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ABSTRACT
SLOW LIGHT IN GERMANIUM NANOCRYSTALS

Umit Keleg
M.S. in Physics
Advisor: Assoc. Prof. Dr. Ceyhun Bulutay
August, 2009

The phenomena of quantum coherence has been applied with great success in
the atomic systems. For optoelectronic applications the interest is inherently di-
rected towards the semiconductor heterostructures. Large number of works have
proposed and analyzed the atomic quantum coherence effects in the semiconduc-
tors. In this respect, nanocrystals (NCs) are very promising structures for seeking
the quantum coherence phenomena due to their atomic-like electronic structure.
Furthermore, their robust structure, integrability and larger excitonic lifetimes
with respect to atomic systems makes them more promising candidates for the
technological applications.

Within an atomistic pseudopotential electronic structure framework, the opti-
cal Bloch equations (OBEs) originating from atomic coherence theory are derived
and solved numerically for Ge NCs. The results are interpreted in the context of
coherent population oscillations (CPO). Narrow dips are observed in the absorp-
tion profiles which corresponds to high dispersions within a transparency window
and produce slow light. A systematic study of the size-scaling of slow-down fac-
tor with respect to NC diameter and controllable slow light by applying external
Stark field are provided. The results indicate that Ge NCs can be used to generate
optically and electrically controllable slow light.

The many-body Coulomb interactions which underlie the quantum coherence
and dephasing are of central importance in semiconductor quantum confined sys-
tems. The effects of many-body interactions on the optical response of Ge NCs
have been analyzed. The semiconductor optical Bloch equations (SBEs) are de-
rived in a semiclassical approach and the Coulomb correlations are included at

the level of Hartree-Fock approximation.
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OZET
GERMANYUM NANOORGULERDE YAVAS ISIK

Umit Keleg
Fizik, Yiiksek Lisans
Tez Yoneticisi: Dog. Dr. Ceyhun Bulutay
Agustos, 2009

Kuantum uyumlulugu temelli olgular atomik sistemlerde basariyla uygu-
lanmigtir. Teknolojik uygulamalar icin ilgi yariiletken malzemelere de
kaydirilmigtir.  Yaniletkenlerde atomik kuantum uyumlulugu benzeri etkileri
aragtiran pek cok caligma yapilmistir. Bu baglamda, nanoorgiiler (NO’ler) atomik
benzeri elektronik yapilar1 ile kuantum uyumlulugu etkilerinin gozlemlenmesi
icin gelecek vadeden malzemelerdir.  Ayrica, atomik sistemlere kiyasla is-
tikrarli yapilari, biitiinlegebilirlik ve daha uzun uyarilmig kalabilme stireleri, bu
malzemeleri teknolojik uygulamalar i¢in daha uygun hale getirmektedir.

Uyguladigimiz atomik goriiniir potansiyel temelli elektronik yapi1 hesabi dahi-
linde, atomik uyumluluk kuramina dayanan optik Bloch denklemleri tiiretilmis
ve germanyum (Ge) NO’leri i¢in sayisal yontemlerle coziilmiistiir. Sonuclar,
uyumlu yogunluk salimimlar1 olgusu kapsaminda degerlendirilmistir. Sogurma
goriingesindeki dar cukurluklar ayni bolgede yiiksek dagilimh — gecirgenlik
olusturarak yavasg 11k gozlemlenmesini saglamigtir. Yavaglama oraninin,
NO capma ve uygulanan dig Stark elektrik alammna baghhg — incelenmistir.
Sonuclarimiz, Ge NO’lerinde optik ve elektriksel olarak kontrol edilebilecek yavas

151k olugturulabilecegini gostermistir.

Kuantum uyumlulugunun ve uyarilmis durum sontimliiliigiiniin alt yapisini
olusturan ¢ok parcacik Coulomb etkilesimleri, kuantum smirlandirilmig sistem-
lerde ana 6neme sahiptir. Cok parcacik etkilesimlerinin Ge NO’lerin optik tep-
kileri iizerindeki etkisi arastirilmigtir. Bu amacla yariiletken Bloch denklem-
leri tiiretilmig ve Coulomb etkileri Hatree-Fock yaklagimi kapsaminda dahil

edilmigtir.

Anahtar sozcikler: Nanoorgiileri, Yogunluk Dizey Coziimlemesi, Optik Bloch
Denklemleri, Yavag Isik, Ikinci Nicemleme, Yariiletken Bloch Denklemleri.
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Chapter 1

Introduction

Nanocrystals (NCs) are nanometer-scale semiconductor crystals where the car-
riers are spatially confined in all three dimensions. The quantum confinement
effects breaks up the continuous density of states within the conduction and va-
lence bands into discrete quantized states and leads to the discrete energy levels
with sharp optical absorption spectra; similar to those of atoms and molecules. By

these similarities, NCs are usually regarded as artificial solid-state atoms [1, 2, 3].

These similarities triggered numerous works to investigate the atomic-like
properties in NCs. As expected atomic-like emission and absorption spectra
of NCs observed in the early 1990s [4, 5, 6]. However, besides the atomic-like
electronic and optical properties, NCs have several application advantages over
the atomic systems. Since NCs are mesoscopic systems consisting of 103 to 10°
individual atoms and molecules, there is a possibility of engineering the compo-
sition, size and shape of NCs. As such, one can control the energy levels and
optical properties of NCs. The robust structure of NCs at room temperature
is also a significant advantage over the atomic systems which can be captured
only for the short durations via complicated cooling and trapping techniques [1].
Moreover, crystalline effects such as carrier-carrier and carrier-phonon interac-
tions bring new properties to NCs which are not available in atomic systems.
These advantages can be employed for technological applications, provided that

we understand the fundamental physics of the electronic and optical properties

1



CHAPTER 1. INTRODUCTION 2

associated with NCs.

In this thesis, we follow the trail of some fundamental atomic quantum co-
herence effects on germanium (Ge) NCs. Besides their fundamental interest the
quantum coherence phenomena are important for the applications such as the
quantum computation [1] and slow light [7]. Our emphasis here is on the gener-
ation of slow light in Ge NCs.

Ge NCs embedded in silica exhibit atomic-like states which are very conve-
nient for the coherent control schemes. However, a more fundamental reason
for our consideration of Ge NCs is due to their lowest unoccupied molecular or-
bital (LUMO) level widely separated from the higher-lying states by more than
250 meV for NCs smaller than 2 nm; this property is unique and it is not the case
for instance for silicon NCs [8]. Hence, this advantageous electronic structure of

Ge NCs offers an ideal setting for exploring the quantum optical effects.

D=147rm|  [1.71nm|

=y
=y

Energy (eV)
. o)
o

Figure 1.1: Energy spectra of germanium NCs of four different diameters em-
bedded in a wide bandgap matrix computed with our atomistic pseudopotential
approach; band edges of the bulk Ge is also marked as a reference [8].

In this computational expedition, aiming for a realistic account, the electronic
structure and optical dipole matrix elements are computed using an atomistic

pseudopotential approach; this is particularly challenging for a system containing
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about several thousand atoms [9]. Figure 1.1 shows the evolution of the electronic
states as the size of the Ge NCs varies; the widely-separated LUMO level for small

diameters can be observed [§].

The velocity at which an optical pulse propagates through a material is given
by the group velocity and expressed as,

v, = n;wgz (1.1)
where ¢ is the group velocity of the light in vacuum, w is the angular velocity of
the pulse and n is the refractive index of the material [7]. As Eq. (1.1) indicates
the group velocity depends not only on the refractive index, but also on the
refractive index dispersion (i.e. 3—2). Usually the dispersion is so small then the
group velocity is equal to . Nevertheless, the group velocity can be reduced to

very small limits by exploiting the refractive index dispersion value.

Slow light is important both for fundamental understanding of quantum coher-
ence effects and promising for new applications in quantum information and infor-
mation processing such as all-optical networks, controllable optical data buffers,
and optical data storage and memories. However, for such applications main aim
is not just slowing the light but more essentially generating a tunable time delay
by controlling the group velocity. The capacity of an optical buffer in an opto-
electronic devise is directly proportional to the variability of the group velocity

[10].

When an electromagnetic field is slowed down in a medium, its energy density
increases. Since the nonlinear effects depend on the local energy density, the
spatial compression of optical energy can be used to enhance the nonlinear optical
effects. By this way, the nonlinear effects can be observed at much more lower

applied powers than usually required [11].

The key to produce slow light is to give a mechanism which can lead to a
transparency window in the absorption spectra. However, although, the medium
is highly transparent, there is still a strong dispersion to produce slow light. Any
mechanism that burns a hole in the absorption and gives rapid spectral variation

of refractive index can produce slow light [12].
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In 1992, Harris et al. [13] estimated that the electromagnetically induced
transparency (EIT) can be used to generate slow light. EIT is a quantum in-
terference effect fundamentally based on the coherent population trapping in a
three level system. Experimental observation of this mechanism to slow the light
was reported by Hau et al. [14]. They reported a group velocity of about 17 m/s
in a Bose-Einstein condensate. Using EIT many groups observed slow light in

different material systems [15, 16, 17].

For possible applications interest is eventually directed towards the room tem-
perature solid materials. The problem with EIT in those systems is large dephas-
ing rates compared with gases that broaden spectral features and preclude strong

dispersion required for the production of slow light.

Bigelow et al. [18] suggested a new mechanism, the coherent population oscil-
lation (CPO) to produce slow light in a solid state material at room temperature.
Unlike EIT, this new mechanism relies on a two-level system for the propaga-
tion material. They observed a group velocity of about 57 m/s in a ruby crystal
at room temperature. Following their work, several other groups applied CPO

mechanism to produce tunable slow light in semiconductor quantum wells and
dots [19, 20, 32, 22].

CPO can be observed when a strong pump field and weak probe field with
slightly different frequencies interact within a saturable absorber material. In this
process the ground state population is induced to oscillate at the beat frequency
between the pump and probe fields. When the beat frequency is smaller than or
approximately equal to the inverse population relaxation time 77!, the oscillation
can lead to a sharp decrease of the absorption of the probe field and so a rapid
frequency variation of the refractive index experienced by the probe field. Since
such a rapid variation means Z—Z > 0, by Eq. (1.1), gives rise to small group

velocities for the probe field.

The advantage of CPO over EIT is the former required long population relax-
ation times whereas the latter requires long dephasing times. In solid materials
carrier-carrier and carrier-phonon scatterings give rise to very small dephasing

times. Hence CPO is more adequate to implement slow light in the solid state
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mediums. Actually we are going to see that short dephasing times are very crucial

to generate the population oscillations.

In this Thesis, we use CPO to generate a transparency window within the

absorption profile.

An analysis based on the atomic quantum theories does not give a complete
description of semiconductor behavior, since the many-body interactions between
the carriers are neglected. For a more realistic calculation the semiconductor
effects should be included in a consistent manner. The inclusion of the many body
effects into the atomic quantum coherence theory can be accomplished using the
semiconductor Bloch equations [23]. The choice of nanocrystals becomes more
meaningful in this sense since with their atomic-like properties NCs are best

structures for the transition from atomic systems to semiconductors.

