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Abstract

This thesis investigates simple behavior of supercooled liquids inspired by the
isomorph theory’s predictions for Roskilde-simple liquids. Van der Waals liquids
are expected to be Roskilde simple, whereas hydrogen-bonded liquids are not.
Four investigations are presented.

1) A liquid obeys isochronal superposition if its dynamics is invariant along
the isochrones. We develop quantitative measures of isochronal superposition
and use them on the four van der Waals-bonded liquids, polyphenyl ether, diethyl
phthalate, tetramethyl tetraphenyl trisiloxane, and dibutyl phthalate, and the
two hydrogen-bonded liquids, glycerol and 1,2,6 hexanetriol. We conclude that
the van der Waals liquids obey isochronal superposition to a higher degree than
the hydrogen-bonded liquids. This confirms a prediction of the isomorph theory.

2) The van der Waals-bonded liquid, polyphenyl ether, is studied using
specific heat spectroscopy under high pressure. The results are compared to
similar dielectric results to test if the isochrones from the two methods coincide.
We conclude that the ratio between the two time scales is independent of both
temperature and pressure, which is a greater simplicity than predicted by the
isomorph theory.

3) Aging following jumps in temperature is studied for the hydrogen-bonded
liquids, glycerol and 1,2,6 hexanetriol, and the van der Waals-bonded liquid,
diethyl phthalate. Two tests of single-parameter aging (the measured quantity
and the clock rate are controlled by the same parameter) are generalized.
We conclude that all studied liquids have single-parameter aging to a good
approximation.

4) The isomorph theory predicts that Roskilde-simple liquids come into
instantaneous equilibrium following a jump from a state point on an isochrone
to another state point on the same isochrone. Our preliminary measurements
on the van der Waals-bonded liquid, polyphenyl ether, confirms this prediction.

As an overall conclusion, the van der Waals liquids follow the predictions
from the isomorph theory, with several of the liquids showing even greater
simplicity. The hydrogen-bonded liquids also have simple behavior to a good
approximation.

iii



iv



Abstract in Danish

Denne afhandling undersgger simpel opfarsel af underafkglede veesker inspireret
af isomorph teoriens forudsigelser for Roskilde-simple vaesker. Van der Waals
bundne vaesker forventes at veere Roskilde simple, mens hydrogen bundne vaesker
ikke er. Fire undersggelser praesenteres.

1) En veeske opfylder isochronal superposition, hvis dens dynamik er invariant
langs en isokron. Vi udvikler kvantitative mal af isochronal superposition og
anvender dem péa de fire van der Waals bundne veesker, polyphenyl ether, diethyl
phthalate, tetramethyl tetraphenyl trisiloxane, og dibutyl phthalate, og de to
hydrogen bundne vaesker, glycerol og 1,2,6 hexanetriol. Vi konkluderer, at van
der Waals vaeskerne har isochronal superposition i stgrre grad end de hydrogen
bundne vaesker. Dette bekraefter en forudsigelse fra isomorph teorien.

2) Vi undersgger den frekvensatheengige varmefylde ved hgje tryk for den
van der Waals bundne veaeske, polyphenyl ether. Resultaterne sammenlignes med
lignende dielektriske resultater for at teste om isokronerne for de to metoder er
sammenfaldende. Vi konkluderer, at forholdet mellem de karakteristiske tider
er uathaengigt af bade temperatur og tryk, hvilket er en simplere opfgrsel end
forudsagt af isomorph teorien.

3) "Aging"-opferslen efterfulgt af temperatur sendringer undersgges for de
hydrogen bundne vaesker, glycerol og 1,2,6 hexanetriol, og den van der Waals
bundne vaeske, diethyl phthalate. To tests af "én"-parameter aging (den malte
storrelse og raten kontrolleres af den samme parameter) generaliseres. Vi
konkluderer, at alle de undersggte vaesker har tilneermelsesvis "én"-parameter
aging.

4) Isomorph teorien forudsiger, at Roskilde-simple veaesker kommer instantant
i ligevaegt efter et spring fra et punkt pa en isokron til et andet punkt pa den
samme isokron. Vores forelgbige malinger pa den van der Waals bundne veaeske
polyphenyl ether bekraefter denne forudsigelse.

Den samlede konklusion er, at de van der Waals bundne vaesker fglger
forudsigelserne fra isomorph teorien, og at nogle af dem har endnu simplere
opfersel. De hydrogen bundne vaesker har ogsé tilnsermelsesvis simpel opfgrsel.
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Preface

This PhD project was carried out in the "Glass & Time" group at Roskilde
University while enrolled in The Doctoral School of Science and Environment.
The PhD project was supervised by Professor Kristine Niss and co-supervised
by Doctor Bo Jakobsen. The PhD project was partly funded by the Danish
Council for Independent Research (Sapere Aude: Starting Grant) and partly
by The Danish National Research Foundation’s Grant No. DNRF61. The
PhD project was initiated on December 16, 2012, and submitted October 31,
2018, with approximately 3 years of absence due to illness, two occurrences of
maternity leave, and absence due to illness of my children. The working time
of this PhD project thus lasted the three years of the Danish PhD program,
including courses of 30 ECTS points and teaching obligations.

In the thesis, I use the term "we" both when I am writing about work done
together with co-workers, but also when it is my own thoughts, decisions, and
conclusions that are described. This is due to the convention in the field and to
acknowledge the great work of my co-workers who I collaborated with during
the investigations. However, I, of course, take responsibility for everything
stated in the thesis.

The first investigation in this PhD thesis regarding isochronal superposition
was initiated during my Master’s Thesis, where dielectric measurements were
obtained and preliminary quantitative measures of the degree of isochronal
superposition was proposed. During my PhD, a paper was written (Paper
1), where the data analysis and theories were improved. Pressure-volume-
temperature measurements were done as part of this PhD project.

As part of my PhD project, I spent three months at the Technical University
of Denmark (DTU) in the Terahertz group led by Professor Peter Uhd Jepsen,
resulting in a pilot project of terahertz time-domain spectroscopy on our types
of liquids. Unfortunately, the project did not result in usable measurements due
to instability of the measurement equipment, and it is therefore not presented
in this thesis.
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Chapter 1

Introduction

It is popular knowledge that in general, a system can be in three possible states;
a gas, a liquid, and a solid state. What is not as well known is that in the
solid state, the system can be in either a crystalline state or a glass state, even
though we are surrounded by glasses in our everyday life such as window glass
and different kinds of candy. A glass is solid like a crystal, but contrary to the
crystalline state, the molecules are not ordered in a crystal lattice. Instead, they
are disordered, as in the liquid state [I]. This thesis focuses on the glassy state,
and the supercooled liquid state preceding the glassy state, by experimentally
testing molecular liquids for various properties. Even though materials in the
glass state are very common, this state is far from fully understood. This implies
that fundamental research is still to be done in this field, as with the work in
the present PhD project.

To produce a glass of a molecular liquid, the liquid is first supercooled, which
happens when it is cooled at a cooling rate fast enough to avoid crystallization
at the melting point, as illustrated in Figure [2]. The supercooled liquid is
in a (metastable) equilibrium state 3], with a viscosity increasing dramatically
as the temperature is lowered [4]. If a perturbation (e.g. a temperature change
or a mechanical perturbation) is applied to the supercooled liquid, it falls out
of equilibrium, and a relaxation towards equilibrium follows. A characteristic
time for the relaxation is called the relaxation time (7). As with the viscosity,
the relaxation time increases dramatically when the liquid is being supercooled
[5]. At a certain temperature, referred to as the glass transition temperature
(Ty), the liquid freezes and forms a glass. This happens when the relaxation
time is so long that the system can not reach equilibrium within a given time
scale, and thereby falls out of equilibrium [6]. A glass is, therefore, just a
supercooled liquid that has not had time to equilibrate. The glass transition
temperature depends on the cooling rate — the faster the cooling rate, the higher
T,. The conventional glass transition temperature is often characterized as the
temperature where the relaxation time is 100 s [5].

The glass transition may also be reached by increasing pressure [1I]. Since
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Figure 1.1: An illustration of the glass formation reached by cooling. As the
liquid is cooled, the volume decreases. At the melting temperature (7,,), the
liquid may turn into a crystal, implying that the volume decreases discontin-
uously (dashed curve). If the cooling rate is fast enough, crystallization is
avoided, and the liquid becomes supercooled. In this case, the volume continues
decreasing with the same thermal expansion coeflicient as in the liquid state. By
cooling further, the liquid turns into a glass at the glass transition temperature
(Ty). This is detected as the temperature where the slope, and thereby the
thermal expansion coefficient, changes. A glass is just a supercooled liquid that
has not had time to reach equilibrium, which implies that the glass transition
temperature depends on the cooling rate, i.e. a fast cooling rate results in a
high T,. Figure from Debenedetti (1996), page 242 [5].
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Figure 1.2: Tllustration of isochrones, which are lines in the phase diagram,
where all points have the same relaxation time. Here, three isochrones are
illustrated. The relaxation time increases with decreasing temperature and/or
increasing pressure.

both decreasing temperature and increasing pressure can lead to a supercooled
liquid and thereby a glass, there will be different state points, i.e. points in the
temperature/pressure diagram, which have the same relaxation time 7. This
leads to the definition of isochrones, which are lines in the temperature /pressure
phase diagram where all points have the same relaxation time [7]. Figure
illustrates isochrones in the temperature/pressure phase diagram. Note that the
isochrones may also be considered in the temperature/density phase diagram.

To study the behavior along isochrones and other parts of the two-dimensional
phase diagram, high-pressure measurements are needed. In the last couple of
decades, experimental high-pressure studies have revealed findings like density
scaling [8HI5] and isochronal superposition [I3], 14} I6H2T]. Furthermore, the
isomorph theory suggested a decade ago [22H27] predicts simple behavior of the
so-called Roskilde-simple liquids along isochrones. The above findings suggest
that high-pressure measurements and isochrones are important in the study and
understanding of supercooled liquids. Several of the experimental investigations
show differences in van der Waals and hydrogen-bonded liquids’ ability to obey
isochronal superposition and density scaling, with van der Waals liquids having
the largest ability. This suggests a difference between hydrogen-bonded liquids
and van der Waals-bonded liquids, and their simplicity. This is also supported
by the isomorph theory where van der Waals-bonded liquids are expected to be
Roskilde simple, but hydrogen-bonded liquids are not.

The present PhD thesis investigates the simplicity of supercooled liquids,
where both simplicity predicted from the isomorph theory is tested, but also
simple behavior that is not directly predicted from the theory. Furthermore,
both van der Waals and hydrogen-bonded liquids are studied to examine the
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difference in simplicity of the two types of liquids. Below, the structure of the
thesis, including the investigations, is presented.

1.1 Structure of the thesis

The first chapters are introductory chapters which are relevant for several of the
investigations. Chapter [2| provides an introduction to the temperature/pressure
dependence of supercooled liquids and the isomorph theory. In this PhD project,
the molecular liquids are studied by use of both linear response functions like
dielectric spectroscopy, and non-linear responses, like aging following jumps
in temperature. Chapter [3| gives an introduction to the formalism of these
response functions. Chapter [4 provides experimental details that are relevant
for several of the investigations.

Four investigations are presented in this PhD thesis: isochronal superposition,
specific heat spectroscopy under high pressure, single-parameter aging, and
isochronal jump. Each of the four investigations can be read independently of
each other.

All of the investigations examine the simplicity of supercooled liquids inspired
by predictions from the isomorph theory. The isochronal superposition and
isochronal jump investigations both directly test predictions from the isomorph
theory. The specific heat and aging investigations are inspired by the isomorph
theory, and test simpler behavior than predicted by the isomorph theory. The
isochronal superposition and the aging investigations both directly compare
the simplicity of van der Waals and hydrogen-bonded liquids. Our hypothesis,
followed by the earlier experimental high-pressure investigations, as well as
the isomorph theory, is that van der Waals liquids have simpler behavior than
hydrogen-bonded liquids. Chapters [5] - [8| show the four investigations:

e Isochronal Superposition (Chapter : This investigation is directly in-
spired by a prediction of the isomorph theory and compares hydrogen-
bonded liquids and van der Waals liquids’ ability to obey isochronal
superposition. Furthermore, we develop measures to quantify to which
degree the liquids obey isochronal superposition. The results are published
in Paper 1.

e Specific heat spectroscopy under high pressure (Chapter @: In this
investigation, we adapt specific heat spectroscopy to high pressures. The
results are compared to similar dielectric results to test if the isochrones
from the two measuring methods coincide. The results are published in
Paper 2.

e Single-parameter aging (Chapter @: We study aging following jumps in
temperature for hydrogen-bonded and van der Waals-bonded liquids, and
investigate whether the liquids have so-called single-parameter aging using
a generalized version of single-parameter aging tests derived in Ref. [28].
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The results are published at arXiv in Paper 3, which is also submitted to
the Journal of Physical Chemistry.

e Isochronal jump (Chapter : This investigation directly tests a prediction
of the isomorph theory. In order to make the isochronal jump, several
improvements are made at the pressure setup. This chapter describes these
improvements, and shows and discusses the preliminary measurements of
the isochronal jump.

Chapter [9] provides concluding remarks of the above investigations in relation
to the isomorph theory and the simplicity of the liquids. Appendices [A] - [C]
show details from the investigations, and Appendix [D] provides reprints of the
three papers made in relation to this PhD project.
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Chapter 2

Temperature and pressure
dependence

The combined temperature and pressure dependence of supercooled liquids have
become increasingly interesting with the experimental findings of density scaling
and isochronal superposition [8H2I]. These findings were given a theoretical
background by the proposal of the isomorph theory a decade ago. This pre-
dicted isochronal superposition, density scaling, and instantaneous equilibrium
following a jump from one state point on an isochrone to another state point
on the same isochrone (an isochronal jump), and other predictions for a group
of liquids called Roskilde-simple liquids [22H27]. Van der Waals liquids are
expected to be Roskilde-simple liquids while hydrogen-bonded liquids are not.
The experimental investigations also suggest a difference in these two classes of
liquids’ ability to obey isochronal superposition and density scaling.

Section first describes some experimental findings that suggest simple
behavior of liquids. Section gives a short overview of the isomorph theory,
where Roskilde-simple liquids, isomorphs and predictions from the theory are
described.

2.1 Experimental findings

A liquid obeys density scaling if the relaxation time 7 varies with density p and
temperature T in the following way [25]

r = F(p"/T) (2.1)

where v is a constant and F' is a function. This implies that when 7 is plotted
as a function of p7/T for different state points in the phase diagram, 7 will
collapse onto one master curve. An example of density scaling is seen in Figure
(left). Computer simulations and experiments have shown that for large

7
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Figure 2.1: Left: Example of density scaling for two liquids
(poly(vinylmethylether) (PVME) and poly(vinylacetate) (PVAc)). The data col-
lapse onto one master curve when the relaxation times are plotted against p7/T.
Figure from Alba-Simionesco et al. (2004) [9]. Right: Example of isochronal
superposition for the liquid chlorinated biphenyl (PCB62). The relaxation
spectra for state points on the same isochrone have the same shape. Figure
from Ngai et al. (2005) [20].

variations in density p (more than ~ 10 %), v may depend on density implying
7 = F(h(p)/T), where h is some function of p [27, 29]. Density scaling has
been confirmed in experiments by e.g. Dreyfus et al. (2004) [10], Casalini &
Roland (2004) [11], Alba-Simionesco et al. (2004) [9], and Roland et al. (2008)
[13] which show that density scaling holds for several liquids including van der
Waals liquids. Roland et al. (2008) [I3] also show that density scaling fails if
the liquid is hydrogen bonded.

A liquid obeys isochronal superposition if the shape of the relaxation is
the same when the relaxation time is the same. An example of isochronal
superposition is seen in Figure (right). Isochronal superposition has been
experimentally investigated in for example Télle (2001) [I6], Roland et al.
(2003) [17], Pawlus et al. (2003) [18], and Ngai et al. (2005) [20]. Several of
the investigations suggest that van der Waals-bonded liquids obey isochronal
superposition, whereas hydrogen-bonded liquids do not. In Chapter [B] we
examine van der Waals and hydrogen-bonded liquids’ ability to obey isochronal
superposition.
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2.2 Isomorph theory

The isomorph theory is developed by the theory part of the Glass & Time
group at Roskilde University [22H27]. The theory predicts that the so-called
Roskilde-simple liquids have isomorphs in the phase diagram along which the
dynamics and structure in reduced units are invariant. Isomorphs are thus lines
in the phase diagram with e.g. the same reduced relaxation time. Below, a short
introduction to Roskilde-simple liquids, isomorphs, and some predictions of the
theory is given. It is furthermore introduced how our investigations relate to
the isomorph theory.

2.2.1 Roskilde-simple liquids

To define Roskilde-simple liquids, we look at the contributions to the energy E
and the pressure p in a system. It is well known that the energy is a sum of
the kinetic energy K depending on the particles momenta (p;) and potential
energy U depending on the particles positions (r;) [30]. The pressure p also has
two contributions depending respectively on the particles momenta (p;) and
positions (r;) [30} BI]

p=NkpT(py, ., P,)/V +W(r1,...,r,)/V (2.2)

where N is the number of particles, k; is the Boltzmann constant, T is the
temperature, V' is the volume, and W is the virial defined as [30]

1
W:—gzn-va (2.3)

At a given state point, W and U fluctuate in time. Roskilde-simple liquids
are defined as liquids that have strong correlations between W and U [32 [33].
Figure 2.2 shows an example of the correlation of W and U in a system with
strong correlations. The degree of these W U-correlations is determined by the
correlation coefficient (R) [22] [34]

oo (AWAD) 24

VIAW)?2)\/(AU)?)

where —1 < R <1 and AW (¢) = W(t) — (W). () denotes thermal ensemble
averages [22]. A liquid is defined to have strong WU-correlations and thereby
be Roskilde simple if R > 0.9 [22], 35]. This definition is pragmatic, but has
been shown to be reasonable.

Computer simulations have shown that van der Waals-bonded liquids are
Roskilde simple. More specifically polymers, pure metals, small molecules,
and crystals have been investigated in computer simulations and shown to
be Roskilde simple [22], 23, [36140]. Thus, also in experiments we expect that
van der Waals liquids are Roskilde simple [25 [41]. In 2011, Gundermann et
al. [42] showed that the van der Waals-bonded liquid tetramethyl tetraphenyl
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-53 ' 525
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Figure 2.2: The fluctuations of the virial W and the potential energy U over
time at a given state point plotted against each other. Due to the strong
correlations of W and U, the points form an elongated ellipse. Figure from
Bailey et al. (2008) [22].

trisiloxane (DC704) is, in fact, Roskilde simple, as they measured the correlation
coefficient to be R = 0.9 +0.2.

On the other hand, computer simulations simulating hydrogen-bonded and
ionic liquids show that these are not Roskilde simple [22] 23] [43]. In several
of the investigations in the present thesis, we use both van der Waals-bonded
liquids and hydrogen-bonded liquids to test whether the results from computer
simulations also apply to real liquids.

2.2.2 Isomorphs

Roskilde-simple liquids have isomorphs, which are lines in the phase diagram
with a number of invariant properties, usually in reduced units [25]. A continuous
curve in the phase diagram on which any two state points are isomorphic defines
an isomorph. To define isomorphic state points and thereby isomorphs, it is
necessary to introduce reduced coordinates. For any microscopic configuration
R = (r1,...,ry) of a thermodynamic state point with density p, the reduced
coordinates are defined

R =p!°R (2.5)

To define when two state points (77, p1) and (7%, p2) are isomorphic, we first
look at two of their microscopic configurations, R™ and R®. The original
isomorph theory from 2009 suggests that the state points are isomorphic if
whenever the microscopic configurations have identical reduced coordinates i.e.
S =(2)
R =R
[25]

, they have proportional configurational NVT Boltzmann factors
e*U(R(l))/kBTl — 01267U(R(2>)/kBT2 (2.6)

where the constant Ch2 only depends on the state points and not on the
microconfigurations.
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The isomorph definition was modified in 2014 [44], and it is now defined as
UR,) <URy) = UAR,) <U(ARy) (2.7)

where ) is a scalar and R, and Ry, are two different microscopic configurations at
the same state point. This definition is a generalization of the original definition
(Eq. ), with the original definition being the first-order approximation of
the new definition [45].

Due to the definition of isomorphs, the structure and dynamics in reduced
units are the same along the isomorphs resulting in a number of invariant
properties, e.g. the average relaxation time in reduced units [25]. The reduced
units, however, make little difference for viscous liquids. For example, the
relaxation time in reduced units is 7 = p*/3TV/2K . 7, where K is a constant
[25]. When the temperature changes about 30% and the density changes about
20%, the variation of the factor p'/3T/2K is entirely insignificant compared
to the relaxation time variation for glass-forming liquids (about 100 billion
%). Thus, the difference between using the actual relaxation time and the
relaxation time in reduced units is very small, and the isochrones, therefore,
are approximately isomorphs (however, note that all liquids have isochrones,
but only Roskilde-simple liquids are expected to have isomorphs). For further
isomorph invariants, see Gnan et al. (2009) [25] and Dyre (2014) [27].

Since Roskilde-simple liquids have isomorphs and, thereby, a number of
invariant properties along these, it is expected that Roskilde-simple liquids have
simpler physics than other liquids [25], 35].

2.2.3 Predictions

The number of invariant properties along isomorphs leads to several predictions
for Roskilde-simple liquids. Density scaling, as mentioned, is an example, (Eq.
(2.1)), which follows from the isomorph theory because the factor % and the
relaxation time 7 are approximately constant along the isomorphs [25].

The prediction of isochronal superposition for Roskilde-simple liquids follows
from the isomorphs’ invariance of the relaxation time and the dynamics and
thereby the relaxation spectrum, respectively [27]. Isochronal superposition is
tested for both van der Waals and hydrogen-bonded liquids in Chapter

As mentioned, the relaxation time is invariant along an isochrone, however,
the relaxation time associated with different response functions may differ.
Following the isomorph theory, an isochrone determined by the relaxation
time for one response function must also be an isochrone for another response
function, however, with another characteristic time associated. This means that
isochrones for various response functions must coincide; a prediction which is
tested in Chapter [6]

The isomorph theory also gives predictions about physical aging, i.e. the
structural relaxation of the liquid following a jump in temperature and/or
pressure. First of all, the theory predicts that the system comes into equilibrium
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instantaneously when jumping from one state point on an isochrone to another
state point on the same isochrone (an isochrone jump) [25] 27]. This follows
naturally from the proportional Boltzmann factors at these state points (Eq.
(2.6)). Furthermore, the theory predicts that jumps from one isochrone to
another isochrone along different paths should have the same relaxation curve.
We test these predictions in Chapter [§]

Chapter [7] shows an investigation of aging following temperature jumps,
where it is tested whether the studied liquids have so-called single-parameter
aging, where both the structural relaxation and the measured property depend
on the same parameter. Single-parameter aging is not linked to the isomorph
theory, but work is done to investigate the connection between isomorph theory
and aging (see Dyre (2018) [46]). However, our hypothesis, inspired from the
isomorph theory, is that van der Waals liquids have simpler behaivior than
hydrogen-bonded liquids, also in aging. We test this hypothesis in Chapter [7}

Chapter [9] follows up on the results of the investigations in relation to the
isomorph theory and the simplicity of the studied liquids.



Chapter 3

Experimental observables

In the investigations in this PhD thesis, the supercooled liquids are experimen-
tally studied by use of response functions. An equilibrium supercooled liquid
exposed to a perturbation will relax toward a new equilibrium; it responds to
the perturbation. The experimental measuring methods study this response.
For example, a change in temperature (a perturbation) results in a change of
volume (a response).

When a system is exposed to an input, it will result in an output. In response
theory, the relation between the input and the output is investigated. If the
input is sufficiently small, the output will depend linearly on the input, and it is
called linear response. Dielectric spectroscopy, which is used for several of the
investigations in the present thesis, is one of the most studied linear response
functions in glass science. Furthermore, specific heat spectroscopy used in the
present investigations is also an example of a linear response function. If, on
the other hand, the input is large, the response will be non-linear. Aging, where
the liquid is studied following a jump in temperature (and/or pressure) is an
example of this.

The formalism of linear response is described in Section [3.1] and Section [3.2)
describes dielectric spectroscopy as an example of a linear response function.
Section [3.3] describes the formalism of the non-linear response due to a change in
temperature. This is also referred to as aging and is used for the investigations
in Chapter [7] and Chapter

3.1 Linear response

To study linear response, we look at the relation between an input I(¢) and an
output O(t) which can be described by [47]

mwz/igu—wumﬁ’ (3.1)

—00

13
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Input

[ Time

Response
function

[ Time

Figure 3.1: Illustration of a linear response following a Heaviside input. The
response consists of an instantaneous contribution and a relaxation part.

where p is called the memory function. We assume that no change in input
leads to no change in output, resulting in p = 0 if ¢ < ¢’. Substituting t"” =t —¢
and changing t” to t’' gives

o(t) = /OOO p)I(t —t")dt (3.2)

As an example, we consider an input with a sudden change from 0 to Iy at
time ¢ = 0, which can be expressed by a Heaviside function H ()

0 fort<o0

3.3
1 fort>0 (33)

Ity =IoH(t) = Iy - {
Applying the Heaviside input gives

ot) = /Ooo p( I H(t —t")dt' = Iy /OOO u(t")dt' = IyR(t) (3.4)

where R(t) is the response function in the time domain implying [47]

UG (3.5)

Figure [3.1] shows an example of a response function following a Heaviside
input, where the response consists of an instantaneous contribution and a
relaxation part.

If the input is a harmonic oscillating function I(t) = Ioe!@tt¢1) the linear
response may be considered in the frequency domain. The output will, in this
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case, also be harmonic, oscillating with the same frequency as the input, but
with a possible phase shift relative to the input:

O0pe'@tH90) = R(w)[pelwtten (3.6)

Using the relation between the memory function and the response function in
the time domain (Eq. (3.5))), the following relationship between the response
function in the time domain and the response function in the frequency domain
is established [47]

= it ©dR({t) _. .
R(CU) :/ ‘u,(t/)e*uut dt’ :/ ﬂefzwt dt’ (37)
0 0 dt’

In this PhD thesis, two types of linear response methods are used; dielectric
spectroscopy and specific heat spectroscopy. Below dielectric spectroscopy is
described as an example of a linear response function.

3.2 Dielectric spectroscopy

The measuring method used for the major part of the investigations is dielectric
spectroscopy. Here, the liquid is placed in a parallel-plate capacitor to which
an external electrical field is applied. For an empty parallel-plate capacitor, the
relation between the capacitance (C), the vacuum permittivity (g9), the area of
the plates (A), and the distance between the plates (d) is [4§]

co A
Compty = 07 (3.8)

The capacitance of a parallel-plate capacitor filled with sample liquid with the
frequency-dependent dielectric constant ¢ is [48)]

O =c Compty = # (3.9)
where it is assumed that the used liquids are dielectrics (the electrons are
attached to each individual molecule in the liquids). The used liquids are
furthermore considered to be isotropic liquids, i.e. liquids whose properties are
the same in all directions, and polar liquids, i.e. the molecules have a dipole
moment without an applied field [48].

To define €, we consider how the charge distribution of the molecules in the
molecular liquid are affected by an applied electric field. The molecules, and
thereby the molecular liquid, are affected by two mechanisms: stretching and
rotating. A detailed description and discussion of these mechanisms are, for
example, provided in Ref. [49]. The two mechanisms result in a polarization
of the dielectrics, which is measured in polarization P defined as the dipole
moment per unit volume [48]. Provided that the applied field E is not too
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strong for most substances (so-called linear dielectrics), the polarization P is
proportional to E. This is the case here and the relationship is

P =¢ox.E (3.10)

where Yy, is the electric susceptibility of the dielectric relating to the dielectric
constant as € = 1+ x. [48]. The above equation shows a linear response function
with E being the input, P being the output and x. being the response. In
our experiments, we apply a harmonic oscillating electric field, noting E =
Eye!@tt¢r)  The output will also be harmonic oscillating with the same
frequency as the input, but with a possible phase difference giving

Poel@Her) = gy, 0€'Pxe Byel(@iter) (3.11)

The stretching happens almost instantaneously, and the frequency dependence
of x. is caused by the rotational mechanism. To further understand what
happens when we apply the electric field, we look at the amplitudes and the
phases of the above equation at a fixed frequency, respectively:

P,
Py = eoxe,0E0 < €0Xe,0 = FO (3.12)
0
PP = Px. + 9B S Oy, = PP — ¥ (3.13)

At low frequencies, the molecules have enough time to adjust to the electric field,
and thereby rotate themselves to align. The amplitude of y. thereby reaches
a (high) plateau, since the polarization is large. At higher frequencies, the
molecules do not have time to align themselves with the field, and the amplitude
of x. goes towards a new lower plateau. Between the two plateaus, the motion
of the polar molecules are out of phase with the applied field, resulting in a
so-called loss peak for the electric susceptibility. The frequency of this loss
peak is dependent on the relaxation time of the liquid and thereby on the
temperature/pressure, since the molecules’ ability to rotate depends on the
viscosity of the liquid.

The electrical displacement field D, which is the field caused by the applied
field and the polarization, is defined as [48§]

D=c¢gE~+P (3.14)

which, for linear dielectrics, can be reduced to (using Eq. )
D =¢ocE (3.15)
The frequency-dependent dielectric constant ¢ is thereby defined by the pro-
portionality constant between the applied field E and the displacement field D.

This is also an example of linear response with E being the input, D being the
output, and ¢ the response. Equivalent to x., € is also frequency dependent.
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Figure 3.2: Illustration of the frequency-dependent dielectric constant. Top:
The real part of the dielectric relaxation spectrum. Bottom, left: The negative
imaginary part of the dielectric relaxation spectrum. Bottom, right: The
logarithm of the negative imaginary part of the dielectric relaxation spectrum.

At low frequencies, the real part of the dielectric constant approaches the equi-
librium value (g;) immediately, because the molecules rotate to align with the
field. At higher frequencies, the molecules do not have enough time to align
themselves with the field, and the real part of the dielectric constant approaches
a new, lower value (e55). The real part of the dielectric constant is illustrated
in Figure (top). The difference between €;5 and e,y is called the dielectric
strength Ae. Between the two plateaus, the motion of the polar molecules are
out of phase with the applied field. The dielectric constant therefore shows a
loss peak. Figure (bottom) illustrates the typical frequency dependence of
the negative imaginary dielectric constant (—¢”’). The relaxation is called the
a-relaxation, and the loss peak is also referred to as the a-peak. The frequency
at the maximum of the a-peak is also called the loss peak frequency and is
noted f,, in this thesis. We define a characteristic time of the relaxation as
7 = 1/(27 f,), which we refer to as the relaxation time. Note that f,, and
thereby 7 for the different response functions might differ (as we, for example,
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show for the relaxation times found from respectively dielectric spectroscopy
and specific heat spectroscopy in Chapter @

The spectra may show S-relaxation on the right side of the peak (since they
are faster than a-relaxations) due to minor motions in the liquids. Furthermore,
conductivity may affect the spectra on the left side of the peak as a straight
line.

3.3 Non-linear response — aging

Non-linear response is the response of a system following a large perturbation.
In our investigation of aging (Chapter [7]), the applied perturbation is a (large)
jump in temperature, where we examine how the liquid equilibrates afterwards.
This relaxation is called structural relaxation. Note that the isochronal jump
investigation (Chapter [8)) is also a study of aging, where we study jumps in
both temperature and pressure, and combinations of the two. However, in this
formal description of the non-linear response, only pure temperature jumps are
considered. Note that aging may also refer to the changing of chemical relations
over time, but here, only pure physical aging is studied.

To study aging, the liquid has to be close to the glass transition temperature.
A chosen property of the liquid is monitored as a function of time, e.g. the
volume, the dielectric loss at a fixed frequency, etc. Remember that a system
in the glass state is out of equilibrium, and it will therefore relax towards
the (metastable) equilibrium state, i.e. the supercooled liquid state. When
performing a temperature jump to a temperature just below the glass transition
temperature, the liquid will therefore relax. Figure illustrates aging in the
temperature/volume diagram.

