpandU., the lowest energy state is always
metallic and the zero-temperature Mott transition is continuous (of second-order). At any finite
temperature the delicate balance between the two internal energies is broken by the different
entropy of the two solutions (the metal has a smaller entropy) and the transition becomes of
first-order. As a matter of fact, the fully symmetric case has the same physics as the single-band
Hubbard model.

Turning back to zero temperature we can now add a symmetry-lowering Aieid the
Hamiltonian

N
SH =—A ZM' =—A Z Z CiTaMabCiby (227)
i i ab=1

whereM; can be one of th&U(N) generators, which splits the orbital degeneracy. To visualize
the effect we can consider a two orbital model avf§ = n;; — ni; which manifestly makes one
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Figure 74. Sketch of the total energy as a function of the orbital polarizatien(M;) on the insulating
side of the coexistence regiod¢: < U < Uco. The insulator, characterized by a larglet is the absolute
energy minimum, while the metal has a lower orbital polarization and higher energy.

of the two orbitals energetically more convenient. If we aim at a realistic description of solids, we
should also include interaction terms that lower 81&(N) symmetry, specifically the Coulomb
exchange splitting responsible of the Hund’s rules, whose interplay with the single-particle field
A can lead to a variety of phenomena including both cooperation and competition between the
two symmetry-breaking terms [63829. Whenn=1 orn=N — 1 the role of the Hund'’s inter-
action is indeed much more limited and it can be neglected. For the sake of simplicity, we limit
the present discussion to such simpler situations and we simply consider the fully symmetric form
of the Coulomb interaction.

When A is finite the energetic balance between the two solutions in the coexistence region
is not obvious and we can safely discard the possibility in which the energies of the two solu-
tions coincide exactly dl,, which remains a marginal case, realized only in the fully symmetric
model at zero temperature. We hence expect that for anyXine0, even much smaller than
U and the bandwidtiW, there will be a genuine first-order phase transition at someithin
the coexistence regiod.; < U, < Uqo. Both the strongly correlated metal near the transition
and the Mott insulator are expected to have a very large susceptibility to the symmetry-lowering
field (129), even if the insulator is expected to display a larger response because of the localized
character of the carriers. That implies that the site-independent averagéM;), which we
shall denote as “orbital polarization”, is greater in the insulator than in the metal. Therefore, we
expect that on the insulating side of the coexistence region, i.&lfer U < Uc,, even though
the ground state is a Mott insulator characterized by a larger \aldg = m;, a metastable
metal phase with higher energy afd;) = my < m exists, as schematically shown in
Figure74.

The above physical scenario has been explicitly uncovered in a two-orbital Hubbard model,
which corresponds tbl =4 including spin degeneracy at quarter filling= 1 (one electron per
site), in the presence of a crystal fielilp,623. This simple model has also been proposed to
capture the essential physics of®;. The Hamiltonian reads

2
H= Z Zekczlkacakd + Z Yk(CIkgCZk(r +H.c)

a=1 ko ko

U
+ Z [—A(nli = 2i) + = (Mai + Ny — 1)2} , (128)
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Figure 75. Schematic DOS as the repulsidrincreases. On the left, the isolated site is shown with the
two crystal-field split orbitals, the lower one being occupied by the available electron. In the center, we
sketch the metal DOS whed =0. On the right, the DOS in the Mott insulator is drawn. The occupied
lower Hubbard band (LHB), the unoccupied upper Hubbard band (UHB), both with character “1”, and, in
between, the empty band “2” undressed by correlations are shown.

wherea= 1,2 labels the two orbital§) parametrizes the on-site repulsion and- 0 the crystal
field splitting. We include a small inter-orbital hopping, with a symmetry such that the local
single-particle density matrix remains diagonal in the orbital indices 1 and 2. This choice assures
that the occupation of each orbital is not a conserved quantity and yet that both orbitals are
irreducible representations of the crystal field symmetry.

When A is much smaller than the bandwiditt andU =0, the Hamiltonian (130) describes
a metal with two overlapping partially occupied bands. Even though the two orbitals are
hybridized, the lower energy band has mainly orbital character “1” while the upper energy one
mostly orbital character “2”. Therefore we shall refer to them as band “1” and “2”, respectively.

A finite U brings two main effects. One is the standard reduction of the coherent quasiparticle
bandwidthWW — W* < W that we described in Sectigh In addition,U generates an internal
field Ajn (M) that depends on the orbital polarization and it sums up to externalAigle.