Due to the carrier-carrier scatterings, the redistribution of populations and
the renormalization of energy levels are expected. Such contributions will modify
the spectral shape and magnitude of quantum coherence effects [24]. When the
many-body interactions are included to the calculations, the dephasing processes
become significantly faster due to carrier-carrier and carrier-phonon collisions.
Hence in order to maintain the coherence effects, higher coupling fields are re-

quired.

The main result of Coulomb interaction is the carrier-carrier scattering. If the
external driving fields do not vary much in the typical carrier-carrier scattering
time of less then picoseconds, the scatterings just drives the electron and hole dis-
tributions within each band to Fermi-Dirac distributions. Hence, carrier-carrier
interactions can be included to the calculations by the effective rate approxima-
tions which describe in which rate the population distributions converge to the

quasi-Fermi-Dirac distributions [25].
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1.1 This Work

The organization of this Thesis is as follows:

In the following chapter we introduce the density matrix formalism of light-
matter interaction and derive the optical Bloch equations for a multi-level system.
The dephasing processes are included phenomenologically in terms of the relax-
ation and dephasing times. Next, we discuss the two-level approximation and

present the analytical and numerical solution methods for the two-level OBEs.

In Chapter 3, we briefly describe our electronic structure calculations called
linear combination of bulk bands (LCBB). Next, we illustrate that dephasing and
relaxation times are very crucial inputs for the solutions of OBEs and thus we
discuss the range of these values for Ge NCs. While solving OBEs for Ge NCs,
we explain the hole burning phenomena and represent our results for slow light
production in Ge NCs. We give the size-scaling of slow-down factor with respect
to NC diameter and Stark effect.

In Chapter 4, we develop an analysis which explains the semiconductor quan-
tum coherence phenomena in Ge nanocrystals. Due to the strong many-body ef-
fects, some deviations from the results of atomic coherence theory are inevitable.
In that part, we treat the light-matter interaction in terms of second quantized
electron-hole formulation. The semiconductor Bloch equations are introduced to
investigate quantum coherence phenomena in semiconductors. The carrier-carrier
and carrier-phonon interactions are included in the context of Hartree-Fock ap-
proximation. The collision effects beyond that approximation are added in terms

of effective relaxation rates.

Chapter 5 contains the conclusion which gives aa brief discussion of all the

preceding chapters and results of SBEs are expected as a future work.



Chapter 2

Optical Bloch Equations

In the present chapter we derive the density matrix formulation of the light-
matter interaction. We consider the interaction for a multi-level system. After
deriving the general formalism, we are going to concentrate on the physics of
two-level scheme. A two-level approximation is useful when the two-levels of the
interest to the medium are in resonance nearly with the applied fields whereas all

the other levels are significantly detuned.

2.1 General Formalism

Quantum mechanically, one can specify the dynamic state of a single particle
in terms of its state function. Similarly the dynamics of a quantum mechanical
system can be specified in terms of a pure state function. On the other hand, in
order to describe the state of a macroscopic medium containing many particles we
need the complete knowledge of states of all the particles in the medium. In such
a case we can apply the statistical mechanics in order to calculate the averaged
expectation values of observable medium quantities. That is, we consider the
probability distribution function P; over all the possible states |1);) of the system.

Then the expectation value of some physical quantity represented by the operator
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O is averaged over the all possible states and given by
(0) = ZP’L<77Z)’L|(/A)|¢Z> ; (2.1)

where [1);) is a state of the complete set of orthonormal quantum states of many-
particle system. The right hand side of Eq. (2.1) can be written in the matrix

representation using an arbitrary complete basis set |n),

(0) = %;nwm (n|Olm) (m|). (2:2)
Rearranging terms |
(0) = ni;n Z;PMmI%)(%Im (n|Om) , (2.3)
which can be written as |
(0) = %(mlﬁlnm!@!m : (24)

where we defined the element of a matrix, called the density matrix

pmn = (m|pln) = ;Pi<m|wi><¢i|n> : (2.5)
and the corresponding density operator is
p= ;PiWﬁWi’ : (2.6)
Then Eq.(2.4) will be
(0) = ;<m|f3@|m> = tr(pO), (2.7)

where we used tr, trace that is the sum of the diagonal elements and invariant to
any unitary transformation of the representation. Hence the expectation value
is independent of any specific representation. Let us here make a remark that
as long as our equations are linear, we can effectively replace the operators in
equations by their expectation values, i.e., ppm — (Pnum) = Pam. This can be
performed by taking the expectation values of both sides of equations. Hence
we drop the hats of operators, since their meanings can be understood from the

content.
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The elements of density matrix have significant physical interpretations. Con-
sider for example, our multi-level system of light-matter interaction. The diagonal

matrix elements are real by Eq. (2.5),
pun = S Pl (28)

where the probability, that a particle in the state |¢;) will be found in the level
|n) is averaged over all the states occupied by the particles of the medium. Hence

this value corresponds to the population distribution on the level |n).

On the other hand, the off-diagonal elements p,,, are the averages of the
product of the expansion coefficients (n|y;) and (m|y;), and they have a complex

conjugate property
pam = 3 Pilnlwa) (alm) = 3P (mli) (iln)* = pl (2.9)

Since the expansion coefficients are complex in general, we can write them as

amplitudes and phases
prm = 3 Pi [[ ()| (@l m) [ —om)] (2.10)

If neither of the expansion coefficients is equal to zero, then whether the off-
diagonal elements vanish or not will depend on whether the relative phase factor
(¢, — ¢m) averages to zero or not. If the wave functions are incoherent with
randomly distributed relative phases, then the off-diagonal elements average to
zero. So the off-diagonal element p,,, is a measure of the coherence between the
levels n and m, in the sense that it will be nonzero if the system is in a coherent

superposition of energy eigenstates |n) and |m).

We can understand the significance of coherence considering the macroscopic
electric polarization of a medium via induced dipole moment. The macroscopic
polarization is given as

P=N(), (2.11)

in terms of the expectation value of dipole moment p where N is the dipole

number density of the medium. The dipole matrix elements are

fnm = ﬁ;{nn = —e(n\f|m> ) (2'12)
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where —e is the electron charge and 7 is the position operator for the electron.
By the assumption that the wave functions corresponding to states |n) and |m)
have definite parity, the diagonal elements (n|r|n) vanish as a consequence of
symmetry considerations. It also means that the medium has no permanent
dipole. Consider for the sake of clarity the expectation value of dipole moment

for a two-level system, (ji) = tr(pji) where pji is represented as

O P — —
(i) = tr(pji) = tr P11 P12 3 H12 - p12,liz1 p11,li12 ’
P21 P22 fizr O p22fi21  P21fi12
(2.13)

thus the expectation value of dipole moment is

(i) = tr(pfi) = przfia1 + p21flrz - (2.14)

Hence, we observe that the expectation value of the dipole moment depends on
the off-diagonal elements of the density matrix. That is, the off-diagonal elements
are a measure of the macroscopic polarization of the medium. This illustrates the
importance of off-diagonal elements since from the polarization we can switch to

other macroscopic properties of the medium [24].

For future reference, combining Eqs. (2.11) and (2.14), we obtain the macro-

scopic polarization in terms of dipole moments and density matrices,

P(t) = N [pra(t)jior + par (D)fina) (2.15)

where N is again the density of dipole moments. On the other hand, the linear
polarization in the frequency domain is related to the complex susceptibility of
the medium by

P(w) = exi ()& (W) (2.16)

where the subscripts ¢ and j indicate the Cartesian components and ¢, is the
host material dielectric constant [39]. In an anisotropic medium, y is a tensor.

However, in the homogeneously spherical NCs it turns out just a scalar quantity.

After a Fourier transformation, the macroscopic polarization given in Eq.
(2.15) can also be written in the frequency domain. This gives rise to the relation
[39],

P(w) = esX(W)E(w) = N [pra(w)fizr + i (W)ihia] , (2.17)
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from which we can extract the susceptibility,

w) = N [Plz(w)/jﬂ;" pa1(w)firz] . (2.18)

&€ (w)

The propagation of an electromagnetic field in a dispersive medium can be
characterized by the frequency dependent complex susceptibility, x = x'+ix”. We
assume small field amplitudes so that the medium displays only linear response.
The imaginary part of the susceptibility, x” gives the absorption of the medium
whereas the real part, x’ corresponds to the dispersion of the medium [27]. We
will return to these discussions when we are ready to solve density matrices in

the frequency domain.

Hence in summary, the diagonal elements of density matrix give the relative
populations of energy levels and the off-diagonal elements, in our case, takes part
in the calculation of polarization. The dynamics of the multi-level system, thus
the evolution of populations and polarization over time can be described by the

time dependence of the density matrix.

From the definition of p, we can observe that it can evolve in time by two
reasons. One is the time dependence of the probability function P;(t) of the state
|¢;). Other is the time-dependence of the state function |¢;), itself. Thus we can
write the time evolution of p by using its definition given by Eq. (2.6),

0= |(GHo) Pt + 100 (570)) tal + i (o)
(2.19)
Assume that our system has no relaxation process or no random forces, i.e., all
the particles experience the the same forces. So all the particles in the medium
can be described by the same Hamiltonian. That is in the absence of relaxation
processes, the probability of each state conserved and the probability distribution

function P; does not change explicitly with time,
0
ot

Since we stated that all the particles have the same Hamiltonian, then by the

Pi=0. (2.20)

Schrodinger Equation

0 ) 0 )
awz‘(t» = —ﬁHWz‘(t» and a(l/%(t” = ﬁ@i(t)m- (2.21)
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Inserting Eqs. (2.20) and (2.21) into (2.19) we obtain the equation of motion for
p in the absence of relaxation processes,
) ?
p=—1 M0l (2.22)
This equation is known as the Liouville equation which describes the time evolu-

tion of density operator.

So far we excluded the relaxation processes which are always present in real
media. The randomizing forces corresponding to the relaxation processes (such
as collisions between particles) act differently on each particle. Since there is
no way of calculating exactly these random forces, they may be approximated

phenomenologically. We expect a general form of

L o
p= A [H7p] + <at>rel ’ (22?))

where the term (0p/0t),« reflects the relaxation effects since our condition of Eq.
(2.20) is not valid any more. The relaxation can be included to the formalism in
several ways. Rigorously one can introduce the master equation which contains
system-reservoir interactions, then solve the corresponding equations of motions
[37, 38]. Nevertheless, the reasoning of that method indicates that the relaxation
processes can be described quite well by adding phenomenological damping terms

to the density matrix equation,

7
Sy = —— _ _ (eq)
Prm = 7 (H, p]nm Yrnm (,Onm an> ) (2.24)

which means if the medium is not too far from thermal equilibrium, p,, relaxes to
its equilibrium value p,,,,, at rate v,,,. When the system is in thermal equilibrium
the excited states may contain population, i.e., p{°d can be nonzero. However,
the thermal excitation is expected to be an incoherent process so that cannot
produce any coherent superposition of states. Thus the off-diagonal elements

average to zero, p{°? = 0 for n # m. Since 7, is a decay rate, we can also write

Tnm = Vmn-

Alternatively, in a different approach, for the diagonal elements we may allow

population decays from higher levels to lower levels. Assuming above discussion
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still describes the off-diagonal elements, we write the density matrix equations,

Iénm - _% [H7 p]nm + Z anpmm - Z Fm”p"”’ (225)

Em>En En>Em

where I, is the rate of population decay from level |m) to level |n), and T, is
the damping rate of ,,, coherence. The diagonal and off-diagonal damping rates
are related in a way

1
Bom = 5 (T Do) 4905 (2.26)

where I';, and T',, are the total decay rates of population out of levels |n) and
|m), respectively, i.e.,

L= > T, (2.27)
En>E;
and v is the proper dephasing rate which collects the dephasing processes

nm

that are not related with the population transfer such as collisions.