If the jump is performed to a temperature too far below Ty, it will be
impossible for the liquid to reach equilibrium (and maybe even to relax towards
equilibrium on a observable time scale). Since the relaxation time changes dra-
matically with temperature, aging can only be observed in a small temperature
range. Note that if the jumps are performed in a temperature range above the
glass transition temperature, the structural relaxation will be too fast to be
measurable.

In the following description of the formalism of aging, we consider an
instantaneous jump in temperature (which is also what we aim for in our
experiments). We furthermore assume that the liquid is in equilibrium before the
jump is initiated, and that the relaxation is monitored until the new equilibrium
is reached. Following a jump from a temperature T} to a temperature T, leads
to an instantaneous change of a measured property p followed by a relaxation
towards equilibrium at 75 as illustrated in Figure (left). Note that this
relaxation looks like the linear response in Figure [3.1 The instantaneous
change stems from the atomic vibrations, while the following relaxation towards
equilibrium is due to structural changes in the liquid [50]. The slope of the
studied property as a function of temperature, dp/9T, has one value in the
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Figure 3.3: Illustration of aging. Following a jump in temperature to a temper-
ature just below the glass transition temperature, the liquid will first be out of
equilibrium in the glass state. It will then equilibrate towards the supercooled
liquid state. This relaxation is called structural relaxation and is also referred
to as aging.

(supercooled) liquid state (cy;), and another value in the glass state (apg),
as illustrated in Figure [3.3] The first instantaneous change depends on the
characteristic slope in the glass state a4, while the structural relaxation depends
on both the characteristic slope in the supercooled liquid state oy, and in the
glass state, oy, as illustrated in Figure @

The non-linearity is seen already at small temperature jumps (actually, it is
difficult to perform a linear response using temperature jumps, but an example
is seen in Ref. [51]). When studying temperature up and down jumps of equal
size to the same temperature, the non-linearity is clearly visible, as illustrated
in Figure|3.5] This is where the non-linear response differs from linear responses.
This non-linearity arises because the relaxation rate is structure-dependent,
and evolves with time. During a down jump, the relaxation rate decreases as
the structure ages. On the contrary, during an up jump, the relaxation rate
increases as the structure ages [50, [52].

The standard formalism for describing the structural relaxation is called the
Tool-Narayanaswamy (TN) formalism, and is presented below. First, we define
the normalized relaxation function, R(t). R(t) is defined as the time-dependent
distance to equilibrium at the end temperature T5 over the overall change of
the measured property from 77 to 15

p(t, T2) - p(OO, TQ)
p(OO, Tl) - p(OO, TQ)

From this definition, it is seen that R(0) = 1 and that R(¢) — 0 as t — oc.

R(t) = (3.16)
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Figure 3.4: Aging following an instantaneous jump in temperature from 73 to
T5. The change of the monitored property (p(t,T")) consists of an instantaneous
change (from p(oco,T7) to p(0,T5)), depending on the characteristic slope in
the glass state a4, and a relaxation towards equilibrium depending on both
the characteristic slope in the supercooled liquid state oy and the glass apg
as shown on the figures. Left: The change of property as a function of time.
Right: The change of property as a function of temperature, seen as the red
line. Remember that the temperature change from 73 to T5 is instantaneous.
Figures adapted from Scherer (1986) [50].
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Figure 3.5: Illustration of a temperature up and a temperature down jump of
equal size to the same temperature. The non-linearity is clearly visible. Figure
adapted from Scherer (1986) [50].
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3.3.1 Tool-Narayanaswamy formalism

In the 1940s, Tool [53] 54| first described the non-linearity of the structural
relaxation using a parameter called the fictive temperature T%. In 1971,
Narayanaswamy [55] further developed on this approach.

Narayanaswamy’s idea was that linearity can be re-established by introducing
a material time £. £ may be thought of as a time measured on a clock with a
clock rate (t) that itself evolves with time [52]. The material time is defined
from the structural clock rate v and the actual time ¢ as [50}, 52], [55]

d¢ =~v(t)dt & & = /0 ~(t)dt (3.17)

In this approach, it is assumed that the non-linearity of the structural relaxation
occurs only because of the non-linearity of the relaxation rate. The model, there-
fore, for example, assumes that the system has time-temperature-superposition,
implying that the equilibrium relaxation spectra are temperature invariant.

The TN-formalism implies that the normalized relaxation function R(t) is a
unique function of the material time ¢, giving [52] [55]

R(t) = $(£(1)) (3.18)

with ¢(€) being a unique function independent of temperature and time. This im-
plies that when R is plotted as a function of £ for different jumps in temperature,
the curves collapse onto one master curve.

The TN-formalism introduced a single-parameter assumption in terms of
the fictive temperature Ty. The hypothesis is that both the measured property
p(t) and the clock rate v(t) of the structural relaxation are controlled by the
same parameter. We refer to this property as single-parameter aging, which we
develop tests for in Chapter [7}

The TN-formalism is usually tested using analytical functions and fitting to
these to find, for example, the material time [28] [50, [55]. The single-parameter
aging tests we develop in Chapter [7] have the advantage that one does not
explicitly need to calculate the material time. We, furthermore, do not need to
make any assumptions regarding the shape of the relaxation curve ¢.
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Experimental details

This chapter describes experimental details relevant for the four investigations:
isochronal superposition, frequency-dependent specific heat under high pressure,
aging following temperature jumps, and isochronal jump. All experiments were
conducted in the laboratory at Roskilde University.

Section [£.1] describes the pressure setup used for the isochronal superposition,
the specific heat, and the isochronal jump investigations. The electronic equip-
ment used for all investigations are described in Section however, only the
standard configuration used for the investigations of isochronal superposition
and aging are shown. Different configurations are used for the isochronal jump
and the specific heat investigations, which are described in the respective chap-
ters. The liquids for the four investigations are described in Section [£.3] The
aging measurements and some of the specific heat measurements are performed
in an atmospheric pressure cryostat at Roskilde University. For further details
on this cryostat, see Ref. [56]. In this thesis, the cryostat is referred to as a
standard RUC cryostat.

4.1 Pressure setup

The pressure setup consists of several parts, with the pressure vessel being the
heart of the setup. The pressure vessel is type MV1 from Unipress Equipment
in Warsaw, Poland, and is illustrated in Figure The maximal pressure is
600 MPa, and the temperature range is 173 K to 393 K. The sample cell, which
differs for the different investigations, is placed in the pressure chamber in the
middle of the pressure vessel which contains a pressure medium (we use a silicon
oil). The pressure vessel is connected to a high pressure pump via a metal
capillary entering at the bottom of the vessel leading the pressure medium to
the pressure vessel. The pump is the type U111 from Unipress Equipment in
Warsaw, Poland. The maximal pressure is 700 MPa. The pressure is controlled
directly at the pump, allowing for automatic pressure rise. The release of the

23
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Figure 4.1: Cross section of the pressure vessel. The sample cell is placed in
the pressure chamber, which is filled with pressure medium. The pressure is
delivered through a metal capillary at the bottom of the vessel. The thermal
liquid flows around the pressure chamber in the walls of the pressure vessel.
The wires connecting the sample cell to the electrical equipment passes through
the plug in the top of the pressure vessel. Figure from Gundermann (2013) [57].
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pressure is done manually by the opening of a valve. When the pressure is set,
it is kept stable by the pump ensuring that the pressure increases to the desired
pressure again when the pressure decreases more than 3 MPa from the desired
value. The setting of 3 MPa is the smallest margin permitted. This limited
pressure stability affects the measurements, and is clearly visible in several of
the investigations.

The pressure vessel is connected to a thermal bath, specifically a Julabo
F81-ME, which ensures a temperature stability of £0.02 K in the thermal bath
[58]. The thermal medium used for the measurements is a mixture of water and
glycol, resulting in the temperature range of 233 K to 333 K. The bath ensures
that the thermal liquid with a selected temperature circulates around in the
sides of the vessel, ensuring a stable temperature.

The top of the pressure vessel, called the plug, has feed-throughs to connect
the sample cell to the electrical equipment. A thermocouple is placed in the
plug close to the sample environment, where the temperature is measured (as
this temperature may be different from the temperature in the thermal bath).
The temperature measured using the thermocouple is used for the isochronal
superposition investigation and the specific heat investigation. For the isochronal
jump investigation, we developed an internal temperature regulation, which
allows for a temperature measurement inside the pressure chamber (see Section
8.2.3)).

The pump, the thermal bath, the thermocouple, and the electrical mea-
surement equipment are connected to a computer where the pressure, the
temperatures, and the electrical signals are detected. Additionally, the thermal
bath and the electrical equipment are controlled from the computer.

When performing the measurements, the pressure vessel is wrapped in
Styrofoam to prevent ice formation, and to maintain a stable temperature.
Figure [£.2) shows the pressure setup, and Figure [£.3] shows the pressure vessel.
All investigations performed at this pressure setup (including investigations of
the setup itself) are in Refs. [57, HIH64].

The pressure setup also allows for pressure-volume-temperature (PVT)
measurements, which are used for the isochronal superposition investigation
(described in Section [5.2)).

4.2 Electronic measurement equipment

The electrical measurement equipment consists of a LCR meter and a multimeter
working with a generator, which, together, measures in the frequency range of
1072 Hz - 10° Hz. The commercial LCR meter, an Agilent E4980A, measures
the capacitance of the sample cell directly in the frequency range of 10> Hz -
10% Hz. A custom-built setup with a frequency generator in combination with
an Agilent 3458 A multimeter measures in the frequency range of 1073 Hz - 102
Hz. See Ref. [65] for further details. There is an automatic switch between
the LCR meter and the multimeter at 100 Hz. The multimeter and frequency
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Figure 4.2: The pressure setup. Picture from Roed (2012) [59].

Figure 4.3: The pressure vessel. Picture from Roed (2012) [59].
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Figure 4.4: The configuration of the electrical equipment used for measuring
the capacitance of the sample cell C,.. Cy illustrates a prebox with a known
capacitor and resistor in parallel.

generator are used for all four investigations. For the dielectric measurements
in the isochronal superposition investigation and the aging investigation, the
configuration is described below. For the specific heat measurements and the
dielectric measurements in the isochronal jump investigation, the multimeter
and the frequency generator are used in different configurations described in
the respective chapters @ and .

The configuration of the electronic equipment is illustrated in Figure [£.4]
The frequency generator supplies a voltage V. The supplied voltage is harmonic
oscillating V, = Vj cos(wt + ¢y, ). To calculate in the electrical circuit, we use a

complex notation, Vg, defined as
V, = Re(V,) = Re(Vpe!@tHove)) (4.1)

The multimeter measures the voltage V,,,, which is the voltage over a known
prebox, consisting of a known capacitor and resistor in parallel. The sample
has capacitance C,, while the prebox has capacitance Cy. Since Vy and Cy are
known, and V,, is measured, the capacitance of the sample cell (C'I) can be
calculated as

7, oo (4.2)

‘ —

1
1
. T

Q)

Cr=0Cp —m 4.3
0 DA (4.3)

Before this calculation, the exact value of Cy is found by a calibration. For
more details on the calibration, see Ref. [59].
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Liquid Bonding | T, (K) Ace | Investigations | Density
5PPE vdW 245 [67] ~ 2 [68] | IS, SH, 1J Ref. [57]
Glycerol | H 193 [69] ~ 60 | IS, Aging Ref. [70]
DEP vdW 187 [69] ~8 | IS, Aging This work
1,2,6-HT | H 203 [71] ~ 40 | IS, Aging This work
DC704 | vdW 211 [67] | ~ 0.2 [67] | IS. Ref. [66] | Ref. [57]
DBP vdW 177 7] ~ 8 | IS. Ref. [1] Ref. [T0]

Table 4.1: The liquids studied. "H" is hydrogen-bonded and "vdW" is van der
Waals-bonded. Where no reference is given, Ae is from the measurements used
for the isochronal superposition investigation. "IS" is isochronal superposition,
"SH" is specific heat, and "IJ" is isochronal jump. Where no references are
given, data are obtained in relation to this work. Details on the density data
are given in Section [5.2.2

4.3 Liquids

This section describes the liquids used in the four investigations performed at
Roskilde University. Measurements on the four of the liquids, polyphenyl ether
(5PPE), glycerol, diethyl phthalate (DEP), and 1,2,6 hexanetriol (1,2,6-HT), are
performed in relation to this PhD. For the isochronal superposition investigation
(Chapter , dielectric data on tetramethyl tetraphenyl trisiloxane (DC704) and
dibutyl phthalate (DBP) are also used. The DC704 data was compiled for the
article Nielsen et al. (2010) [66] and was measured in the laboratory at Silesian
University, Katowice, Poland. The DBP data was compiled for the article Niss
et al. (2007) [7] and was measured in the laboratory LCP, in Orsay.

Figure shows the molecular structure of the liquids. The intermolecular
bonds of 5PPE, DEP, DC704, and DBP are van der Waal bonds, and they are,
therefore, expected to be Roskilde simple. The intermolecular bonds in glycerol
and 1,2,6-HT are hydrogen bonds, and they are, therefore, not expected to be
Roskilde simple. Table gives an overview of the used liquids including their
bonding, Tj; at atmospheric pressure, dielectric strength Ae, which investigations
they are used in, and where density data for the liquids are obtained.

It is well known that the hydrogen-bonded liquids, especially, can absorb
water. Therefore, the liquids are placed in an exicator before use to extract
water. The exact exicator times are stated under the experimental details for
each investigation. In the table, we stated T;,=193 K at atmospheric pressure
for glycerol, however, it seems to vary, which is possibly due to the amount of
water in the liquid (as an example, T}, is found to be approximately 185 K in
the aging investigation (Chapter [7))).
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Chapter 5

Isochronal superposition

The isochronal superposition investigation was initiated in my Master Thesis
(Ref. [59]), where the dielectric measurements were obtained, and a quantitative
measure of isochronal superposition was proposed. As part of this PhD project,
the measures of isochronal superposition were improved to include temperature
and density changes. In order to include density, pressure-volume-temperature
(PVT) measurements were made in relation to this PhD project. Furthermore,
a paper about isochronal superposition was written (Paper 1). This chapter
about isochronal superposition was written after the paper, and several sections
are therefore identical or similar to sections in the article.

A liquid obeys isochronal superposition if its dynamics is invariant along
the isochrones. More precisely, a liquid obeys isochronal superposition if the
complex, frequency-dependent response function R(w, @) in question at state
point @ can be written

R(w, Q) = Ro(Q)R(w,7(Q)) + Ko(Q) (5.1)

Here Ry(Q) and Ko(Q) are state-point dependent real constants. The function
R(w, 7(Q)) describes the shape of the relaxation spectrum; this function depends
on the state point @) only via its relaxation time 7(Q). For the imaginary part

of the response function, isochronal superposition implies

R'(w,Q) = Ry(Q)R"(w, 7(Q)) (5.2)

Tolle (2001) first demonstrated isochronal superposition for a single liquid,
orthoterphenyl, in data for the intermediate scattering function determined
by neutron scattering [16]. Soon after, systematic investigations of isochronal
superposition were initiated by Roland et al. (2003) [I7] and Ngai et al. (2005)
[20] using dielectric spectroscopy. These seminal papers showed isochronal
superposition for the van der Waals liquids studied, but reported that hydrogen-
bonded liquids often violate isochronal superposition. The isomorph theory also
suggests such a difference between the two types of liquids, since Roskilde-simple
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liquids are predicted to obey isochronal superposition, where van der Waals
liquids are expected to be Roskilde simple, but hydrogen-bonded liquids are
not. Our hypothesis, which is tested in this investigation, is, therefore, that
van der Waals liquids obey isochronal superposition better than hydrogen-
bonded liquids. Note that the isomorph theory does not predict anything about
hydrogen-bonded liquids.

We studied four van der Waals liquids: polyphenyl ether (5PPE), diethyl ph-
thalate (DEP), dibutyl phthalate (DBP), and tetramethyl tetraphenyl trisiloxane
(DC704), as well as two hydrogen-bonded liquids: 1,2,6 hexanetriol (1,2,6-HT)
and glycerol (details on the liquids are given in Section . The six liquids are
all studied previously, also by use of dielectric spectroscopy under high pressure
[18, 67, [72H75].

By visually comparing the imaginary part of response functions along a
liquid’s isochrones, the analysis of isochronal superposition has traditionally
followed the age-old method for investigating time-temperature superposition
(TTS). Appendix shows this type of qualitative analysis on our data. This
investigation takes the analysis one step further by suggesting two measures of
the degree of isochronal superposition — such measures are relevant because one
does not expect any liquid to obey isochronal superposition with mathematical
rigor. They are furthermore useful when comparing different liquids’ ability to
obey isochronal superposition, since the measurements of the different liquids
may vary in temperature and pressure range, and we expect that measurements
taken at state points close to each other are more identical than measurements
taken at state points far from each other.

Section [5.1] defines our measures of isochronal superposition. In Section [5.2}
the pressure-volume-temperature measurements are presented, and the densities
are estimated for the used liquids. We study isochronal superposition by use
of dielectric spectroscopy, and the measurements are presented in Section [5.3
including a discussion about the difficulties when comparing different liquids
using dielectric spectroscopy. Section [5.4] shows the shape parameters used for
the measures of isochronal superposition, and Section [5.5] shows the results of
the measures. Section provides concluding remarks on the investigation.

5.1 Measures of the degree of isochronal super-
position

To develop quantitative measures of isochronal superposition, we first consider
perfect isochronal superposition. A loss peak, in principle, is characterized by
infinitely many shape parameters X,Y, Z, .... In practice, a few parameters are
enough to characterize the shape, for instance, fitting-model based parameters
like the stretching exponent 3, the Havriliak-Negami parameters, the Cole-
Davidson S¢p, ete., or model-independent parameters like the half width at half
depth or the loss peak area in a log-log plot. Perfect isochronal superposition is
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characterized by constant shape parameters along an isochrone:
0=dX|, =dY|, =dZ|, = ... (5.3)

in which |, signals that the variation is considered at constant relaxation time.

In order to determine how much a given shape parameter X varies along an
isochrone, we assume that a metric ds has been defined in the thermodynamic
phase diagram. Since dln X = dX/X gives the relative change of X, the rate
of relative change of X along an isochrone is given by the operator L defined by

dIn(X)
ds

We now need to define a reasonable metric ds. A state point is characterized
by its temperature 7 and pressure P, so one option is ds®> = dT? + dP2.
However, this metric depends on the unit system used, which is not acceptable.
This problem may be solved by using logarithmic distances, i.e., defining
ds? = (dIn(T))? + (dIn(P))?. Actually, using pressure is not optimal because
there are numerous decades of pressures below ambient pressure where little
change of the physics take place; furthermore, a logarithmic pressure metric
does not allow for negative pressures. For these reasons, we instead quantify
state points by their temperature and density p, and use the following metric

L(X) = ‘ (5.4)

T

ds®> = (dIn(T))? + (d1n(p))? (5.5)

Equations and define a quantitative measure of isochronal superposi-
tion. In practice, suppose an experiment results in data for the shape parameter
X along an isochrone. This gives a series of numbers X7, Xo, ..., corresponding
to the state points (17, p1), (T2, p2), .... Since In(X;4+1) — In(X;) = In(X;41/X;),
etc., the discrete version of the right-hand side of Eq. is

‘ (Xi1/X)
Xit1/2)
VIn? (L1 /T2) + 0% (i /i)

An alternative measure of isochronal superposition corresponding to the purely
temperature-based metric ds? = (dIn(7T))? is defined by

(5.6)

(5.7)

Lr(X) = ‘dln(X)’

dIn(T) |.
This measure is considered because density data are not always available. If the
density-scaling exponent v = (dIn(T")/dIn(p))|, [25] is known for the range of
state points in question, Eq. (5.5) implies ds? = (d1n(7))?(1+1/~%). This leads
to the following relation between the two isochronal superposition measures

Lr(X)

M= AT,

(5.8)
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This relation is useful in the (common) situation where gamma is reported in
the literature, but the original density data are difficult to retrieve.

5.2 Pressure-volume-temperature (PVT) measure-
ments

In order to use the measure L(X) of isochronal superposition, the density of
the liquids at different state points are necessary. In order to find the density
as function of pressure and temperature, pressure-volume-temperature (PVT)
data are needed. PVT data are available for DBP and glycerol in Ref. [70].
PVT measurements for DC704 and for 5PPE are from Refs. [42] and [57]. PVT
measurements on 1,2,6-HT and DEP are performed in relation to the present
investigation and are described in the following section.

5.2.1 Equipment and method

The PVT measurements on 1,2,6-HT and DEP are performed at the pressure
equipment at Roskilde University (see Section . A special plug for the
pressure vessel is used for this purpose, which is illustrated together with the
sample cell and the pressure vessel in Figure [5.1] The sample cell consists of a
sample container shaped as a cylinder with the diameter 20 mm and height 41
mm. One of the ends of the cylinder functions as a floating piston to transmit
the pressure into the sample. The piston is sealed by a rubber o-ring to avoid
mixing up sample and pressure liquid. The other end of the sample cell has a
de-aerating screw, which is used to prevent air in the container. The maximum
pressure of the sample cell is 600 MPa and the temperature ranges from 253.15
K to 353.15 K (however, the maximum temperature with the used cooling bath
is 333 K (Section [4.1))).

The displacement of the piston is measured by use of a rod connected to
the piston. The displacement of this rod is measured by a "linear variable dis-
placement transformer" (LVDT). The LVDT used to measure the displacement
of the piston is the type PAn 20s, and the corresponding measuring bridge is
the type MPL701. The maximum displacement of the piston is 20 mm.

To perform measurements, the clean sample cell is first weighed (Mempty)-
The de-aerating screw is tightened and the container is filled with sample liquid.
The piston is then placed carefully in the sample container. The sample cell is
turned around so the de-aerating screw is pointing upwards. The de-aerating
screw is loosened and the piston is pushed until the piston and the sample cell
coincides (resulting in first air and then sample liquid coming out of the valve
of the de-aerating screw). The de-aerating screw is tightened, and the sample
cell is weighed again (Mfeq). The rod is connected to the sample cell, and the
sample cell is then connected to the plug.

The weight of the sample liquid is calculated, Mgample = Mgiled — Mempty -
The specific volume (Vi = 1/p) at room temperature and ambient pressure is
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Wire to measuring bridge
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" Pressure chamber

Y
Capillary for pressure transmitting fluid

Figure 5.1: Illustration of the plug and sample cell used for PVT measurements.
Figure from Gundermann (2013) [57].
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Figure 5.2: PVT measurements on 1,2,6-HT. The lines show the fit to the
Tait-equation. (a) Data along isobars. (b) Data along isotherms.

therefore

‘[sam le w-h- 7‘2
Vep = = = 5.9
P Msample Msample ( )

where Viample is the volume of the sample container and thereby the volume of
the liquid at room temperature and ambient pressure. h is the height of the
cylinder and r is the radius of the cylinder.

When the temperature and pressure are changed, the volume of the sample
changes and the piston moves. The specific volume Vj; is then calculated as

(h—D)-m-7r?

[ S 7‘ [
P
sample

(5.10)

where D is the measured displacement of the piston.

Figure [5.2) shows the PVT measurements on 1,2,6-HT, which are performed
along both isobars and isotherms. Figure [5.3] shows the PVT measurements on
DEP, which are performed along isobars.
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Figure 5.3: PVT measurements along isobars on DEP. The lines show the fit to
the Tait-equation.

5.2.2 Extrapolation using the Tait-equation

The state points where the respective PVT measurements and dielectric mea-
surements can be performed are often not the same. Figure shows the
situation for 1,2,6-HT and DEP, where only one state point for DEP overlaps
between the two methods. Therefore, an extrapolation of the PVT data is
necessary in order to determine the density at the state points used. The PVT
data are fitted to the Tait-equation of state, which show the specific volume as
a function of temperature and pressure. The used Tait-equation is [57]:

P
‘/;p:UO»eao-T. <101H (1+b06_blT>) (511)

where T' is the temperature in Celsius and P is the pressure in MPa.

For 1,2,6-HT a fit to the Tait equation is made with both the data performed
along isobars and the data performed along isotherms. The used parameters for
the Tait equation is the average of the parameters found from, respectively, the
isobar and the isotherm fit. Figure [5.2] shows the fit of the Tait equation with
the average values. For DEP, the fit to the Tait equation is seen in Figure [5.3

The PVT data for glycerol and DBP are seen in Figure [5.5] where also
the fits to the Tait equation are shown. For DC704 and 5PPE, the fitting
parameters to the Tait equation are given in Refs. [42] and [57]. The fitting
parameters to the Tait equation for all the used liquids are shown in Table 5.1}

5.3 Dielectric measurements

For the investigation of isochronal superposition, we use the imaginary part of
the spectra obtained by dielectric measurements. Dielectric measurements have
been obtained by us on the four liquids: 5PPE, DEP, glycerol and 1,2,6-HT, in
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Figure 5.4: The state points where the respective PVT measurements and
dielectric measurements are performed for DEP (a) and for 1,2,6-HT (b).
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Figure 5.5: PVT data for glycerol and DBP from Bridgman (1932) [70], and
fits to the Tait-equation. (a) Glycerol. (b) DBP.

Liquid Vo ag C bo by Ref.
1,2,6-HT | 0.894 | 4.9-10=* | 0.085 | 269 | 0.0029 | This work
Glycerol | 0.808 | 4.8-10=% | 0.112 | 519 | 0.0018 | Ref. |70
5PPE 0.822 | 6.5-10=% | 0.095 | 285 | 0.0043 | Ref. |57

DEP 0.874 | 7.4-10=% | 0.103 | 235 | 0.0046 | This work
DC704 0.920 | 7.1-10=% | 0.088 | 188 | 0.0048 | Ref. [57]
DBP 0.938 | 7.9-10=% | 0.093 | 189 | 0.0050 | Ref. [70]

Table 5.1: The parameters for the Tait-equation (Eq. (5.11)) for the different
liquids.
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Figure 5.6: The sample cell used for the dielectric measurements. Picture from
Roed (2012) [59].

relation to Ref. [59], while the data on DC704 are from Ref. [66] and the data
on DBP are from Ref. [7].

For the dielectric measurements obtained by us in relation to Ref. [59], the
used equipment is described in Section and Section [£.2] Glycerol was in
an exicator for 20 hours and 1,2,6-HT was in the exicator for two hours before
use. Glycerol, 1,2,6-HT, and DEP were acquired from Sigma Aldrich and 5PPE
was acquired from Santovac. The sample cell consists of two round stainless
steel plates with a diameter of 19.5 mm, separated by a 0.05 mm thick Kapton
spacer, which has an inner diameter of 17.5 mm and outer diameter of 19.5 mm.
Figure [5.6] shows the sample cell. The sample cell is wrapped in Teflon tape
and rubber to avoid mixing with the pressure fluid. For further details about
the measurements, see Ref. [59].

Measurements on DEP and 5PPE were performed at several temperatures
along 7 and 5 isobars, respectively. With the liquids 1,2,6-HT and glycerol, we
discovered crystallization, which was detected by a drop in the dielectric signal.
For these liquids, we therefore performed the final measurements with a new
sample directly on selected isochrones.

For each liquid, state points which are approximately on the same isochrone
are chosen for the investigation. These raw data are shown for all six liquids
in Figure 5.7} We identify state points on the same isochrone as state points
with the same value loss peak frequency, f,,, corresponding to a relaxation time
7 = 5——. This results in 2-5 isochrones with 3-6 state points each for each
11qu1d See Appendix [A22] for details on the selected isochrones.

When using dielectric spectroscopy, the amplitude of the signal is strongly
sample dependent. Figure [5.8]illustrates the size of the signal for the liquids
studied in this work and the overall experimental situation. Hydrogen-bonded
liquids generally have a much larger dipole moment than van der Waals liquids,
which leads to much better dielectric relaxation signals for the former liquids.

Another factor which differs from sample to sample is the area in the
phase diagram where measurements can be performed. The equipment has a
temperature, a pressure, and a frequency range, which give some general limits.
The temperature and pressure dependence of the relaxation time is sample
dependent, and the part of the phase diagram where the a-relaxation is present
in the available frequency range therefore varies. Figure [5.9]illustrates this, and
it is also clear from the raw data in Figure[5.7] By using a measure of isochronal
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Figure 5.7: Raw data of the six studied liquids. The figures show the measure-
ments which are selected to be on approximate isochrones. Each color represents
a pressure. The figures illustrate that there are differences in noise and signal
between the liquids. Furthermore, it is seen that the frequency range where the
measurements are performed is different for the different liquids.



Section 5.4: Shape parameters 41

a) 25 b)
1 |
20
15 } “ oof |
o - 12,6-HT
! i — Glycerol [N
10 2 -1f 5PPE ;
- DEP
5| DC704 |
2} DBP )
0 = " " "
-1 0 1 -1 0 1
log 10 (f/f m) log 10 (f/f m)

Figure 5.8: The figures show one relaxation spectrum for each of the used liquids
on, respectively, a linear and a log scale. It is seen that the hydrogen-bonded
liquids (the blue spectra) have better signal than the van der Waals liquids.
The spectrum of DC704 is not visible in figure (a), because the signal is too low
compared to the other liquids.

superposition, it is possible to take this challenge into account in term of the
temperature and density difference (see Section [5.1)).

5.4 Shape parameters

To use the measures of the degree of isochronal superposition on the measure-
ments, shape parameters of the dielectric spectra are needed. We use three
different shape parameters, the half width at half depth Wy, the area of
dielectric loss over maximum loss in a log-log plot A, and the model-dependent
shape parameter Spc from the Cole-Davidson fitting function.

5.4.1 Half width at half depth W,

As one shape parameter we use the half width at half depth, W /5, defined as
the number of decades of frequency from the frequency of maximum dielectric
loss to the higher frequency (denoted f;,2) where the loss value is halved [69]:

Wi o =logio(f1/2/ fm) (5.12)

The W jo-values are plotted in Figure (a) as functions of temperature for
each isochrone studied. This figure suggests that isochronal superposition is not
obeyed for the two hydrogen-bonded liquids (blue), since there is a clear change
of Wi/, as temperature changes. The figure suggests that the four van der
Waals liquids obey isochronal superposition. There is more scatter in the values
for the van der Waals liquids than for the hydrogen-bonded liquids, which is
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Figure 5.9: Tllustration of measuring area on two different liquids. The red
shaded area illustrates the part of the phase diagram where the a-peak can be
measured. The pressure, temperature, and frequency range are determined by
the equipment. However, the frequency at the a-relaxation (fy,,) at each state
point depends on the liquid. Two liquids are illustrated: the glass transition
temperature T} is lower for the liquid in (b) than the liquid in (a).

due to the smaller dielectric signals (see Figure|5.8]). From Figure (a) it is
also seen that W, is almost constant at all state points for DEP and DC704,
suggesting that isochronal superposition in these cases is a consequence of TTS
(or more specifically, time-temperature-pressure superposition). However, the
isochrones are separated from one another in the case of 5PPE and DBP (just
as they are in the case of 1,2,6-HT and glycerol). This shows that isochronal
superposition can apply even when the spectra broaden upon supercooling,
which is also supported by earlier works where isochronal superposition has
been found for systems without TTS [66, [76].

In Figure (b), Wy o for all the data (i.e., also measurements that are
not on the chosen isochrones) is shown as a function of f,,. It is seen that the
W jo-values for DEP and DC704 especially are close to being the identical when
fm is the same. This is also the case for 5PPE and DBP at some values of f,,,
but not all. For glycerol and 1,2,6-HT, on the other hand, W5 seems to vary
for all values of f,,. If the liquid obeys isochronal superposition, then W /5 has
to be the same when f,, is the same. Thus, we can see directly from this figure
that glycerol and 1,2,6-HT deviate from isochronal superposition.