Aeft(M) = A + Ajg(mM) > A, (129)

In contrast with the quasiparticle bandwidth reduction, which requires to use the Gutzwiller
scheme or DMFT, the Stoner-like enhancement of the crystal-field splitting can also be described
within an independent particle picture. Within Hartree—Fock one immediately finds a simple
expression that can guide our interpretation

Aine(m) = %m. (130)

As a result, wherJ increases, the reduction of the effective bandwidth and the enhancement of
the effective splitting cooperate to gradually deplete band “2”. At some valdets upper band
is therefore completely depleted, which implies that the lower band becomes half-filleds If
small enough, the full polarization leading to half-filling of the occupied band takes place for an
interaction value such that the Hubbard bands are already formed and the system becomes a half-
filled Mott insulator. An interesting feature revealed both by DMBZJ and by the GA $12 is
that the correlation effects are gradually washed out as band “2” becomes less and less populated,
so that the Mott—Hubbard sub-bands have mostly orbital character “1”. This evolution from a
two-band metal into a Mott insulator is schematically shown in Figifre

Within the paramagnetic sector, i.e. preventing magnetic ordering, the physics is exactly the
same as we previously described in a gen8tigN) model. Therefore we expect the transition
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Figure 76. Phase diagram of the model equation (128) irJthd plane atA = 0.025W= 0.05Dtaken
from the data of [612] and obtained within the GA.

from the two-band metal into the Mott insulator to be of first order, which is indeed clearly found

in the Gutzwiller approximation [6]2while DMFT [623] does not completely rule out a second-
order transition. When we allow for magnetism, in the present bipartite lattice the Mott insulator
is expected to order in an AFM way, since the Mott localized band “1” is half-filled. This is indeed
what is found [61Pwith a clear evidence, both by DMFT and GA, of a first-order transition from

the two-band metal to the antiferromagnetic Mott insulator. THe phase diagram obtained in

[612] by the GA is shown in Figur@6, and agrees well with DMFT, also worked out in the same
reference. It is remarkable that, in contrast with the single-band Hubbard model, the first-order
line that separates paramagnetic metal from paramagnetic Mott insulator at finite temperature is
not completely covered by the antiferromagnetic dome and a first-order Mott transition is indeed
present in the actual solution of the model. Indeed, such a phase diagram closely resembles the
experimental data on D3 confirming that the present model contains the basic physics of this
prototypical material.

The physical scenario exemplified by Figufé and realized in the model Equation (130),
assumed to mimic vanadium sesquioxide, suggests in fact an appealing non-equilibrium pathway
to drive a metallic Mott insulator. Let us assume that the on-site single-particle excitation from
orbital “1” to “2” is optically allowed. It follows that a short laser pulse might excite a certain
fraction An of electrons from orbital “1” to "2”, thus lowering the orbital polarization layn =
—2An, wherem = n; — n, in this case. WhefAm| is large enough, the system may cross the
potential barrier between the two minima and fall into the attraction range of the relative metallic
minimum, see Figur@4, hence may stay trapped in the metastable metal phase where the gap
AEgap between the valence band “1” and the conduction band “2” has collapsed. This scenario
clearly emerges from the time-dependent Gutzwiller approximatio®24][ In Figure 77 we
show the long-time value of the gaxEgap that is reached as a function of the non-equilibrium
orbital polarizationm that the system acquires after the laser pulse, assumed here to last an
infinitely short time, smaller than the equilibrium valogq >~ 1. If we want to compare these
results with experiments, we have to consider that the data of Figurefer to a simulation
where translational symmetry is enforced. In this case, since the metallic solution is anyway
a minimum of the energy, the system can in principle remain trapped in the metastable phase
for a very long or even infinite time. In a real solid, however, the coexistence of solution will
not lead to a competition between alternative homogenous states, but it will rather give rise to
the nucleation of droplets of the metastable phase which would eventually evaporate restoring
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Figure 77.Long time value of the gayEgap between band “1” and “2” as function of the non-equilibrium
orbital polarizationrm; that the system acquires after an infinitely short laser pulse (from &24]).

the Mott insulator, with a dynamics which is expected to be slower and slower as the system
approaches the Mott transition. Such a non-equilibrium gap collapse driven by an ultrashort laser
pulse has actually been observed inM@82] and in V,03 [625].

7.7. Electron—phonon interaction beyond the two-temperature model

As discussed in Sectidn 2.2, pump—probe techniques have been widely used to investigate the
dynamics of electron—boson coupling in many different materials. The analysis of time-domain
data is usually based on the assumption that the ultrafast relaxation dynamics is regulated by
the same electron—boson matrix elements that determine the electronic self-energy at equilibrium
(see Sectio). Furthermore, the quantitative determination of the interaction strength often relies
on the use of simplified models (see SectdoB) that do not include quantum coherence and cor-
relation effects. The experimental efforts thus naturally triggered the development of microscopic
models of the electron—phonon interaction out of equilibrium aimed at benchmarking the validity
of the assumptions behind the standard analysis of ultrafast experiments.