We can relate above relaxation rates with relaxation times which are more
explicit for us. Following the first approach to the relaxation processes, in the
language of quantum optics, the diagonal relaxation rates corresponds to popu-
lation relaxation time of level |n), v,! = T,,. The off-diagonal relaxation rates
correspond to polarization dephasing time, 7, } = T,,,. Its name originates from
Eqgs. (2.11-2.14) since dipole moment dephases in this characteristic time. In a
two-level system T,,,, and T}, are usually denoted as T} and T; or for a multi-level
system (71)n, and (T%)nm, respectively. Ty and T, terminology originates from
the magnetic resonance phenomena in which literature 7Ti-time is referred to as
longitudinal relaxation time and T,-time is referred to as transverse relaxation
time [40].

Due to energetic considerations, it is always easier to change the phase rather
than altering the populations in a relaxation process so that T; is always shorter
than corresponding 7. The difference in relaxation times, their values and their
comparison with other system parameters give rise to important physical conse-

quences as we are going to see in the following sections.
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2.2 Multi-Level System

So far we introduced the general idea of density matrix equation. Now we can
specify this equation for the light-matter interaction problems. Let us rewrite the
density matrix equation of motion that we are supposed to solve,

. i Prm — Pl

Prm = 3 (M, Pl — T (2.28)
First, consider the absence of external perturbation and relaxation processes. In

such a case the density matrix equation gets the form
) 1
Since there is no perturbation, we can assume that the time-independent

Schrodinger equation
Holn) = E,|n) , (2.30)
can be solved. For our multi-level system this will give the interaction-free ener-
gies of levels, i.e., F,, = hw,. Thus we can write
prm = = [Hos Plum = =3 (Hop = pHo) = =3 2 (Honipim = PniHom)
J

- _ﬁ Z (En(snjpjm - pnjéijm) = _ﬁ (Enpnm - Emﬂnm) = —tWnmPnm
J
where we defined the transition frequency wy, = (E, — Ep,)/h.

Next, if we subject the medium to a time-dependent external perturbation,

the total Hamiltonian will be
H="H,+V(t), (2.31)

where the operator V() represents the perturbation and H, is the unperturbed

Hamiltonian. Then the density matrix equation is

?

. )
Prnm A [Ha p]nm -

?

Mo Pl = 7 V2l (232)

St

where we can write

V., Plam = Vo= pV)m = D VaiPim — PriVim) - (2.33)

J
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For the interaction of electromagnetic radiation with an optical medium, we

can specify the perturbation using the electric dipole approximation,
Vit) = i (1), (2.34)

where i is the electric dipole moment. In this approximation it is assumed that
the wavelength of the electromagnetic field is much larger than the size of medium.
So the amplitude of the field does not vary across the medium. This allows us to
write £(z,t) — £(t). We also ignore the effects of magnetic field [41]. Following

Eq. (2.12), the matrix representation of interaction potential is given as

Vam = Vi = —fium - E(1) . (2.35)

For the electromagnetic field, we are going to use a pump-probe scheme. In
pump-probe experiments, a strong pump field and a weak probe field excites the
medium simultaneously [42]. The frequency of the probe field is going to be
scanned around the frequency of the pump field. Working within the framework
of semiclassical laser theory, we treat the applied fields classically and the medium

quantum mechanically. So we write the total bichromatic field as
5@) _ g';e—iwst + g';)e—iwpt _|_ g’j;keint + g;)keiwpt’ (236)

where &; are complex amplitudes, w; is the frequency and the subscripts s and p

identify the strong pump and weak probe fields.

Finally including the relaxation times we can write the general form of density

matrix equation of motion for the optical medium coupling to electromagnetic
fields,

Drm — p(eq)

. . Ny
Prm = —WnmPrm — +
Tnm

> (ns - E@)pim — pagiiym - E(1)) - (2.37)

SRS

We can further specify n and m values, and solve the resulting density matrix

equations. Let us consider the two-level model.
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| 2>

pump
probe

|1>

Figure 2.1: Two-level model

2.3 Two-Level System

We consider a two-level system. The lower level is denoted |1) and the upper
level |2) as illustrated in Fig. 2.1. In Eq. (2.37) we run n and m values over 1

and 2 to obtain the density matrix equations of the system,

P21 = —iWo1Pa1 — (7'?22)121 + % (ﬁm : 5(t)/)11 — pazflal 5(75)) ) (2.38)
. P11 — Pﬁq) Lo o - o
== +s (,um - E(t)par — prafiar - 5(15)) ; (2.39)
: P22 — Pgezq) e F T E
P22 = _W + 5 (M21 - E(t)pr2 — pafirz - S(t)) ) (2.40)
where we used the results of previous part such that p{°? = 0 for n # m and

tnn = 0 by the parity of wave functions. Due to the relation p;2 = p3, that we

showed in Eq. (2.9), no separate equation is required for pis.

In a closed two-level system, the total population pss 4 p11 is conserved. This
means that a decrease in one population should cause an increase in the other
population, or vice versa. This gives rise to pss + p11 = 0 and since T, = T We
can write (17)22 = (77)11 = T1. By the same reason, for the coherence dephasing

times we have (T2)91 = (T2)12 = To.

Since Eq. (2.38) depends on the populations pys and pi; by their difference

P22 — P11, it may be useful to write the equations of motions in terms of population
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difference pys — p11. Subtracting Eq. (2.39) from Eq. (2.40) we obtain

_ _ _ (eq) 94 - o
(P22 — p11) — (p22 — p11) + = (ﬁm - E(t)pra — pafiaz - S(t)) :

T n
(2.41)

,022 _pll = -

For the electric field we use Eq. (2.36), thus we obtain the optical Bloch
equations (OBEs) for a two-level system,

—

. . 1 1 —iw 5w % _iw Sk iw
p2a1 = — <1w21 + TQ) p21_ﬁﬁ21'[5s6 T e Ele T + Ee pt} (P22 = pu1)

(2.42)
(P22 — p11) = — (P22 — p11) —T(pQQ — p11)(©®
1
+ i Epemiwst 1 £ et 4 Lrgiwst | £ piwnt
ﬁ'um' [ s€ +&pe +cge p€ }012
2

. ﬁ,um . [g;e—wst + gpe—iwpt + g?eiwst + g;keiwpt} o1 - (2'43)

Now we are supposed to solve these coupled equation in order to understand
the response of the two-level system to the pump-probe fields. The usual way
of solution is applying an analytic method which was extensively discussed in
the classical paper [27] and also can be found in [26],[11] and [7]. We solved
the density matrix equations numerically without their approximations. Their
solutions are valid for the steady state with the approximation of treating the
strong field &, correctly to all orders while treating the weak field &, to only first
order. Under this assumption they observe by inspection that the solution of Eqs.
(2.42-2.43) for paa(t) — p11(t) will have the form,

paa(t) — pri(t) = (p22 — p11) @ + (P22 — p11) Ve + (pog — p11) Ve, (2.44)

where § = w; —w,, is the beat frequency. This equation illustrates that the popu-
lation difference of two levels has components oscillating with the beat frequency.
This oscillatory behavior of populations is called the coherent population oscilla-
tions (CPO). To observe the oscillations the population relaxation rate v, = 1/T}
should be larger compared with the beat frequency, 0.

In steady state solution [7, 11, 27] the transition element of density matrix po;

exhibits harmonic oscillations with frequency components at nws 4 mw,, where n
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and m are integers. With the above approximation that the probe field &, is weak
and treated only to first order whereas the pump field &; is strong and treated to
all orders, it is also observed by inspection of Eqs. (2.42-2.43) that the solution
for po; () oscillates dominantly at three frequencies: w;, wy, and 2ws; — w,. Thus

the steady state solution for pe;(t) can be expressed as following Ref. [27],
po1(t) = par(ws)e ™" + poi(wp)e ™™ 7" + por (2w, — wy)eBeemen), (2.45)

where po;(w;) are called Fourier amplitudes and defined as

C

QS(P22 - Pn)d
2(ws — Wo1 + Z/TQ) ’

pa1(ws) = (2.46)

Bl i [( : ) ( : )
= - Ws = - 2 s T
pa1(wp) 2D () wp — Ws + T Wy ws + way + n

. Q2 (wp — ws) }
2(w5 — Wo1 — Z/Tg) ’
020 — (y, — ws + 2i/T.
pa1 (2ws — wy) = == p(p22 — p11)“(wp w. + 2i/T3) 7
4D (wp)(ws — way — 1/T3)
where €; = 2|&||po1]/h is the on-resonance Rabi frequency for the electric field

(2.47)

of amplitude 2&; and (pag — pn)dC the steady-state saturated population inversion

induced by the pump field & is defined as

e — [+ (ws — w21)*T5] (p22 — p11)° (2.48)
1 —I— ((US — WQ1)2T22 —f- QleTQ ’ '

(P22 — p11
and the so called cubic function, D(w,) is

D(w,) = (wp—ws+i /T (wp—war +i/Tp) (wy—2ws+way +i/Tp) — Q2 (wp —ws+i/T) .

(2.49)
The physical meanings of Fourier amplitudes are important. The final one
p21(2ws — w,) gives rise to generation of a field with frequency w = 2w; — w,.
If a wave with this frequency already exist in the medium than it may be ampli-
fied. Similarly po;(ws) and pe;(w,) give rise to absorption or amplification of the
pump and probe fields, respectively. For our purposes the amplitude pa;(w,) is

the crucial term.

In the mathematical language, the density matrix Eqgs. (2.42-2.43) are coupled

first-order differential equations which can be solved numerically with several
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different methods to obtain po1(t) and peo(t) — p11(t) [28]. We preferred the
fourth order Runge-Kutta method [28]. The relaxation times are on the orders
of nanoseconds for Ge NCs. For such relaxation times, time steps on the order
of 10 ps produce proper results. In order to obtain smooth absorption curves, we

observe the system up to 50 ps time range.