5.4.2 Area of dielectric loss over maximum loss in a log-
log plot A

As a second, model-independent shape parameter, we used the area of dielectric
loss over maximum loss in a log-log plot, denoted by A. We integrated from
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Figure 5.10: Half width at half depth (W;,). (a) Wi/, as a function of
temperature for each isochrone. Blue: 1,2,6-HT, stars: logy(fm) =~ 4.0,
circles: logyo(fm) =~ 3.6, squares: logo(fm) =~ 3.0. Cyan: glycerol, stars:
log1o(fm) =5.0, circles: logyo(fm) =~ 4.5, squares: log,o(fm) =~ 4.1. Red: 5PPE,
stars: log;o(fm) =~ 4.0, circles: log,o(fm) =~ 3.1, triangles: log,y(fm) =~ 0.2.
Orange: DEP, stars: logo(fm) =~ 4.9, circles: log,o(fm) =~ 4.3, squares:
logio(fm) =~ 3.4, triangles: log;,(fm) =~ 2.4, crosses: logo(fm) ~ 1.7. Pur-
ple: DC704, stars: logo(fm) =~ 2.0, circles: logyo(fm) =~ 1.0, squares:
log1o(fm) =~ 0.3. Magenta: DBP, stars logy(fm) =~ 4.1, circles: logyo(fm) =~ 2.6.
(b) Wy/2 as a function of f,, for all the measurements. If the liquids obey
isochronal superposition W/, has to be the same when f,, is the same.
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-0.4 decades below the loss peak frequency to 1.0 decade above it. This was
done by adding data for the logarithm of the dielectric loss taken at -0.4, -0.2,
0.2, 0.4, 0.6, 0.8, and 1.0 decades relative to the loss peak frequency:

7
A= log(Ej1(f)) (5.13)
i=1
where € = 6,5,—” and f = fLm This area measure focuses on the high-frequency
side of the f)ng;k. This is motivated in part by the occasional presence of dc
conductivity on the low-frequency side of the peak, in part by the fact that for
molecular liquids, this side of the peak is generally characterized by a slope
close to unity, i.e., it varies little from liquid to liquid [77].

5.4.3 fPpc from the Cole-Davidson fitting function

As a third parameter, we used the model-dependent shape parameter Spc from
the Cole-Davidson fitting function [78]

Ae

AT i (5.14)

E(w) =¢€0 +
For all spectra, we have fitted from half a decade on the low-frequency side of
fm to one decade on the high-frequency side of f,,. This interval is chosen so
that all spectra are fitted in the same size of interval. The fits are shown in
Figure [5.11] Below the measures are used on the found shape parameters.

5.5 Results

For a quantitative isochronal superposition analysis, we apply the L and Ly
operators to the shape parameter W/, seen in Figure Both measures are
considerably higher for the hydrogen-bonded liquids than for the van der Waals
liquids; thus the latter obey isochronal superposition to a higher degree than
the hydrogen-bonded liquids. We see from Figure [5.12] that the two measures
L(Wy2) and Ly(W;/5) lead to similar overall pictures and the same conclusion.

In Figure the measures L(A) and Lyp(A) are shown. Clearly, the
measures are higher for the hydrogen-bonded liquids than for the van der
Waals liquids. Thus, also with respect to the area shape parameter, the van
der Waals liquids obey isochronal superposition to a higher degree than the
hydrogen-bonded liquids.

Results from using the L operators on the model-dependent shape parameter
Bpc from the Cole-Davidson fitting function are shown in Figure It is
seen that also with respect to the model-dependent shape parameter Scp, the
van der Waals liquids obey isochronal superposition to a higher degree than the
hydrogen-bonded liquids.
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Figure 5.11: Cole-Davidson fit. The raw data, the part of the raw data which is
used for the fit and the Cole-Davidson fit.
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Figure 5.12: The measures of isochronal superposition based on the half width at
half depth of the dielectric loss peak, Wy /5. (a) The measure L(W; /2) giving the
rate of relative change of W, /5 along an isochrone. (b) The measure Ly (W 3).
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Figure 5.13: The measures of isochronal superposition based on the area A
of the dielectric loss peak plotted in a normalized log-log plot, obtained by
integrating from -0.4 to +1.0 decades around the loss-peak frequency. (a) The
measure L(A). (b) The measure Ly (A).
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Figure 5.14: The measures of isochronal superposition based on the shape
parameter of the Cole-Davidson function Scp. (a) The measure L(Bcp). (b)
The measure L (Bcp).

It is not straightforward to estimate the systematic uncertainties involved
in the measurements, but an attempt to do so is presented in the next section.

5.5.1 Uncertainty in the measures

We made an attempt to find the experimental uncertainty in the measurements
to estimate an error bar for the measures. Note that there are many different
ways to estimate the error bars, and this is just one way to do it.

We find the error bars for the shape parameter (X) using the relative
deviation of the shape parameter of two measurements at the same state point.
We then fit a power law to the maximum relative deviation for each liquid
against the dielectric strength of the liquid (we use a fit since we do not have
two measurements at the same state point for DC704 and DBP). The maximum
deviations are used, because the measurements at the same state points are
performed right after each other, and we expect that the deviation would be
larger if the two measurements were totally independent.

The fitted power law is used to find the relative deviation p for each liquid,
which is then used to calculate the error bar of the shape parameter ox for
each liquid in this way

ox =X-p (5.15)

where p is the relative deviation found by the fitted power law.
We then find the error bar of In(X) (01,4(x)) in the following way

o) = In(X) ~In(X - (1 - p)) = In (;p) (5.16)
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Figure 5.15: The measures based on W/, with error bars. (a) The measure
L(Wy/2). (b) The measure Ly (W 2).

The error bar of the measure L(X) (or(x)) is then found as

B \/i *OIn(X)
)~ 2 2
V(T /Tign) + 10 (i /i)

OL(Xit1)2 (5.17)

where we use a standard method for calculating the error bar of a sum of (or
difference between) two numbers. In the error bar, we do not take uncertainties
in the temperature and density into account.

The error bar of the measure L (X) (0,.(x)) is found as

\/§ *Oln(X)

| _ V2oonx 1
OLr(Xit1/2) 1D(Ti/Ti+1) (5 8)

The Figures [5.15] and [5.16] show the measures with these error bars. If the
liquid obeys isochronal superposition, both measures must be zero within the
experimental uncertainty. This is the case for the four van der Waals liquids,
but not for the two hydrogen-bonded liquids.

5.6 Concluding remarks

To summarize, we have proposed two measures of isochronal superposition that
quantify the relative change of a given relaxation-spectrum shape parameter
along an isochrone. To use the measures, PVT data were obtained for DEP and
1,2,6-HT. The measures were tested for six liquids with regard to two model-
independent shape parameters characterizing dielectric loss peaks, the half
width at half depth and the loss-peak area in a normalized log-log plot, and one
model-dependent shape parameter, the Cole-Davidson Scp. The two measures
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Figure 5.16: The measures based on A with error bars. (a) The measure L(A).
(b) The measure Lz (A).

lead to similar overall pictures; in particular, both support the conclusion that
van der Waals liquids obey isochronal superposition to a higher degree than
hydrogen-bonded liquids.

The conclusion that van der Waals liquids obey isochronal superposition
better than hydrogen-bonded liquids is not new. This was reported as a clear
tendency in the pioneering papers on isochronal superposition from 2003 and
2005 by Roland et al. [I7] and Ngai et al. [20]. In the present investigation,
we have focused on systems with no visible beta relaxation or excess wing.
Capaccioli et al. [76] demonstrated isochronal superposition in systems with
beta relaxation, suggesting that the beta and alpha relaxations are connected.

The results are discussed in relation to the isomorph theory in Chapter [9}
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Chapter 6

High-pressure specific heat
spectroscopy

The aim of this investigation was to compare relaxation times found from
specific heat measurements and dielectric measurements, respectively, in the
two-dimensional phase diagram inspired by the study in Jakobsen et al. (2012)
[79], where the characteristic times for several measuring methods including
dielectric and specific heat along the atmospheric isobar were studied. To study
frequency-dependent specific heat under high pressure, we adapted our method
of measuring specific heat [80] to the high-pressure equipment at Roskilde
University as part of the present investigation. The dielectric measurements
done in relation to the isochronal superposition investigation (Chapter [5)) were
conducted in the same pressure setup, which gave us an unique possibility to
compare the results from the two measuring methods at high pressures. In
relation to this investigation, a paper was written (Paper 2). Some sections in
this chapter are similar to sections from the paper.

The glass transition has classically been investigated by calorimetry, where
the glass transition is observed as a drop in specific heat, when the slow degrees
of freedom are no longer accessible on the experimental timescale. However, the
realization that specific heat is time/frequency dependent and shows relaxation is
surprisingly young, and dates back to the early 1980s [81H86]. The experimental
use of specific heat as a spectroscopic technique studying the complex frequency-
dependent specific heat dates back to the work by Birge and Nagel [83] and
Christensen [84] in 1985. However, the number of experimental studies of the
dynamics in viscous liquids as seen from frequency-dependent specific heat are
limited. The following list is not comprehensive but covers, to the best of our
knowledge, all groups having addressed the issue Refs. [80, 83 [84] [87H92]. To
the best of our knowledge, only one previous study of frequency-dependent
specific heat at elevated pressures exists, in which Leyser et al. (1995) [93]
investigated orthoterphenyl 20 years ago in a limited pressure range up to 105

51
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MPa.
The heat capacity (C) of a substance is the amount of heat (Q) needed to
raise the temperature of the substance by one Kelvin [94]

Q

C=ar

(6.1)
The specific heat used here is the heat capacity per volume. The specific heat
can be measured under isobaric or isochoric conditions, for example, leading to
respective isobaric ¢, and isochoric ¢, specific heat. In this investigation, it is
the longitudinal specific heat (¢;) which is measured [95, [96]. The longitudinal
specific heat ¢; is related to the isochoric specific heat ¢, by

_Ks+%G

=——2c, 6.2
KT+%GC ( )

@]

where Kg is the adiabatic bulk modulus, K7 is the isothermal bulk modulus,
and G is the shear modulus. The isochoric specific heat ¢, is related to the
isobaric specific heat c, by

Kg
= KT Cy

At state points where relaxation occurs, G will differ from 0, which means that
¢p and ¢; differ. However, the difference of the characteristic timescale is very
small, implying that ¢; is approximately equal to ¢, [79, 95].

Our experimental method [80, [96] is based on a NTC-termistor (negative
temperature coefficient termistor), which is a temperature-dependent resistor.
In this setup, the termistor acts both as a heat generator and as a thermometer.
The thermistor is placed in the middle of a container filled with sample liquid,
implying that the thermistor is surrounded by the sample. This experimental
method is based on the thermal effusivity, which determines the liquid’s ability
to take up heat from parts of its surface and transport it away [80]. The
effusivity (e) depends on the heat conductivity A and the specific heat ¢ of the
sample liquid in this way: e = Ve

In this investigation, the specific heat is investigated in the thermal thick
limit, meaning that the boundaries of the sample cell do not affect the measure-
ments [80, [96]. In the thermal thick limit, the sample size (here > 5 mm) is

much larger than the heat diffusion length Ip which is defined as Ip = /2

(6.3)

Cp

iw’
where D is the heat diffusivity. Jakobsen et al. (2010) [80] states that a realistic
value of D is 0.1 mm? /s, resulting in Ip between 0.05 and 1.6 mm in the used
frequency range for our measurements.

The sections - describe the specific heat measurements. Section
[6.1] provides the experimental details. This section furthermore describes our
new sample cell for specific heat measurements at high pressures. Section [6.2]
describes how the specific heat is derived from the measured signal. This is by
no means trivial, and requires several assumptions. In Section [6.3] we use two
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alternative ways of finding the specific heat from the measured signal. Section
[6.4) shows the results of the specific heat measurements and compares them to
dielectric measurements taken under the same conditions. Section provides
the concluding remarks of this investigation.

6.1 Experimental details

The specific heat measurements are performed at two different setups. The
two setups are the high-pressure equipment at Roskilde University (see Section
and a standard RUC cryostat (described in Ref. [56]). The measurements
on the standard RUC cryostat are taken at atmospheric pressure with varying
temperature. The measurements on the pressure equipment are done with both
varying pressure and temperature. The used liquid is polyphenyl ether (5PPE)
from Santovac. Before use, the liquid was placed in an exicator for one hour
until no bubbles were seen. Further details on 5PPE are given in Section [4.3
Former investigations utilizing the same experimental method at atmosheric
pressure, Jakobsen et al. (2010) [80] and Jakobsen et al. (2012) [79], are also
made with 5PPE as sample liquid, which made it perfect for testing the new
high-pressure sample cell.

6.1.1 Sample cells

Different sample cells are used for the two setups. They are both made as
cylinders. A NTC-termistor (type U23UD from Bowthorpe Thermometrics) is
placed in the middle of the cylinder, with wires going out of the side of the
cylinder (illustrated in Figure [6.1). The sample cell is filled with the sample
liquid and the thermistor is thereby surrounded by the liquid. The thermistor
has a radius of approximately 0.2 mm.

Pressure setup

The sample cell for the pressure setup was developed as part of this investigation,
see the illustration in Figure[6.1} Figure [6.2] shows the working drawing of the
cell. It is made in polyetheretherketone (PEEK). The top and the bottom of
the sample cell are also made in PEEK with rubber o-rings in the sides, which
work as pistons to transmit the pressure into the sample liquid. One of the
pistons has a valve, which makes it possible to remove air from the sample cell
after filling it. The cylinder can be divided in the middle to remove the sample
liquid and clean the sample cell. The o-rings in the pistons should, in principle,
keep the sample and the pressure liquid from mixing. However, in order to
secure the sample, the sample cell was packed in three layers of teflon tape and
rubber.

The size of the sample cell ensures that there are 10 mm to the closest sides,
which means that we are in the thick limit.
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Thermistor

Figure 6.1: Tllustration of the new specific heat sample cell for the high-pressure
equipment. Note that this illustration does not give the right dimensions of the
thermistor, since the thermistor is actually quite small and barely visible.

Figure 6.2: Working drawing made by the workshop at Roskilde University of
the new specific heat sample cell for the high-pressure equipment.
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Figure 6.3: The electrical setup. R(T) is the thermistor and Rp.. is a
temperature-independent resistor. Figure from Jakobsen (2011) [97].

Standard setup

The sample cell for the standard RUC setup is made as a cylinder with bottom
in copper and a lid in PEEK. The size of the sample cell insures that there are
5 mm to the closest sides. This sample cell is used before in Ref. [79].

6.1.2 Electronic measurement equipment

The electric equipment consists of a frequency generator and one or two multime-
ters, the same as described in Section [£.2] but used in a different configuration.
When measuring specific heat, we utilize that the multimeters can measure all
harmonic components of the signals.

Figure [6.3| shows the used electrical setup, where R(T) is the thermistor. A
temperature-independent resistor (Rpre) is placed in series with the thermistor.
The size of Ry, is measured directly by the use of a multimeter before measure-
ments are started. During the measurements, the voltage V' over R, and the
voltage U generated from the frequency generator are measured. The measure-
ments at the pressure equipment are performed using two multimeters so that
the two voltages U and V are measured at the same time. The measurements at
the standard RUC setup are performed using one multimeter. This means that
the voltage V is measured first, and the voltage U is measured afterwards. The
two-multimeter configuration is preferred due to more precise measurements
and due to the time it takes to perform the measurements.

The current in this system is (following Ohms law V = R - I)

U(t)

I = 4o RTW)

(6.4)
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and V()
t

I(t) = 6.5

=7 (6:5)

By combining the above equations, the voltage divider equation is derived
R
V(t)= —2° __U(t 6.6
0= R+ rTW) (60

In Section [6.2] we show how to derive the specific heat from the measured
voltages.

6.1.3 Measuring protocol

The measurements are conducted at different temperatures along isobars. For
each measuring series, the voltage amplitude is chosen so that the corresponding
temperature amplitude is constant at the different temperatures. The mea-
surements are started at the highest temperature, and measurements are then
taken at the different temperatures while going down in temperature. After
each temperature step there is a waiting time of at least four hours before
measurements are performed to ensure that the liquid is in equilibrium. For
the measuring series at atmospheric pressure (0.1 MPa) on the pressure setup,
measurements are also performed while going up in temperature again.

Four different datasets with varying temperature are made at the pressure
equipment:

e 0.1 MPa with a temperature amplitude around 0.96 K
e 0.1 MPa with a temperature amplitude around 0.55 K
e 150 MPa with a temperature amplitude around 0.96 K
e 300 MPa with a temperature amplitude around 0.96 K

Three different datasets are made using the standard RUC cryostat, where
measurements are performed at atmospheric pressure with three different tem-
perature amplitudes:

e Temperature amplitude around 0.95 K
e Temperature amplitude around 0.75 K
e Temperature amplitude around 0.55 K

The measurement series at atmospheric pressure are done with variable
temperature amplitude to determine how the temperature amplitude affects the
temperature of the sample near the thermistor, and thereby, to determine an
effective temperature of the sample. Section [6.2.5] describes how this effective
temperature is determined. The measurements are conducted at the standard
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RUC setup with a known sample cell to investigate whether the new sample
cell for the pressure setup gives correct results. The results at 0.1 MPa from
the two different setups are therefore compared in Section together with
data from a previous study (Jakobsen et al. (2012) [79]).

First, Section shows how we derive the specific heat from the voltage
measurements. This is shown for the dataset from the pressure setup at 0.1
MPa with the temperature amplitude around 0.96 K. The same data analysis
is used for all other datasets except the dataset at 300 MPa, where the data
analysis is therefore also shown and described in Section [6.3]

6.2 Deriving the specific heat from the measure-
ments

The used experimental method is argued and described in detail in Jakobsen
et al. (2010) [80], which is also the main reference to this section, where an
overview over the initial data analysis is given. The purpose of this initial
data analysis is to come from the measured voltages (V(¢) and U(t)) to the
frequency-dependent specific heat (¢;), which is by no means trivial. The results
are shown in Section [6.4l

The principle of this experimental method is that a harmonic varying heat
current with angular frequency w and complex amplitude P is generated in the
thermistor, and thereby at the surface in contact with the liquid. The generated
heat flows through the liquid, and results in a harmonic temperature oscillation
at the surface between the liquid and thermistor with complex amplitude 67
The thermal impedance is defined as the ratio of the complex amplitude of a
harmonic temperature oscillation §7', and the harmonic varying heat current
with complex amplitude P

oT
Ziiq = - (6.7)

In the thermal thick limit the thermal impedance at an inner radius r; is
described by

g = (6.8)

1

4y (1 + Jiwrie /\)
where ¢; is the longitudinal specific heat and \ is the heat conductivity. Using
a thick sample, Zjiq is independent on the mechanical boundary conditions [96].

The next sections derives the specific heat from the measured voltages,
which requires a number of steps because we need to take the structure of the
thermistor into account. These steps are stated below to give an overview of
the analysis:

e Find the measured thermal impedance Z; = % from the measured

voltages (Section [6.2.2)).
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— Find the power components directly from the power produced in the
thermistor.

— Find the temperature components and thereby Zs, using the temper-
ature dependence of the thermistor, the most significant components
of the measured voltages and an iterative solution technique.

e Find Zj;, from the measured Z (Section [6.2.3]).

— Derive a model of the system including the thermistor.

— Fit the model to the measured Zs, letting ¢; be constant, i.e., the fit
will only be correct in the non-relaxation range at high temperatures.

— Extrapolate the fitting parameters from high temperatures to esti-
mate them at the low temperatures where relaxation occurs.

— Calculate Zj;q using the extrapolated fitting parameters.
e Calculate the frequency-dependent specific heat ¢;(w) (Section [6.2.4]).

— Estimate the heat conductivity A from Zjq 0.

Calculate ¢;(w) from Eq. (6.8).

Find a characteristic time from the loss peak of the imaginary part
of the relaxation spectrum —¢j’.

— Determine error-bar due to "hump" in spectra.
e Find the effective temperature of sample (Section [6.2.5)).

All the above steps are performed for each measurement, i.e., for all temperatures
(except the extrapolation of the fitting parameters which involves measurements
at all temperatures along the different isobars).

First, we describe the complex notation used for the harmonic oscillating
signals.

6.2.1 Complex notation

In the following, we use a complex notation to describe the periodic signals
A(t) of, e.g., the voltages. This is more complex than, for example, the signals
used for dielectric spectroscopy, since this system is not linear. This complex
notation, which is based on Ref. [97] is described here.

A time-dependent periodic signal can be written

A(t) = Ap + |A1] cos(wt + ¢1) + ... + | Ap] cos(nwt + ¢p,) (6.9)

where Ap and |A| are the amplitudes and ¢, are the phases. Using complex
notation, the periodic signal can be written as

1 ) )
A(t) = 5 (Ao + Ag + [ Ay [T | Ay 7000 44

| Ay |eimetten) 1|4, |e=inwtHen)) (6.10)
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By introducing a complex amplitude A;, = |Ax|e’** and the notation Ej, = e+«

gives
1
A(t) = 5 (A4g+ A1E1 + ...+ AL E, + c.c) (6.11)

where c.c. means the complex conjugated of all terms. The complex conjugated
of |A,|e!(wtton) js | A, |e~ (nwtton),

6.2.2 Thermal impedance 7,

The principle in the measuring method is that an electrical current with cyclic
frequency w, is applied through a resistor, which produces a combined constant
and 2w, component heating (since P o I?):

2
1 . ) 1 . )
P o (g(hel%t + Ile—mt)) = @+ ety eme) (6.12)

This gives rise to a combined temperature dc offset and temperature oscillation at
2w, (since the heat current results in a temperature change of the resistor), which
size depends on the environment, i.e. the sample liquid. Since the temperature
oscillation occurs at 2w,., the thermal impedance that is of interest is Z5 = %.
This method is referred to as a 3w.-technique because the temperature oscillation
creates a pertubation of the resistance at frequency 2w., implying that the
voltage across the thermistor contains a 3w, component (and an additional w,).

In order to find the thermal impedance Zs of the system, the power compo-
nent P, and the temperature component T need to be found. These components
are found from the measured voltages U(t) and V (¢). Up to fourth-order harmon-
ics are included in the input voltage U(t) and the voltage over the pre-resistor

V(t) in this analysis:

1
Ut) = 5o + UrBr + Uz By + Us By + UsEy + c.c.) (6.13)

1
V(t) = 5 (Vo + ViBy + VB + Vs By + VaEy + c.c) (6.14)

where Ej, = et and c.c. means complex conjugated.

The power components

First, the power components are found. Up to fourth-order harmonics are
included in the power (heat current) P(t):

1

= §(P0 +P1E1 +P2E2+P3E3+P4E4+C.C.) (615)
The power (which results in a heat current) produced in the thermistor when a
current runs through it is (since in general P =1-V)

U) = V)V
Rpre

P(t)

P(t) = I()(U(t) = V(1) =

(6.16)
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using Eq. (| ﬁ The power components are found directly from the measured
U(t) and V (t) using Eq. (6.16) [80]

1
Rpre

Py = <WOVb + Re(lel + WQ‘/Q + W3V3 + W4V4 )> (617)

1
P = (WiVo +ViWo + 5 (W2V1 + WiVa + W3V + Wy Vs+

pre
WiVi+ W4V5)) (6.18)
1 1
P, = R <W0V2 + Walo + §(W1V1 + WiVs + WoVy + W3Vy +W4V2*))
pre
(6.19)
1
Py = (WOVS + WaVo + <W1V2 + Wo Vi + Wy Vi + WV )) (6.20)
pre
1 1
P, = 7 (WOV4 + WiVp + 5(W1V3 + WalVs + W3V1)> (6.21)
pre

where W = U — V and * means complex conjugated.

The temperature components and thermal impedance

Now the temperature components are found. Up to fourth-order harmonics are
included in the temperature T'(t):

1
T(t) = 5(To + T By + To By + T3Es + TyEy + c.c.) (6.22)

In order to find the temperature components (and thereby the thermal impedance
Z5), the temperature dependence of the thermistor is important. For a large
range of temperatures the thermistor’s temperature dependence is well described
by

R(T) = Roe™e/T (6.23)

where T, is the activation temperature and R, is the infinite temperature
limiting resistance [80].

To a first order approximation, the resistance around a certain temperature
Teryo, Which is the temperature of the surrounding environment (for example a
cryostat or a vessel) can be described by

R(T) = Ro(1 + a1 AT) (6.24)

where AT =T — Teyyo. Ro and o is considered constant at a given Ty, and
a1 = —

To a second order approximation, the resistance around Te,y, is

R(T) = Ro(1 + a1 AT + ap AT?) (6.25)
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2
where ap = G — 72— [80].
eryo
Combining the voltage divider equation (Eq. ) with the second order
approximation of the thermistor (Eq. (6.25])) gives the following expression for

the voltage V (¢):

1
V(t) = mu —aAT + bAT?)U (6.26)
where A = R}E[:e’ a= f_f‘jl, and b= (ffj‘)z - ffj [80].

When combining this equation for V(¢) (Eq. (6.26))) and the fourth-order
harmonics of AT (t) and U(t) (respectively Eq. nd Eq. (6.13)), a large
number of terms are obtained for V' (¢). Jakobsen et al. (2010) [80] performed a
numerical inspection of which terms that are most significant, which is the first
and third harmonics of the measured voltage, with following expressions

1 1 .
‘/1 = TH (Ul - aTOUl - §GT2U1 + Xl) (627)
where 1
X, = —aT Uy + bVTEU; + VDT UL + T TU7 (6.28)
and ) .
= —— | —=al X 2
Vs A+1< 5@ 2Ur + Us + 3) (6.29)
where ) )
X3 = —§aT4U1* + ZngUl* + Ty ToUy + bToTyUY (6.30)

with X; and X3 being minor terms.

An iterative solution technique is used to solve these equations in order to
find 75, and thereby the thermal impedance Z,. Just as Ty and Zs is found
at each temperature, the iterative solution technique is also done for each
temperature.

Iterative solution technique

First, the equations for V7 and V3 (Eq. (6.27) and Eq. (6.29))) are rewritten to

isolate, respectively, A and T5:

N U1 - aT0U1 - %GTQUT +X1

= 7

A+1)— (Us + X3)
CLU1

The steps of the iterative solution technique are:

A

~1 (6.31)

v
7, = —2 Y3

(6.32)

e Set Ty =Ty =T> = T4 = 0 (and thereby X; = 0 following Eq. (6.28)) and
X3 = 0 following Eq. (6.30)).
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e Estimate A from Eq. (6.31)). An initial estimate of the thermistor values

T, and Ax (= g%"’) are then estimated using the found A, since A(T) =

AseTe/T (Eq. (6.23)). An initial estimate of ay, oo, a, and b are then
calculated.

e An initial T is then found from Eq. (6.32)) with the estimated value of A.

I

7 using the initial 75 and the power component

e Calculate an initial Z5 =

Py (Eq. (6.19)).

e The other Z-components are found using Z;(w) = Z3(w/2), Z4(w) =
Z5(2w), and using an extrapolation of Z5 to zero frequency, which equals
Zy [80].

e Ty, Ty, and T, are then estimated using Z, = %, where the power
components are found from Egs. (6.17)), (6.18]), and (6.21)).

e The estimated values for Ty, Ty, T, T4, a1, and as are then used to
determine a new estimate of A using Eq. , which is then used to
find new estimates of Ty, a1, a, a, and b. These are then used to make a
new estimate of Ts, and thereby Zs, Ty, Ty, and Tj.

e This process is repeated until convergence.

In the following, only the thermal impedance Z, is used and the notation is
therefore now changed so that Z = Z5 and w = 2w,.

Figure [6.4] shows an example of Z. The figure shows how relaxation affects
Z, as Z is shown at the temperatures 266.3 K and 252.7 K, where relaxation
occurs at the low temperature, but not at the high temperature. Note that the
relaxation does not affect the spectra much, as the difference between the two
spectra is very small.

6.2.3 Model of the thermal impedance

In this section, we show how we get from the measured thermal impedance Z to
the thermal impedance of the liquid Zjiq. In our case, the thermal impedance
at an inner radius r1 of the sample is described by (rewriting Eq. )

(ST(’I"l) 1 1
Dig = = = Dljg.0———— 6.33
ta P(ry) 4y (1 + Jiwre /N) Ha0q + ViwT; ( )
where Zjiq0 = ﬁ and 7 = i;l The radius r; is the radius of the thermistor.

This model of Zj;q can not be used directly, however, since the measured ther-
mal impedance Z is also affected by the structure of the thermistor, illustrated
in Figure [6.5] The thermistor consists of a core with radius ro, where the heat
current is generated and where the temperature is measured. Around this core
is a glass capsule with outer radius r; which is the part of the thermistor that
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Figure 6.4: The thermal impedance of the system Z as a function of frequency
at the temperatures 266.3 K and 252.7 K. The measurements are taken at
atmospheric pressure, on the pressure equipment. Relaxation occurs at the low
temperature, but not at the high temperature. Note that the difference is small.

is in contact with the liquid. Therefore the measured heat current P(rg) and
temperature amplitude 67 (1) may be different from the heat current P(r1) and
temperature amplitude 67'(ry), which determines the thermal impedance of the

liquid Zjiq = 5PT((T?)). The model of Zjq (Eq. ) is therefore extended into
a model of the thermal impedance of the system Z, which takes the structure
of the thermistor into account, as illustrated in the thermal network in Figure
(right). The glass capsule layer has heat conductivity A, and specific heat
cp. This glass capsule is solid, which implies that the specific heat is frequency
independent [80]. The heat diffusion through this capsule layer is well described

by a thermal transfer matrix T = Tth()\b, ¢p,T1,70) in the following way [96]

5T(T‘1) __ mth (ST(T())
(P(rl) Jiw) =T\ Pro) fiw (6.34)
The components of the thermal transfer matrix are shown in Christensen &
Dyre (2008) [96].
Using the thermal transfer matrix gives the following relationship between

the thermal impedance at the boundary between the core and the capsule layer
Zy, and the thermal impedance of the liquid Zi;q [80]

th th
1 T12 — T22 szliq

Zyy = — 12T 222l
O dw T — Tihiw Zyq

(6.35)

Furthermore, a small part of the generated power is stored in the core of the
thermistor. The heat capacity of the core is taken to be [80]

4 .
Ccore = gWTSCb (636)
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Figure 6.5: Left: Illustration of the thermistor, which consists of a core with
radius rg, and a glass capsule with outer radius r;. The glass capsule is in
contact with the liquid. Right: Thermal network model of the system used to
derive Zjq from the measured Z. Network model from Jakobsen et al. (2010)
[80].

The measured thermal impedance of the system Z is related to Z,, in this way
[30]
1 1
= = iwCeore + = 6.37
7 = iw + 7 (6.37)

Using the Eqgs. (6.33)), (6.35)), (6.36) and (6.37)) the measured Z is related to

Z1iq- The model formed by these equations has six parameters; ro, 71, Ap, €5, A
and ¢;. During the fitting of the model, we use a frequency-independent ¢,
implying that the fit of this model is only valid in the region where ¢; is
frequency-independent, i.e., at temperatures above the relaxation part of the
temperature range (an attempt to make a fit with a frequency-dependent ¢; is
made in Section . The number of independent parameters are only five
[80], and they are chosen to be:

1
o= 4 Arq

Tl:T%%,Tbir%%,T:%,C:%,Zh% (638)
This five parameter model is fitted to the measured thermal impedance Z for all
state points using a least-square algorithm, keeping the five fitting parameters
as free parameters. Since the fit is not correct when ¢; is frequency-dependent,
an extrapolation for each of the five parameters is made using the parameters
at high temperatures in order to determine the values of the parameters at low
temperatures where relaxation occurs. These extrapolated values are then used
to calculate Zj;q using the measured thermal impedance and the Eqgs. ,
(6.35), (6.36) and (6.37).