A rather general result arising from microscopic models is that, when the electron—boson
coupling is relatively small, the relaxation dynamics is largely controlled by the equilibrium
physics, and the relaxation times characterizing the time evolution turn out to be dictated by
the equilibrium scattering rates, computed from the low-frequency limit of the imaginary part
of the self-energy. This observation is crucial to use out-of-equilibrium spectroscopy to extract
intrinsic properties of the materials from the real-time dynamics without assumptions of specific
modeling.

Most microscopic studies are based on the simplest model for electron—phonon interaction,
namely the Holstein model

H=g) n@+a)+wy aa, (131)

wheren; =) cl Ci, is the total fermionic occupation of siie & and a;r are the annihila-

o Tlo
tion and creation operator for a local bosonic mode onisifene phonons are dispersionless
Einstein modes and they are coupled with the total charge. The dimensionless caupding
be defined as. = g?/(2aoto). The ground state of the model generally undergoes a crossover
from a metal weakly coupled to phonons to a polaronic regime, where the electrons are almost
localized by the strong coupling with the lattice. The crossover occurg ferl, essentially

for every electron density, when the phonon frequency is smaller than the hopping (adiabatic

158



regime). A different criterion, i.eg/wo > 1, is required for large phonon frequencies (antiadi-
abatic regime) [626624. In the absence of Hubbard repulsion polarons bind into bipolaronic
pairs which may eventually lead to an bipolaronic insulating s&28,630.

Using exact diagonalization, Golez et al. [3821] have studied the effect of an impulsive
excitation in a one-dimensional Holstein model and obtained the scattering time as a function
of the model parameters finding different regimes. For very weak coupling Qu1t/wo) 1/t
is linear in the coupling in agreement with the Fermi golden rule, while it becomes sublinear
for A > 0.1%/wo. As mentioned above, the actual relaxation time is closely connected with the
imaginary part of the self-energy, i.e. with the equilibrium scattering rate414] [a dissipative
behavior is recovered for a single fermion coupled with phonons in one dimension in the limit of
weak coupling and small phonon frequency.

Using the simple Migdal approximation for which the self-energy can be easily computed
[417,564,637 it has been shown that the relaxation dynamics can largely be understood in
terms of equilibrium physics, confirming that, at least within this approximation, the equilib-
rium scattering rate determines the actual relaxation dynamics when the system is driven out of
equilibrium. The results have been applied to the understanding of different time-resolved spec-
troscopies and led the authors to propose a time-resolved Compton scattering to characterize the
unoccupied states of materials [364

The relaxation of electron—phonon systems has been explored recently by Murakami et al.
[633] using DMFT and describing the excitation process as a simple quantum quench, where the
electron—phonon interaction is suddenly switched on from zero to a finite value. Also this study
has shown that different dynamics take place even within the weak-coupling regime, when the
system is still far from polaronic localization and one might expect that dissipative effects prevail
over intrinsic interactions. For very weak coupling a fast damping of the oscillations associated to
phonon excitation is observed, while the electron dynamics is much slower. In the second regime
of coupling the electron dynamics becomes faster than the phonon damping, leading to a sort of
thermalization. The behavior is explained in terms of a different dependence on the coupling of
the phononic and electronic self-energies.

The strong-coupling limit has instead been explored by Sayyad and Eckste]rbj6B%ans
of the exact solution of the single-polaron problem which generalized the equilibrium result of
[626]. The authors focused on the adiabatic strong coupling regime (small phonon frequency,
large coupling) where they observed a regime of coexistence between excited polarons and more
itinerant states. Interestingly, the phonon cloud seems to be described by a Fermi golden rule
even in this strong coupling regime.

In the presence of strong Hubbard-like repulsion the scenario for electron—phonon assisted
relaxation can change according to the parameters range. Indeed equilibrium studies already sug-
gested that strong correlations can strongly affect the signature of electron—phonon interaction. In
[635] it has been shown that f& larger than the phononic scales and the kinetic energy, phonon
effects are strong only for high-energy processes (i.e. on short timescales), while the electron—
phonon interaction can be described as an effective non-retarded interaction at low-energy (long
timescales). This is particularly strong at half filling, where Mott localization takes place, but it
also affects strongly correlated metallic statg3qg.