Since we are mainly interested with po;(w,), we should switch from po;(t) to
p21(w). This can be done by Fourier transformation of pg; from time space to

frequency space. We get the Fourier transform as

1 foo .
pgl(w) = 27/ P21 (t)GMtdt . (250)
T J—0

Nonetheless, for our purposes we do not need the whole spectrum of w for ps;
since we are interested just in pg;(w,). Thus we can set w = w, in Eq. (2.50) to
get

pa1(wp) = 2171 /_O:O par1(t)e™?'dt . (2.51)
This was the theoretical discussion of Fourier transformation, but computation-
ally of course we can not run (—oo, +00) interval. Since the response starts at
t = 0, we have py;(t < 0) = 0. That brings the lower limit of integration from
—oo to zero. For the upper limit, we should cut the integration at a sufficiently
long time t = T'. This is physically meaningful because our system of light-matter
interaction converges to a steady state rapidly. Following the theory of Fourier
transformation since our limits of integration changed from (—oo, +00) to (0,7),
we should also change the 1/27 coefficient of integration by 1/7"; thus finally we
get L |

par(wy) = /0 por (t)ertdt (2.52)

Although, the OBEs given in Eqs. (2.42) and (2.43) can be solved while
in those forms, the rapid oscillatory behavior of exponential parts increases the
calculation time. In order to simplify the calculations, we see from Eq. (2.42)
that the nondriven (i.e., £(t)) behavior of pa; is poi(t) = poi(0)e~ w2 tl/T2)t oo
that, for w, ~ woy, it is useful to introduce some slowly varying variables o9; and

012 as

pa1(t) = o9 (t)e ™"
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pra(t) = ph(t) = ouaft)e™”, (2.53)

inserting these new variables into OBEs, we get:

. . 1 Z — 5 —i(ws—w ol
Oo1 = — |1(wa1 — wp) + ] 091 — 7 H21 - {556 (o)t 4 gp] (p22 — p11) , (2.54)
i h

_ ' — — — (ed) 9 S R
(po2 — p11) = — (p22 — p11) T(1/?22 p11) + %le' [556 i(ws—wp)t +5p} o1
21 — S _i(ws—w S
_ %Ml? . [gse( s—wp)t + gp} o921, (255)

where we eliminated terms with time dependence e™(“st«r)t and e*2rt since
they oscillate rapidly and their contribution averages to zero in a short time
compared to that of observation. This approximation is called the rotating wave
approximation (RWA). Although, such an implementation lengthen the analytical

derivations, it reduces the computation times on the order of more than 10°.

Notice that by the definition of new operator o, the transform given in Eq.

(2.52) gets a simpler form,

por(w,) = ; /0 ()it (2.56)

Above Egs. (2.54) and (2.55) explicitly manifest that the dynamics of a opti-
cally excited system is determined by population relaxation time 77 and dephasing
time T5. Since the population relaxation also implies the phase relaxation of the
optically excited dipoles, T} should be related to Ts, the decay of interband po-
larization. In the absence of collisional decays, the population lifetime of excited

state, 17 is twice the coherence dephasing time, 75, i.e.,

11
— = 2.57
7= o7 (2.57)

for a two-level system [2, 3]. So this relation holds in the case of pure dephasing
due to the finite lifetime of excited state. In general, different phase destroying

processes are involved in dephasing dynamics giving a sum over different times

T;
1 1 1
— = —. 2.58
T, 2T1+ZTZ- ( )

%
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These phase destroying processes are the coupling to different types of phonons,
phase destroying scattering between carriers in a interacting many-body system
and scattering at defects or interfaces [2]. It is difficult to determine different

process times but in any case Eq. (2.58) comprises the relation
—= <2, (2.59)

which actually sets an upper limit for 75 since population relaxation always leads

to dephasing of coherence.

So far we obtained the optical Bloch equations for a two-level system. In the

next chapter we implement our derivations to the Ge NCs.



Chapter 3

Slow Light in the Optical Bloch

Equations Level

When we consider the OBEs, Eqgs. (2.54) and (2.55) derived in the preceding
chapter, we notice that the medium material is described in the equations via the
energy levels, electric dipole moments, and relaxation and dephasing times. In
this chapter, first of all we briefly introduce our electronic structure calculations.
Then we discuss the relaxation and dephasing times for Ge NCs. Finally, we solve

the OBEs for Ge NCs and interpret the results within the context of slow light.

3.1 Electronic Structure Calculations

For the electronic structure calculations of large-scale nanostructure systems
Wang and Zunger developed the linear combinations of bulk bands (LCBB)
method [44]. The method introduces an effective calculation for the single-particle
electronic states of million-atom nanostructure systems. The approach is funda-
mentally based on an empirical pseudopotential Hamiltonian. After calculating
the electronic structure for bulk constituent materials, the wave functions of the
nanostructure is expanded in terms of bulk Bloch states of the constituent mate-

rials. The expansion is performed over the bulk band indices, n and wave vectors,

22
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k defined within the first Brilloin zone of a computational supercell which is pe-
riodic in all three dimensions. This choise economizes the basis size compared to

plane wave type of approaches.

The main advantage of LCBB is very small calculation time of electronic
structure even for million-atom nanostructures. Note that ab initio calculations

are still science fiction for atomic systems containing more than 1000 atoms.

The main ingredients of LCBB are the atomic positions and the atomic pseu-
dopotentials. The method gives the atomistic level wave functions which let us
calculate the Coulomb interaction explicitly. Our bulk electronic structure cal-
culations are based on the empirical pseudopotential method (EPM) which is
also very fast, accurate and easy to implement [45, 46]. Moreover, particularly
unlike ab initio calculations, EPM agrees with the experimental bandgap very

accurately by its construction.

While implementing the LCBB method, we expand the j* state NC wave
function in terms of the linear combinations of bulk Bloch bands of the constituent
core and embedding medium materials,

(1) = \/—Z nk:j e ruf E(_) (3-1)

n,k,o

where N is the number of primitive cells in the supercell and the superscript o

indicates the core or embedding medium materials. u” E(F) is the cell-periodic
part of the Bloch states and can be expanded by the plane wave functions of

reciprocal-lattice vectors {G} as
W (7)) = — 5" B (G) 97, (3.2)
n,k \/VOZ nk( )
where Vj is the volume of the primitive cell.

Our demand is to determine the expansion coefficients CU deﬁned in Eq.
3.1). For that we start by writing the single-particle atomlstlc pseudopotentlal
y g g

Hamiltonian of the system,

h2v2 .
+ Z WZ(R;) (T

o,R &

H=—

~Rj—d7), (3.3)
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where m is the free electron mass, ﬁj is the position of the primitive cell and
Jg gives the relative coordinate of atom of type (¢, «) within the primitive cell.
The weight function W7 (é]) takes values 0 or 1 depending on whether an atom
of type « is located at the position ﬁj + d?; The screened spherical atomic
pseudopotential v? is determined by reproducing a large variety of empirical

results such as bulk band structures, effective masses, and deformation potentials.

Then the coefficients C¥ . - can be obtained by solving the following eigenvalue

equation [44, 47]:

Z Hn’E’O”,nEo' C’SL—,E = E Z Sn/];’,o_/’n’;,’o_ CZ}E, (34)

n,k,o n,k,o

where
_ PNl > 7
n’k’a nko — < Ko |T + ‘/Xtal|nk0-> )

<n’l§'a'lf|nlga> =0y EZ ’G + k‘ B (é>* B (é) ;
@

(W Vilniia) = 3 BT, (G) B (G)

Skt e = <n Ko '|nka> :

while implementing this eigenvalue equation we assumed both the constituent core
and embedding medium to have the same lattice constant. They are placed within
a computational supercell which satisfies the periodicity condition I/V(ﬁnhnw3 +
Nz‘@’) = W(én1,n2,n3)'

In this work, the constituent core material is Ge whereas for the embedding
medium instead of a free-standing NC, we used an artificial wide band-gap mate-
rial which satisfies the Ge/SiO4 band alignment. We set the lattice constant and
crystal structure of the embedding material equal to the diamond Ge to overcome

the actual strain effects.



CHAPTER 3. SLOW LIGHT IN OBES LEVEL 25

Within this method, we obtained the electronic structure and wave functions
for different size Ge NCs (recall Fig. 1.1). Using the wave functions and Eq.
(2.12), we calculated the electric dipole matrix elements. These quantities are
required in order to solve OBEs for Ge NCs. Besides the electronic structure
(i.e., energy levels of states) and electric dipole matrix elements, dephasing and

relaxation times specifies the OBEs for a specific material.

Before presenting our results, we should give further technical preliminaries.
As we are going to see in the Results part, in some cases when the probe field
gets close to pump field its absorption decreases. This sharp dip in the absorption

curve is called as hole burning.

3.2 Hole Burning

Hole burning in homogeneously saturable absorbers is an interesting property.
Indeed at the early times of hole burning, it was commonly believed that the hole
burning was a property of just inhomogeneous broadening [29, 30]. Consider an
inhomogeneous medium with different excitation energies. When a probe field is
applied to this medium with varying frequency, the absorption of the field will
be a classical Lorentzian lineshape which means that the field experiences higher
absorption in the vicinity of resonant transitions. However, if a strong pump
field is applied to this medium in addition to weak probe field, the pump field
will saturate the population differences whose transition frequencies are nearly in
resonance with the pump field (see Fig. 3.1). The transitions at highly detuned
frequencies will be untouched. Now with increasing power of this pump field, a
sharp hole appears in the absorption line of the probe field. This hole is burned
by the pump field in the vicinity of its frequency. The absorption of the probe
field sharply decreases at the frequencies close to that of the pump field since

those transitions are already saturated due to Pauli blocking by the strong pump
field [30, 31, 32].
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Increasing Pump Intensity

Absorption Curve X"(w)

7

Hole Burning

Detuning

Figure 3.1: Saturation of absorption in an inhomogeneous transition.

On the other hand, it is commonly believed that for the homogeneous broad-
ened transition, the increasing strength of pump field will further saturate the
probe field absorption uniformly without changing its shape or linewidth and
cannot have such a hole, see Fig. 3.2. However, the hole burning effect in a
pump-probe experiment for a homogeneously broadened medium was first ob-
served by Soffer and McFarland [33] in 1966 and explained by Schwarz and Tan
[26] in 1967. They and many other authors [34, 35] attributed the origin of such
a hole to the periodic modulation of the ground state population at the beat
frequency 6 = wys — w, between the pump and probe fields. As we mentioned in
the previous section this phenomenon is called as coherent population oscillation
(CPO). If the beat frequency between the fields is less than or approximately
equal to the inverse of the population relaxation time 77" then the population
can follow the oscillations of optical intensity and the absorption of the probe
field will decrease (see Fig. 3.3). We have T7 here since it is the timescale within

which the population oscillation can follow the beating induced by the fields.

Boyd and Mukamel [34] studied the theory of pump-probe experiment via
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Increasing pump intensity

Absorption

Detuning (ws-wp)

Figure 3.2: Saturation of absorption in a homogeneous transition.

the nonlinear susceptibility x®). They showed that the general assumption of
pump-probe experiments that the pump field prepares the system and then a
nonsaturating weak probe field monitors the system is not accurate enough to
calculate the probe field absorption. In the sequential treatment of the fields,
one first calculates the steady state just under the effect of pump field and then
calculates the response of perturbed system to the probe field [36]. However,
they showed that the sequential treatment omits the interference terms between
the two fields which give rise to the hole burning in the probe absorption profile.
They calculated a contribution term to the usual absorption which results in a
dip in the lineshape. Keeping this remark in mind, we solve the density matrix

equations applying both fields simultaneously.