In the former investigations using the same model for the thermal impedance
(e.g. Refs. [79,[80]), all parameters have been free when fitting the model of the
thermal impedance of the system to the measured Z. The parameter r is then
chosen as a constant, determined as the mean value of the fitting parameter r at
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Figure 6.6: The fitting parameter r from a fit with all parameters free. Mea-
surements are taken while going down in temperature and up again. The figure
to the right shows a zoom of the high-temperature data. There seems to be a
linear temperature dependence of r. The red line shows the mean value of r at
the high temperatures.

high temperatures. This is also done in this investigation, but when looking at
the fitting parameter r from the fit where all parameters are free, it is seen that
there is a linear temperature dependence of r at the high temperatures as seen
in Figure [6.6] This suggests that the usual extrapolation method is maybe not
the correct choice to use with our data. One could consider an extrapolation of
r found by a linear function. However, the value of r should not change with
temperature, since we do not expect the radii of the thermistor to change with
temperature, as it is solid. We therefore choose to fix the value of r. This is
done by performing the fit with all parameters free, and then fix r as the mean
value of the fitting parameter r from the high temperatures. The fit is then
made again with r fixed, keeping the other four parameters free. Appendix
shows how the different determinations of r affects the measurements, which
suggest that a fixed r is correct.

All the fitting parameters from the fit with r fixed are shown in Figure [6.7]
From the figures, it is clear at which temperature interval relaxation occurs,
since the behavior of the fitting parameters starts deviating from the behavior
at high temperatures. The figures also shows the relative error from the fit (o,.),
which shows that the model does not give a good fit at low temperatures. Figure
[6.7] also shows the extrapolation of the fitting parameters. The parameters 7,
71 and ¢ seem to have a linear temperature dependence, and the parameters are
therefore fitted to linear functions, which are used for the extrapolations. The
parameters of Zjiq o are fitted by a second degree polynomial. Note that the
functions used for extrapolation are chosen ad hoc. The extrapolations of the
fitting parameters are used to calculate the liquid’s thermal impedance Z;q at
the different state points. An example of the found Zj;q is shown together with
the measured Z in Figure [6.8]
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Figure 6.7: The fitting parameters and the extrapolation. The dataset is from
the pressure equipment at atmospheric pressure. Measurements are taken while
going down in temperature and up again. The high-temperature values are used
for extrapolation. r is kept constant, 7,, 7; and ¢ are expolated using linear
functions, and Zj;q,0 is extrapolated using a second degree polynomial.
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Figure 6.8: The thermal impedance of the system Z and the thermal impedance
of the liquid Zj;4 as a function of frequency at the temperature 266.3 K.

6.2.4 Specific heat

In order to find the specific heat, we first find the heat conductivity A. A is
found using Zj;q. Rewriting Eq. (6.33)

1 1 /
Ziig ta Zliq,O( Tyiwrial) ( )
1

where 7 = 4mAry. If we know Zjiq,0, we can find A. When ¢ is frequency-
iq

independent, the frequency term in Eq. (6.39) can be cancelled by taking the

difference between the real and the imaginary part of the admittance Ylgq and
"
liq

1

o = Yia = Vit (6.40)
This is also valid in the relaxation range at low frequencies where ¢; reaches its
non-complex equilibrium value. Figure (a) shows Yj{, — Vi, as a function of
frequency for the measurements. The figure shows that the low-frequency limit
is not reached for all the measurements. Figure (b) shows the inverse of this
low-frequency limit of Y}, — Yji;, which equals Zjiq0. Since the low-frequency
limit is not reached for the measurements at temperatures with relaxation, an
extrapolation of Zjiqo from the high temperatures is used.

It is important to notice that Zjiqo is also found as one of the fitting
parameters. Figurel@lshows the used Ziiq,0 together with the fitting parameter
Zliq,0- As seen, these two Zjq0’s differ. Appendix shows the results using
the two different Zjiq 0. The value of Zjiq 0 especially affects the low-frequency
part of the spectra, and the spectra with Zj;q ¢ found from the low-frequency
limit of Zj;4 seems to give a more correct result. In this investigation, as well as
in former investigations using the same method and model [79, 0], Zi;q,o found
from the low-frequency value is used.
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Figure 6.9: (a) Yji, — Yji; as a function of frequency. Zjqo is found as the
low-frequency limit. However, for some of the curves, this low-frequency limit
is outside the measured frequency range. The temperature span of the measure-
ments are from 295.5 K (red) to 246.8 K (blue). (b) Ziiq,0 found from the low

frequency limit of Y}, — Y} as a function of temperature and extrapolation.
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Figure 6.10: Zjiq,0 found using the low-frequency value of Yj{, — Yj{,
found from the fitting parameters as functions of temperature.
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Figure 6.11: The heat conductivity A of the liquid as a function of temperature.

The heat conductivity A is now calculated as

1

= — 6.41
471'7”1 Zliq,O ( )

and is showed as a function of temperature in Figure [6.11]
Using the value of A, the specific heat ¢; is calculated by rewriting Eq. (6.33)

aw) = A (th —1)2 (6.42)

iwr? \ 2wy

From the model of Z, only the value of the parameter r = 7° is determined.

The value of ry is chosen so that ¢; (or more precisely, the DC 1speciﬁc heat ¢g)
gives the literature value at room temperature [80, [98]. This is only done for
the datasets at atmospheric pressure. At higher pressures, the value of r; from
atmospheric pressure is used.

Figure shows the real part (¢;) and the imaginary part (—c}) of ¢
for all measurements at atmospheric pressure. The low-frequency limit of ¢
determines the DC specific heat of the liquid [80], which is shown in Figure
In Figure a "hump" appears in the high-temperature data of —¢;.
We believe that this hump might be a consequence of the thermistor not being
perfectly round (but it may be due to other things). We make an attempt to
subtract this hump from our data. Figure (a) shows the high-temperature
spectra, where the hump is found as the mean value of these spectra. Figure
6.14] (b) shows the data (—c¢') with the hump subtracted. The spectra shown
in the further analysis are the spectra with the hump subtracted, however, the
hump is used to find an error-bar of the relaxation time found from the spectra.
We define the relaxation time 7 from the maximum frequency of loss peak as
27r1fm' To find f,,, a second degree polynomial is fitted to the peak in —¢].
This is done for the spectra both with and without the hump subtracted. For
each temperature, the final value of f,, is determined as the mean value of

T =
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Figure 6.12: The real part (¢}) and the imaginary part (—c]’) of the longitu-
dinal specific heat as a function of frequency. The temperature span of the
measurements are from 295.5 K (red) to 246.8 K (blue).
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Figure 6.13: The DC specific heat ¢y as a function of temperature.
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Figure 6.14: Correction for hump. (a) High-temperature data of the imaginary
part of the specific heat used to find the hump. (b) The imaginary part of
the specific heat with the hump subtracted. The temperature span of the
measurements are from 295.5 K (red) to 246.8 K (blue).

the value of f,, from the spectrum with the hump and f,, from the spectrum
with the hump subtracted. The two values of f,, are used to span an error-bar.
Figure [6.15| shows f,,, and 7 as functions of temperature. Note that the error
bar due to the hump is small.

The described initial analysis is made with all datasets, except the dataset
at 300 MPa from the pressure setup, which is analyzed in Section [6.3] First,
the effective temperature of the sample is found.

6.2.5 The effective temperature of the sample

Each measurement is done at a fixed temperature of the surrounding environment
Tryo, which is the temperature in the cryostat or the pressure vessel. However,
the current through the thermistor results, besides the temperature oscillation,
in an constant temperature rise 7. The effective temperature at the thermistor
is therefore Tgyyo + 1o, however, the effective temperature of the sample (at the
outer radius of the glass capsule) is lower since the temperature decays as a
function of time. We make an attempt to estimate this effective temperature,
which is inspired by the way it is done in Jakobsen et al. (2012) [79, 99]. Here,
we utilize that the decay of the DC temperature T} is the same as the decay of
the temperature oscillation T5.

The measurements on the standard RUC cryostat are conducted with three
different temperature amplitudes: 0.55 K, 0.75 K, and 0.95 K in order to
determine how the temperature amplitude affects the temperature of the sample.
The loss peak frequencies f,, are shown in Figure as a function of the
temperature at the cryostat. The correction of the temperature is found in the
following way: f, is plotted as a function of the temperature 7' = T¢ryo +a - 1o,
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Figure 6.15: (a) The loss peak frequency f,, as a function of temperature. (b)
The relaxation time 7 as a function of temperature.

where T¢.y, is the temperature of the surrounding environment, i.e., the cryostat,
Tp is the DC contribution to the temperature rise (which depends on temperature
amplitude), and a is a constant between 0 and 1. The exact value of a is
determined as the value which makes the values of f,, collapse into one curve.
We conclude that a = 0.5 gives the best result, which is shown in Figure [6.16

With the pressure equipment, measurements are taken with two temperature
amplitudes at 0.1 MPa (0.96 K and 0.55 K), however, only a few measurements
are taken with 0.55 K. Figure shows the temperature correction analysis
with the constant a = 0.5 for these datasets. We conclude that a = 0.5 is also a
good choice for the pressure equipment. The temperatures mentioned in the
following are the corrected temperatures 1" = Ttyyo + 0.5 - Tp.

6.2.6 Measurements from different equipments

The measurements from the pressure setup and the standard RUC setup are
compared in Figure [6.18] where the loss peak frequencies are plotted as a
function of temperature for the dataset at atmospheric pressure with temperature
amplitude 0.96 K from the pressure setup, and the dataset with temperature
amplitude 0.95 K from the standard RUC cryostat. The figure also includes data
on 5PPE from Jakobsen et al. (2012) [79] [I00]. The temperature dependence
of the loss peak frequencies seems to be the same for all datasets. There is a
temperature shift, which is probably due to the temperature calibration of the
different equipment.

The results for the datasets from the pressure equipment are shown in
Section [6.4] First, the analysis of the measurements along the 300 MPa isobar
is shown.
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Figure 6.16: The loss peak frequencies f,, as a function of temperature from
the standard RUC cryostat. The black line is a linear fit of f,,, as a function of

the corrected temperature.
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Figure 6.17: The loss peak frequencies f,, as a function of temperature from the
pressure setup. The black line is a linear fit of f;,, as a function of the corrected

temperature.
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Figure 6.18: The loss peak frequencies from the two different setups at atmo-
spheric pressure. The figure also includes data from Jakobsen et al. (2012)
[79, [100].

6.3 Data analysis 300 MPa

All datasets except the dataset at 300 MPa are treated as described in the
above Section [6.2] The reason that the data analysis of the dataset at 300
MPa can not be done in this way is that the measurements are not made at
temperatures high enough above the temperatures with relaxation, due to the
temperature range of the setup. This can be realized by looking at the fitting
parameters from the datasets at 0.1 MPa, 150 MPa, and 300 MPa together
in Figure [6.19] The data analysis of this dataset is done with two different
approaches: an attempt to estimate the extrapolations from the extrapolations
of fitting values at 0.1 MPa and 150 MPa, and an extended fit of the thermal
impedance, which includes the frequency-dependent specific heat. The two
approaches are described in the next sections.

6.3.1 Extrapolations estimated from 0.1 MPa and 150
MPa

To investigate whether the extrapolations from the datasets at 0.1 MPa and
150 MPa can be used to estimate the parameters for 300 MPa, a test is first
conducted where the extrapolations of parameters at 0.1 MPa are used to
determine the parameters for the dataset at 150 MPa.

As seen in Figure (a) and (b) the parameters 7; and 7, seem to have
almost the same temperature dependence and thereby slope for 0.1 MPa and
150 MPa. The slope of the parameter ¢ (Figure (c)) also seems to be
similar for the two pressures. For 7; and 7, a fit is made to the parameters at
high temperatures from 150 MPa with the slope fixed to the slope found from
0.1 MPa. We tried the same method for the parameter ¢, but this does not
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Figure 6.19: The fitting parameters for the three datasets from the pressure
setup. It is clear that measurements are not made at high enough temperatures
for the 300 MPa dataset to make extrapolations. Furthermore, the estimated
extrapolations for 150 MPa and 300 MPa are shown.



76 Chapter 6: High-pressure specific heat spectroscopy

5
a) 232 b) 0
¢
15 ¢
- 05 o0
1 T o0
- -~ o?®
g~ 05 1 4 o ©®
0 ‘ s ©
g Estimated extrap. 3 s o0
-0.5 /l Normal extrap. ¢®®
* 2 1'5 1 d 5 0 05 20— ' . .
2 -15 -1 -0 - 280 282 284 286 288
log, ,(f/ Hz) Temperature [K]

Figure 6.20: The result of the data analysis of the dataset of 150 MPa in the
normal way and by estimating the extrapolations from the extrapolations from
0.1 MPa. (a) The imaginary part of the specific heat as a function of frequency
for the temperatures with relaxation. (b) The loss peak frequency as a function
of temperature.

give a correct result. We therefore use the "original" extrapolation of ¢ from
150 MPa. For Ziq o (Figure (d)) the polynomial from 0.1 MPa is shifted
in the vertical direction to match the fitting values for 150 MPa. These new
extrapolations are seen in Figure as the black dashed lines.

The result of the 150 MPa data using the extrapolations estimated from
the 0.1 MPa data is shown in Figure together with the result using the
extrapolations determined from the 150 MPa parameters. The figure shows
that the spectra from the two data treatments only deviates a bit, and that the
loss peak frequencies are almost identical. This shows that it should be possible
to determine the extrapolations for 300 MPa from the extrapolations at 0.1
MPa and 150 MPa. In Figure (b), it is also worth noticing that the loss
peak frequencies are not a perfect monetonic function of temperature, which
they should be. This is due to the stability of the pressure (see Section .

Extrapolations are now found for the dataset at 300 MPa. For the parameters
7; and Ty, fits are made to the parameters from the highest temperatures at 300
MPa, with the slope fixed to the slope from 0.1 MPa. For Zjiqo the polynomial
from 150 MPa is shifted in the vertical direction to match the fitting values for
300 MPa. For the parameter ¢, we assume that the slope has a linear pressure
dependence. The estimated extrapolations are seen in Figure as the black
lines. The results from this data treatment are seen in Figure [6.2I and Figure
0.22)
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Figure 6.21: The real and the imaginary part of the specific heat at 300 MPa.
These spectra are found using the extrapolations from 0.1 MPa and 150 MPa.
The temperature span of the measurements are from 332.5 K (red) to 309.3 K
(blue). It is clear that there is more noise in these spectra than the spectra at
0.1 MPa, which is due to the stability of the pressure.
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Figure 6.22: Data from 300 MPa. (a) The imaginary part of the specific heat at
temperatures with relaxation. (b) The loss peak frequencies (f,,) as a function
of temperature.
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6.3.2 Including frequency-dependent specific heat in the
fit

As another attempt to find the specific heat at 300 MPa, we extend the fit of
the model of the thermal impedance of the liquid (Zj;q) used in Section m
In the former data analysis, we use a frequency-independent specific heat in
the fit of Z, and it, therefore, does not give correct results in the part of the
temperature range where the specific heat depends on frequency. We therefore
extend the fit to include a frequency-dependent specific heat.

A Cole-Davison model [78] is used to describe the frequency-dependence of
the specific heat

(6.43)

- Co — Co
Cmodel = Coo + (75087

Cmodel = Co * ((1 —¢) + W) (6.44)
where oo
é=1- P (6.45)
¢p is the low-frequency limit of ¢} and ¢ is the high-frequency limit of ¢;. At
high temperatures where no relaxation occurs ¢y = ¢;. In the model of Zj;q

1
. 1+ ViwTn

¢; already occurs in 7, = r%% We therefore use a normalized version of ¢podel

(6.46)

Cmodel ~ c
= 1 _— —
Co ( &)+ (1 + iwr, )P

(6.47)

Cmodel,normalized =

which means that the model fitted to the thermal impedance of the liquid (Zjiq)
is

1

1+ \/iWTl * Cmodel,normalized

Ziiq = Zhiq,0 - (6.48)
By implementing the frequency-dependent specific heat in the fit, three extra
parameters are now present: ¢, 7. and . However, we chose to fix the shape
parameter 3 and the model therefore ends up with seven independent parameters
namely 7, ¢, Ty, 71, Ziiq,0, ¢ and 7.

The model of the thermal impedance including the frequency-dependent ¢;
is fitted to Z at temperatures with relaxation. The five initial parameters r, c,
T, 71, and Zjiq,0 are then used to calculate Zjiq using the model for Zjiq (Eq.
(6.33)).

To investigate whether this new fit gives reliable results, a test is first done
with the dataset at 0.1 MPa. First, the value for the parameter 3 is chosen.
This is done in two ways: § is found by fitting cpoqe1 to a nice spectrum with
peak in the middle of the available frequency range (gives 5 = 0.52), and S is
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Figure 6.23: The fitting parameters of the dataset at 0.1 MPa from the pressure
setup. The fitting parameters from the five-parameter fit, the extrapolation, and
the fitting parameters using the seven-parameter fit with respectively 8 = 0.52
and 8 = 0.5 are shown. It is clear that the two models do not give the same
values.

chosen to be 0.5 (following the results of Ref. [69]). The seven-parameter model
is then fitted to Z in the temperature range with relaxation. The parameters
found using the seven-parameter fit are compared to the values found using the
five-parameter fit in Figure [6.23] It is clear that the fitting parameters from
the two different approaches are not the same. The results using respectively
the five-parameter fit and the seven-parameter fit (with respectively 5 = 0.52
and 8 = 0.5) are shown in Figure It is seen that the loss peak frequencies
differ a bit, but we conclude that it is resonable to use the seven-parameter
model.

The seven-parameter fit is now used on the dataset at 300 MPa. S is
found in three ways: ( is found by fitting cpodel to a nice spectrum with peak
in the middle of the available frequency range using the spectra found using
the extrapolations from 0.1 MPa and 150 MPa (gives 8 = 0.32), 8 is found
by fitting cpodel to @ nice spectrum with peak in the middle of the available
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Figure 6.24: The result of the data analysis of the dataset at 0.1 MPa using
respectively the five-parameter model and the seven-parameter model with
respectively = 0.52 and § = 0.5. (a) The imaginary part of the specific heat
as a function of frequency for the temperatures with relaxation. (b) The loss
peak frequencies as a function of temperature.

frequency range using spectra found using the actual fitting parameters from
the five-parameter fit (gives 8 = 0.79), and 8 is chosen to be 0.5. The fitting
parameters are shown in Appendix [B:3] Figure [6.25] show the results using the
seven-parameter fit.

The final loss peak frequencies at 300 MPa are chosen as the mean value of
the loss peak frequencies determined in the different ways. The error bars are
chosen as respectively the lowest and the highest found loss peak frequencies.

6.4 Results

Figure [6.26] shows the results of the frequency-dependent specific heat at high
pressures. Examples of the imaginary part of the frequency-dependent specific
heat (—c}’) at 0.1 MPa and 150 MPa are shown in Figure [6.26] (a). The spectra
at 300 MPa are not shown, since there are four different spectra and they
contain noise. The relaxation time identified from the loss peak frequencies for
all measurements along the three isobars are shown as a function of temperature
in Figure (b). There is approximately a 0.1 decade uncertainty due to the
limited pressure stability of the pressure setup on 3 MPa (see Section .
The results are compared to dielectric measurements taken in relation to
the isochronal superposition investigation (Chapter [5) and thereby in the same
setup and under the same conditions. Figure [6.27] shows the relaxation time
as a function of temperature for the specific heat measurements and for the
dielectric measurements. The dielectric measurements are performed along the
isobars 0.1 MPa, 100 MPa, 200 MPa, 300 MPa, and 400 MPa. The fact that
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Figure 6.25: The loss peak frequencies as a function of temperature of the dataset
at 300 MPa using the seven-parameter model with respectively § = 0.32, 8 = 0.5

and 8 = 0.79 together with the results using the extrapolations estimated from
0.1 MPa and 150 MPa.
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Figure 6.26: Specific heat data. (a) The imaginary part of the longitudinal
specific heat at the indicated temperatures and pressures. (b) The relaxation

time 7, based on the loss-peak frequency, as a function of temperature for all
studied temperatures and pressures.



82 Chapter 6: High-pressure specific heat spectroscopy

2 T T T T T
Tr = = I 1
= x =
- - %
ot el = < 1
At ’;c % X .
X x X
» Py x x ]
=
° X x x
3k E
8 % . %
x % %
4t T o, 01MPa [x % %
I c,150MPa | % %
T c,300MPa | %
5t X ¢ 0.1 MPa % )sz( 1
x ¢ 100 MPa %
¢, 200 MPa
6 I % €300 MPa x 1
¢, 400 MPa
_7 1 1 1 1 1
220 240 260 280 300 320 340

Temperature [K]

Figure 6.27: Comparison of the relaxation times 7 for the specific heat mea-

surements (same data as on Figure (b)) and the dielectric measurements
at the indicated pressures.

these measurements are taken under the same thermal and pressure conditions
gives a unique possibility for directly comparing the temperature and pressure
dependence of the time scale from dielectric and specific heat measurements
over a rather wide pressure range. It is seen that the temperature dependence
of the relaxation time closely follow each other at all investigated pressures. It
is also seen that the dielectric relaxation time is faster than the specific heat
relaxation time at all pressures, which was also shown for ambient pressure in
Jakobsen et al. (2012) [79].

Figure [6.28 shows the same data using isochrones, i.e. the lines in the phase
diagram with the same relaxation time. The isochrones are illustrated for both
methods and it is seen that the isochrones from the two response functions are
parallel.

The main result on our specific heat measurements is, together with a similar
investigation at atmospheric pressure (Ref. [79]), that the relation between
the relaxation times found from the dielectric measurements and the specific
heat 7./7, is constant within error bars for all investigated temperatures and
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Figure 6.28: Isochrones for specific heat (full lines) and dielectric (dashed lines).

The two slowest isochrones are found for both the specific heat and dielectric,
but the six fastest isochrones are only found for the dielectric measurements.
The inset show the same data as Figure [6.27] where the vertical lines illustrate
eight chosen relaxation times. The temperatures used for the isochrones are
found by interpolation (indicated by small solid points in the insert).
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pressures for the investigated liquid. Combining the data from our study and the
study at atmospheric pressure (Ref. [79]) gives logyq(7e/7¢,) = —0.4 £ 0.1 with
the major contribution of the uncertainty coming from the pressure instabilities.

The parallel isochrones imply that an isochrone for one response function
is also a isochrone for the other response function, however, with different
relaxation times associated, since the dielectric relaxation time is faster than the
specific heat relaxation time. Furthermore, it is seen here that the separation of
the time scales seems to be constant within the investigated part of the phase
diagram.

6.5 Concluding remarks

We have adapted our specific heat measuring method to a high-pressure setup
and performed specific heat spectroscopy measurements over an unprecedented
pressure range. The measurements are analysed using a fit to the five-parameter
model from Ref. [80] with few adjustments. Furthermore, we implement a
frequency-dependent specific heat in the fit to the model leading to a seven-
parameter model. This model seems to give reliable results and is used to find
the specific heat along the 300 MPa isobar.

We compared our data to dielectric data obtained in relation to the isochronal
superposition investigation (Chapter [5)) in the same pressure setup and thereby
under identical pressure/thermal conditions. We conclude that the character-
istic time scale of the specific heat and the dielectric relaxation follow each
other closely as function of temperature at all investigated pressures, and that
isochrones for the two response functions coincide with the dielectric relaxation
being the fastest. These findings are discussed in relation to the isomorph
theory in Chapter [0



Chapter 7
Single-parameter aging

This investigation studies aging following temperature jumps for three super-
cooled liquids close to the glass transition. During these temperature jumps,
the liquids are brought out of equilibrium, and the study of aging is a study
of how the properties of a system changes over time as it equilibrates towards
equilibrium, as introduced in Section [3.3]

The analysis of our data is based on the Tool-Narayanaswamy (TN) aging
formalism, which we introduced in Section The TN-formalism interprets
aging in terms of a material time £. The material time may be thought of as a
time measured on a clock with a clock rate that changes with time as the liquid
ages. The material time is defined from the clock rate v(¢) by [50} b5} 10T

d = y(t)dt (7.1)

Inspired by Tool, Narayanaswamy introduced a single-parameter aging assump-
tion in terms of a fictive temperature. The central hypothesis of single-parameter
aging is that the clock-rate out of equilibrium, ~(t), depends only on one struc-
tural parameter, and that this parameter also controls the measured quantity.
Hecksher et al. (2015) [28] derived two tests of the single-parameter assumption,
which we use for our analysis. These tests have the advantage that one does
not need to calculate the material time explicitly in order to test for single-
parameter aging. Furthermore, if a liquid has single parameter aging, one of the
single-parameter aging tests can be used to predict relaxation curves. During
the present investigation, these tests are generalized to work also for jumps
ending at different temperatures.

The aim of the present investigation was to test the different liquids for
single-parameter aging, using the generalized tests of single-parameter aging.
The liquids used in the former investigation, Hecksher et al. (2015) [28], are all
van der Waals liquids, which are all shown to have single-parameter aging to a
good approximation. In the present investigation, we also study whether two
hydrogen-bonded liquids have single-parameter aging. The difference between
van der Waals-bonded liquids and hydrogen-bonded liquids is of interest in

85



86 Chapter 7: Single-parameter aging

relation to the isomorph theory [25, 27|, which predicts that van der Waals
liquids have simple behavior along isochrones, whereas no predictions are given
for hydrogen-bonded liquids. The isomorph theory inspired our hypothesis that
van der Waals liquids have simpler behavior than hydrogen-bonded liquids also
in aging.

Furthermore, we performed larger jumps than in the previous investigation
to test if single-parameter aging break down with larger jumps. This chapter is
written simultaneously with the paper about aging (Paper 3). Some sections
will therefore be similar.

Section introduces aging experiments, including the importance of times
and temperatures in such an experiment. Section [7.2] gives the experimental
details of the experiment, including a description of the sample cell with
temperature regulation and the measuring protocol. Section [7.3] shows the
dielectric equilibrium spectra, where an attempt to find the clock rate is made.
The aging measurements are presented in Section [7.4] where the initial data
treatment of the measurements are performed. The single-parameter aging tests
derived in Hecksher et al. (2015) [28] are generalized in Section and the
results are shown in Section [7.6] Section [7.7] reflects on the aging investigation
and discusses the generalized single-parameter tests.

7.1 Study of aging

The study of aging is a study of how the properties of a system, e.g. a
supercooled liquid, changes over time as it relaxes towards equilibrium [50]. The
aging considered here is purely physical aging, i.e. the change is only related
to physical changes of the system. In relation to supercooled liquids, aging is
indeed interesting, because the viscous liquid relaxes towards equilibrium when a
perturbation is applied. The temperature of the liquid when a large perturbation
is applied is important in relation to aging experiments. For temperatures above
T,, the liquid will equilibrate fast, and there is no time to measure how the
liquid equilibrates (which, of course, depends on the time it takes to take a
measurement). On the other hand, if the temperature is too far below Ty the
liquid will equilibrate so slowly that changes are not observable on laboratory
time scales, or the liquid will not fully reach equilibrium in the experimental
timescale (this depends, of course, of the time scale of the experiment). Due to
the strong temperature dependence of the relaxation time, this can easily be
impossible. The ideal temperature of the supercooled liquid in relation to aging
experiments is below, but close to, the glass transition temperature.

In typical aging experiments on supercooled liquids, the perturbation is often
applied by a temperature jump, i.e. a step up or down in temperature. We aim
for this step in temperature to be instantaneous following the tradition for aging
investigations at Roskilde University (e.g. Refs. [28] [51] [62]). However, since an
instantaneous temperature change is not physically achievable, we aim for the
new temperature to be reached, and be constant and homogeneous throughout
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the sample before any structural changes take place in the sample, i.e. the
structural relaxation time of the liquid should be much larger than the time it
takes to change the temperature. Furthermore, a good temperature control is
needed to keep the temperature stable before and after the jump. Note that
aging can be studied in other ways, for example, by cooling the sample with a
constant, fast cooling rate from a temperature (high) above T, to a temperature
just below T, e.g. in Refs. [102} 103].

Following a jump on temperature, the relaxation towards equilibrium is
monitored by measuring a physical quantity as a function of time. The require-
ments for this physical quantity are that it should be measured accurately, and
that it should be fast to measure so that no structural relaxation takes place
in the liquid during the time it takes to take a measurement. Furthermore,
the quantity should be strongly temperature dependent, so that even small
temperature changes are easy to measure. The dielectrics of the liquid satisfy
these requirements, and have been used for aging measurements before by, e.g.
Schlosser and Schénhals [I04], Loidl and Lunkenheimer et al. [102], TO5HI0T7],
Richert et al. [103], Alegria et al. [T08HI10], and Cangialosi et al. [I11]. In
this investigation, the dielectric loss at a fixed frequency is used. This fixed
frequency is chosen to be on the right flank of the a-peak above any visual
contributions from possible S-processes, such as excess wings.

As introduced in Section [3.3] aging is non-linear, even for small temperature
steps. This is due to the fact that the structure of the system changes as it
approaches equilibrium, and the aging rate is structure dependent [50]. For a
jump down in temperature, the structural relaxation becomes slower as time
evolves, whereas for a jump up in temperature, the structural relaxation becomes
faster as time evolves.

7.2 Experimental details

The two hydrogen-bonded liquids, 1,2,6-hexanetriol (1,2,6-HT) and glycerol,
together with the van der Waals-bonded liquid diethyl phthalate (DEP), were
used for this investigation. 1,2,6-HT and DEP were both achieved from Sigma-
Aldrich and were placed in an excicator for two hours before use. Glycerol was
achieved from Fluka and was placed in an excicator for 20 hours before use.
Details on the liquids are given in Section [4.3]

7.2.1 Sample cell — microregulator

In order to change the temperature fast, we use a specially-designed microregu-
lator as sample cell [28] 47, [5T], [52] illustrated in Figure The microregulator
consists of a parallel-plate capacitor placed in top of a peltier element, which
is used to control the temperature. A NTC-thermistor is placed in the lowest
capacitor plate, which is used to monitor the temperature. The microregulator
is placed in a main cryostat (a standard RUC cryostat [56]). When performing
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Figure 7.1: Tllustration of the microregulator. Figure from Hecksher et al. (2010)
[52].

the aging measurements, the temperature of the cryostat is kept constant, while
the microregulator is used to keep the temperature stable and make jumps
around the temperature of the cryostat. By using the microregulator, the
temperature fluctuations are kept below 100 K and the characteristic thermal
equilibrium time is 2 s. More details are given in Ref. [52]. The capacitor
consists of two copper plates with a diameter of 10 mm (1 mm thick) separated
by four kapton spacers. The spacers are 0.5 mm x 0.5 mm and have a height of
0.05 mm. This gives an empty capacitance on 14 pF. The electrical equipment
used for measuring the capacitance is described in Section [£.2}

Before use, the microregulator with sample cell is placed in ethanol for one
hour, and afterwards it is dried in the cryostat for 20 hours. To fill the capacitor,
a drop of the liquid is placed at the gap between the two capacitor plates and
the liquid then flows into the capacitor.

The hydrogen-bonded liquids especially can absorb water, and for all liquids,
the cryostat is therefore heated to 300 K beforehand to evaporate any possible
water in the cryostat. Just before the sample cell is placed in the cryostat, the
cryostat is flushed with liquid nitrogen, and the temperature is set between 245-
265 K (which is below the melting temperature of water). The microregulator
with sample liquid is then placed in the cryostat, while the temperature stabilizes.
It is ensured that the liquids do not take in water during the measurements,
since reproducibility is ensured.

7.2.2 Measuring protocol

The temperature is first lowered to the temperature where we want to make
temperature jumps around, which is just below the glass transition temperature.
In practice, dielectric equilibrium spectra are obtained at different temperatures
while lowering the temperature to find the right starting temperature. The
starting temperature for this experiment is a couple of degrees below the glass
transition temperature.

When the starting temperature is reached, the microregulator is turned on
to keep the temperature stable. The sample then anneals until no change of
the dielectric properties is seen, which can result in several weeks of waiting
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time. When the liquid is in equilibrium, the jumps are performed. After each
jump, it is ensured that the liquid is in equilibrium before performing the next
jump (however, the starting temperature for DEP was too low, and equilibrium
is therefore not reached for several jumps). The typically measuring protocol
is a down jump, an up jump, an up jump, and down jump. The size of the
temperature jumps vary from 2 K to 8 K. For most measurements, we can assume
that no structural changes take place in the liquids during the temperature
jump, however, for measurements starting at the highest temperatures where the
relaxation time is 150-250 s (depending on liquid), some structural relaxation
may occur during the measurements.