In [637] the transfer of energy from electrons to a phononic environment has been discussed
solving the Schrddinger equation for many-electron wavefunctions coupled with different kinds
of vibrations. Werner and Eckstein have shown that electron—phonon coupling can effectively dis-
sipate the excess of doubly excited states following a quench of the Coulomb inter&&#hn [

An electric-field driven effective enhancement of the electron—phonon coupling in Mott insula-
tors subject to a DC field with potential implications for photoemission spectra has also been
observed [63P
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8. Experimental perspectives

Here we have reviewed the most recent experimental results and theoretical models for studying
the non-equilibrium electronic, optical, structural and magnetic properties of correlated materials
in the sub-picosecond time domain. Although the main focus was on the prototypical correlated
oxides exhibiting superconductivity and other exotic phases at low temperature, other topical
materials, such as iron-based and organic superconductors,, Mg ge-transfer insulators and
many others have been mentioned and discussed to some extent. The main conclusion of this
extended review is quite clear for it shows that the gate toward novel experiments, concepts and
theories is unlocked. As a matter of fact the impressive amount of techniques and experimental
data that need to be coherently understood calls for the development of new theoretical concepts
and treatises. This is particularly pressing for a major revolution has started recently when the first
free-electron laser sources have been used for studying the non-equilibrium electronic, magnetic
and structural properties of the matter. Today it is quite clear that the possibility of generat-
ing ultra-bright and ultra-short light pulses, extending from the VUV to the hard X-rays region,
requires an expansion beyond the present paradigm of the numerical and analytic techniques for
microscopically treating the non-equilibrium phenomena. From the present review it is undoubt-
edly emerging that the ultrafast optical spectroscopy of correlated materials and, more in general,
the non-equilibrium physics in condensed matter represents a challenging new frontier allowing a
picture into the transient changes of electronic states and lattice structures, along with the dynam-
ics of single-particle excitations and collective phenomena. However, even more challenging is
the future possibility of extending to the X-ray region the coherent and quantum optics studies,
at the present possible only for the spectral regions available by the conventional laser sources.
This is quite clear now, since externally seeded FEL like FERMI have shown the possibility of
generating fully coherent XUV, soft X-ray pulses with a time structure of few tens of fs.

From the time of the exploratory pump—probe experiments, the time-resolved techniques
have revealed in the past 30 years a great potentiality for probing correlated electron systems,
proving that the ultrafast experiments can provide unique information about the gap(s) dynam-
ics, the associated quasi-particle relaxation and the electron—boson interactions. These findings
are opening the road to new more sophisticated spectral- and momentum-resolved techniques.
Non-equilibrium experiments, as shown here, also led to novel and exotic phenomenological
theoretical descriptions of the elementary phenomena and to analytical expressions for evaluat-
ing the relaxation times, the amplitude of the optical response, and the laser fluence dependences.
These experiments have been particularly critical for studying the non-equilibrium properties
in cuprates and for triggering significant theoretical efforts to determine the electron—boson
coupling from time-resolved experiments without assuming effective temperature models.

Although the main body of this review is focused to study the non-equilibrium properties of
strongly correlated materials in the limit of small perturbations, we also bring to the attention
of the reader the fact that different excitations can explore the limits where light pulses can
perturb the overall physical properties of materials unlocking the gate for the ultra-fast control
of macroscopic properties of the material. The fundamental idea is to induce controlled photo-
excitations within time windows shorter than the characteristic times of the relaxation processes.
This will bring the matter into highly off-equilibrium transient regimes. These regimes are found
to have an anomalous energy distribution between electrons, ions, and spins, possibly resulting
in fast changes of the material properties. In other words the photo-excitation can lead to a highly
non-thermal distribution of energy among the different degrees of freedom, eventually enabling
the ultrafast light-based control of material properties.

Finally, the recent advances in the production of increasingly short pulses in the sub-10
fs/attosecond range [33,B54(0 are expected to open the route to a completely unexplored
physics, in which the temporal resolution is shorter than the dephasing time of the excited
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many-body wavefunctions. In this limit, multi-pulse combinations can be used to implement
multi-dimensional spectroscopic techniquéd1,642 in order to study the fundamental optical
dephasing processes in correlated materials and optically manipulate the macroscopic polar-
ization by creating quantum superposition of many body wavefunctions. At the same time,
the possibility of performing photon-number statistiég4d in pump—probe experiments could
unlock the gate to novel approaches to track the fluctuations of the atomic positions or of other
degrees of freedom that can couple with the electro-magnetic field.

Notes

1. This analysis for the probe process applies for the case where the system does not relax (e.g. by Frank—
Condon relaxation) before emitting the reflected photon, and the perturbation should be weak, which is
easily fulfilled.

2. Here we use the wordinghase transformation® address the field which commonly goes under such
a name. Nevertheless we will argue here that the use of the wondingequilibrium phasés often
misleading and we propose in the following a new classification of the phenomena leading from photo-
excitation to the onset of new material functionalities.
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