Although one can burn a hole on any region of the absorption spectrum (see
Fig. 3.4), the deepest hole can be burned at the maximum of absorption spectrum.
This means that the location of the spectral hole follows the frequency of pump
field. Hence, the pump field does not need to be frequency locked to any specific
transition. In order to get the maximum efficiency, we set the frequency of pump

field in resonance with the difference between the HOMO-LUMO levels.
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Without pump

With pump

Absorption

wS
Detuning (w, -wp)

Figure 3.3: This population oscillation becomes significant when the detuning is
smaller than the inverse of population lifetime and gives rise to an absorption dip

on the absorption profile.

Absorption

| |
ws le
Detuning (mp -0,)

Figure 3.4: The hole burned at the wing of the absorption spectra.
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Without pump

With pump

Real part of refractive index

Detuning (ws-wp)

Figure 3.5: Variation of the refractive index by pump application.

A dip in the absorption spectrum has significant consequences such as satura-
tion spectroscopy [30] and manipulation of the speed of light. Since the absorption
hole has a width of 277!, this effect has been employed to measure the population

lifetime in the saturation spectroscopy. The slow light is our next discussion.

3.3 Slow Light

The Kramer-Kronig relations, a consequence of causality condition, relate the
absorption to the real part of the refractive index [7]. By this relation a narrow
dip in the absorption spectrum will lead to a variation of the refractive index
spectrum with a positive slope in the same frequency range, i.e., 3773 > 0 (see
Fig. 3.5). The induced population oscillation gives rise to a new polarization
component thus alters the susceptibility and the refractive index experienced by

the probe field.

The importance of this result can be understood, if we remember the definition
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of group velocity also given in the Chapter 1,

dw c
Vg=—F = ———— 3.5
Idk ntw (3:5)
where ¢ is the speed of light in vacuum and n is the refractive index [7]. As we
mentioned earlier, the large values of the refractive index dispersion can give rise

to very small group velocities.

On the other hand, if we consider the opposite case, a narrow peak in the
absorption spectrum corresponds to a large negative slope and produce superlu-
minal (v, > ¢) light propagation [7]. Despite the name superluminal, there is no
contradiction with the second postulate of special relativity since no information

can be sent faster than ¢, the speed of light in vacuum [48].

Following the definition of group velocity, we can also introduce the slowdown
factor defined as

which is indeed equal to the group index.

The refractive index is defined in terms of the dielectric function € as,

. J VBl + Im{e? + Re{e}
5 ,

where the dielectric function is given by
€ =€ + LLFEX- (38)

where ¢, is the inert background dielectric constant which is taken in this work
as € = 16 of Ge [8]. By Lprg, we include the surface polarization effects, also
called local field effects (LFEs) to our calculations using a simple semiclassical
model [9]. The effect is a result of the dielectric mismatch between the constituent
NC and host matrix which lead to remarkably different optical properties. The

correction factor Ly pg for a linear response is given by,

36h
L = 3.9
LEE enc + 2¢, (3.9)
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NCs Radiative Recombination
Diameter (nm) Lifetimes (ns)

1.11 7.76

1.47 10.48

2.02 16.72

2.55 72.06

3.03 117.3

Table 3.1: The radiative lifetimes for different NCs diameters.

where ¢€;, and ey¢ are the dielectric functions of the host matrix and the NC with
the values €, = 4 and ey = 16, respectively [8]. The implementation assumes
a static local field correction, otherwise it brings negative absorption regions at

high energies [8].

As an application of slow light in nanocrystals, one can consider the heavy-hole
(HH) exciton or the valence and conduction ground states as a two-level system of
our previous discussions. In principle, as long as the optical transitions between
these two-levels is dipole-allowed, CPO based slow light can be implemented for
this system. We consider the latter, the HOMO and LUMO levels make up our
two level system. We applied the previous theoretical discussions for these levels

of Ge nanocrystals.

3.4 Relaxation and Dephasing Times in Ge NCs

Relaxation and dephasing times are very crucial inputs for the OBEs. In Eq.
(2.55), (p22 — p11)'@ is the equilibrium population inversion of the material in
the thermal equilibrium. Since this is an equilibrium value the slowest relaxation
mechanism determines the lifetime of excited level. In semiconductors, this pro-
cess is the radiative recombination which is in the time range of nanoseconds
[58]. By our group’s previous works [55], the radiative recombination lifetimes

have been calculated. Some of these values are given in Table 3.1.
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3.5 Results

We study the dynamic evolution of the system by solving Eqs. (2.54) and (2.55)

numerically with the initial conditions o1; = 1, 095 = 0 and 091 = 015 = 0. The

time evolution of the population inversion is shown in Fig. 3.6. The oscillations

in th
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Figure 3.6: The coherent population oscillations for different detunings in the

time domain for 1.47 nm diameter NCs with & = 200 V/m, &, = 20 V/m, and
TQ/Tl - 02

Initially for different parameter sets, we compared our numerical calculations
with the analytical results. Figures 3.7 and 3.8 give examples of comparison for
different arbitrary parameters for both imaginary and real parts of susceptibility,
Xx. There is a good agreement between the two solutions. Although, we always

compared our numerical calculations with the analytical results, in the rest we

are going to use our numerical method.

In Eq. (2.59), we derived the relation between T7 and Ty. The dephasing pro-

cess is very complicated due to intrinsic many-body effects. Hence, it is difficult
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Figure 3.7: The comparison of numerical calculations with the analytical results
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Figure 3.8: The comparison of numerical calculations with the analytical results
for arbitrary parameters. The dispersive response with respect to detuning.
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Figure 3.9: The absorptive response is given as a function of detuning and for
different % For 1.47 nm diameter NCs, & = 150 V/m and &, = 15 V/m.

to calculate dephasing times. In this manner, we prefer to give comparisons of
different % ratios by fixing 77 at the radiative recombination time. Figure 3.9
gives the comparison for ;‘% ratios. The main message of Fig. 3.9 is that the

narrow dip that can produce slow-light is observed when % < 0.5.

Figure 3.10 illustrate the effect of the pump field, £. We observe that by
varying the power of pump field, we can alter the absorption curve. This is
very important to produce controllable slow light. Figure 3.11 more explicitly
illustrates that the slope of change of refractive index first increase with increasing

pump field, then after some level again reduces.

After this first analysis, we can examine the slow light in Ge NCs via the
slowdown factor. Hence, we follow the Eqgs. (3.6-3.9) where the complex suscep-
tibility, x is defined in Eq. (3.10). In the definition of x, we have N, the density
of dipole moments. For the NCs, this value is the density of NCs. Since each

computational supercell Vso that we described in Part 3.1 contains just one NC,
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Figure 3.10: The imaginary

part of susceptibility, x is given as a function of
detuning and for different %p

. For 1.47 nm diameter NCs, fixing £, = 15 V/m.
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Figure 3.11: The real part of susceptibility is given as a function of detuning and
for different g—; For 1.47 nm diameter NCs, fixing £, = 15 V/m.
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Figure 3.12: Slowdown factor versus the pump field intensity. For 1.47 nm diam-
eter NCs, fixing £, = 15 V/m.

the value of N is equal to 1/Vse. Following Eq. (3.10), we write,

(o) = [p12(wW)fin + pn(W)iina] _ Vive [pra(w)fion + pon (W) fina] (3.10)
Vsc€bg(u)) VSC VNcebS(w)

where the filling factor, f, = % can be defined whih gives the volume filling

ratio of the NC. This value can change between 0.05 to 0.1. For the sake of

generality, this is the form we are presenting our results.

In Figure 3.12, for the 1.47 nm NCs, the slowdown factor, S is given with
respect to the increasing pump field. For this NC, the bandgap is 2.54 nm and
this gap requires the pump field with wavelength 488 nm. Comparison with

respect to different dephasing times are also given in the same plot.

Next, in Fig. 3.13, we consider the nanocrystal with 2.01 nm diameter. The
NC has 1.97 eV bandgap which corresponds to 630 nm wavelength for the coupled
pump field. For this nanocrystal, the HOMO-LUMO transition electric dipole
moments have very small values so that transition is very weak. Although, we

pump the system with very large coupling fields, there is no significant slow
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light effect for this nanocrystals if the pump and probe fields are just coupled to
HOMO-LUMO transition. For bigger NCs, for instance 2.55 nm, although we
tried different transitions beyond HOMO-LUMO, we have not manage to observe
effic
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Figure 3.13: Slowdown factor versus the pump field intensity. For 2.01 nm diam-
eter NCs, fixing & = 3000 V/m.

The slowdown factor also sensitive to the phase difference bewteen the pump

and probe fields. Figure 3.14 illustrates this relation.

In CPO mechanism the absorption dip is determined by the inverse of the
population lifetime. In our calculations this value ranges in nanoseconds. Hence,

slow light produced in Ge NCs allow for operating bandwidths in the MHz-range.

CPO based slow light provides GHz bandwidths, if the lifetime is in the range
of picoseconds. Hence, if other faster recombination mechanisms rather than
radiative recombination are more effective in the population relaxation, then GHz
bandwidth can also be observed in Ge NCs. So actually our results here set a
lower limit to the bandwidth. A GHz value is much higher than those schemes

based on the other coherent control mechanisms in different material systems.
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Chapter 4

Semiconductor Bloch Equations

In the preceding chapter we analyzed the quantum-coherence effects via density
matrix equations. That analysis is based on atomic quantum-coherence the-
ory, where many-body effects are neglected. We just included phenomenological
damping terms for dephasing and relaxation processes. A physically more realistic
analysis should include the many-body Coulomb interactions since these strongly
alter the optical properties of semiconductors. Some consequences of Coulomb
interactions are renormalization of energies, i.e., reduction of band gap with in-
creasing carrier density, redistribution of carriers, and enhancement of interband
transitions by attractive electron-hole interactions. The Coulomb interactions
are also responsible for the dephasing, which breaks the initially coherent exci-
tations into incoherent superpositions. On the other hand, as a consequence of
many-body effect, the plasma screening reduces the Coulomb interaction poten-
tial by the presence of background charge carriers. Thus, one can expect that the
many-body effects will give rise to significant differences from the atomic theory
24, 25, 53].

In this chapter, we include many-body effects into our calculations to give
a more realistic description. By this way, we also consider electron-hole plasma
effects, band-filling dynamics and carrier-carrier collisions. All these phenomena
can be described by the Semiconductor Bloch Equations (SBEs). There are two

basic formulations to represent the SBEs. These are electron-hole formalism and

39
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exciton-biexciton formalism. The latter formalism can be found in Ref. [24].

Here we apply the electron-hole formalism.

As we did in the preceding chapter, we start with the general formalism and
then discuss the coherent population oscillation mechanism but now for a multi-
level system. By comparing with the results of preceding chapter, one can illus-

trate the contributions of many-body effects.

4.1 General Formalism

The idea of SBEs is based on Bloch’s work on the theory of nuclear spin reso-
nance [40] and Haken’s laser theory [50]. For semiconductors, Haug et al. de-
rived the Bloch equations via nonequilibrium Green’s function techniques [24],
whereas Koch and his colleagues derived these equations using quantum mechan-
ical projection-operator techniques [53]. During the last two decades SBEs have

became a key method in semiconductor optics [54].