During the jumps, the relaxation is monitored by the dielectric loss at a
fixed frequency as a function of time. The measuring time is 3-20 s for each
point, depending on the fixed frequency (different frequencies are used for the
different liquids). This means that we can assume that no structural changes
take place in the liquids during the measurements, however, for measurements
starting at the highest temperatures, some structural relaxation may occur
during the first measuring points.

7.3 Dielectric spectra results — estimation of 7eq

The purpose of the equilibrium spectra is partly to find the right temperatures
at which to perform the aging measurements. The liquid has to be below
the glass transition, and we use that the relaxation time must be above 100
s, which roughly corresponds to log,o(fm) < —3, where f,, is the frequency
at the maximum of the a-peak. Furthermore, the measurements are used to
estimate the frequency at the maximum f,, at the temperatures where the peak
is outside the available frequency range (which is the temperatures where the
aging measurements are performed). Actually, it is the equilibrium dielectric
clock rate veq that we want to estimate, which is defined as the inverse of the
dielectric relaxation time 7 defined from f,, as

1
Yeq = ; =27fm (72)

Remember that the material time for the TN-formalism is defined from the
clock rate «y, which is actually the structural clock rate. By using the dielectric
clock rate, we assume an internal clock exists, meaning that the two clock rates
are proportional [52] [79].

Equilibrium dielectric spectra for the three liquids are shown in Figure [7.2]
For DEP, it is seen that the sample begins to crystallize at high temperatures
(the height of the a-peak decreases drastic), however, these spectra are taken
during reheating of the sample after the aging measurements, and it has no
effect on the aging data.

In order to estimate the clock rate v.q for temperatures where the a-peak
is outside the measurable frequency range, it is first investigated whether the
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Figure 7.2: Dielectric equilibrium spectra for the three used liquids. Left: The
imaginary part. Right: The real part. The temperature span for DEP is 215
K to 174.2 K. The temperature span for glycerol is 245 K to 176.2 K. The
temperature span for 1,2,6-HT is 265 K to 188.8 K.
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Figure 7.3: Investigation of time temperature superposition (TTS) for the
liquids. (a) DEP. (b) Glycerol. (c) 1,2,6-HT.

liquids obey time temperature superposition (TTS), which is the case if the
imaginary part of the spectra has the same shape at all temperatures. The loss
peak frequency f,, is found by fitting a second degree polynomial to the peak.
Figure [7.3] shows the spectra superimposed to investigate T'TS. It is seen that
the liquids do not obey TTS.

In order to find v.q, we use several methods: a shift-factor method described
below, and extrapolations of four fitting functions. The below investigation of
estimations of 7.4 is shown for glycerol. The shift-factor method requires that
the liquid obeys TTS, however, only for a limited temperature range. First,
the shift-factor is found in the following way: A main spectrum is chosen,
which has to be a spectrum where the a-peak is visible. The spectra from the
lower temperatures are shifted to the right until they are on top of the chosen
main spectrum. This is done by hand. It gives a shift-factor a(T") depending
on temperature. The spectra and the shifted spectra are seen in Figure [7.4]
Assuming that the horizontal shift of the right flank of the spectrum equals the
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Figure 7.4: Shift-factor method for glycerol. (a) The equilibrium spectra. The

blue spectrum is the "main" spectrum. The red spectra are "shifted" to the
right to place them in top of the main spectrum. (b) The shifted spectra.

horizontal shift of the maximum frequency of the a-peak, we have

log 1o (fm(T)) = log1o(fm,main) + a(T) (7.3)

where f;, main 1S the frequency of the loss peak of the main spectrum. The
estimations of .4 at temperatures where the aging measurements are performed
are shown together with v.4 for temperatures where the a-peak is visible in the
dielectric spectra in Figure[7.5] The figure furthermore show extrapolations of
7 from four fitting functions. 7 from the temperatures ranging from 185 K to
195 K are used for the fits. The fitting functions are:

e Vogel-Fulcher-Tammann (VFT): 7(T') = 19 exp (ﬁ)
e Avramov: 7(T) = 79 exp (ﬁ)

2
e Parabolic: 7(T) = mgexp | J? (% — L) )

e Second degree polynomial: log,,(7(T)) = aT? + bT + ¢

It is seen that the different methods give different values of v.q. Using one
of the generalized single-parameter aging tests (which we derive in Section [7.5)),
we can also estimate Yeq. In Section [7.5] this yeq is compared to 7eq from VFT.

7.4 Aging measurements — initial data treatment

This section shows the aging measurements and the initial data treatment. Four
datasets are made, one with DEP and 1,2,6-HT respectively, and two with
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Figure 7.5: Estimated clock rates 7yeq for glycerol as a function of temperature
at the temperatures at which aging measurements are performed. The insert
shows the estimations together with v.q found directly from the a-peak shown
as black crosses.



94 Chapter 7: Single-parameter aging

glycerol. Details are seen in the tables below where liquid, measuring frequency,
measuring time for each point, jumps, annealing times t,nneqr, and estimated
relaxation times 7.4 are stated.

DEP, measuring frequency 0.133 Hz (measuring time 15 s)

End temp. | Jump logo (tanneal) logo(Teq)
822K | 1782 K — 1822 K | 3.7 (~ 1.4 hours) | 2.2 (~ 2.7 min)
180.2 K 178.2 K — 180.2 K | 4.5 (= 9 hours) 3.2 (~ 0.5 hours)
1782 K | 1822 K — 1782 K | 5.4 (~ 70 hours) | 4.2 (~ 4.2 hours)
5.3 (= 55 hours)

Glycerol, measuring frequency 0.1 Hz (measuring time 20 s)

End temp. | Jump logo(tanneal) log(Teq)
1841 K | I80.l K — I84.1 K | 3.7 (~ 1.4 hours) | 2.3 (~ 3 min)
3.9 (= 2.2 hours)
180.1 K 184.1 K — 180.1 K | 4.8 (=~ 18 hours) | 3.6 (= 1.2 hours)
178.1 K — 180.1 K | 4.8 (= 18 hours)
176.1 K — 180.1 K | 5.0 (= 30 hours)
5.5 (=
6.3 (
6.2 (

178.1 K
176.1 K

~ 90 hours) | 4.3 (= 5.5 hours)

550 hours) | 4.9 (= 23 hours)
440 hours)

~
~
~
~

Glycerol, measuring frequency 1 Hz (measuring time 3 s)

End temp. | Jump log1o(tanneal) logyo(Teq)
184.0 K 182.0 K — 184.0 K | 3.7 (=~ 1.4 hours) | 2.3 (= 3 min)

182.0 K 4.2 (= 4.4 hours) | 3.0 (= 0.3 hours)
180.0 K — 182.0 K | 4.3 (~ 5.5 hours)
4.7 (

180.0 K 182.0 K — 180.0 K ~ 14 hours) | 3.6 (= 1.2 hours)

1,2,6-HT, measuring frequency 1 Hz (measuring time 3 s)

End temp. | Jump log o (tanneat) log i (Teq)
1952 K | 193.0K — 1952 K | 5.4 (~ 70 hours) | 2.4 (~ 4 min)
193.0 K 5.5 (=~ 88 hours) | 3.0 (=~ 0.3 hours)

190.9 K — 193.0 K | 5.5 (~ 88 hours)
190.9 K 193.0 K — 190.9 K | 5.8 (= 175 hours) | 3.6 (=~ 1 hour)

For further notation, the jump sizes and temperatures are shown in round
numbers, e.g. the temperature 182.1 K is denoted 182 K etc.

Figure [7.6] shows the spectra at the temperatures between which the jumps
are performed, together with the measuring frequency for the different lig-
uids. For DEP, there is a lot of noise in the measurements at the two lowest
temperatures (174 K and 176 K).
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Figure 7.6: The imaginary part of the dielectric equilibrium spectra at the
temperatures between which the jumps are performed. The black lines illustrate
the measuring frequencies. (a) DEP. (b) Glycerol. (c) 1,2,6-HT.



96 Chapter 7: Single-parameter aging

The measuring protocols, together with the raw data, are shown in Figure
[777] The color notation is that up jumps are reddish, and down jumps are
bluish. Several jumps are made twice, which made it possible to check for
reproducibility, but only the first is used in the further data treatment. For
DEP, it is seen again that there is a lot of noise at the two lowest temperatures,
and it is furthermore seen that the liquid does not fully reach equilibrium at
these temperatures. Therefore, the jumps to and from these temperatures (174
K and 176 K), which are brownish and grayish, are not used in the further
investigation.

As seen in Figure the raw data consists of many data points. The raw
data are averaged in order to reduce the noise. Figure shows an example of
this for DEP. The averaging is done on a logarithmic scale. The first number
of raw data are kept, then the log;,(time)-scale is divided into a number of
equally sized intervals in which the raw data are averaged. Here, the first 11
raw data points are kept, then the log(time)-scale is divided into 79 equal sized
intervals in which the raw data are averaged.

Figures (left) show the data as a function of time on a logarithmic
scale. Jumps ending at the same temperature reach the same equilibrium value.
Jumps starting at the same temperature start at the same value, however, this
is not visible in the figure due to the instantaneous contribution to the aging
(see Section . Note that same size up and down jumps are not symmetrical,
which is due to the non-linearity already seen with small jumps.

For further data treatment, some notation is now introduced. Each jump
is performed from a starting temperature Tgiap¢, and ends at an end tem-
perature Tu,q. The measured time-dependent quantity is denoted X (t) =
log1o(—&" (fmeasure; t))- When the liquid is in equilibrium at Tynq as t — oo,
the measured quantity is denoted X.q. Figure shows X¢q as a function of
temperature for the four datasets. The time-dependent distance to equilibrium
at Teng is denoted AX (t) = X (t) — Xeq. AX(0) thereby defines the total change
of the measured quantity from Typare t0 Tond.

The normalized relaxation function R(t) is defined as the time-dependent
distance to equilibrium over the overall change from start to end of the measured
quantity [50] [55]

(7.4)

From the definition, it is seen that R(0) = 1 and that R(¢f) — 0 as t — oo.
Figure (right) shows the normalized relaxation function as a function of
temperature for all jumps.

As mentioned, jumps that do not reach equilibrium at all are not used in the
further data treatment. However, all jumps are adjusted by an "equilibrium er-
ror", which essentially is an adjustment of the end point of log,o(—&"( fimecasure)),
i.e. Xoq. This equilibrium error is found by hand. Figure [7.IT|shows an example
of the error for DEP. The results are barely affected, and for clarity of the
figures, the error bar is not shown further.
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Figure 7.7: Raw measurements. Left: Temperature as a function of time. Right:
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Figure 7.8: Example of averaged data for DEP. The red points show the raw
data, and the black points show the averaged data.

7.5 Generalized single-parameter tests

Hecksher et al. (2015), [28] first derived the two tests of single-parameter aging.
These tests requires two jumps to the same temperature. In Hecksher et al.
(2015) 28] they only use these two jumps in their analysis. We take the analysis
one step further by including jumps to different temperatures and thereby
generalize the tests. The below derivation of the generalized tests is inspired by
Hecksher et al. (2015) [28].

The tests are based on the TN-formalism (see Section [3.3.1). As described,
the idea of the TN-formalism is that a material time (£) can be defined from
the clock rate ~(¢) [28] 50} 55]

de = ~(t)dt (7.5)

As mentioned, the material time may be thought of as a time measured on a
clock with a clock rate that evolves with time. The TN-formalism implies that
the normalized relaxation function R(t) is a unique function of the material
time £ [28], 53]

R(t) = ¢(£) (7.6)

The time derivative of R is given by R = ¢/(€)v(t), since d¢/dt = ~(t). Since &
is a unique function of R, ¢/(£) is also a unique function of R. We denote this
negative function by —F(R) giving

k= —F(R)() (7.7)

Hecksher et al. (2015) [28] introduce the single-parameter assumption, by
assuming that both the measured quantity X (¢) and the clock rate y(t) are
controlled by the same parameter Q(t). Hecksher et al. assumed that the
temperature jumps are small, so that it is reasonable to Taylor expand both
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Figure 7.11: Example of the "equilibrium error" for DEP. (a) A zoom of
the normalized relaxation function. Different sizes of errors are tried to find a
suitable one. (b) An example of how this equilibrium error affects the normalized
relaxation function.

X (t) and In(+(t)) to the first order in Q(¢): AX(t) = c1AQ(t) and Aln(y(t)) =
co AQ(t), where ¢ and ¢ are constants. Eliminating AQ(t) in the equations
gives In(y(t)) = In(Veq) + AX(t)/Xconst, Where Xconsy = ¢1/c2. Using the
definition of R(t) (Eq. (7.4)) gives

Y(t) = Yeq €xp (iX(O) R(t)>

const

(7.8)

As expected Y(t) = Yeq @s t — 00, because R(t) — 0. Inserting this expression

of v in Eq. (7.7)) gives

. AX
R = —F(R)Yeq €Xp ((O)R(t)) (7.9)
Xconst
Rearranging leads to
R AX(0) )
— exp | — R(t) ) =F(R 7.10
Lo (-5 Vi) = FR) (7.10)

from which the two tests are derived in the following sections.

7.5.1 Test 1 — predicting general jumps from knowledge
of a single jump

If the liquid has single parameter aging, this test makes it possible to predict a
relaxation curve for one jump using a relaxation curve for another jump. In the
following, we use subscripts 1 and 2 to distinguish between the known (measured)
relaxation function — jump 1 — and the predicted relaxation functions — jump 2.
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Figure 7.12: Tllustration of the steps in the derivation of test 1. Both figures
illustrate the normalized relaxation function R(t) on a logarithmic time scale.
(a) The times ¢} and ¢ corresponding to the same value of R. (b) The time
increments dt; and dt} corresponding to an identical change of R (dR; = dR3).

Thus, from one jumps relaxation function R;(¢) and its inverse function t1(R),
we derive a method for determining t3(R) for a different jump Ra(t) using Eq.
(710).

At times t7(R) and t5(R) where the value of the relaxation functions are
the same (R = R; = R») (illustrated in Figure (a)), Eq. (7.10) implies

dR; 1 ( AX1(0) > dRy 1 < AX,(0) >
S exp (SRR ) = 52— exp - SRR Ry (8
dtf ’qu,l P Xconst 1( 1) dt; ’qu,Q P Xconst 2( 2)
(7.11)

For time increments dt} and dt; leading to identical changes dRy = dRs (see
Figure (b)) we can write Eq. (7.11) using the premise that Ry (¢]) = Ra(t3)

to give
AX — AX
— Jeal oxn ( 1(0))( 2(0) Rl(t’{)) dt? (7.12)
const

Integrating this leads to (assuming that both jumps are initiated at time zero)

e * AX — AX
ty — / dy — Jeatl / eXp( 1((?( 2(0) Rl(t?f)) a (7.13)
const

70q 2

Yeq,2

which then determines t5(t1) = t2(t1(R)) = t2(R) predicting the inverse function
Ry (t)

In practice, we do not need to do an inversion. The procedure is to transform
a discrete set of measured data points, a time vector t; = (t1,¢,...,t7) and a
corresponding relaxation vector Ry = (Ri, R?,..., R})) to a new time vector
to = (t3,12,...,t3) corresponding to the measured R; points. Plotting (t2, Ry)
should then fall on Rs, which can be tested by a separate measurement.
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For jumps ending at the same temperature Eq. (7.13)) reduces to

bt AX — AX
by = / exp ( 1((2, 2(0) Ry (t*{)) dr (7.14)
0 const

which is the equation used in Hecksher et al. [28]. The new generalized test has
the disadvantage that one needs to know the clock rate 7.q, which can not be
determined exactly (see Section [7.3). In Section we show that it is in fact
possible to determine -y, using this test.

The constant Xcons¢ is found using two normalized relaxation functions,
preferably to the same temperature (R; and Ra). Xconst is found by fitting
using Eq. , as the value of X .onst that gives the best prediction of one
jump from the other. In principle, all jumps could be used for this, however, by
using two jumps that end at the same temperature, we do not need to know
Veqs since the factor Yeq,1/7eq,2 is equal to 1 in this case.

7.5.2 Test 2 — unique function of R
Taking the logarithm of Eq. (7.10) leads to (remember R < 0)

In (—R> - ?{X @R = In(F(R)) (7.15)

Since F'(R) is a unique function of R, the left hand side of Eq. (denoted
LHS) is also a unique function of R. This means that LHS plotted against R for
the different jumps collapse onto one master curve if a single parameter controls
both X and In(v). Note that if the jumps ends at the same temperature, 7yeq.1
will be equal Yeq,2 and it is therefore not necessary to find this.

7.5.3 Initial analysis — find Xconst

The initial data treatment for the generalized tests of single-parameter aging
is to find the constant X onst- Two jumps to the same temperature are used
(preferrably one up and one down jump). Xeonst is then found as the value that
gives the best prediction of one jump from the other using Eq. (7.14).

Figure shows the results of the jumps used to find Xconst. Figure [7.13]
(left) shows the predictions of the normalized relaxation functions, and Figure
(right) shows the left hand side (LHS) of Eq. (with yeq = 1) plotted
against R.

From this it is seen that all liquids have single-parameter aging to a good
approximation, however, with small deviations, especially at short times. This
initial investigation corresponds to the tests of single-parameter performed in
Hecksher et al. (2015) [28]. The next section shows the results of the generalized
aging tests.
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7.6 Results

For test 1, one relaxation curve is chosen to predict the relaxation curves for
the other jumps. This is chosen to be one of the jumps used to find Xconst
and preferably an up jump. First, the results are shown for glycerol, where
we estimated 7.q in Section The jump used to predict the other jumps
is the jump from 176 K to 180 K, which is shown in Figure (a). Figure
7.14] (b) and (c) show the results using 7eq estimated from VFT. For clarity of
the figures, the up and down jumps are shown in separate figures. It is seen
that the predictions look good, however, with deviations, especially at short
times, which was also seen for the van der Waals liquids tested in Hecksher et
al. (2015) |28]. Note that the 8 K jumps have larger deviations than the smaller
jumps (however, still similar to the results on the van der Waals liquids [2§]).
Since we use a first-order Taylor expansion in the derivation of the test, it is not
surprising that the test breaks down somewhat at larger temperature jumps.
Note that the two down jumps starting at 184 K both have large deviations at
short times, which might be due to the relatively fast relaxation time at this
temperature. Therefore, structural relaxation might have occurred during the
temperature jump and during the measurements.

Furthermore, it is seen that the predictions for some jumps, e.g. the jumps
180 K to 184 K and 176 K to 184 K, would be improved if the predicted curves
are shifted to the left. The value of Yeq,1/7eq,2 determines the position of the
prediction, which means that a wrong estimation of v.q will lead to a shifted
prediction. We instead try to let the constant ;Z—:; in Eq. ib be a free
parameter to find the .4 that gives the best prediction. The results are seen
in Figure[7.14] (d) and (e), where it is seen that the predictions are improved.
Figure [7.15] shows 7eq as a function of temperature estimated from the free
parameter yeq,1 /’ycqg in Eq. . To invert the parameter 7eq,1 /’ycq72 t0 Yeq
for each temperature, we used the value of 7.4 at 184 K found from a VFT-fit.
The different jumps to the same temperatures give a slightly different value,
which is barely visible in the figure. The found values are compared to the
values from the VFT-fit, where it is seen that the estimations have a slightly
different curvature.

Predictions for the three other datasets are made with veq,1/7Veq,2 as a
free parameter. Figure [7.16] shows the predictions. Again, it is seen that the
predictions are good, however, still with some deviations, especially at short
times. There is no clear difference in whether the liquid is hydrogen-bonded or
van der Waals-bonded. Figure @ shows ~.q found as a free parameter.

For test 2, veq found from test 1 is used. For each temperature, the found
values of v.q are averaged, so that each temperature has a fixed v.q. Figure
[Z18 shows the results of the test for the four datasets. The data falls onto
one master curve. As also seen with test 1, small deviations are seen at short
times (large R). The conclusion of this test is that all the tested liquids have
single-parameter aging to a good approximation.
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7.7 Concluding remarks

The hydrogen-bonded liquids, glycerol and 1,2,6-HT, and the van der Waals-
bonded liquid, DEP, were tested for single-parameter aging using the direct tests
developed in Hecksher et al. (2015) [28]. Hecksher et al. 2015 [28] demonstrated
single-parameter aging for three different van der Waals liquids. In the present
investigation, the tests are applied to hydrogen-bonded liquids for the first time.
As part of this investigation, we generalized the single-parameter aging tests to
include jumps that do not end at the same temperature.

We conclude that the studied liquids have single-parameter aging to a good
approximation, and that there is no difference in whether the liquid is van der
Waals or hydrogen bonded. The tests work well also for the large jumps on 4 K
and 8 K (performed on glycerol and DEP), where it has been tested beforehand
for jumps on maximum 2 K [28]. At the 8 K jumps, single-parameter aging
might begin to break down, which is expected, since we use a first-order Taylor
expansion in the derivation of the tests.

The data analysis emphasizes that measurements must be precise to use
the direct tests of single-parameter aging. It is important that the liquid is
in equilibrium at the starting temperature and reach full equilibrium at the
ending temperature. Actually, the liquid does not have to reach full equilibrium,
if one knows the correct X.q, i.e., where it should end. When performing a
large up jump from the glassy state, it is possible to monitor a full relaxation
curve where both the plateau in the beginning and the end is present. It is
recommended to perform such a jump to predict the other jumps.

Test 1, which predicts the relaxation curves, is the most sensitive test. By
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Figure 7.18: Test 2. The left hand side of Eq. (7.15)) (LHS) plotted against R.
If the liquid has single-parameter aging, the data are predicted to collapse onto
one master curve. The two jumps used for determining X st are marked by *.
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using test 1, it is possible to find ~.q at temperatures, where the loss peak is
outside the available frequency range of the dielectric equilibrium spectrum.
However, if one knows 7.4 (for example using an extrapolation), an advantage
of test 1 is that if a liquid has single-parameter aging, one can use Eq. to
predict relaxation curves for other jumps. It is necessary to perform two jumps
(preferably to the same temperature) to identify the constant Xconst.- Other
jumps can then be predicted knowing the clock rate at the end temperature
Yeq, the measured quantity at the starting temperature X (0), and the measured
quantity at the end temperature Xeq. AX(0) = X(0) — Xeq determines the
shape of the relaxation, while 7., determines the position of the relaxation.
This prediction is, of course, also limited to small jumps, and possible only in
the same temperature range, as the actual jumps are performed in.

Our findings are discussed in relation to the isomorph theory and the
simplicity of liquids in Chapter [0}
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Chapter 8

Isochronal jump

This chapter describes the investigation of the isochronal jump. By performing
the isochronal jump, we want to test one of the most spectacular predictions
from the isomorph theory [25]. Namely, that a Roskilde-simple liquid comes into
equilibrium instantaneously when jumping from one state point on an isochrone
to another state point on the same isochrone (which we refer to as an isochronal
jump). Furthermore, the isomorph theory predicts that the relaxation curve for
jumps from one isochrone to another along different paths will be the same.

The study of isochronal jump is a study of physical aging as introduced in
Chapter [7] where we studied the structural relaxation following temperature
jumps. In the present investigation, the jumps are both temperature jumps,
pressure jumps, and a combination of the two. As in the investigation of aging
followed by temperature jumps, we monitor the aging using the dielectrics at
a fixed frequency. In order to monitor the full relaxation curve, we want to
perform the temperature and/or pressure jumps as fast as possible (ideally
instantaneously). In relation to this, it is important that the time it takes to
change state point is much faster that the relaxation time of the liquid, so
that we can assume that no structural changes take place in the liquid before
thermal/pressure equilibrium is established. See Sections and for more
details on the study of aging.

Note that the equipment used for the temperature aging in Chapter [7] is
highly specialized, and that thermal equilibrium is established after only a
few seconds when performing a temperature jump. The pressure setup used
for the isochronal jump investigation, as described in Section [} does not
make it possible to come even close to a few seconds of temperature/pressure
equilibrium times. When the temperature is changed using the thermal bath,
the temperature of the pressure vessel, the pressure liquid, and, of course, the
sample have to change, which takes time. To perform the isochronal jump faster,
we develop an temperature regulator placed inside the pressure vessel, which
makes it possible to change the temperature of the sample faster. Section [8.2.3]
describes this, and tests are performed in Section [8.3]

113
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We also made two attempts to reduce the noise and systematic errors in the
measurements, respectively: a new multi-layer capacitor resulting in an increased
signal (Section , and a new electronic configuration of the measurement
equipment to reduce systematic errors (Section . Section shows the
final measurements of the isochronal jumps. First, Section describes our
thoughts and decisions in relation to the experiment.

8.1 Planning the experiment

This section describes the decisions we made in relation to the jump experiment,
i.e., the liquid, jumps, relaxation time and measuring frequency.

8.1.1 Liquid

The chosen sample liquid is 5SPPE (polyphenyl ether) for several reasons: 5PPE
is a van der Waals liquid, which means that we expect it to be Roskilde
simple, it has a glass transition temperature on 244 K, which is perfect for
the pressure setup due to the temperature range 233 - 333 K, and it has a
good signal (compared to other van der Waals liquids). Furthermore, the liquid
5PPE has been used for several investigations in the Glass and Time group
at both atmospheric pressure [28] 52], 67, [79], 80, 112), T13] and high pressures
[57, 611 [63, [64]. Furthermore, the investigations in Refs. [61, 63} 64} [79] show
that 5PPE obey other predictions from the isomorph theory, which furthermore
suggest that 5PPE is a Roskilde-simple liquid. The below assumptions and
decisions about the experiment is customized to 5PPE.

8.1.2 Jumps

We want to perform different types of jumps in relation to the investigation.
These jumps all involve changes in temperature and/or pressure at the pressure
setup. We want to perform the jumps as fast as possible, so that no structural
relaxation takes place in the liquid during the jump. The time it takes to change
the pressure is much faster than the time it takes to change the temperature at
the used pressure setup, which is important to take into account when selecting
the jumps.

First of all, we want to make the isochronal jump, i.e. a jump from one state
point on an isochrone to another state point on the same isochrone. Figure
(a) illustrates isochronal jumps. There are two possible choices for the
isochronal jump: an isochronal up jump, with an up jump in temperature and
an up jump in pressure, and an isochronal down jump, with a down jump in
temperature and a down jump in pressure. The ideal case would be to perform
both jumps. A down jump in pressure can however not be made automatically
with the available pump. The pressure should in this case be released manually,
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a) b)

Pressure
Pressure

Temperature Temperature

Figure 8.1: Illustration of jumps. (a) Isochronal up (red) and down (blue) jump.
Since the pressure changes faster than the temperature, the system will during
the different jumps, be in different parts of the phase diagram, as illustrated by
the dashed lines. (b) Jumps between two isochrones along different paths in
the phase diagram.

and it will be difficult to reach the wanted pressure quickly and precisely. A
pressure down jump to atmospheric pressure is, however, a possibility.

A change in pressure leads to a change in temperature. While a pressure up
jump increases the temperature, a pressure down jump makes the temperature
decrease. This means that both during isochronal up jumps and isochronal
down jumps, the pressure change may help decrease the time to reach thermal
equilibrium.

There are, however, advantages to performing the isochronal up jump: in this
setup, heating is faster than cooling, which means that the temperature jump
time is faster for an up jump. Furthermore, since the pressure changes faster
than the temperature, we will, during an isochronal up jump, be in the ’slow’
part of the phase diagram during the jump (when the pressure has changed,
but the temperature is still approaching equilibrium). This is illustrated in
Figure (a) by the red dashed line. This implies that the assumption that no
structural changes take place in the liquid during the time it takes to reach the
thermal /pressure equilibrium is best for the isochronal up jump.

Besides doing the actual isochronal jump, we also want to perform other
"isomorph" jumps, where we jump from one isochrone to another isochrone
along different paths, for example, by different temperature and pressure jumps,
as illustrated in Figure (b), which illustrates the jumps we perform in Section
8.4
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8.1.3 Jump size

In order to change the state point fast, ideally, we want to make a small jump.
However, the size of the jump depends of the stability of the pressure, which
is 3 MPa (see Section . We estimate that a pressure jump of minimum 20
MPa is acceptable. It is, however, also important that the corresponding change
in temperature is not too large in order to stay on the isochrone. This can be
determined by the slope of the isochrones (Figure , which depends on the
sample liquid.

To estimate the relation between the pressure change AP and the temper-
ature change AT for 5PPE, the isochrones from the isochronal superposition
investigation (Chapter |5)) are used. Assuming that the isochrones are linear,
gives AP =AT  -a< AT = AP . This should be a fine assumption in small P
and T intervals. We estimate that a =~ 5.5 MPa/K for 5PPE, which means that
AT = 3.6 K when AP = 20 MPa. The slope of the isochrones may not be the
same in other parts of the phase diagram, but this works as an estimation for
the initial tests (during the actual jumps performed in Section we found
AT =39 K for AP =20 MPa).

8.1.4 The relaxation time for the used isochrone

The liquid’s relaxation time must be (much) longer than the time it takes
to come into thermal/pressure equilibrium, so that we can assume that no
structural changes take place in the liquid during the jump. The relaxation
time of the liquid at the state points between which the jumps are performed
therefore depends on the time it takes to come into thermal/pressure equilibrium
after a jump.

Test jumps are made to estimate the temperature and pressure equilibrium
times (Section . From these tests, we conclude that the pressure and
thermal equilibrium is established after 200 - 1500 seconds, with the exact time
depending on the jump type. We estimate that the relaxation time 7 should
be at least 20 times slower than the jumping time in order to assume that no
structural changes take place in the liquid before thermal/pressure equilibrium
is reached. We use the relaxation time 7 = 16000 seconds (log,y(7) = 4.2)
(10-80 times slower than the pressure/temperature equilibrium time). The
experiments are therefore performed at the isochrone where 7 = 16000 s. This
corresponds to a loss peak frequency f,,, = 10~° Hz using f,, = % Note that
this is still far from the times used for purely temperature aging where the
relaxation time is around 8000 times slower than the thermal equilibrium time.

The state points with f,,, = 10~° Hz can not be determined directly from
the measurements, since the a-peak is outside the available frequency range.
Instead, the state points are estimated using the dielectric equilibrium spectra

at higher temperatures (see Section [8.4.1).
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8.1.5 The fixed measuring frequency

During the jumps, the dielectrics are measured at a fixed frequency as a function
of time to monitor the aging. The fixed measuring frequency is chosen so that
the signal of the loss is high, which is close to the a-peak. On the other hand,
it is chosen so that the measuring time at this frequency is not too long. The
used fixed frequency is chosen as the least-noisy frequency in a small interval
of frequencies. The used measuring frequency is 0.0205 Hz, which gives a
measuring time of 97 seconds for a point.

8.2 New measurement equipment

The high-pressure setup, as described in Section is used for the isochronal
jump measurements. This section describes three new improvements of the
setup made in relation to this investigation. A new sample cell is designed to
increase the signal and thereby reduce the noise, a new electronic setup with a
current to voltage converter is implemented to reduce systematic errors, and
a new temperature regulator ensures a faster temperature change. The next
sections describe these developments.

8.2.1 Sample cell

The aim of the new sample cell is to increase the signal of the capacitance
to reduce the noise in the measurements. The new sample cell is a multi-
layer parallel-plate capacitor consisting of 12 capacitor plates in copper with a
diameter on 20 mm. The plates are stacked on top of each other, which results
in 11 layers of liquid. All plates are separated using 4 small Kapton spacers
glued on each plate, resulting in liquid layers of 50 pum. The cell, and how the
wires are connected, are illustrated in Figure The sample cell furthermore
consists of a cylindrical holder in polyetheretherketone (PEEK), in which the
capacitor is assembled. This allows for a reservoir of extra liquid around the
sample. The sample cell is wrapped in rubber and Teflon tape to avoid mixing
with the pressure liquid. Appendix provides a detailed description of the
assembling of the cell.
The empty capacitance of this capacitor is 11 times the capacitance of
a single-layer parallel-plate capacitor with the same diameter and distance
between the plates
IS A

Cempty = 11+ =612 pF (8.1)
where ¢ is the vacuum permitivity, A is the area of each plate, and d is the
distance between the plates. The signal is increased 14 times in comparison to
the signal from the sample cell used in the isochronal superposition investigation
(Chapter |3)).
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]

Figure 8.2: Illustration of the new multi-layer parallel-plate capacitor sample
cell with 12 plates.

8.2.2 Current to voltage converter

During the isochronal jump measurements, we measure at a low frequency, as
described in Section However, in the low frequency range, systematic
errors occur due to leak currents. These leak currents occur because the pressure
liquid is conducting, and the wires to connect the sample cell to the electric
measuring equipment are running through the pressure liquid.

A multimeter and a voltage divider are normally used for measuring the
dielectric signal at frequencies between 0.001 Hz and 100 Hz (see Section .
Figure shows our standard electronic setup using a voltage divider where
possible leak currents are also illustrated. C, is the capacitance of the sample
and Cj is the capacitance of a prebox consisting of a known capacitor and a
known resistor in parallel.

For the measurements of the isochronal jump, we instead use a current to
voltage converter to avoid influence of the leak currents in the measurements.
Figure [8.4] shows the current to voltage converter setup where possible leak
currents are also shown. Compared to the voltage divider, the leak currents Ro
and R3 will now gather in one leak current R, while the leak current Ry will
not be present. The leak current R will infect the measurements in the same
way as conductivity in the pressure liquid. This conductivity does not affect
our measurements.

Using the current to voltage converter setup, the capacitance of the sample
(C,) is calculated as

where V,, and f/g are the measured and the generated voltage, respectively,
and the complex notation implies V' = Re(V) = Re(Voe!@t+ev)). O is the
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Figure 8.3: The standard electronic setup with voltage divider. C, illustrates
the capacitance of the sample and Cj illustrates a prebox consisting of a known
capacitor and a known resistor in parallel. (b) Possible leak currents in this
setup.

a)

Figure 8.4: The current to voltage converter setup. (b) Possible leak current in
this setup.
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1.
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Figure 8.5: Debye circuit. Cy = 150 pF, C3 = 68 pF, and R =1 G{.

capacitance of a known capacitor and a known resistor in parallel. Co is placed
in parallel with the operational amplifier.

Before measuring, a calibration is made to find the value of Cy. This is
done by performing a measurement on a known circuit: a capacitor (1 nF)
and a resistor (1 G2) in parallel. The exact value of the resistor is measured
directly with the multimeter and the exact value of the capacitance is measured
directly with the LCR-meter (used for measuring at higher frequencies). The
measured voltage (V;,,) and the generated voltage (V) are then measured, and
the capacitance of Cy is then found as

C'0 - _Cknown : ;7‘(] (83)

m

where C’known is the capacitance of the known circuit.

Test measurements are performed on a 'Debye’-circuit consisting of a capac-
itor and a resistor in series, in parallel with a capacitor as illustrated in Figure
B5] This circuit gives a characteristic shape of the real and the imaginary part of
the dielectrics, which resemble the ones expected from measurements of a liquid.
The values of the capacitor and resistor in series are respectively 68 pF and 1
G, and the value of the capacitor in parallel is 150 pF. These values correspond
to the signal from the liquid 5PPE in the high-pressure equipment (with the
sample cell used for the isochronal superposition investigation (Chapter [5))).
Figures (a) and (b) show the expected output of this Debye-circuit.

Test measurements are first conducted in a standard RUC cryostat [56].
The temperature is set to 300 K. 17 spectra are made with respectively the
voltage divider setup and the current to voltage converter setup. Figures [3.0]
(c) and (d) show the measurements. The calibration of Cy used for the test
measurements is not correct, which results in the difference in level in the real
part of the capacitance between the two electronic setups. It is seen that the
measurements from the current to voltage converter setup have less noise in the
low-frequency range than the measurements made with the voltage divider.

Similar test measurements are taken with the same Debye-circuit at the
pressure setup at atmospheric pressure. The temperature is set to 300 K, and
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Figure 8.6: Test measurements on a Debye-circuit. (a) and (b) The expected
output of measurements on the used Debye-circuit. (c) and (d) Measurements
performed in a standard RUC cryostat [56] using respectively the voltage divider
setup and the current to voltage converter setup. 17 measurements are made
with each method, 7 of the measurements with the current to voltage converter
are made in the frequency range 10~3 - 10? Hz, while the rest are in the range
1072 - 102 Hz. (e) and (f) Measurements performed in the pressure setup. 13
measurements are made with each method, one measurement of each method
is made in the frequency range 1073 - 10? Hz, while the rest are in the range
1072 - 10% Hz.
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Thermistor

Copper heating wire
around copper pipe

Figure 8.7: Illustration of the heating element for the new temperature regulation.
The heating element is placed around the sample.

13 spectra are made with both of the electronic setups. The results are shown
in Figures (e) and (f), which clearly show that the systematic error at low
frequencies are only present in the measurements with the voltage divider setup.

8.2.3 Temperature regulator

We made the temperature regulator with the purpose of changing the tempera-
ture fast, but it also has the advantage of keeping the temperature stable. The
temperature regulator consists of a heating element made from a copper pipe
with a heating wire around it, as illustrated in Figure A NTC-thermistor
is placed on the copper pipe to measure the temperature. The temperature is
controlled using a WEST 4100+ digital temperature controller. The heating
element is placed around the cylindrical sample cell.

This temperature regulator only allows for heating to be applied to the
sample. The temperature of the thermal bath is therefore held some degrees
below (approximately 2 K) the wanted temperature, in order to ensure a stable
temperature. We let the bath temperature follow the wanted temperature of
the heating element, i.e. if the temperature of the heating element is lowered 4
K, so is the temperature of the bath.

The temperature is monitored using a NTC-thermistor. The temperature T'
is found from the resistance of the thermistor R using the relation

R = Ryele/T (8.4)

where R., and T, are constants depending on the thermistor. These constants
are found by measuring the temperature in the vessel and the resistance of
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the thermistor at a range of temperatures and fit to Eq. (8.4). During this
temperature calibration, the temperature is controlled only by the thermal bath.

Tests of the temperature regulation are shown in the next section. These
tests show that the speed of a temperature up jump is increased by at least 10
times using the temperature regulator.

8.3 Temperature and pressure tests

It is crucial for our aging investigations, such as the isochronal jump, that
the state point is changed instantaneously, or, in practice, as fast as possible.
Different tests are conducted in order to investigate the time it takes to change
the state point. The pressure is changed quickly relative to the temperature,
but tests of how a pressure jump effects the temperature are also performed.

During the test jumps, the temperature is monitored in three different places
in the setup as a function of time: in the thermal bath, in the plug of the vessel
using a thermocouple, and at the thermistor on the heating element around
the sample. In the tests of the temperature regulator, the thermal/pressure
equilibrium is also monitored by measuring the dielectrics of the sample liquid
at state points with a short relaxation time.

8.3.1 Temperature and pressure tests with thermal bath

The temperature is normally controlled by use of a thermal bath (see Section
. By changing the temperature in the thermal bath, the temperature in
the pressure vessel and the sample also changes. Figure shows how the
measured temperatures evolves respectively after a 5 K up jump and a 5 K
down jump made with the thermal bath. It is clear that the temperature change
is faster during the up jump. The thermistor placed close to the sample shows
that thermal equilibrium is reached after approximately 2500 s for the up jump
and 3000 s for the down jump. These times are found as the times where the
monitored temperature is 0.01% from the equilibrium temperature.

When the pressure is changed, the temperature in the vessel and thereby
the sample also changes. Figure show how the temperature is affected by a
pressure up jump on 20 MPa. It is seen that pressure equilibrium is established
after aproximately 800 s, and that temperature equilibrium is established after
approximately 2500 s. This test also shows that it might be difficult to make
pure pressure jumps and thereby study aging followed by pressure jumps in this
setup (the new temperature regulator, however, helps keep the temperature
stable during pressure jump).

When performing an isochronal jump, both the temperature and pressure
are changed. An isochronal up jump consists of a pressure up jump and a
temperature up jump. This means that the temperature rise caused by the
pressure jump may help increase the temperature during the jump. Figure
[B-I0] shows how the temperature changes during an isochronal jump, where
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Figure 8.8: Test of the time it takes to change temperature with the thermal
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Figure 8.10: An isochronal jump with a temperature up jump on 4 K and a
pressure up jump on 20 MPa. (a) The temperature as a function of time. (b)
The pressure as a function of time.

both temperature and pressure are raised. The temperature is changed 4
K and the pressure is changed 20 MPa (which we expect corresponds to an
isochronal jump for 5PPE (see Section [8.1.3))). The time it takes to come into
pressure/temperature equilibrium corresponds to the time for the pressure jump
and temperature jump (i.e. approximately 2500 s to reach thermal equilibrium),
which means that the pressure jump has no clear effect on the time for reaching
thermal equilibrium.

The next section shows temperature and pressure tests with the new tem-
perature regulator.

8.3.2 Temperature and pressure tests with temperature
regulator

This section investigates the time it takes to come into thermal/pressure equilib-
rium after respectively temperature, pressure, and isochronal jumps using the
new temperature regulator (Section . During these tests, the dielectrics,
at a fixed frequency of the liquid 5PPE, are measured to monitor when the
thermal/pressure equilibrium is reached. The state points for these tests are
chosen so the relaxation time of the liquid is between 0.02 s and 0.5 s. Therefore
no aging occurs, and any change of the dielectrics reflects pressure and temper-
ature changes. Figure [B.11] shows the dielectric spectra at the selected state
points along with the chosen measuring frequency 17.8 Hz used for monitoring
the liquid.

Five different jumps are made: a temperature up jump, a temperature
down jump, a pressure up jump, a pressure down jump, and an isochronal up
jump, where both temperature and pressure are raised. Furthermore, different
temperature overshoot jumps are performed, where the temperature of the
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Figure 8.11: The dielectric spectra at three chosen state points used for the
temperature tests. The frequency used for monitoring during the jumps is
illustrated by the gray line.

regulator is set some degrees above the wanted temperature for a limited time,
after which the temperature is set to the wanted temperature. The jumps are

illustrated in Figure (a).

As an example, the temperature jumps are presented in Figure (b),
which shows the dielectric loss as a function of time. The other jumps are shown
in Appendix[C.2] The best overshoot jump for the temperature up jump is also
shown. The temperature overshoots for temperature up and isochronal up jump
are used in the final measurements. It is clear that the temperature jumps,
especially the down jump, requires a long time to reach thermal equilibrium.
However, using overshoots of the temperature on the heating element around the
sample, most jumps can be performed so that thermal and pressure equilibrium
is established within 800 s or less. Only for the temperature down jump and,
presumably, also an isochronal down jump the thermal equilibrium is only
established in around 1500 s.

Figure (c) shows the temperature at the thermistor at the heating
element as a function of time. As seen, this temperature comes into equilibrium
faster than the sample, which suggests that we can not directly compare the
results of the temperature tests with the temperature regulator and the tests
with the thermal bath (where we only monitored the temperature using the
thermistor). However, it is clear that the jumping time for the temperature up
jump, for example, is decreased around 12 times with the temperature regulator.

To ensure that no structural changes take place in the liquid, the relaxation
time has to be much slower than the temperature/pressure equilibrium time.
It is estimated that the liquid is slow enough when log,,(7/s) = 4.2, which is
more than 20 times the time it takes to change the state point (Section .
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Figure 8.12: Thermal/pressure equilibrium tests with the temperature regulator.
(a) Tlustration of the used state points and jumps. (b) The dielectric loss as a
function of time following the temperature jumps. (¢) The temperature at the
thermistor at the ’'heating element’ for temperature regulation.
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8.4 Measurements

This section shows the results of the isochronal jump investigation. As described
in Section [8.1.3] we make the isochronal jumps with a pressure change of 20
MPa. The jumps are performed between atmospheric pressure (0.1 MPa) and
20 MPa. We make the isochronal jumps along the isochrone with log;,(7) = 4.2.
The sample liquid is 5PPE, and the fixed measuring frequency during the jumps
is 0.0205 Hz. Section [B:4.1]shows the dielectric equilibrium spectra at different
temperatures along the isobars 0.1 and 20 MPa, and it is estimated at which
state points log,(7) = 4.2. Section shows the jump measurements.

8.4.1 Equilibrium spectra

The dielectric equilibrium spectra for 5PPE made, respectively, along the
atmospheric pressure isobar (0.1 MPa) and the 20 MPa isobar are seen in Figure
For the equilibrium spectra at 20 MPa (Figure [8.13] (c) and (d)), four
larger gaps between the spectra are seen, even though the temperature interval
between all the spectra is around 1 K. This is due to the pressure stability of
the pump on 3 MPa, and the larger distances are seen at times where the pump
has just pumped the 3 MPa (see Section . For the spectra where the a-peak
is present in the available frequency range, the loss peak frequency f,, is found
using a second order polynomial fit. The loss peak frequencies are shown as a
function of temperature for the two isobars in Figure Again, it is clear in
the 20 MPa data that the stability of the pump affects the measurements.

As estimated in Section we aim for the liquid to have log;y(fm) = —5
during the isochronal jump in order to assume that no structural relaxation
occurs in the liquid during the temperature/pressure jump. Since this frequency
is outside the available frequency range, it is necessary to estimate these state
points. We first estimate the state point at atmospheric pressure using the
imaginary spectra at atmospheric pressure from Figure (a). Three different
methods for estimating this temperature are used: a shift-factor method, a
linear extrapolation method, and a fit to the Vogel-Fulcher-Tammann (VFT)
equation.

For the shift-factor method, a 'main’ spectrum is chosen, which is a spectrum
where the a-peak is present (see Figure (a)). The spectra with longer
relaxation times are then shifted to the right until they are on top of the main
spectrum as shown in Figure m (b). The loss peak frequencies f,, are then
estimated, assuming that the shift of the loss peak frequencies is the same as
the shift of the right flank of the a-peak in the spectra

log1o(fm) = 10819(fm, main) + shift-factor (8.5)

where fp, main is the loss peak frequency at the main spectrum and the shift-
factor is the temperature-dependent factor that each spectrum is shifted to
place it on top of the main spectrum. It is clear that the shift-factor method is
not perfect, due to the noise and systematic errors in the spectra. The result
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Figure 8.13: Dielectric equilibrium spectra. (a) and (b) Atmospheric pressure
with the temperature span 260.9 K - 237.1 K. (¢) and (d) 20 MPa with the
temperature span 264 K - 240 K.
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Figure 8.14: Loss peak frequencies f,, as functions of temperature along the
two isobars.

is shown in Figure [8.16] (a). Figure [8.16] (b) shows a fit of the data to the
Vogel-Fulcher-Tammann (VEFT) equation

A
T =170 exp | 7 T (8.6)

where an extrapolation is used to find the wanted temperature. The VFT-fit,
however, has been shown only to be good for interpolation and not extrapolation
[114], so it is important to notice that this is only an approximation. Figure m
(c) shows a linear extrapolation used to find the wanted temperature. The linear
fit is made with the three lowest temperatures. The shift-factor method gives a
temperature around 238 K, the linear extrapolation gives a temperature around
238.2 K, and the extrapolation of the VFT-fit gives a temperature around 238.8
K. The used temperature is chosen to be 238.0 K, which is the lowest of the
three methods.

The temperature of the corresponding isochronal state point at 20 MPa is
chosen so that the dielectric loss at the measuring frequency is the same as for
the atmospheric pressure state point (238.0 K, 0.1 MPa). This gives the state
point (241.9 K, 20 MPa). Furthermore, the state point (241.9 K, 0.1 MPa) is
used to perform pressure and temperature jumps between the two other state
points, and, thereby, jumps between two isochrones along different paths. Note
that this state point has a shorter relaxation time than the two other state
points resulting in the liquid being faster at this state point. The spectra at
the three state points are seen in Figure [8.17]
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Figure 8.15: Shift-factor method. (a) The spectra at atmospheric pressure. The
green spectrum is the 'main’-spectrum, and the red spectra are the spectra that
are shifted. (b) The main spectrum and the shifted spectra.

8.4.2 Isochronal jumps

Respectively, up and down isochronal, temperature and pressure jumps are
performed between the three chosen state points. Figure (a) illustrates
the state points and the performed jumps. During the jumps, the dielectrics
are measured at fieasure = 0.0205 Hz as a function of time. This gives both a
real part and an imaginary part of the dielectrics. The data is averaged in the
same way as with the aging data following temperature jumps, as described in
Section [T.4l

Figures (b) and (c) respectively show how the real part of the dielectrics
(¢') and the dielectric loss (—&”) evolve as functions of time. It is clear that
the temperature down jump, the pressure up jump and the isochronal down
jump have two different regimes in the measured time interval, with a change
around logy(t/s) ~ 3.3. The temperature down jump and the pressure up
jump both start at the state point with a relaxation time around log(7/s) =
3.1. This short relaxation time implies that the liquid reacts immediately
to the temperature/pressure change. The second regime occurs when the
temperature /pressure equilibrium is established and the change of the dielectrics
comes from structural changes. The isochronal down jump has a large relaxation
time to begin with, however, since the pressure changes much faster than the
temperature, the liquid is brought to a state point with a faster relaxation time
before the temperature comes into equilibrium (following the blue dashed line
in Figure (a)). We can, therefore, not assume that no structural changes
take place in the liquid during the isochronal down jump, the temperature
down jump, and the pressure up jump, and these jumps can therefore not be
considered as instantaneous.
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Figure 8.17: Dielectric equilibrium spectra at the three chosen state points. The
fixed measuring frequency used for the jumps is illustrated by the gray line.

Jump 1010 (Thefore) | 10810(Tatter) | 10810 (teq) %f:m
Iso up ~ 4.2 ~ 4.2 ~29 | =20
Iso down ~ 4.2 ~ 4.2 ~32| =11
Temp up ~ 4.2 ~ 3.1 ~23 | =80
Temp down ~ 3.1 ~ 4.2 ~32| ~038
Pres down ~ 4.2 ~ 3.1 ~23| =80
Pres up ~ 3.1 ~ 4.2 ~ 2.8 ~ 2

Table 8.1: Estimated Thefore and Tagrer for the six different jumps. Furthermore,
the time to reach temperature/pressure equilibrium (te,) after each jump type
is shown (found in Section [8.3.2]). The relationship between these times are
stated.

In Table the relaxation times at the different state points (estimated
from Figure are compared to the time it takes to reach thermal/pressure
equilibrium after the different jumps (estimated from Section . From
the table, it is clear that the relaxation time at the starting point for the
temperature down and pressure up jump is about the same size as the time
it takes to come into temperature/pressure equilibrium. This again suggests
that these jumps can not be considered as instantaneous jumps, and they are
therefore not used in the subsequent data treatment. The isochronal down jump
is also not used, since structural changes might have taken place during the
jump.

Figure shows the real and the imaginary part of the dielectrics for the
three jumps: isochronal up jump, temperature up jump, and pressure down
jump. The part of the measurements where temperature/pressure equilibrium
is not established are cut off. The results are shown on both a linear and
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Figure 8.19: The imaginary ((a) and (b)) and real ((c) and (d)) part of the
dielectrics following the jumps, shown on respectively a linear (left) and a
logarithmic (right) time scale.

a logarithmic time scale. For the isochronal jump, equilibrium is reached
instantaneously as predicted by the isomorph theory. Note that the loss should
be the same before and after the jump, but for the real part, there should be

change (as seen on Figure (c)).

The isomorph theory furthermore predicts that the relaxation following
jumps from one isochrone to another isochrone along different paths should be
the same [25]. This means that we expect that the relaxation for the temperature
up jump and the pressure down jump are the same, but as seen on Figure [8.19]
this is not the case. For example, it is clear that the instantaneous contribution
to the relaxation is different for the two jumps. In order to investigate this
further, the normalized relaxation function R(t) is found. The normalized
relaxation function for the real part of the dielectrics Ryeai(t) for a jump from
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(Th, P1) to (Ts, Py) is defined as the time-dependent distance to equilibrium
over the overall change of the real part of the dielectrics:

R (t) _ IOglo(i‘:l(f,Té,PQ,t)) _IOgIO(EI(fvT27P27t_> OO))
real logo(¢'(f, T1, Pr,t = 0)) —logyo (&' (f, T2, P2, t — o0))

(8.7)

where f is the fixed measuring frequency and t is the time after the jump
is performed. For an isochronal jump, Ryea1(t) should be 0, if equilibrium is
reached instantaneously. The normalized relaxation function for the dielectric
loss (—€”) Rimag(t) is defined as:

o 0y = OB . Po ) — oy, Ty Pt = <)
e logo(—e"(f, T, P1,t = 0)) —logyo(—€"(f, T2, P2, t — o0))

(8.8)

where f is the fixed measuring frequency and ¢ is the time after the jump is
performed. Rimag(t) is not defined for an isochronal jump, since the denominator
in this case is 0. The Figures (a) and (b) respectively show Rimag(t) and
Ryear(t). It is seen that the pressure down and the temperature up jump do
not collapse, which is, of course, no surprise, because of the difference in the
instantaneous contribution for the two jumps. Figure m (b) also shows that
Riear(t) is not 0 for the isochronal jump. However, the change of signal over
time is due to the decrease of pressure during the measurements due to the
limited stability of the pressure (see Section .

To further investigate the shape of the relaxation, we try to scale, respectively,
Ricai(t) and Rimag(t) to place them in top of each other as seen in the Figures
3.20| (c) and (d). This is done by hand. The shape of the relaxation is similar,
however, it is difficult to make any final conclusions from the figures.

We believe that the reason for these two jumps not having the same relaxation
curve may stem from the different instantaneous contributions to the relaxation.
In fact, when looking at Figure (c), the instantaneous contribution following
the pressure down jump seems to be close to 0. We believe that changes of the
geometry of the capacitor may result in a wrong instantaneous contribution.
During the pressure down jump, the distance between the capacitor plates may
increase as the pressure is released (and they are therefore not pressed together
anymore) resulting in a lower signal (since C = %). However, we need to
make further investigations to fully understand the results as described in the
next section.

Another study which investigates a systems properties following different
paths in the pressure/temperature phase diagram is made in Casalini and Roland
(2017) |1I5]. They studied pressure densification for the van der Waals-bonded
liquid DC704, using the real part of the dielectrics at high frequencies from
which the density can be determined. The approach is to go from a state point
above Ty to a state point below T, along two different paths. One path is purely
cooling between the two state points. The other path is to first compress the
liquid, then cool through the glass transition, and at last, decompress again.
Because the liquid is Roskilde-simple, it is expected that the measured property
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ends at the same value, regardless of the path. However, Casalini and Roland
show that the density is larger following path number two; the liquid, therefore,
is said to undergo pressure densification. The capacitor used in Casalini and
Roland (2017) [I15] has a fixed spacing between the capacitor plates and a
reservoir of liquid surrounding the capacitor allowing for liquid to flow into the
capacitor. The result of Casalini and Roland (2017) may be rationalized by
taking this capacitor geometry into account, and the fact that a system in the
glass state cannot flow radially. This results in a higher density and thereby a
larger capacitance following path number two [116].

Thus, the present investigation and the study of Casalini and Roland both
show that it is important to take the geometry of the capacitor into account
when performing high-pressure dielectric spectroscopy in the very viscous/glassy
range.

8.5 Concluding remarks and perspective

In this investigation, we performed preliminary measurements of the isochronal
jump and jumps between isochrones for the sample liquid 5PPE. We conclude
that the liquid comes into instantaneous equilibrium following an isochronal
jump as predicted by the isomorph theory. The results are discussed in relation
to the isomorph theory in Chapter [9

As part of the investigation, we made developments on the pressure setup: a
new sample cell to increase the signal and thereby reduce noise, a new electronic
setup to avoid influence of leak currents, and a temperature regulation that
increased the speed of the temperature jump more than 10 times.

We think it would be interesting to perform more jumps to investigate what
happens with the relaxation along and across the isochrones. Below, some ideas
for investigations are presented. The jumps are illustrated in Figure [8.21

e Compare two different temperature up jumps from one isochrone to
another (the red jumps).

e Compare two different pressure down jumps from one isochrone to another
(the green jumps). This will give some challenges with the pump in the
existing setup.

e Temperature and pressure jumps, that are not between the two isochrones,
but the same size (the dashed jumps).

e Stay in the slow part of the phase diagram during the isochronal jump, i.e.
isochronal up jumps. By performing larger isochronal jumps, one might
be even more sure to be in the slow part (the blue jump).

The first three points are important to investigate the different instantaneous
contributions to the relaxation following temperature and pressure jumps.
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Figure 8.21: Examples of jumps that are interesting to perform.

Furthermore, it is important to measure on more liquids, including different
types of liquids, such as hydrogen-bonded liquids that are not expected to be
Roskilde-simple.
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Chapter 9

Concluding remarks —
Simplicity of supercooled
liquids and the relation to the
isomorph theory

The four investigations carried out in the laboratory at Roskilde University all
have the purpose of exploring simple behavior of supercooled liquids. This is,
of course, interesting in itself, but the isomorph theory suggested a decade ago
predicts simple behavior along isomorphs for Roskilde-simple liquids, resulting in
predictions such as density scaling, isochronal superposition, and instantaneous
equilibrium following a jump along an isochrone. Van der Waals-bonded liquids
are expected to be Roskilde-simple, whereas hydrogen-bonded liquids are not.
The isomorph theory does not give predictions for hydrogen-bonded liquids,
however, it is still interesting to investigate whether the hydrogen-bonded liquids
also have simple behavior. Therefore, both types of liquids are studied in two
of the investigations. Below, we gather the results from the investigations,
and compare them to the predictions of the isomorph theory. As an overall
conclusion of the investigations, the van der Waals liquids follow the predictions
from the isomorph theory. Several of the liquids are also shown to have even
greater simplicity that was predicted by the isomorph theory. It is also seen
that the investigated hydrogen-bonded liquids also have some simple behavior
to a good approximation. In fact, we conclude that both types of liquids have
single-parameter aging.
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9.1 Relaxation spectrum

The investigation of isochronal superposition in Chapter [5|is a direct test of a
prediction from the isomorph theory, implying that the shape of the relaxation
spectrum is invariant along an isochrone. We test isochronal superposition
for both hydrogen-bonded liquids and van der Waals-bonded liquids. We
conclude that there is a difference between the two types of liquids’ ability
to obey isochronal superposition, and that the van der Waals liquids in fact
obey isochronal superposition within the experimental uncertainties. This
is supported by other investigations of isochronal superposition [13 [14] 16l
21]], including dielectric and scattering measuring methods. Furthermore, our
investigation of isochronal superposition also shows that some of the investigated
van der Waals-bonded liquids obey time temperature pressure superposition
(TTPS) to a good approximation, implying that the shape of the relaxation
spectrum is invariant at all investigated temperatures and pressures. It is
furthermore clear that the studied hydrogen-bonded liquids do not obey TTPS.

If a liquid obeys TTPS, it follows that the liquid also obeys time temperature
superposition (TTS), where the shape of the relaxation spectrum is temperature
invariant. Hecksher et al. (2013) [113] showed TTS for the two van der Waals-
bonded liquids 5PPE and DC704, using the frequency-dependent bulk modulus
and the shear mechanical relaxation, and revealed that the relaxation of these
two moduli, in fact, have the same shape. This is all simple behavior that is
beyond the predictions from the isomorph theory.

In Xiao et al. (2015) [63] they derive and test a direct prediction from the
isomorph theory regarding the variation of the amplitude of the dielectric loss
along the isochrones. They show that they can predict the amplitude variation
for the van der Waals-bonded liquid 5PPE, which therefore obeys the prediction
from the isomorph theory.

9.2 Relaxation times from different response func-
tions

Our investigation of comparing the characteristic times of specific heat spec-
troscopy and dielectric spectroscopy in Chapter [f]is inspired by the isomorph
theory, but reveals even simpler behavior for the studied van der Waals-bonded
liquid, 5PPE. The isomorph theory predicts that an isochrone for one response
function is also an isochrone for another response function, possibly associated
with different time scales. This is confirmed by our investigation, which further-
more shows that the time-scale difference between the isochrones of the two
methods is constant in all parts of the investigated phase diagram, which is a
greater simplicity than predicted by the isomorph theory.

Jakobsen et al. (2012) [79] furthermore showed that at ambient pressure,
not only the dielectric and specific heat time scales, but also time scales for
several other response functions follow each other for the two van der Waals
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liquids, 5PPE and DC704. Based on this, we assume that the time scales
of all the frequency-dependent response functions of 5PPE have a common
temperature and pressure dependence resulting in an "inner clock", meaning
that the time scales for the different response functions are proportional. The
inner clock theory is also supported by an aging investigation by our group
Hecksher et al. (2010) [52] which suggests that the studied liquids (all van der
Waals bonded) have an "internal clock", meaning that the time scales of the
structural relaxation and the dielectric response, respectively, are proportional.

9.3 Aging

Aging is investigated in the Chapters[7]and[8] In Chapter[§] we performed a test
of a direct prediction of the isomorph theory, namely that the system comes into
instantaneous equilibrium following a jump along an isochrone: an isochronal
jump. Our measurements suggest that the used van der Waals-bonded liquid
5PPE come into equilibrium instantaneously following an isochronal jump, and
thereby obey the prediction.

In Chapter [7] we studied aging following temperature jumps, where the
isomorph theory inspired our hypothesis that van der Waals have simpler
behavior than hydrogen-bonded liquids, also during aging. The isomorph theory,
however, gives no predictions about this aging following temperature jumps,
but work is done to reveal possible relations between aging and the isomorph
theory [46]. We investigate whether different liquids have single-parameter aging,
meaning that a single parameter controls both the structural relaxation and the
measured property. Hecksher et al. (2015) [28] demonstrated single-parameter
aging to a good approximation for three different van der Waals liquids. Our
investigation for the first time applied these test to hydrogen-bonded liquids.
We conclude that the studied hydrogen-bonded liquids glycerol and 1,2,6-HT
also have single-parameter aging to a good approximation, and that there is no
difference between hydrogen-bonded and van der Waals-bonded liquids’ ability
to obey single-parameter aging.
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Appendix A

Isochronal superposition

A.1 Qualitative analysis of isochronal superposi-
tion

A qualitative picture of whether the liquids obey isochronal superposition or
not is obtained by normalizing the dielectric relaxation spectra, such that they
have the same maximum, which is also what Roland et al. [I7] and Ngai et al.
[20] have done in their data treatment with state points that are almost on the
same isochrone. We normalize all the used dielectric relaxation spectra for each
liquid, such that it is also seen whether the liquids obey isochronal superposition
better than time-temperature-pressure superposition (TTPS), where the shape
of the spectra are invariant for all state points. This type of data treatment is
also used in Ref. [7].

For each liquid, all the used raw data are normalized, and plotted in the
same figure (Figures and [A.6)). Measurements that
are from same isochrone have the same color. The figures thereby provide a
qualitative picture of how close the relaxation spectra on the same isochrone
are to each other, as well as giving a qualitative idea of whether the relaxation
spectra are more equal on the isochrones than in general.