In SBEs, it is convenient to exploit the electron-hole representation. By this
way, we avoid of discussing electrons in different states (bands). Instead we
introduce holes as missing electrons in the valence bands. Generally, for semi-
conductors in equilibrium the conduction bands are empty of electrons and the
valence band is totally full of electrons. Then an excited state is the promotion
of an electron from the valance band to conduction band, while leaving an hole

in the valance band.

We define operators for the quasi-particles conduction band electrons (a', a)

and valence band holes (b, b) via

T _ f _
ak,s - ac,k,sv ks = GQck,s
_ T T _
b—k7—8 - av7k,s’ b—k,—s - a"l},k,S

where, for instance, the last relation means that the annihilation of an electron
with momentum k and spin s in the valance band corresponds to the creation

of an hole with the opposite momentum and spin. Within this representation
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we are going to obtain SBEs which are coupled differential equations coupling

polarizations and electron, hole populations.

In order to discuss the optical properties of nanocrystals, we should solve the
equation of motion for the polarization. The Hamiltonian of the problem should
contain the kinetic energies of carriers, the interaction between the carriers and
the external coherent field, and the many-body Coulomb interactions. To get
rid of the complications of the complete theory, we introduce some approxima-
tions allowing us to begin with a tractable treatment which contains the most

significant contributions, then we can gradually inject the missing parts.

The full formulation of many-body electron-hole plasma in the second quan-
tization can be found in Haken’s classical book Quantum Field Theory of Solids

[49]. We just get here the required components.

The total Hamiltonian of an interacting electron-hole plasma in a nanocrystal

structure coupled to external electromagnetic fields is given by
H=H,+H.t+H,, (4.1)

where 'H, and H._ are free-carrier contributions and H. is the Coulomb inter-
action part. For free-carrier parts we assume that the carrier interactions are
sufficiently rapid in comparison to the field transients, and the main effect of
the Coulomb interactions on the carriers is to relax them within the bands to
quasi-equilibrium Fermi-Dirac distributions; whence we treat the interactions as
reservoir interactions establishing intraband quasi-equilibrium carrier distribu-
tions instead of dynamical interactions. This let us write the free-carrier kinetic
energies

Ho =Y ctala, +Y el bl b, (4.2)

where es are the free-carrier electron and hole energies. n and m indices denotes

the corresponding energy levels.

The light-matter interaction can be again described by the dipole approxima-

tion, but now within the second quantized formalism,

—

Hey=—E(t)-P (4.3)
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where the interband polarization operator is given by

P = Z(/jnmaibin + Hpnbman) (4.4)
here fiy,,, is the dipole moment element between the corresponding energy levels
|n) and |m). Then the interband dipole coupling to the light field is

Hey=— Z(ﬁnma;rzbin + iy b @) - g(t) (4.5)

n,m

The last contribution to the total Hamiltonian is Coulomb interaction energy

among the carriers,

1 1
He = 2 S Wit alalaya, + 2 > Wi blolbwb, — > Wi alblbna, (4.6)

nm“rs nmYrvs nm“rYs
n,m,r,s n,m,r,s n,m,r,s

which contains the Coulomb interactions among the electrons, among the holes
and among the electrons and holes, respectively [49]. W5 is the Coulomb inter-

action energy matrix element

Wi = [ @ridragi@)o,c)Wie - r)ei(r)on(rs) (A7)

where ¢, (r) is a wavefunction of the nanocrystal. The Coulomb potential is given

by,

62

W(ry —rg) =

(4.8)

Amegep|r) — rof
The electric charge and vacuum dielectric constants are denoted by e and ¢,
respectively. For the background host material Ge NCs, the dielectric constant
is €, = 16 [9].

4.2 Multi-Level System

In our treatment of many-body effects, we apply semiclassical light-matter in-
teraction theory. In semiclassical approach the carriers are treated quantum
mechanically whereas the electromagnetic field is treated classically. As a gen-
eralization of Eq. (2.11), the microscopic optical properties are linked to the

macroscopic optical properties via the optical polarization,

P(t) = Npg sz‘j(t)ﬁij (4.9)
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where [i;; are the electric dipole moments and p;; are the corresponding density

matrix elements [24].

The quantum mechanical operators corresponds to the observables of classical
physics. Since the operators are time-dependent in the Heisenberg picture as the
classical observables, the link between the quantum and classical theories can be
most easily formed within this picture. If we are solving the Schrodinger equation,

0

i U (t) = HU (1), (4.10)

then in the Heisenberg picture for the time evolution of the system, we write
U(t) = UyVy(0) with Uy =e w't (4.11)

which manifests that in this picture the time dependence is completely trans-
ferred to the operators from the wave functions. The operators are transformed
according to

Ay = UL AUy = i Ae~ it (4.12)

taking the derivatives of both sides with respect to time,
d 1 0 i 0
thH h(AHH HAR) + atAH h[A’ H] + atAH (4.13)

This equation is called Heisenberg’s equation of motion which describes the time
evolution of operators in the Heisenberg picture. The term %AH refers to the

explicit time dependence of operator Ay.

Inserting the total Hamiltonian given by Eqgs. (4.1) into Eq. (4.13) and by
taking the expectations of both sides, we can derive the equations of motions for
the polarizations and the electron and hole populations within the corresponding
energy levels. For instance, for the interband polarization pg, = (bga,) we have
the equation of motion

d
ih%bgaa = [bﬂ, Ay, Htot] (414)

Initially we ignore the explicit time-dependence of operators which will be con-

sidered later.

In order to proceed the calculations, we should recall some useful identities.

In the second quantization the wave function ¥(r) can be decomposed into a
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complete othonormal set |n) as

U(r) =D anln) (4.15)
and correspondingly

Ui(r) = af (n] (4.16)

The wave function describing the electrons and holes should obey the Pauli prin-

ciple and so fermionic anti-commutation relations:
U(r)Ul() + T ()T (r) = d(r—1)
U(r)U(r)+ v )P(r) = 0
U (e)wi(r) + Ui ei(r) = 0 (4.17)

Inserting Eqs. (4.15) and (4.16) into these equations, we get the following anti-

commutation relations for the electron operators a and a':

anal 4+ al an = {an,al} = 0pm
AnGoy, + A @y, = {ana am} =0
alal +alal = {al,al} =0 (4.18)

and the same relations for the hole operators b and b'. We should also use the

following commutation identities for the right hand sides of equation of motions,

[A,BC] = [A,B]C + B[A,C]
[AB,C] = A{B,C}—1{A,C}B

combining these two identity for two-by-two commutators we obtain:

[AB,CD] = [AB,C]|D + C|AB, D]
— A{B,C}D —{A,C}BD + CA{B,D} — C{A,D}B (4.19)

and for two-by-four commutators we obtain:
[AB,CDEF] = [AB,CD|EF + CD|AB, EF]. (4.20)

We can use these identities with the anti-commutation relations Eq. (4.18) to

derive the equations of motions.
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As one should notice or explicitly see in the Appendix part when we insert
Eq. (4.19) in the right hand side of Eq. (4.20), the product of two particle op-
erators are coupling to the products of four particle operators. Similarly, four
operator is in turn coupled to six operator, and so on. This will cause an infinite
hierarchy of coupled differential equations. In order to truncate this hierarchy,

we factorize the higher-order expectation values into products of second-order

e __
«

averages, Pag = (baaa), ng = (al,as) and njy = (bgb@. This is done by factorizing
the four-operator expectation values into all possible operator combinations lead-
ing to products of polarizations and/or populations. There are several examples
of factorization in the Appendix. This approach is called the Hatree-Fock fac-
torization since Hartree and Fock made a similar approximation while studying
the many-electron atom. Hartree-Fock approximation contains some Coulomb
effects such as bandgap renormalization and interband Coulomb enhancement;
nevertheless, omits some further renormalization and collision terms. The most
important of them are the screening and connected renormalizations, as well as
electron-electron, electron-hole and hole-hole scattering, and polarization dephas-
ing. We also know that, in addition to the Coulombic interactions included to the
total Hamiltonian, there are other scattering and dephasing mechanisms, such as
carrier-phonon interactions and scattering by impurities and imperfections of the
material [25]. For a more accurate discussion, we should add all these missing

parts while considering the explicit time-dependence of operators.

For the interband electron-hole transitions connecting states |el) and |hl),
Eq. (A.3) in the Appendix gives,

0 . (0 . . .
apelhl = _W;Lﬂ?elhl +1Qe1p1 — 1 Z Qempﬁhl —1 Z Qan1Paet
ﬁ [0}
ODe1n1
ot

(4.21)

+ 1 Z AL e1Pan + i Z Aghlpem +
a B

col

where hwgg =ef + 5% and € and 5% are single particle electron and hole energy

levels. Similarly, Eqs. (A.6) and (A.9) of Appendix become,

9 . (0 4 . ‘ .
&peleQ = _Zwél)ereleQ +1 Z Qezﬁpew —1 Z Qempe%
B B
y e : e* apeleQ
+ 0> AL oDt — 1> AL Daer + % | (4.22)
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and

apmm = —Wf(u)thhmz +1 Z QanaPpny — 1 Z Qo n1Pan2

* OPhin2
. h . h
t Z Agthhlﬁ -1 Z A,@hlpﬁfﬂ + ot
B B

(4.23)

col

e
)

where hwgg, =eg—¢€ hwé(g, = efy —el;. These equations are written in a general
form such that, for instance, p.1eo gives the intraband polarization if el # e2 and
otherwise gives the population distribution peieo = ne1 = (allad) for the level

lel) if el = e2.

In order to write these equations compactly, we defined the generalized Rabi

frequency,
thcﬁ = 'Lboéﬁ g ‘I‘ Z W /[B/po/ﬁ/ (424)
o3
and the many-body Coulomb interactions are grouped in the electron and hole

terms A%, and A, respectively:

hAZel Z <W3(;e Wa 61>po¢ Tal! + Z ﬁ/ pﬁﬂ/ (425)
oo 8,5
/h a
hA/Bhl Z (Wﬁﬁul Wﬁ”ﬁ )pﬂ/ﬁ” Z w /%1paa (426)
B8,8" a,o’

The Coulomb interactions between valence holes and conduction electrons
reduce the optical transition energy with increasing carrier density. This effect
is called bandgap renormalization. To observe the bandgap renormalization we
separate the el and hl terms from the sums. Thus the bandgap renormalization
is,

Welhl = Wél%ﬂ + Aljer + Al (4.27)

since Eq. (4.21) is now in the form of,

0 . . . .
apelhl = —iWeih1Pein1 + 18e1p1 — 4 Z Qelﬁpﬁhl —1 Z Qan1Pact
B

OPe1n1
i Z AgciDan + 1 Z Aghlpelﬂ + 5
azel B#h1

(4.28)

col
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These equations explicitly contains the Hartree-Fock contribution terms
whereas all correlations beyond Hartree-Fock are grouped in the collision con-
tributions and denoted as %|col- As an improvement to the Hartree-Fock ap-
proximation, we may utilize the next level Coulombic contributions to the carrier
scattering and dephasing which yields the collision terms. We can write this

approximation, for instance, for a two-operator combination ab,

d d d d
E(alﬁ = £<ab>HF + <dt<ab> - dt<ab>HF)
= %<ab>HF + %(ab>col

where HF denotes the Hartree-Fock contribution [25]. In order to get a bet-
ter approximation we should have a satisfactory estimation about the collision

contributions and we should add up that into our calculations.