From the figures, it is clear that 1,2,6-HT obeys isochronal superposition
better than TTPS. This is also the case for glycerol and DBP, although more
clearly with 1,2,6-HT. With 5PPE, DEP, and DC704 this also seems to be the
case, but it is difficult to quantify.
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Figure A.1: The normalized relaxation spectra for 1,2,6-HT. The three different
colors show the three isochrones. The figure to the right is a zoom of the peak.
The red spectra are measurements with log,(fm) =~ 4, the blue spectra are
measurements with log;(fm) =~ 3.6, and the green spectra are measurements
with logyo(fm) =~ 3.
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Figure A.2: The normalized relaxation spectra for glycerol. The three different
colors show the three isochrones. The figure to the right is a zoom of the peak.
The red spectra are measurements with log,o(fn) =~ 5, the blue spectra are
measurements with log,(fm) =~ 4.5, and the green spectra are measurements
with log;o(fm) > 4.
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Figure A.3: The normalized relaxation spectra for 5PPE. The three different
colors show the three isochrones. The figure to the right is a zoom of the peak.
The red spectra are measurements with log,(fm) =~ 4, the blue spectra are
measurements with log,(fm) =~ 3.1, and the black spectra are measurements
with logyo(fm) =~ 0.2.
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Figure A.4: The normalized relaxation spectra for DEP. The five different
colors show the five isochrones. The figure to the right is a zoom of the peak.
The red spectra are measurements with log,(fm) =~ 4.9, the blue spectra are
measurements with log;(fm) == 4.3, the green spectra are measurements with
log1o(fm) =~ 3.4, the black spectra are measurements with log,o(fm) ~ 2.4, and
the yellow spectra are measurements with log,q(fm) =~ 1.7.
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Figure A.5: The normalized relaxation spectra for DC704. The three different
colors show the three isochrones. The figure to the right is a zoom of the peak.
The red spectra are measurements with log,o(fm) =~ 2, the blue spectra are
measurements with log,,(fm) =~ 1, and the green spectra are measurements
with log;o(fm) =~ 0.3.
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Figure A.6: The normalized relaxation spectra for DBP. The two different colors
show the two isochrones. The figure to the right is a zoom of the peak. The
blue spectra are measurements with log;(fm) =~ 4.1, and the green spectra are
measurements with log,o(fm) =~ 2.6.
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A.2 Data of the selected measurements

1,2,6-HT Glycerol
log1o(fm) | T (K) | p (MPa) log10(fm) | T (K) | p (MPa)
4.05 240.5 99 4.94 242.4 100
4.03 243.0 150 4.95 244.7 151
4.02 245.3 199 4.94 246.3 200
4.06 248.0 248 4.96 248.6 249
4.07 250.5 298 4.96 250.4 298
3.53 235.6 101 4.52 237.5 100
3.54 238.0 150 4.54 240.0 152
3.54 240.5 198 5.52 241.4 199
3.52 242.8 250 4.52 243.5 249
3.56 245.3 298 4.53 245.3 300
4.65 248.5 347 4.05 236.6 198
2.96 235.6 198 4.07 238.6 249
2.95 237.9 251 4.06 240.4 299
2.99 240.5 301
3.04 243.2 351
3.05 245.3 399
5PPE DEP
log10(fm) | T (K) | » (MPa) log10(fm) | T (K) | p (MPa)
3.98 271.9 0.1 4.88 237.3 149
3.96 295.3 97 4.93 245.4 200
3.96 317.9 199 4.89 251.3 248
3.05 267.1 0.1 4.88 258.2 298
3.05 290.4 99 4.85 263.9 347
3.06 312.0 198 4.91 270.9 398
3.09 332.4 300 4.34 240.5 200
0.30 255.6 0.1 4.26 246.3 251
0.21 277.7 101 4.31 253.2 299
0.17 297.3 199 4.30 259.1 350
0.26 316.9 301 4.25 265.0 401
3.37 239.5 248
3.40 246.3 299
3.39 252.2 351
3.40 258.2 400
2.43 240.4 300
2.36 245.2 348
2.37 251.4 400
1.69 236.4 300
1.66 241.3 347
1.70 247.5 399
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DC704 DBP

log10(fm) T (K) p (MPa) log10(fm) T (K) p (MPa)
1.89 253 104.3 4.06 206 0
2.22 263 155.3 4.16 219.3 108
1.84 283 255.9 4.19 236.3 251
0.90 253 132.0 2.61 206 85
1.05 263 178.7 2.68 219.3 200
1.11 283 274.4 2.40 236.3 389
0.21 253 144.5
0.33 263 192.4
0.23 283 294.7




Appendix B

Specific heat spectroscopy

B.1 The fitting parameter r

Figure shows the spectra and the loss peak frequencies using the two
different fitting methods with, respectively, r as a free parameter and r fixed.
It is seen that the different methods influence the high-frequency end of the
spectra. The fitting method with r fixed is chosen since the spectra from this
procedure look the best, and theoretically, it also seems to be more correct to
fix r since it should not change with temperature.

B.2 Different values of Zjiq0

The spectra and the loss peak frequencies using the two different ways to find
Ziiq0 (respectively the low-frequency limit of Zj, and the fitting parameter)
are shown in Figure It is seen that the value of Zjiq o especially affects the
low-frequency part of the spectra, and that the spectra with Zjq o found from
the low-frequency limit of Zjiq looks more correct.

B.3 Fitting parameters 300 MPa

Figure shows the fitting parameters of the dataset at 300 MPa, using a fit
to the seven-parameter model.
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Figure B.1: Two different fitting methods with, respectively, r fixed and r free.
(a) The imaginary part of the specific heat. (b) The loss peak frequencies.
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Figure B.2: Results using the two different Zjq 0. (a) The imaginary part of
the specific heat. (b) The loss peak frequencies.
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Figure B.3: The fitting parameters of the dataset at 300 MPa. The fitting
parameters from the five-parameter fit, the extrapolations estimated from the
0.1 MPa and 150 MPa extrapolations, and the fitting parameters using the
seven-parameter fit with respectively 8 = 0.32, § = 0.5, and 8 = 0.79 are

shown.
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Appendix C

Isochronal jump

C.1 Detailed description of the sample cell

This appendix describes the new multi-layer capacitor sample cell in detail,
including how to fill it, and how to wrap it to protect it against pressure liquid.
The cell consists of 12 capacitor plates in copper, which results in 11 liquid
layers. The cell, and how the wires are connected are illustrated here:

]

Two of the plates are ’end’-plates, which have a tip used to collect and connect
the wires from the other plates. The remaining 10 plates have wires connected,
which are of different lengths. On all the plates (except one of the end-plates)
four small Kapton spacers are glued onto one side of the plate.

The sample cell furthermore consists of a cylindrical holder with top and bot-
tom made in PEEK, in which the capacitor is assembled. The wires on the thin
plates prevent the plates from rotating in the holder. The end-plates have a tip
in the side, ensuring that they do not rotate when the cell is assembled. Below,
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the different parts of the cell are shown along with a special holder for assembling.

Assembling of the cell

First, one of the end-plates is placed in the cylindrical PEEK holder, and the
bottom of the cylindrical holder is screwed into the holder. The cell is then
placed in a holder made especially for assembling of the cell. The sample liquid
is then placed on the end-plate. There should be enough liquid to fill the volume
between the two plates, and it is good if there is too much liquid (so that it
will flow out in the sides).

A thin plate is then placed in top of the end-plate. Since the wire of this plate
should be connected to the end-plate in the other end of the sample cell, the
wire should be one of the two plates with longest wires. The plate should turn
correctly so that there are spacers, but only one set of spacers, between the
plates. Sample liquid is then placed in top of the plate.

s

A new plate is then placed in the holder. This plate should be connected to the
first end-plate, and it should therefore be one of the two plates with shortest
wire. The wire should come out of the holder in the opposite direction of the
first wire (so that in the end all wires going to one end-plate are in one side,



Section C.1: Detailed description of the sample cell 167

and all the wires going to the other end-plate are in the other side). A drop of
liquid is then placed in top of the plate.

Now the rest of the plates and sample liquid are placed in the holder. The
plates are placed so that the length of the wire on the plates corresponds to the
position in the capacitor.

The other end-plate is then placed in the top, and the top of the cylindrical
PEEK holder is screwed into the holder.
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The wires from one side of the capacitor are then collected and placed in a
hole in the tip in the corresponding end-plate. The wires are tightened to the
end-plate by use of a screwdriver (in the top of the tip). The same procedure is
done for the wires in the other side.

|

Wrapping of the sample cell

After the cell is assembled, the next step is to "wrap" the cell to prevent mixture
of sample and pressure liquid. The things used for wrapping are three rubber
fingers from rubber gloves, Teflon tape, and strips as seen below.

First, one layer of rubber is placed around the cell. Some extra liquid can now
be added in the sides of the sample cell to ensure that it is filled with sample
liquid. Possible air is removed by smoothing the rubber out, and it is then
closed temporarily by use of Teflon tape.
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The sample cell is then wrapped smoothly in Teflon tape (except at the tips in
top and bottom).

Another rubber finger is then placed around the cell, which is also closed tem-
porarily. The cell in then wrapped in another layer of Teflon tape.

A final layer of rubber is then wrapped around the cell and closed temporarily.

The temporary closing of the rubber is then removed, and closed using three
strips.
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Connecting wires to the sample cell

The wires for the measurement equipment are then connected to the cell. The
equipment used for this is seen below.

A small o-ring is placed around the tip of the end-plates (this is probably
not necessary). A small screw is then screwed into the top of the tip (pressed
through the rubber). The wire, which is connected to a metal o-ring is placed
around the screw and a nut is placed at the screw, so that the wire is now
connected to the sample cell. The same procedure is used for the other end of
the cell.

The cell is now ready to be connected to the plug.

C.2 Test with temperature regulator

The test of the temperature regulator using different jumps is seen in Figure
C. 1]
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Figure C.1: Thermal/pressure equilibrium tests with temperature regulator. (a)
Tlustration of the used state points and jumps. (b) The imaginary part of the
dielectrics as a function of time following the different jumps.
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A liquid obeys isochronal superposition if its dynamics is invariant along the isochrones in the
thermodynamic phase diagram (the curves of constant relaxation time). This paper introduces two
quantitative measures of isochronal superposition. The measures are used to test the following six
liquids for isochronal superposition: 1,2,6 hexanetriol, glycerol, polyphenyl ether, diethyl phthalate,
tetramethyl tetraphenyl trisiloxane, and dibutyl phthalate. The latter four van der Waals liquids obey
isochronal superposition to a higher degree than the two hydrogen-bonded liquids. This is a predic-
tion of the isomorph theory, and it confirms findings by other groups. © 2013 AIP Publishing LLC.

[http://dx.doi.org/10.1063/1.4821163]

The relaxation time of a supercooled liquid depends
strongly on temperature and pressure. Different thermody-
namic state points with same relaxation time are said to be
on the same isochrone. A liquid obeys “isochronal superposi-
tion” if its dynamics is invariant along the isochrones. More
precisely, a liquid obeys isochronal superposition (IS) if the
complex, frequency-dependent response function R(w, Q) in
question at state point Q can be written

R(@, Q) = Ry(Q)R(@, T(Q)) + Ko(Q) - 1)

Here Ro(Q) and Ky(Q) are state-point dependent real con-
stants. The function R(w,(Q)) describes the shape of
the relaxation spectrum; this function depends on the state
point Q only via its relaxation time t(Q). For the imag-
inary part of the response function, IS implies R"(w, Q)
= Ry(Q)R"(w, (Q)). This paper suggests two quantitative
measures of how well IS is obeyed and applies them to test
six glass-forming liquids for IS.

Tolle first demonstrated IS for a single liquid, orthoter-
phenyl, in data for the intermediate scattering function deter-
mined by neutron scattering.! Soon after, systematic investi-
gations of IS were initiated by Roland ef al.> and Ngai et al.’
using dielectric spectroscopy. These seminal papers estab-
lished IS for the van der Waals liquids studied, but reported
that hydrogen-bonded liquids often violate IS. This was a
striking discovery presenting a serious challenge to theory:
Why would some liquids, for which the relaxation time spec-
trum generally varies throughout the thermodynamic phase
diagram, have invariant spectra along its isochrones? And
why do other liquids disobey IS?

By visually comparing the imaginary part of response
functions along a liquid’s isochrones the analysis of IS has tra-
ditionally followed the age-old method for investigating time-
temperature superposition (TTS). The present paper takes the
analysis one step further by suggesting two measures of the
degree of IS — such measures are relevant because one does
not expect any liquid to obey IS with mathematical rigor.
First, however, a few experimental details are given (further
details are given in the supplementary material*).

0021-9606/2013/139(10)/101101/4/$30.00

139, 101101-1

We studied four van der Waals liquids: polyphenyl ether
(5PPE), diethyl phthalate (DEP), dibutyl phthalate (DBP), and
tetramethy] tetraphenyl trisiloxane (DC704), as well as two
hydrogen-bonded liquids: 1,2,6 hexanetriol (1,2,6-HT) and
glycerol (details are given in Table I). New measurements
have been obtained for four of the liquids, while the data
on DC704 are from Ref. 10 and the data on DBP are from
Ref. 11. The four liquids studied in this work were all stud-
ied before, also by use of dielectric spectroscopy under high
pressure.” 12716

Glycerol was dried in an exicator for 20 h and 1,2,6-HT
was dried for 2 h; the other liquids were used as acquired from
Sigma Aldrich. The experiments were performed on the high-
pressure equipment described in Refs. 9 and 17. The electrical
measurement equipment is described in Ref. 18. Pressures go
up to 600 MPa, temperatures range from 233 to 333 K. The
sample cell consists of two round stainless steel plates with a
diameter of 19.5 mm separated by a 0.05 mm thick Kapton
spacer, which has inner diameter 17.5 mm and outer diame-
ter 19.5 mm. To document reproducibility all measurements
were repeated. The relaxation time was identified from the
dielectric loss-peak frequency.

Hydrogen-bonded liquids have generally much larger
dipole moment than van der Waals liquids, which leads to
much better dielectric relaxation signals for the former lig-
uids. Figure 1 shows typical dielectric relaxation data for the
six liquids studied.

To develop quantitative measures of IS, consider first per-
fect IS. A loss peak is characterized by, in principle, infinitely
many shape parameters X, Y, Z, .. .. In practice, a few param-
eters are enough to characterize the shape, for instance fitting-
model based parameters such as the stretching exponent S, the
Havriliak-Negami parameters, the Cole-Davidson B¢p, etc.,
or model-independent parameters such as the half width at
half depth or the loss peak area in a log-log plot. Perfect IS is
characterized by constant shape parameters along an
isochrone: 0 = dX|,; = dY|, = dZ|, = ..., in which |, signals
that the variation is considered at constant relaxation time.

In order to determine how much a given shape parame-
ter X varies along an isochrone, we assume that a metric ds

© 2013 AIP Publishing LLC
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TABLE I. The liquids studied. “H” is hydrogen bonded and “vdW” is van der Waals bonded. Where no reference is given, A¢ is from our measurements.

Details on the density data are given in the supplementary material.*

Liquid Abbr. Bonding T, (K) Ae T (K) p (MPa) Density Ref.
1,2,6 hexanetriol 1,2,6-HT H 203° ~40 236-251 100-400 This work This work
Glycerol H 193¢ ~60 237-250 100-300 Ref. 7 This work
Polyphenyl ether SPPE vdW 2458 ~28 255-332 0.1-400 Ref. 9 This work
Diethyl phthalate DEP vdW 187° ~8 235-271 100-400 This work This work
Tetramethy] tetraphenyl trisiloxane DC704 vdW 2118 ~0.28 253-283 39-304 Ref. 9 Ref. 10
Dibutyl phthalate DBP vdW 177" ~8 206-254 0-389 Ref. 7 Ref. 11

has been defined in the thermodynamic phase diagram. Since
din X = dX/X gives the relative change of X, the rate of rela-
tive change of X along an isochrone is given by the operator L
defined by

dIn X
ds

LX) = ‘ (2)

T

How to define a reasonable metric ds? A state point is char-
acterized by its temperature 7 and pressure p, so one option
is ds?> = dT* + dp®. This metric depends on the unit system
used, however, which is not acceptable. This problem may
be solved by using logarithmic distances, i.e., defining ds’
= (dInT)* + (dInp)*. Actually, using pressure is not optimal
because there are numerous decades of pressures below am-
bient pressure where little change of the physics take place;
furthermore, a logarithmic pressure metric does not allow for
negative pressures. For these reasons we instead quantify state
points by their temperature and density p, and use the follow-
ing metric:

ds*=(dInT) + (dInp)*. A3)
Equations (2) and (3) define a quantitative measure of IS.
In practice, suppose an experiment results in data for the
shape parameter X along an isochrone. This gives a series
of numbers X, X,,..., corresponding to the state points
(T, p1), (T2, p2),.... Since InX; | — InX; = In(X; 4 1/X3),
etc., the discrete version of the right-hand side of Eq. (2) is
1n(X41/ X0V W0 (Tt / T) + 105 o / o)l

“[—1z6rm
Glycerol
20f| — sPPE
DEP
——DC704
. 15[ ——DspP
w
1
10
5]
0
| ?/f
og(/f )

FIG. 1. One dielectric relaxation spectrum for each of the six liquids plotted
on a linear scale. The hydrogen-bonded liquids (blue) have much larger sig-
nals than the van der Waals liquids (reddish). The spectrum of DC704 is too
small to be visible.

An alternative measure of IS corresponding to the purely
temperature-based metric ds*> = (dln 7)? is defined by

dinX
dInT

Ly(X) = ‘ @

This measure is considered because density data are
not always available. If the density-scaling exponent
y = (dInT/dIn p)|, is known for the range of state points in
question, Eq. (3) implies ds? = (dIn T)*(1 + 1/y2). This leads
to the following relation between the two IS measures:

L1 (X)
VIt

This relation is useful in the (common) situation where
gamma is reported in the literature but the original density
data are difficult to retrieve.

As one shape parameter we used the half width at half
depth, W) ,, defined as the number of decades of frequency
from the frequency of maximum dielectric loss to the higher
frequency (denoted fj,) where the loss value is halved:
Wip = log(fl/z/fm).f’ Here and henceforth “log” is the log-
arithm with base 10.

The W »-values are plotted in Fig. 2(a) as functions of
temperature for each isochrone studied. This figure suggests
that IS is not obeyed for the two hydrogen-bonded liquids
(blue), but for the four van der Waals liquids. There is more
scatter in the values for the van der Waals liquids than for the
hydrogen-bonded liquids, which is due to the smaller dielec-
tric signals (see Fig. 1).

From Fig. 2(a) it is seen that the W), is almost con-
stant at all state points for DEP and DC704, suggesting that
IS in these cases is a consequence of TTS (or more specifi-
cally, time-temperature-pressure superposition). However, the
isochrones in Fig. 2(a) are separated from one another in the
case of SPPE and DBP, just as they are in the case of 1,2,6-
HT and glycerol. This shows that IS can apply even when the
spectra broaden upon supercooling, which is also supported
by earlier works where IS has been found for systems without
TTS.10.19

For a quantitative IS analysis, we apply the L and Ly oper-
ators to the shape parameter W), (Figs. 2(b) and 2(c)). From
these figures it is clear that the measures for the hydrogen-
bonded liquids are higher than for the van der Waals liquids.
It is not straightforward to estimate the systematic uncertain-
ties involved in the measurements, but an attempt to do so is
presented in the supplementary material.* We see from Fig. 2

L(X) = ®)
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FIG. 2. Analysis of isochronal superposition (IS) based on the half width at half depth of the dielectric loss peak, Wy/2. (a) Data for Wy 2 along isochrones
marked by connecting lines as functions of temperature. (b) The measure L(W2) giving the rate of relative change of Wy > along an isochrone. (c) The measure
L7 (Wi)2). Both measures are considerably higher for the hydrogen-bonded liquids than for the van der Waals liquids; thus the latter obey IS to a higher degree

than the hydrogen-bonded liquids.

that the two measures L(W1,) and L1(Wy,2) lead to similar
overall pictures and the same conclusion.

Invariance of one shape parameter such as Wy, is not
enough to prove IS. As a second, model-independent shape
parameter we used the area of dielectric loss over maximum
loss in a log-log plot, denoted by A. We integrated from —0.4
decades below the loss peak frequency to 1.0 decade above
it. This was done by adding data for the logarithm of the di-
electric loss taken at —0.4, —0.2, 0.2, 0.4, 0.6, 0.8, and 1.0
decades relative to the loss peak frequency. This area measure
focuses on the high-frequency side of the peak. This is moti-
vated in part by the occasional presence of dc conductivity on
the low-frequency side of the peak, in part by the fact that for
molecular-liquids this side of the peak is generally character-
ized by a slope close to unity, i.e., it varies little from liquid
to liquid.?” In Fig. 3, the measures L(A) and L(A) are shown.
Clearly, the measures are higher for the hydrogen-bonded liq-
uids than for the van der Waals liquids. Thus also with respect
to the area shape parameter, the van der Waals liquids obey IS
to a higher degree than the hydrogen-bonded liquids.

As a third parameter, we used the model-dependent shape
parameter S pc from the Cole-Davidson fitting function.?' De-
tails on the fits are given in the supplementary material.* Re-
sults from using the L operators on S¢p are shown in Fig. 4.
It is seen that also with respect to the model-dependent shape
parameter S¢p the van der Waals liquids obey IS to a higher
degree than the hydrogen-bonded liquids.
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FIG. 3. The measures of isochronal superposition based on the area A of the
dielectric loss peak plotted in a normalized log-log plot, obtained by inte-
grating from —0.4 to +1.0 decades around the loss-peak frequency. (a) The
measure L(A). (b) The measure Ly(A).

The conclusion that van der Waals liquids obey IS better
than hydrogen-bonded liquids is not new. This was reported
as a clear tendency in the pioneering papers on IS from 2003
and 2005 by Roland et al.?> and Ngai et al.’ In 2009, this find-
ing was given a theoretical basis via the isomorph theory,?%23
which applies for liquids that have strong correlations be-
tween their virial and potential-energy equilibrium fluctua-
tions at constant volume.?*® Due to the directional nature
of hydrogen bonds, liquids dominated by these do not show
strong virial potential-energy correlations.”* The isomorph
theory predicts that density scaling, as well as IS, applies
for van der Waals liquids, but not for hydrogen-bonded lig-
uids, a result that is consistent with previous experiments.?’~3
Only few experimental studies have yet been made with the
explicit purpose of testing the isomorph theory, see, e.g.,
Ref. 31, which supports the theory.

In this paper, we have focused on systems with no visi-
ble beta relaxation or excess wing. Capaccioli ef al.'® demon-
strated IS in systems with beta relaxation, suggesting that the
beta and alpha relaxations are connected. This result can be
rationalized in terms of the isomorph theory, which predicts
IS to hold for all intermolecular modes. It would be interest-
ing to use the quantitative measures suggested in this paper
for systems with a beta relaxation.

To summarize, we have proposed two measures of
isochronal superposition that quantify the relative change
of a given relaxation-spectrum shape parameter along an
isochrone. The measures were tested for six liquids with re-
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FIG. 4. The measures of isochronal superposition based on the shape pa-
rameter of the Cole-Davidson function Bcp. (a) The measure L(Bcp).
(b) The measure Ly(Sc¢p).
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gard to two model-independent shape parameters characteriz-
ing dielectric loss peaks, the half width at half depth and the
loss-peak area in a normalized log-log plot, and one model-
dependent shape parameter, the Cole-Davidson S¢p. The two
measures lead to similar overall pictures; in particular both
support the conclusion that van der Waals liquids obey IS to a
higher degree than hydrogen-bonded liquids.
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Communication: High pressure specific heat spectroscopy reveals simple
relaxation behavior of glass forming molecular liquid
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DK-4000 Roskilde, Denmark
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The frequency dependent specific heat has been measured under pressure for the molecular glass
forming liquid 5-polyphenyl-4-ether in the viscous regime close to the glass transition. The temper-
ature and pressure dependences of the characteristic time scale associated with the specific heat
is compared to the equivalent time scale from dielectric spectroscopy performed under identical
conditions. It is shown that the ratio between the two time scales is independent of both temperature
and pressure. This observation is non-trivial and demonstrates the existence of specially simple
molecular liquids in which different physical relaxation processes are both as function of temperature
and pressure/density governed by the same underlying “inner clock.” Furthermore, the results are
discussed in terms of the recent conjecture that van der Waals liquids, like the measured liquid,
comply to the isomorph theory. © 2015 AIP Publishing LLC. [http://dx.doi.org/10.1063/1.4936867]

The viscosity of liquids close to the glass transition
is strongly temperature dependent — just a few percent
decrease in temperature can lead to several decades increase
in viscosity. Coupled to the increase in viscosity is a slowing
down of the molecular structural relaxation time (the alpha
relaxation time), leading to a time scale separation between
the fast iso-structural degrees of freedom and the slow
structural degrees of freedom. The glass transition occurs
at the temperature where the slow degrees of freedom are
no longer accessible on the experimental time scale. This
gives rise to a drop in the measured specific heat which
is a classical signature of the glass transition.! The time
scale separation in the highly viscous liquid just above the
glass transition temperature leads to time or equivalently
frequency dependence of physical properties which couple
to the structural relaxation; the mechanical moduli and the
dielectric constant are, for example, frequency dependent.
Even though heat capacity is a classical probe of the glass
transition, the awareness of the fact that the specific heat is
also a frequency dependent response function which shows
relaxation is surprisingly young and only dates back to the
1980s (some of the earliest discussions are given in Refs. 2—7).
The first experimental specific heat spectroscopic techniques
for studying viscous liquids were also developed in the 1980s
by Birge and Nagel* and Christensen.’ The amount of data on
frequency dependent specific heat is still very limited today
30 years later, probably because no standard commercial
technique has been available. (The following list is not a
comprehensive list of all specific heat spectroscopy studies of
glass forming liquids but covers to the best of our knowledge
all groups that have addressed the issue, Refs. 4, 5, and 8—14).

The workhorse in the study of frequency dependent
response of glass forming liquids is dielectric spectroscopy
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both when it comes to studies of the temperature dependence
of the alpha relaxation (e.g., Refs. 15-17) and the spectral
shape of the relaxation (i.e., stretching'®!® and beta-
relaxation®’). The use of dielectric spectroscopy is particularly
dominant when it comes to high pressure studies, which
have become increasingly important during the last couple of
decades. Today, it is clear that the dynamics of viscous liquids
should be understood as function of both temperature and
pressure/density because this is the only way to disentangle
the effect of density from that of thermal energy. Two key
findings from high pressure studies are: density scaling (e.g.,
Refs. 21-24), and isochronal superposition (e.g., Refs. 25-30).
These results are almost exclusively based on dielectric data
because dielectric spectroscopy is easily adapted to high
pressure and commercial equipment is available.’!

Different physical properties probe the microscopic
dynamics in different ways. An example is that dielectric
spectroscopy only is sensitive to degrees of freedom which
involve reorientation of dipoles in the liquid while specific
heat measures those degrees of freedom which couple to
changes in energy. This naturally leads to differences in the
observed characteristic time scales for different properties it
is, e.g., well-known that shear-mechanical relaxation is faster
than dielectric relaxation (e.g., Ref. 32 and references therein).

While all the liquid dynamics slows down upon cooling
(or compression) it is by no means trivial that all time scales
follow each other as a function of temperature and pressure. A
well-known example is the pronounced decoupling between
translational and rotational motions which has been confirmed
in many systems, also under pressure (e.g., Ref. 33). Even
time scales which at a first coarse look seem to follow each
other over many decades have been shown to have differences
in the temperature dependence when analyzed in detail (e.g.,
Refs. 32 and 34). Moreover, there is an increasing amount
of evidence for dynamical heterogenities in viscous liquids

©2015 AIP Publishing LLC
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(e.g., Ref. 35). Different physical properties will a priori
“see” and average differently over the dynamical heterogene-
ities. This would imply different temperature-dependence of
the time scales as the dynamical heterogenities evolve with
cooling and lead to the picture suggested by Angell in 1991,
namely, a series of decoupling temperatures as the liquid is
cooled down.®

An example of the pitfall of exclusively basing analysis on
one response function is the understanding of the dynamics
in monohydroxy alcohols. It was for a long time thought
that the main dielectric relaxation peak was the signature
of the structural relaxation, leading to puzzling observations
about monohydroxy alcohols (e.g., in Ref. 18). This was
only resolved when other response functions were analyzed,
showing that the dominant process in the dielectric spectrum
is not related to the structural molecular relaxation®” seen in
specific heat®® and shear modulus.?*"

It is in itself a fundamental question whether the
liquid relaxation seen in different techniques behaves in the
same way. Additionally, it is important to establish whether
dielectric results especially at elevated pressures can be
generalized and viewed as generic information about the
alpha relaxation.

Experimentalists have often attempted to find general
(universal) behaviors and correlations in the effort to guide
theory and models for the viscous slowing down.'841-43
However, as more and more systems are studied, these
results are usually found to hold only for a limited class of
systems.*#% Another trend is to focus on exotic phenomena
seen in complicated systems like the notorious counter
example water.*>° The emerging picture is that while the
viscous slowing down and the glass transition as such are
universal features which (at least in principle) can be observed
in all systems independent of chemical details, there is also a
myriad of specific behaviors and it seems unlikely to capture
all this in one simple model. Based on this understanding
our proposal is to address the question of what the simplest
behavior is? Or put in other words what are the features that
should be included in the “ideal gas model” of glass forming
liquids?

In this work, we present frequency dependent specific
heat measurements taken as function of both temperature
and pressure up to 300 MPa on the molecular glass former
5-polyphenyl-4-ether (SPPE) and compare to existing diele-
ctric data®*>! taken in the same pressure equipment ensuring
consistency of absolute temperature and pressure. To the
best of our knowledge, these are the first ever high pressure
data where both dielectric and specific heat spectroscopy are
taken under identical conditions, allowing for a detailed com-
parison.

SPPE has been studied intensively by the “Glass and time”
group over the past years (at atmospheric pressure, 3232755
and at high pressures®>>*>’) and has been found to have a
particular simple behavior. One of these findings was that no
decoupling is seen in SPPE when comparing the temperature
dependence of 6 different time scales.>* This result was later
supported by result from the group of Schick who compared
dielectric and specific heat spectroscopy with lower accuracy
but over larger range in dynamics.>®

J_Chem. Phys. 143, 221101 (2015)

The data in the current paper extend these studies to
high pressures. Hereby addressing the question of whether the
alpha relaxation time is uniquely determined independent of
probe in the entire phase space.

The strong temperature dependence of the characteristic
time scales of liquids close to the glass transition has the
consequence that even small temperature/pressure differences
will lead to large errors in the measured time scales. In order to
make detailed comparisons, it is therefore crucial to measure
different response functions under the same conditions (see
e.g., Ref. 59). To the best of our knowledge there is only
one previous study of frequency dependent specific heat at
elevated pressures, in which Leyser et al.%° 20 years ago
investigated orthoterphenyl in a limited pressure range up to
105 MPa, and compared to existing literature data.%! Their data
show that the time scales do follow rather closely along the
investigated paths in phase space; however, some systematic
changes are seen. Due to the limited pressure/temperature
range investigated and the fact that the dielectric data they
compare to is from a different study, it is not possible to
conclude if the ratio between the two time scales is constant
or changing for this liquid.

Our unique specific heat spectroscopy technique is based
on measuring the thermal impedance at a spherical surface
in the liquid (the relation between heat flow into the liquid
from the surface, and the temperature at the same surface).
The method is inspired by the method developed by Birge and
Nagel 30 years ago.*> Our version of the technique'* utilize
a spherical geometry, and a liquid layer much thicker than the
thermal wavelength (the thermally thick limit). In this case,
the outer thermal and mechanical boundaries do not influence
the measured property.®® What is measured is the longitudinal
volume specific heat ¢,%*%* which is approximately equal
to the isobaric specific heat.> By the 3omega technique a
temperature dependent resistor is utilized as heat generator
and thermometer simultaneous. '+

The method is well suited to be adopted to different
sample environments with little requirements to the mechan-
ical properties of the sample cell and electrical connections.
Altogether this makes the method perfect for integration in
existing pressure equipment.

The measurements were performed using commercial
high-pressure equipment from Unipress Equipment (Warsaw,
Poland). The pressure is applied using a pressure liquid, which
is separated from the sample cell by a shielding of rubber and
Teflon. Pressures go up to 600 MPa with a stability of 3 MPa,
temperatures ranges from 233 to 333 K (for further details see
Refs. 51, 56, and 66). A spherical NTC-thermistor bead (a
temperature dependent resistor, with “Negative Temperature
Coefficient”) is used as heat generator and thermometer and
is placed in the middle of the sample cell with a distance
of ~10 mm from the closest sides ensuring approximately
thermally thick conditions down to the millihertz range. The
SPPE liquid studied is the diffusion pump oil 5-polyphenyl-
4-ether acquired from Santovac. The liquid was dried for one
hour under vacuum before use.