In semiconductors actual dephasing mechanisms should be considered in the
context of quantum kinetic theory [25]. However, such treatment will be very
complicated and more significantly very expensive in terms of computation time.
In such a treatment, it is very difficult to give comparisons for different system

configurations as we do in Chapter 3. So we prefer an effective rate approximation.

For the nondiagonal density matrix elements, i.e., the polarizations, the colli-

sion effects are approximated by an effective dephasing rate [23],

Op; j
at col

= —VpPij

As we mentioned in the introduction part, the main result of carrier-carrier
scattering is to drive the electron and hole distributions within their bands to
Fermi-Dirac distributions. These distributions are called quasi-equilibrium dis-
tributions. Quasi-equilibrium distributions occurs on a time scale longer than the
carrier-carrier scattering time of tens of femtoseconds and shorter with respect to

interband relaxation time of nanoseconds [25].

This rapid carrier equilibration gives rise to Fermi-Dirac distributions for the
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energy level i,

1

p

P = == Ji "T 9

f o g — N? N ) f (,LL] P)
P\ ksT,

where j is e(h) for electrons (holes). p is called the plasma quasi-chemical

potential and 7}, is the plasma temperature [23].

To follow the convention let us write for the electron states, pno = no. Then
the relaxation process for the diagonal density matrix elements, i.e., the popula-
tion distributions are given by,

ong

W ’ = —YrNa — ’)/c—c[noz - fa(ﬂ€7 Tp)] - VC—p[na - fa(,ulw E)]

where the carrier-phonon scatterings are also treated by the quasi-equilibrium
Fermi-Dirac distributions. The p! is the lattice quasi-chemical potential and T is
the lattice temperature. 7,, 7.—. and 7., are the effective recombination, carrier-
carrier and carrier-phonon collision rates, respectively. The same relations hold

for the hole states; just the character e changes with h [23, 25].

v, corresponds to the usual recombination rate which can be taken from Ta-
ble 3.1. 7., and 7., terms give in which rate the populations converge to
quasi-equilibrium Fermi-Dirac distributions. For the carrier-carrier dynamics the
dephasing rate v._. = 8 x 10'? s7! is reported in the literature for Ge NCs [51].

Ye—p can roughly be taken in the same order.

While solving the system, at each time step the values of the chemical poten-

tials and temperatures can be calculated from the following relations:

Total electron and hole populations are conserved in carrier-carrier collisions.
Thus,

Z Na = Z fa(:uZ; Tp)
Znﬁ = Zfﬁ(#ﬁan),
B B

where the summations « and (3 are over all electron and hole states, respectively.
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The third relation is the conservation of total electron and hole energies in carrier-

carrier collisions,

Zsana + Z&fﬁﬂg = Z5afa(N€)Tp) + ZfB(MZ7Tp)
(e} B [

B

where €, and €3 are the energy levels for the electron and hole states, respectively.

For the carrier-phonon collisions, the total electron and hole populations are

again conserved. Hence,

Zna = Zfa(,ulele)
Song = > fa(u ),
B B

and 7; is taken as the medium temperature [23, 25].

Hence, we finished to construct the SBEs. Although, SBEs derived so far
can be solved in those forms, it is convenient to introduce new slowly varying
variables as we described in the Chapter 2. With newly defined variables, we can
see how we should apply the rotating wave approximation (RWA) and whence we
significantly reduce the computation time. Since now the solver does not need to

follow very rapidly oscillating terms with very short time step increments.

We see from Eqs. (4.21 - 4.23) that the nondriven [i.e., £(t) = 0] and non-

Columbic [i.e., W} = 0] behavior of operators are,

—iwagt

Pap(t) = pas(0)e
pop(t) = ppp(0)e”
Poc (t) = paa/(())e_w ‘ol (4.29)

zwﬁ Bt

observing these equations, let us define new slowly varying variables o.3, 03s

and o, such that

pap(t) = oap(t)ees"
pop(t) = opp(t)e st
Paat(t) = Oaur(t)e” ool (4.30)



\%

Im{x]} /f, and Re{ X} /f

Detuning ((os-wp)

Figure 4.1: Comparison of OBEs and SBEs when there is no Coulomb interaction
to check the code implementation.

By inserting these definitions into SBEs, we can again apply the RWA and ignore

the rapidly oscillating exponential terms e*™! with the frequency w ~ 2wy.

Now we are ready to solve SBEs. In our calculations we applied the pump
field resonant with HOMO-LUMO transition and the probe field scanned around
the pump field.

While starting many-body calculations, we initially checked our code by com-
paring with the results of OBEs. For a two-level system of HOMO-LUMO levels,
we set the Coulomb interactions equal to zero. Since there are no many-body
effects, we also took the ~,_. and 7., rates equal to zero. Further, we assumed
that the population of excited level relaxes with radiative recombination process
and the polarization dephases with time T, = T7/2. This means we took same re-
laxation and dephasing times for both OBEs and SBEs. Fig. 4.1 illustrates that

under these assumptions with any arbitrary parameters both solutions exactly

coincide.
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Solving SBEs is not a simple task. Since the carrier-carrier interactions are
very rapid the quantum coherence effects also vanishes very rapidly. Although, in
the atomic treatment the coherence effects observed in microsecond time ranges,
now the effects maintains from tens of femtoseconds to picoseconds. To obtain

stable results and give satisfactory comparisons further work is required.



Chapter 5

Conclusions and Future Work

In this thesis, we studied the coherent population oscillation based slow light in
Ge NCs. Optical Bloch equations are derived and solved numerically considering
a two-level scheme. The key point in our solution was that we have not used
the fundamental approximation of analytical solution and obtained our results
numerically. The numerical results are compared with the available analytical
approach. A good agreement between them is observed. An analysis of outputs

is given briefly and the slow light in Ge NCs is discussed.

Later, the carrier-carrier Coulomb interactions are included to the discussion.
Semiconductor Bloch equations are derived where the carrier-carrier interactions
are included at the level of Hartree-Fock approximation. Further interaction ef-
fects are included in the context of effective rate approximations. Further studies

should be done to explore the many-body effects in the NCs systems.
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Appendix A

Derivations of the Semiconductor

Bloch Equations

The Hamiltonian of an interacting electron-hole plasma in a nanocrystal structure
coupled to a coherent light field is given in the main text by Eq. (4.1). Inserting
that Hamiltonian into the Heisenberg equation Eq. (4.13), we get the equation of

motion for the polarization, peip1 = (bp1ae1) connecting the states |el) and |hl),

.0
zhabhlael = [bhlael,H] . (Al)

The commutation in the right hand side can be calculated explicitly using the

commutation relations given in Eqgs. (4.18-4.20),

[bhlaeh CLILCL,,L] - [bhlaela CL;[L](ln + a;fL [bhlaela an]

= bhl{CLel? a};}an - {bh17 a;}aelan + albhl{aelu an} - al{bhlv an}ael

= 561nbhla'n )
[bhlaela bjnbm] = _{bhh bin}aelbm = _5h1maelbma
[bhlaeb Gme = bhl{aela aIL}bIn - ail{bhh bin}ad

5elnbh1bjn - 5h1maj1ael )

[bhlaela bma'n] =0 >

o7
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[briaer, alal ama,) = [buiaer, afal]ama, + alal[bpiaer, aman)
= bpif{ac,al}talana, + alby{aa, al}tana,

= 5elrbh1ala'ma'n + 5elsalbh1aman )

[bhlaela biblbmbn] - [bhlaeb bibi]bmbn + bj«bi [bhlaela bmbn]
- _{bh17 bi}aelblbmbn - bi{bhlv bi}aelbmbn

- _5h1raelblbmbn - 5hlsbiaelbm 5 b'rL

[bhlaela aibibman] - [bhlaela aibl]bman + aibl [bhlaela bma'n]
— bhl{aeb al}blbman - a’j«{bhla bl}aelbman

= 5elrbh1blbman - 5hlsaiaelbman )

We insert all these commutation terms back into Eq. (A.1) and sum over corre-

sponding indices in order to get rid of Kronecker d-functions,

. e h
th—bpiaer = €5bpiaer — €p1ae1bm

ot
— > et - E@) G — blbia) + Y flnn - E(t)alae

1 1
+ 5 Z W,f,l,fbhlalaman—l— 5 Z Wgﬁiaibhlaman

n,m,s n,m,r

1 1
-3 > Wae,bib,b, — 3 ST Wbl aeibby,

m
n,m,s n,m,r
els rhl
— > Wb blbna, + > Witalaba, .
n,m,s n,m,r,s

If we concentrate on the first Coulomb interaction term, we notice that

els sel rel
Z anbhlalaman = Z Wmnbhlalaman = W, o bhlaianam
n,m,s n,m,s n,m,r
rel
= Z anaibhlaman,
n,m,r

so its identical to the second term when we arranged dummy indices. In the first
step we used W)° = W property of the matrix element whereas in the last
step we used the anti-commutation property in Eq. (4.18). Similarly, the third
and fourth terms are same,

S Wikanbibabe = 3 Willaabibub, = Y Wita,bibb,

n,m,s n,m,s n,m,r

= Z WThleaelbmbn )

nm “r
n,m,r
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In the second quantization the multi-operator product expressions are written
normal ordered, i.e., the creation operators are on the left of the annihilation
operators. Such an ordering mechanism is crucial since by this way the unphysical
interaction of a carrier by itself is excluded. For the fifth Coulomb interaction
term, we apply the anti-commutation relation in order to obtain the normal

ordering

bhlblbman - <5sh1 - blbIﬂ)bman .

Applying these recipes and also using the anti-commutation relations to sym-
metrize the similar terms, we obtain
L, 0 . . > .
Zhabhlael = e4bn1ae — ef1aeibnr — flein - E(E) + > fetm - EX)b] by
m
+ Zﬁnhl -5(t)ailae1 + Z Wrlalbyiaman,

n,m,r

— Y Wik blaabyb, — Y WEMb,a,

nm -r
n,m,r n.m
+ S Wkl bubma, + S Wilklafaabya, . (A2)
n,m,s n,m,r

We can now take the expectation values of both sides which will give us the expec-
tation values of four operator terms. By the Hartree-Fock factorization explained
in the Chapter 4, we can split the expectation value of four operators products
terms in to the products of expectation values of all possible polarizations and/or
populations:

(albmaman) = —{alam)(bnan) + (ala) (bpan)

=  —DPrmPnhl + PrnPmhnl

<blaelbmbn> = <bibm><bnael> - <bibn><bmael>

=  DPrmPeln — PrnPelm

<blbhlbman> = <blbhl><bman>_ <bibm><bhlan>

=  Psh1Pnm — PsmPnhl ,

<aiaelbman> = <aiael><bman> - <aian><bmael>

=  PrelPnm — PrnPelm
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where p,,, = bna, is the interband polarization, and p,,, = aILam ( Pum =
bl b,,) gives the electron (hole) intraband polarizations if n # m and population

distributions if n = m.

Inserting these factorization results back to Eq. (A.2) and by specifying gen-
eral indices with as for the electron states and s for the hole states we obtain

the expression:

0 . . > S~ - >
hapeuu = —i(c% + efy)Pernt + ifiein - EX) — i Zﬁbem -E(t)pam
B
— 1 Z Hahl * pael + ? Z aa” pa o' Pahl
a,al o
. . ""h1
- 1 Z WS//Z Pa’a’ Pahl +1 Z Wgﬁ/ Ppr1p!Pe1s
a,af o 3,8 .8"
— 3 W prapas i > Wi pas
B8,8".8" a,B
— 0 Y W pappam +1 Y WK pargpam
a,B,8 a,B,8'
- Z W o' B po/ﬁpoael +1 Z ﬁ pa aDPe1 -
a3 a3

Further rearranging similar terms, we get a very general form for the polar-

ization Pelnl,

0 . i
h&pelhl = —i(e4 + ey )pernt +i [Nelhl ) + Z Welhl }
— 1 Z Melﬂ g + Z ﬁ’ paﬂ':|p[3h1
B o
— i e €O+ Y Wg,%lpa,ﬂ] Do
“ o' 3
+ ZZ Z Waaclﬁ,lpa/a// - Z a”a pa o+ Z ,3’ pﬁﬂ’:|pah1
@ "ol oo 8,8’

. [ 'h 'h
Y| D Wi psr — D Wing parsr + 3 Wﬁ%lpaaf}pem (A.3)
ﬁ —5/7/8// 5/76// a’a/

Nextly, we derive the equations of motions for the electron populations and
intraband electron transitions. Calculation steps are very similar. For the gener-

alization consider the operator, allaEQ;

0 i

zha al e = [allaeg,H]. (A.4)
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when we insert the system Hamiltonian Eq. (4.1) in the right hand side, we need

to calculate the following terms,

[allae% CLILCE”] = ail{ae% a’jz}a’n - a’jz{a’lh GN}GCQ

562nallan - 5elnala62 )
[allae% b;rnbm] =0,
[aelan: TbT = all{ae% aIL}b’-II-TL = 662na2;1b;rn:

[(111&62, bman] == _bm{aZh an}ae2 = _5elnbma627

T

! | = [a},ae, alal)ama, + alallal,ac, aman]

[aliaes, aialaman
= el{a627 a’r}a A Ay + ar 61{a827 as}ama’n

as{aeb am}aeQG - aT Tam{aelv an}ae2 y
[aelaeg,b bibmbn] =0,

[allaeg,aiblbman] = [aTlaeg,aTbT]bman+aTb[ G2, binay)

= 61{0’627 r}bTbman j‘blbm{a’eh (ln}(leg .

We can insert these results back into Eq. (A.4) and summing over corresponding

Kronecker d-functions

—

ih—- T alyae = éigallaez — &%l ae — Z (Heam@lbfy — fmerbmacs) - E(t)

e2s 7’62
+ Z Wes ela aman—l— Z W, a ,, elaman

n,m,s n,m,r
W atal
- Z nel@r@sde2ln — 3 Z elm r samae2
n,r,s m,r,s

— Y weal blib,a, + Z TS albibaes .

n,m,s m,r,s
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As we did in the polarization part playing with indices to collect the similar

Coulombic terms we get:

Zha 1a€2 = 522a11a62 - 521@1%2 - Z (ﬁeQmaile - ﬁmelbmaeQ) . (t)
+ Z WeQS ela’ AmQpn — Z glsm T sama€2
n,m,s m,r,s
— " WeBalbiba, + S W albibac (A.5)
n,m,s m,r,s

After taking the expectation values of both sides, we can apply the Hartree-

Fock factorization such that,

<@11alaman> = _<a11am><azan>+<all@n><GZGM>

= —DPeimPsn T PetnDsm ;s

< TaTama&) = _<a1am><aiae2> + <aia62><alam>

=  —DrmPse2 + Pre2Psm

<a11bibman> = <<bsael>T><bman> + <a11an><blbm>
= p:1spnm + De1nPsm »

<aibibma62> = <(bsar)T><bma62> + <aiae2><blbm>
p:speQm + Pre2Psm -

Inserting these factorized terms into Eq. (A.5), and using again as for electron
states and (s for hole states in order to get out of confusion of indices, we end

up with a general equation,

) . — .
hapeld = —1 (5e2 - 861) Pele2 +1 Z (,%25}?615 - Mﬂ61p625> : (t)
B

—

3 e2a/ ; e2a
+ 1 Z Wo//apoz’oz”pela_Z Z W ”paa”pela

a,a o a,al ol

"o
-1 Z ela”pa o’ Pae2 + { Z 1a”poz o' Pae2

OCOZOZ aaa

+ Z g/ paﬂ’pelﬁ +1 Z ﬁ/ pﬁﬂ’pela
«a, 3,0 a,B3,6'

- Z 1ﬂpaﬁ/pe2,8 —1 Z 1ﬁ/pﬂ6’pae2
a,B,6' a,B,6'
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In order to obtain a similar expression to the interband polarization expression
Eq. (A.3), we rearrange the terms and obtain a general equation for both electron

populations and electron intraband polarizations,

a . . — = *
hapeleZ = —i(egy —€01) Pere2 +1 Z [,UeQﬁ E(t) + Z WSZ,ﬁpag/]pem
B a,B’

= 03 |fise - £+ X Wi | pens
B - a,p’

+ ZZ Z Wae?’gpa’a" — Z szﬁ’pa,a,, + Z Wz%/ﬁpﬁ,@’}pela
(o a/7a// C!/’a// B,B/

_ ZZ :i’;o/pa,,a, — Saa/’/pa,/a, —+ Z W;%pﬁ/ﬂ}paeg <A6)
a Lafa/ ol 8,5

Derivation of such a general equation makes the derivations shorter. It is
because if we let el = €2, then Eq. (A.6) will give the equation of motion for the
electron population of state |el). Otherwise, for el # €2, it will reduce to the
equation of motion for the intraband polarization peies = <azla62) between the
states |el) and |e2). However, for the sake of computational implementation we
use the same expression for both populations and polarizations. Otherwise, we
should write two general equations; one for electron populations n., and one for
electron intraband polarizations pe,.,. In total we should have 5 general equation
of motions as pe;n;; Ne;» Pese;s Mhy;» and py,p;. Instead of that we keep 3 equations
of motions pe;n;, Pee;» and pp,n; and just keep in mind that when ¢ = j the last

two expressions give the electron and hole populations, respectively.

Finally we derive the equations of motions for the hole populations and intra-

band hole transitions. For the generalization we consider the operator, bIlehQ;

L0
Zhab;rdbhz = [b];blbh% H] ) <A7)

The terms in the right hand side are calculated using Eqgs. (4.18-4.20), we get:

[bzlbhm @Lan] =0,

(b} bna, b by = b3y {bnz, b, Yome — B {BF 1, b Yoro

= (Shzmb;[llbm - 5h1mbinbh2 ’
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[bIleh% aLbIn] = a;rzb;le{bh% b;rn} = 5h2majzb}:1 )

[b21bh2v bman] = —{5217 bm}bhzan = —5h1mbh2an,

.I.

[blehQ, aialaman] = [b,tlbhg, aias]aman + aial [b;rﬂbhg, Apman) =0,
b} bpo, bIbTbba] = [Dh b2, 6161 ]byby + BEBE[D] bps, bibi]
= b} {bna, D }bTbymby, + b10)  {bha, b1 ombn — bLOT{BE | by Yonobn,

BIbT b B}y, b }ra

b} bho, alblbman] = [b],bna, alblbmay, + albl[bl bha, ban]
= alb} {bna, L Yoma, — albi{b}, by bpoay, .

Now we insert all these commutation terms back into Eq. (A.7),

. 8 — —
@habzlbm = elablibne — elibibre — > (fan2albly — fininbroan) -
1 1
b LS Wb+ S Wb,

n,m,s n,m,r

(\’)l
—~

~+
SN—

1 1
S Wb — S Wi bbb

n,r,s m,r,s

— " WPl ban + > W albibyseay,

n,m,r n,r,s

As it was in the above discussion, here again the first and second Coulomb
interaction terms are identical after some arrangement. Similarly the third and

fourth ones are same. Summing over corresponding Kronecker delta indices we

obtain,
ihgtbzlbm = cpobhubra — €lbhabre — Y (Fnn2a}bhy — fninbnaan) - E(2)
>0 Winbhabibuba — >- Wik bibibzbin
- Z Wik2alb} boan + Z W's alblbpaay, . (A.8)

n,m,r n,r,s
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After taking the expectation values of both sides, we can apply the factoriza-
tion to four-operator terms,

(bhibibmb,) = — (0}, b} (b1b,) + (b5, (1b,,)

=  —DPhimPsn + PhrinPsm »
(bfblbabn) = —(blbna) (bLbn) + (bIb) (blbn2)
= —DPrh2Psn + PrnPsh2

(a Tbhlbman> = <aian><b21bm> + <(bh1ar)T><bman>

PranPhim + p:hlpnm )
<aiblbh2an> = <(bsar>T><bh2an> + <a1an><blbh2>

DrsPnh2 + PrDsh2 -

Inserting these factorized expression into Eq. (A.8), and switching to as and

(s for state indices, we obtain a very general relation

0 . . . , .
h&?hlm = 1 (522 - €Z1> DPhih2 +1 Z (Hah2Din — HhiaPanz) - E(t)
«

. h28" . h2p"

+ 2 Z Wﬁﬁ;g Pr1p'Pprg — 1 Z Wﬂﬁ/ﬁ Pr1gPp"
B.B.B" B.B.B"

Y ng PonaPsrs +1 ) ng Pp'sPa"h2
B.5" B.6."

=+ Z g *Der aPhig t1 Z /5 pa/hlpaﬁ
a,al 3 a,a,3

-l Z Wo?éhfpz’ﬁpah2 —1 Z Wghfpa’apﬁhg .
a7al7ﬁ a7a/718

Further arranging the terms we obtain the equation of motion for the hole

populations and intraband polarizations:
0 .
hgpmm = — (622 €h1) Phine + 1 Z {,uah2 E(t) + > Wy pa’ﬁ}pahl

oG
— i) |Ana- Et)+ > Wo?h?p:;/ﬁ}pahz
i .

. [ h2g’ h2p’ h2
+ Z Z Wﬁ”g p/glﬁl! — Z Wﬁﬁ’? pﬁ’ﬁ” + Z Wg/ﬁ paa’]phlﬁ
8 -p.B" B',8" oo

— Y W — Y Whipsre + Z mpa'a}pﬁhm (A.9)
18 -ﬁ/”ﬁ// ﬁ/ B//
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Now one can specialize this equation. For hl = h2 the expectation value
(b} ,bpy) will yield the hole population ny; for the state |h1). Instead of that, if we
state that hl # h2, the expectation value <b21bh2) gives the intraband transition
Prine between the hole states |hl) and |h2). However, as we mentioned in the
electron part, we keep the expression in general form for the sake of computational

simplicity and bookkeeping.