The specific heat measurements are performed at different
temperatures along the isobars; 0.1 MPa (atmospheric
pressure), 150 MPa, and 300 MPa. The initial data analysis
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was performed as in Ref. 14. Examples of the imaginary
part of the frequency dependent longitudinal specific heat at
different temperatures and pressures are shown in Fig. 1(a).
The peak frequency of the imaginary part, f., i, (the loss-
peak frequency), defines a directly experimental accessible
characteristic time scale (1., = 1/(27f.,.1p)) for the specific
heat relaxation. Figure 1(b). shows the relaxation times
for all measured temperatures and pressures. The extreme
temperature and pressure dependences of the relaxation time
are clearly seen in this representation. The shown error bars
refer to limitations in precision of the specific heat technique.'*
There is moreover approximately 0.1 decade uncertainty on
the relaxation time due to the limited stability of the pressure
of 3 MPa.

The comparable dielectric spectroscopy measurements
were taken in relation to Refs. 30 and 51 utilizing the
same pressure equipment. The dielectric measurements were
performed along the isobars; 0.1 MPa, 100 MPa, 200 MPa,
300 MPa, and 400 MPa. The relaxation time is again defined
from the loss-peak frequency (7. = 1/(2nfp)). Figure 2
shows the relaxation time as a function of temperature at
the different pressures for both the specific heat and for
the dielectric measurements. As mentioned earlier the fact
that the data are taken under the same thermal and pressure
conditions gives a unique possibility for directly comparing
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FIG. 1. Specific heat data. (a) The imaginary part of the longitudinal specific
heat at the indicated temperatures and pressures. (b) The relaxation time 7,
based on the loss-peak frequency, as a function of temperature for all studied
temperatures and pressures.
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FIG. 2. Comparison of the relaxation times (7) for the specific heat mea-
surements (same data as on Fig. 1) and the dielectric measurements at the
indicated pressures.

the temperature and pressure dependence of the time scale
from dielectric and specific heat spectroscopy over a rather
wide pressure range.

From Fig. 2, it is seen that the temperature dependence
of the relaxation times from the two methods closely follows
each other at all investigated pressures. It is also seen that
the dielectric relaxation time is faster than the specific heat
relaxation time at all pressures. This shows that the ambient
pressure observation of identical temperature dependence of
dielectric and specific heat relaxation time presented by some
of us in Jakobsen et al. (2012)°* on SPPE also holds at elevated
pressures.

Figure 3 presents the same data using isochrones, which
are lines in the phase diagram of constant relaxation time;
that is contour lines of the relaxation time map, (7, P). The
isochrones are illustrated for both methods, and it is seen that
the isochrones for the two response functions are parallel.

The main result of this communication is that the
Te/ ¢, ratio is constant within error bars for all investigated
temperatures and pressures for SPPE. This result is obtained
by combining the observation from Fig. 2 (and Ref. 54) and
Fig. 3 as described below. Combining the data from the present
study and from Ref. 54 yields log,((7e/7,) = —0.4 £ 0.1, with
the major contribution to the uncertainty coming from pressure
instabilities.

The relaxation time is a smooth function of temperature
and pressure, and parallel isochrones therefore imply that an
isochrone for one of the two response functions is also an
isochrone for the other but with a different time scale, as the
dielectric relaxation is faster than the specific heat relaxation
at a given state point.

The difference between the time scales associated with the
isochrones is not a priory the same for different isochrones.
The observation that the 7./7,, ratio is constant along the
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FIG. 3. Isochrones for specific heat (full lines) and dielectric (dashed lines).
The two slowest isochrones are found for both the specific heat and dielectric,
but the six fastest isochrones are only found for the dielectric measurements.
The inset shows the same data as Fig. 2 where the vertical lines illustrate eight
chosen relaxation times. The temperatures used for the isochrones are found
by interpolation (indicated by small solid points on the inset).

isobars as shown in Fig. 2 (and illustrated even more clearly
at atmospheric pressure in Ref. 54) is therefore an additional
simplicity. Since any isobar crosses all the isochrones, we can
conclude that the time scale difference associated with the
isochrones indeed is the same in all of the explored part of the
phase diagram for this liquid (it is enough to shown that it is
constant along one curve, crossing the isochrones).

The observation that the isochrones from one of the
methods are also isochrones for the other method is a direct
prediction of the isomorph theory developed in the “Glass
and Time” group.®’~%° The theory predicts the existence of
isomorphs which are curves in the phase diagram of simple
(called Roskilde simple) liquids along which a number of
properties are invariant. The isochrones of any response
function will in the viscous regime (or in reduced units)
coincide with an isomorphs, which means that an isochrone
from one response function is also an isochrone for another
response function, as all dynamics are invariant along an
isomorph.*°

Simple van der Waals liquids as SPPE are expected to
be Roskilde simple.®”%%70 We have in Refs. 30, 56, and 57
shown that SPPE corroborates other isomorph predictions, this
together with the present result indicating that SPPE indeed is
a good example of a Roskilde simple liquid.

In Jakobsen et al. (2012)>* some of us showed that at
ambient pressure, not only specific heat and dielectric but also
several other thermo-viscoelastic responses have time scales
which follow closely with temperature for SPPE. Based on
this, we hypothesize that the time scales of all the frequency
dependent response functions of SPPE have a common
temperature and pressure dependence in the viscous regime.
An interpretation of this observation is that the structural

J_Chem. Phys. 143, 221101 (2015)

relaxation time is governed by one “inner clock” and implies
a greater simplicity than predicted by the isomorph theory. It is
also a challenge to understand how all response functions can
couple so closely if the underlying dynamics is heterogeneous
with a growing length scale along with viscous slowing
down — since the different macroscopic responses could very
well average differently over the heterogeneities.

SPPE has other simple behaviors which are beyond
isomorph theory. The spectral shape of the dielectric signal
obeys Time Temperature Pressure Superposition (TTPS), thus
it is independent of pressure and temperature in a range where
7. changes by 7 orders of magnitude.’*>! Time temperature
superposition is moreover found in frequency dependent bulk
modulus and the shear mechanical relaxation, and these two
moduli in fact have the same spectral shape.’® Finally SPPE
is also found to obey time aging time superposition.>

The simple behavior of SPPE is obviously not universal
for all glass-forming liquids, it might not even be a general
behavior of van der Waals bonded liquids. Yet SPPE
exhibits the hallmarks of glass forming liquids; it has a
non-Arrhenius temperature dependence (fragility index m
= 80-85)"! and a non-exponential relaxation (high frequency
power law —0.5).32 This means that models and theories
for understanding non-Arrhenius non-exponential relaxation
need to be consistent with a simple behavior where there
is no decoupling of different time scales and no increase in
the broadening of the relaxations in the entire viscous range
(defined as time scales ranging from a microsecond up to a
kilosecond).

To summarize, we have presented specific heat spec-
troscopy data over an unprecedented pressure range, with
accompanying dielectric data taken under the same thermal
and pressure conditions. The main experimental results are
that the characteristic time scale of the specific heat and the
dielectric relaxation follow each other closely as function of
temperature at all investigated pressures and that isochrone
curves for specific heat and dielectric spectroscopy coincide.
The consequence of these two observations is that the 7/7,
ratio is constant over the investigated temperature and pressure
ranges, with the dielectric spectroscopy being the fastest.

Altogether SPPE seems to have the simplest possible
behavior in respect to differences in time scales between
response functions, namely, that one common inner clock
controls the different relaxations, and the only difference is
a temperature and pressure independent ratio between the
different time scales.
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Abstract
Physical aging of glycerol following temperature jumps is studied by dielectric spectroscopy
at temperatures just below the glass transition temperature. The data are analyzed using two
single-parameter aging tests developed by Hecksher et al. [J. Chem. Phys. 142, 241103 (2015)].
We generalize these tests to include jumps ending at different temperatures. Moreover, four times
larger jumps than previously are studied. The single-parameter aging tests are for the first time
applied to a hydrogen-bonded liquid. We conclude that glycerol obeys single-parameter aging to

a good approximation.
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I. INTRODUCTION

Supercooled liquids are liquids cooled with a cooling rate fast enough to avoid
crystallization!. As the glass transition is approached the liquid becomes more and more
viscous, and at the glass transition temperature (7;) the molecules effectively stop mov-
ing on the experimental time scale®. Supercooled liquids are often studied using linear
response experiments as for example dielectric spectroscopy, where a change in the elec-
tric field (a perturbation) leads to a change in polarization (a response). The perturbation
is in this case usually small in order to ensure that the response depends linearly on the
applied perturbation, and the measured response function is connected to the dynam-
ics in equilibrium via the fluctuation dissipation theorem. In contrast to linear response
experiments, aging is the response following a large perturbation, where the liquid is
brought out of equilibrium, and the study of aging is a study of how the properties of
a system change over time as it relaxes towards equilibrium®. In contrast to linear re-
sponse studies, aging is highly non-linear, since the relaxation rate itself changes as the
liquid equilibrates. Most aging studies, including the work presented in this paper, are
studies of how the system responds to a change in temperature. The experiments are per-
formed close to and below the glass transition temperature, where aging takes place on
time scales that are slow enough to measure, yet fast enough to follow all (or a substan-
tial part) of the relaxation towards equilibrium. Close to the glass transition temperature,
the rate of the structural relaxation depends strongly on temperature, and this has the
consequence that aging is non-linear even for fairly small temperature steps. For a jump
down in temperature the structural relaxation becomes slower as time evolves, whereas
for an jump up in temperature the rate of structural relaxation increases as time evolves.

The study of aging has a very practical root — the out-of-equilibrium nature of
glasses has the consequence that the properties of all glassy materials age, even if it is
sometimes very slow. The standard formalism for describing this was first set out by
Narayanaswamy, an engineer at Ford Motor Company who needed a method for pre-
dicting how the frozen-in stresses in a wind-shield depend on the glass’ thermal history*.
Today this is referred to as the Tool-Narayanaswamy (TN) formalism. Besides the obvi-
ous importance for application of glasses, aging experiments have the potential to yield

new information about fundamental outstanding questions regarding the equilibrium
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relaxation (e.g. Ref.%).
The analysis in this paper is based on the above-mentioned Tool-Narayanaswamy

(TN) aging formalism®*67.

The TN-formalism interprets aging in terms of a material
time £. The material time may be thought of as a time measured on a clock with a clock
rate that changes with time as the system ages. The material time is defined from the
clock rate y(t) by*”

dg = (t)dt. 1)

In terms of the material time, the fundamental idea is that the non-linear aging curve is
given by a master curve as follows: R(t) = ¢(£(t)), with ¢(¢) being a unique function
independent of temperature and aging time, ¢. Inspired by Tool, Narayanaswamy in-
troduced a single-parameter aging assumption in terms of a fictive temperature®. The
central hypothesis of single-parameter aging is that the clock-rate out of equilibrium,
7(t), depends only on one structural parameter, and that this parameter also controls the
measured quantity.

In 2015 two of us® derived tests of the single-parameter assumption, which are used
and further developed below. The starting point of the tests is an “ideal aging experi-
ment” in which aging is measured from equilibrium to a new equilibrium after an “in-
stantaneous” jump in temperature. In the experimental section we discuss how to per-
form an experiment that comes close to the ideal aging experiment. The tests from 2015
have the advantage that it is not necessary to calculate the material time explicitly in
order to test for single-parameter aging. Moreover, the tests can be performed without
any additional assumptions regarding the shape of the relaxation curve ¢(£) and the tem-
perature dependence of the relaxation rate in equilibrium ~.,(7"). The tests are in these
respects similar to tests we developed in 2010° and 2017°. The unique feature of one of
the 2015-tests is that if a liquid has single-parameter aging, then this can be used to pre-
dict relaxation curves. This implies that it is possible to predict linear relaxation curves
from the non-linear curves. The linear response to a temperature jump is not easy to
measure because it requires a very small temperature change. In this paper we extend
the tests and procedures from Hecksher ef al. 2015 to work also for jumps with different
final temperature.

Hecksher et al.® concluded that the three van der Waals liquids investigated all con-

form to single-parameter aging to a good approximation. It is of interest to test whether

3
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hydrogen-bonded liquids also have single-parameter aging. The difference between van
der Waals bonded liquids and hydrogen-bonded liquids is of interest in relation to the

isomorph theory!®!!

, which predicts that van der Waals liquids have simple behavior
along isochrones, whereas no predictions are given for hydrogen-bonded liquids. This is
particularly interesting following the development of isomorph theory of physical aging
by one of us'.

TN-formalism was originally developed for oxide glasses, which are covalently
bonded systems, i.e., they have strongly directional bonds. With that in mind it would
not be surprising to find that it works also for hydrogen-bonding systems. On the other
hand, the single-parameter tests we use today are are performed on high precision data
and the tests are developed to have no free fitting parameters. So far we have only per-
formed these high precision parameter free tests on van der Waals bonded liquids®®?, but
in this paper we present data and tests on the hydrogen bonding liquid, glycerol.

Glycerol (propane-1,2,3-triol) is a small molecule with three hydroxyl groups. It is the

molecular liquid which is used most often in studies of glassy dynamics, e.g. Refs.!*8,

and it is of importance in technology, notably due to its cryoprotectant properties'®!.
For these reasons it sometimes referred to as an archetypical glass former. Yet, it is also
known that glycerol supports the formation of a 3D hydrogen-bonded network pene-
trating the bulk liquid® and some of us have recently shown that glycerol exihibits a low
frequency mode in the mechanical relaxation spectra®. This means that there is dynamics
on a slower time scale than the main relaxation - possibly due to the hydrogen bonding
network. This could influence the structural state of the liquid and thereby the number
of parameters involved in physical aging.

Section II gives an overview over the experimental details. Section III presents the
data and initial data treatment. Generalized single-parameter aging tests are derived in
Sec. IV, where also the results of the tests are shown. Section V discusses the generalized
single-parameter aging tests and their ability to predict jumps. The results are further-

more discussed in light of the isomorph theory.
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II. EXPERIMENTAL PROTOCOL AND DETAILS
A. General considerations on the protocol

We ideally want to perform the temperature jump instantaneously. Since this is not
possible, we instead aim for the time it takes to change the temperature and reach ther-
mal equilibrium throughout the sample, to be much smaller than the structural relaxation
time of the liquid. Thereby, one can assume that no structural changes takes place in the
liquid during the temperature jump, and that the liquid experiences the jump as “instan-
taneous”.

In order to study aging, it is important to apply the perturbation at the right temper-
ature. If the temperature is too far below T}, the liquid will not reach equilibrium in an
experimental time scale (depending on the time of the experiment). Because of the strong
temperature dependence of 7, this can be impossible. On the other hand, if the perturba-
tion is applied at a temperature far above T, the liquid will come into equilibrium almost
instantaneously and the aging will be too fast to be measurable. This of course depends
on how fast one can measure. If the relaxation time is close to the time it takes to make a
measurement, structural relaxation will occur during the measurement. This leaves only
a small temperature interval where measurements can be performed. The starting tem-
perature is a few degrees below the conventional glass transition temperature (where the
relaxation time is 100 s**). At the temperatures studied the relaxation time of the liquid is

between log(7) = 2.3 and log(7) = 4.9 (see Table. I).

B. Temperature control

In order to change the temperature fast, we use a specially designed microregulator
as sample cell>®*?. The microregulator is placed in a main cryostat®. By using the mi-
croregulator temperature fluctuations are kept below 100 ;K and the characteristic ther-
mal equilibrium time is 2 s. More details are given in Ref.’. In the studied temperature
range the time it takes to change temperature is below the relaxation time of the liquid.
We can therefore assume that no structural relaxation take place in the liquid during the
temperature change with the possible exception at jumps starting at 184 K, where the

relaxation time is only 100 times slower that the thermal equilibrium time.

5
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End temp. |Jump Annealing time Teq at end temp.

184 K 180 K — 184 K |log(t) = 3.7 ~ 1.4 hours |log(7eq) = 2.3 ~ 3 min
3.9 ~ 2.2 hours

180 K 184 K — 180 K |log(t) = 4.8 ~ 18 hours |log(7eq) = 3.6 ~ 1.2 hours
178 K — 180 K|log(t) = 4.8 ~ 18 hours
5

176 K — 180 K |log(¢ .0 = 30 hours

178 K log(t) = 5.5 ~ 90 hours |log(7eq) = 4.3 ~ 5.5 hours
176 K log(t) = 6.3 = 550 hours|log(eq) = 4.9 ~ 23 hours
log(t) = 6.2 &~ 440 hours

TABLE I: Times. The annealing time for each jump ranges from a couple of hours to more than 20

days. 7., is found from Eq. (8).
C. Permitivity — the monitored property

An aging experiment monitors how a selected quantity evolves over time. In this work
we monitor the dielectric permitivity at a fixed frequency. The dielectric signal is a useful
probe because it can be measured with high precision and it has therefore been used to
monitor aging in several earlier works e.g. Schlosser and Schénhals?, Loidl and Lunken-
heimer et al.?®31, Richert et al.??, Alegria et al.**%, and Cangialosi et al.¢. We use dielectric
spectroscopy with a parallel plate capacitor with diameter 10 mm and liquid layer on 50
pm. The electrical measurement equipment is described in Ref.¥”. In order to perform
the measurements fast, a single measuring frequency is chosen, where the dielectric loss
is measured as a function of time to monitor the aging. The frequency is chosen to be
on the right flank of the a-peak but below any excess wing. Figure 1 (a) shows the di-
electric equilibrium spectra at the temperatures where the jumps are performed, marking
the frequency used for monitoring 0.1 Hz, which corresponds to a measuring time on 20
s. For most measurements, we can assume that no structural changes take place in the
liquid during the measurement; however, for the measurements starting at the highest
temperature (184 K) where the relxation time is 200 s, some structural relaxation may

occur during the measurements.
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FIG. 1: Raw data. (a) The dielectric loss as a function of frequency in the equilibrium state at the
temperatures where jumps are performed between. The dashed black line marks the frequency
0.1 Hz used for monitoring aging. (b) The temperature and the measured quantity (log(—¢"(f =
0.1Hz))) as functions of time. (c) The jumps on a logarithmic time scale. The data have been

averaged in order to reduce noise as described in the text.
D. Sample

Glycerol was acquired from Fluka and placed in an exicator for 18 h before the ex-
periment. In order to prevent the liquid taking up water from the surrounding air, the
cryostat is heated to 300 K before use. It is then flushed with liquid nitrogen, after which
the microregulator with sample is placed in the cryostat while the temperature is lowered

to 245 K (which is below the melting temperature of water).
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III. MEASUREMENTS AND INITIAL DATA ANALYSIS
A. Protocol and raw data

The measuring protocol is the following: The liquid is brought into equilibrium at
the starting temperature 180 K (a few degrees below T, ~ 185 K). We used 35 days
(log(tannear/s) = 6.5) of annealing; equilibrium spectra were taken at different temper-
atures while cooling to estimate the right starting temperature. A jump in temperature
is performed, and the liquid is monitored until equilibrium is established. A new jump
is then performed. During the jumps the dielectric loss at the measuring frequency is
monitored as a function of time (log(—¢”(f = 0.1Hz,¢))). The jump magnitudes are 2 K, 4
K, and 8 K.

The measuring protocol and the raw data of the aging measurements are seen in Fig.
1 (b), where each color represents a jump. Throughout the paper up jumps are reddish
and down jumps are bluish. The jump from 180 K to 184 K is made twice, which makes
it possible to check for reproducibility, but only the first jump is used in the further data
treatment. Note that the time scale of the measurements is several months. The data are
available on Glass and Time’s data repository (glass.ruc.dk). Table I shows the annealing

time for each jump which ranges from a couple of hours to more than 20 days.

B. Initial data analysis

Figure 1 (c) shows the data on a logarithmic time scale. The data are here averaged in
order to reduce noise, which is done on a logarithmic scale. The first 15 raw data points
are kept, then the log(time)-scale are divided into 90 equal sized intervals over which the
raw data are averaged. Figure 1 (c) shows that jumps ending af the same temperature
reach the same equilibrium value. It is on the other hand not visible, that jumps starting
at the same temperature have the same starting value. This is due to the instantanous
contribution to the aging. Note that same size up and down jumps are not symmetric,
which is due to the non-linearity already seen with small jumps.

For the further data treatment some notation is now introduced. The jump is per-
formed from the starting temperature 7y,,, and ends at the temperature 7,,,. The mea-

sured time-dependent quantity is denoted X (t) = log(—¢"(f = 0.1Hz,t)). When the lig-

8
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FIG. 2: Quantities used in the data analysis to perform single-parameter tests. (a) The measured
quantity (log(—¢”(f = 0.1Hz,t))) at equilibrium at the end temperature (X.,) as a function of
temperature. The red circles indicate the four temperatures at which jumps are performed. The
peak appearing between 190 K and 195 K is due to the a-peak moving across the measuring

frequency. (b) The normalized relaxation functions as functions of time for the jumps.

uid is in equilibrium at 7,4 as ¢ — oo, the measured quantity is X.,. Figure 2 (a) shows
X, as a function of temperature. The time-dependent distance to equilibrium at T, is
denoted AX () = X(t) — Xeq. AX(0) thereby defines the total change of the measured
quantity from Tgr¢ t0 Tera.

The normalized relaxation function R(t) is defined as the time-dependent distance to
equilibrium over the overall change from start to end of the measured quantity>*

AX (1)

R = AX(0)

&)

It is seen that R(0) = 1 and that R(¢t) — 0 as ¢t — oo. Figure 2 (b) shows R(t) for all jumps.

According to the TN formalism R(t) is a unique function of the material time &.

IV. GENERALIZED SINGLE-PARAMETER AGING TESTS

Two single-parameter aging tests were derived by Hecksher et al. 2015% for jumps
ending at the same temperature. In this investigation we study jumps to different tem-
peratures, and the single-parameter aging tests are therefore generalized below.

According to the single-parameter assumption, both the measured quantity X (¢) and

9
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the clock rate (¢) are controlled by the same parameter Q(t). Hecksher et al.® assumed
that the temperature jumps are small, that it is reasonable to Taylor expand both X (¢) and
Inv(t) to the first order in Q(¢): AX(t) = ¢;AQ(t) and Alnv(t) = c;AQ(t), where ¢; and
¢y are constants. Eliminating AQ(t) in the equations gives Iny(t) = Inve, + AX(t)/Xeonsts
where Xt = ¢1/c. Using the definition of R(t) (Eq. (2)) gives

10 = e (5 r() ) ®)

As expected y(t) — 7, as t — oo because R(t) — 0. Hecksher et al.® derived following

expression for the time-derivative of R from the TN-formalism
R=—F(R)y(1) )

where F'(R) is a unique function of R i.e. independent of start and end temperature. Since
R(t) goes from 1to 0, R<0. Inserting the expression for v (Eq. (3)) and rearranging leads

to

R AX(0) B
- Lo (f o R(t)) — F(R) 5)

from which the two generalized tests are derived in the following sections.

A. Test1 - Predicting general jumps from knowledge of a single jump

If single-parameter aging is obeyed, it possible to predict the relaxation function for
one jump from the relaxation function of another jump. In the following we use sub-
scripts 1 and 2 to distinguish between the known (measured) relaxation function — jump
1 - and the predicted relaxation functions — jump 2. Thus, from one jump relaxation func-
tion R, (¢) and its inverse function ¢;(R), we derive a method for determining ¢,(R) for a
different jump R;(t) using Eq. (5).

At times t;(R) and t5(R) where the value of the relaxation functions are the same (R =
Ry = Ry), Eq. (5) implies

a1 (_ AX,(0)

dtT ’qu,l

Ri(6)) =

For time increments dt; and dt; leading to identical changes dR; = dR, we can write

(IRZ 1 ( AXQ(O)
— . -exp | —

o R2<t;>) . ®

const const

Eq. (6) using the premise that R, (t}) = R»(t3) to give
ity = 2ol o (M
’\/eq.2

—t <t;‘>) ;. %

10
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Integrating this leads to (assuming that both jumps are initiated at time zero)
ty = /f dty = Jeat /t' exp (M}h(t’{)> dt; ®)
Jo Yeq,2 Jo Xeonst
which then determines ¢5(t;) = t2(t1(R)) = t2(R) predicting the inverse function Ry(t).
In practice, we do not need to do an inversion. The procedure is to transform a discrete
set of measured data points, a time vector t; = (t},¢3,...,¢}) and a corresponding relax-
ation vector Ry = (R}, R?, ..., RY)) to anew time vector to = (¢3,¢3, ..., (%) corresponding
to the measured R, points. Plotting (t,, R;) should then fall on R,, which can be tested
by a separate measurement.
For jumps ending at the same temperature Eq. (8) reduces to
ty = /0 " e <—AX1(O))(;”$X2(O) Rl(t’{)) dty, )
which is the equation used in Hecksher et al.8.
The new generalized test has the disadvantage that one needs to know the equilib-

rium clockrate v.,. By assuming an internal clock®*

, one may define the clock rate at
Tend (7eq) as the dielectric inverse relaxation time (y., = 1/7), where the relaxation time
is determined from the maximum frequency at the a-peak (f,,) as 7 = 1/(2n f,,). At the
temperatures where jumps are performed, we cannot find 7 directly, since the a-peak is
outside the available frequency range (see Fig. 1 (a)). One may find ~., using an extrap-
olation from a fitting function e.g. Vogel-Fulcher-Tammann (VFT) or determine ., in
another way. Below we let the constant 3—:; in Eq. (8) be a free parameter to find the v,
that gives the best prediction (which is very close to the VFT prediction seen in Fig. 4).

The constant X, was identified using two jumps to the same temperature; the down
jump 184 K to 180 K and the up jump 176 K to 180 K. A fit is made using Eq. (9) to find the
Xeonst that gives the best prediction of one jump from the other. This gives X, = 0.16,
which was used for all jumps.

The result of the test is shown in Fig. 3. The up jump 176 K to 180 K (Fig. 3 (a)) is used
to predict the other jumps. The predictions are good, however with some deviations
especially at short times, which was also seen for the van der Waals liquids tested in
Hecksher et al. 2015%. The 8 K jumps have larger deviations than the smaller jumps
(however, still similar to the results on the van der Waals liquids®). Since we use a first-

order Taylor expansion in the derivation of the test, it is not surprising that the test breaks

11
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FIG. 3: Test 1. Prediction of jumps based on the jump 176 K to 180 K (shown in (a)). In (b) and
(c) circles are data and black lines are predictions. The up jump 176 K to 180 K and the down
jump 184 K to 180 K were used to find Xcons (indicated by * in legend), while ¢, (T) was a fitting
parameter (Fig. 4).

down somewhat at large temperature jumps.

Note that the two down jumps starting at 184 K both have large deviations at short
times. This might be due to the relative fast relaxation time at this temperature and struc-
tural relaxation may have occured during the jump and during the first measurements.

Figure 4 shows 7., as a function of temperature found from the free parameter
Veq,1/Veq2 In Eq. (8). To determine 7., for each temperature, we used a value of ., at
184 K found from a VFT-fit to higher temperature data. The different jumps to the differ-

ent temperatures give a slightly different value, which is barely visible in the figure. The

12
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FIG. 4: The clock rate at equilibrium at the end temperature (v.,) found from equilibrium spectra
(blue circles). The red circles are determined from the free parameter 7eq,1/7eq,2 in Eq. (8). Since
we have two jumps to 180 K and 176 K this results in two values of ., at these temperatures,

however, the difference is barely visible. The black dots are the predictions from the VFT-fit.

found values look realistic, however, varies slighty from the predictions of ., from VFT.

The values of ~., is stated in Table II.

B. Test2 - Unique function of R

Taking the logarithm of Eq. (5) leads to (remember R <0)

In <R> — AX(O)R =In(F(R)) (10)

’qu X const

Since F'(R) is a unique function of R, the left hand side of Eq. (10) (denoted LHS following
Hecksher et al. 2015%) is also a unique function of R. This means that LHS plotted against
R for the different jumps collapse onto one master curve if a single parameter controls
both X (t) and (t). 7., found from Test 1 is used. For each temperature the found values
of 7.4 is now averagered, so that each temperature has a fixed ~.,.

Figure 5 shows the result of the test. The data falls onto one master curve. As also seen

with test 1, small deviations are observed at short times (large R).

13
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Temperature|log(7eq) from Eq. (8)|Average log(vey) from Eq. (8)|log(7eq) from VFT
184 K -2.28
180 K -3.62 -3.64 -3.50
-3.67
178 K -4.27 -4.29 -4.16
-4.31
176 K -4.92 -4.92 -4.88
-4.96
-4.89
-4.93

TABLE II: The equilibrium clockrate at the end temperature ., determined from Eq. (8). To invert
Veq,1/Veq,2 tO Yeq, We first used the value of ~., at 184 K found from a VFT-fit to estimate .4 at 180
K (resulting in two values because there are two jumps to 184 K). The estimated ., at 180 K are
then used to determine ~., at 178 K and 176 K. Different jumps to the same temperature gives a

slightly different value of v.,. Furthermore, extrapolations of VFT-fit are stated.
V. DISCUSSION & CONCLUSION
A. How to test the single-parameter assumption

The data analysis emphasizes that measurements must be precise to use the direct tests
of single-parameter aging. It is important that the liquid is in equilibrium at the starting
temperature and reaches full equilibrium at the ending temperature. Actually, the liquid
does not have to reach full equilibrium, if one knows the correct X.,; i.e., where it should
end. Our analysis revealed that it is crucia to have the correct X.,. When performing a
large up jump from the glassy state it is possible to monitor a full relaxation curve where
both the plateau in the beginning and the end is present. It is recommended to use such
a jump for predicting other jumps.

Test 1, which is used to predict the curves, is the most sensitive test. By using test 1
it is possible to find 7., at temperatures where the peak is not present in the dielectric
equilibrium spectrum. If one knows 7., (for example using an extrapolation), an advan-

tage of test 1 is that if a liquid has single-parameter aging, one can use Eq. (8) to predict

14
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FIG. 5: Test 2. The left hand side of Eq. (10) (LHS) plotted against R. If the liquid has single-
parameter aging, the data are predicted to collapse onto one master curve which is seen to apply

to a good approximation. The two jumps used for determining Xcons: are marked by *.

relaxation curves. It is necessary to perform two jumps (preferably to the same temper-
ature) to identify X,,,s. Other jumps can then be predicted knowing the clock rate at
the end temperature (7o), the measured quantity at the starting temperature (X (0)), and
the measured quantity at the end temperature (X,,). AX(0) = X(0) — X,, determines
the shape of the relaxation, while ., determines the position of the relaxation. This is of
course also limited to small jumps, and possible only in the same temperature range, as

the actual jumps are performed in.

B. The scope of single-parameter aging

Hecksher et al. 2015% demonstrated single-parameter aging for three different van
der Waals liquids. In the present investigation the tests are for the first time applied
to a hydrogen-bonded liquid. The comparison of hydrogen-bonded liquids and van der
Waals bonded liquids is interesting in view of the isomorph theory, which states that
R-simple liquids have simple behavior along isochrones!®!!. Van der Waals bonded lig-
uids are expected to be R-simple, whereas hydrogen-bonded liquids are not. The iso-

morph theory was suggested a decade ago, and since it has been tested in a number

39-44 45-48

of investigations e.g. Earlier investigations of density scaling and isochronal

superposition®* also follow the predictions of the isomorph theory. The understand-
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ing of aging in computer simulation has been connected to isomorph theory already in
2010 and recently experimental results® and theory of aging!? were also analyzed and
developed in the framework of isomorph theory. Based on these earlier works we ex-
pected that single-parameter aging might not work for a hydrogen bonding network-
forming system like glycerol. However, based on the tests presented above we find that
single-parameter aging works to a good approximation also for glycerol. The degree of
agreement with the predictions from the single-parameter aging found for glycerol is in
fact very similar to that found for three van der Waals bonding liquids in Ref.8. This find-
ing suggests that single-parameter aging works for a wider range of systems than those
complying to isomorph theory, which also means that single-parameter aging needs to
be understood in a more general theoretical framework.

The tests work well also for the large jumps (4 K and 8 K), while it previously has been
tested only for jumps of maximum 2 K8. At the 8 K jumps single-parameter aging may
begin to break down, which is not surprising, since a first-order Taylor expansion is used
in the derivation of the tests. For future works higher order Taylor expansions could be

introduced in the tests.
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