Instruments

] [of

G
o)
S
95
=

Publishing

AC elastocaloric effect as a probe for
thermodynamic signatures of continuous
phase transitions @

Cite as: Rev. Sci. Instrum. 90, 083902 (2019); https://doi.org/10.1063/1.5099924
Submitted: 12 April 2019 . Accepted: 08 July 2019 . Published Online: 05 August 2019

M. S. Ikeda ', 3. A. W. Straquadine ", A. T. Hristov, T. Worasaran, J. C. Palmstrom ‘/, M. Sorensen, P.
Walmsley ', and I. R. Fisher

COLLECTIONS

G This paper was selected as Featured

View Online Export Citation CrossMark

AVS Quantum Science -’
s Ahighimpact interdisciplinary 1l
Al g iournal for ALL quantum science /*_

Pubdishing

ACCEPTING SUBMISSIONS

Rev. Sci. Instrum. 90, 083902 (2019); https://doi.org/10.1063/1.5099924 90, 083902

© 2019 Author(s).


http://oasc12039.247realmedia.com/RealMedia/ads/click_lx.ads/test.int.aip.org/adtest/L16/1047935069/x01/AIP/HA_RSI_PDF_AQS_2019/HA_RSI_PDF_AQS_2019.png/4239516c6c4676687969774141667441?x
https://doi.org/10.1063/1.5099924
https://aip.scitation.org/topic/collections/featured?SeriesKey=rsi
https://doi.org/10.1063/1.5099924
https://aip.scitation.org/author/Ikeda%2C+M+S
http://orcid.org/0000-0002-4367-2937
https://aip.scitation.org/author/Straquadine%2C+J+A+W
http://orcid.org/0000-0001-6530-9541
https://aip.scitation.org/author/Hristov%2C+A+T
https://aip.scitation.org/author/Worasaran%2C+T
https://aip.scitation.org/author/Palmstrom%2C+J+C
http://orcid.org/0000-0002-9204-0629
https://aip.scitation.org/author/Sorensen%2C+M
https://aip.scitation.org/author/Walmsley%2C+P
https://aip.scitation.org/author/Walmsley%2C+P
http://orcid.org/0000-0001-8225-7990
https://aip.scitation.org/author/Fisher%2C+I+R
http://orcid.org/0000-0002-1278-7862
https://aip.scitation.org/topic/collections/featured?SeriesKey=rsi
https://doi.org/10.1063/1.5099924
https://aip.scitation.org/action/showCitFormats?type=show&doi=10.1063/1.5099924
http://crossmark.crossref.org/dialog/?doi=10.1063%2F1.5099924&domain=aip.scitation.org&date_stamp=2019-08-05

Review of

. e ARTICLE
Scientific Instruments ¢

scitation.org/journal/rsi

AC elastocaloric effect as a probe for
thermodynamic signatures of continuous
phase transitions

Cite as: Rev. Sci. Instrum. 90, 083902 (2019); doi: 10.1063/1.5099924
Submitted: 12 April 2019 + Accepted: 8 July 2019 -
Published Online: 5 August 2019

M. S. Ikeda,"*** ) 3. A. W. Straquadine,'** "' A. T. Hristov,'*“ T. Worasaran,'”* J. C. Palmstrom,'**
M. Sorensen,'”* P. Walmsley,'”* "=/ and I. R. Fisher'**

AFFILIATIONS

'Geballe Laboratory for Advanced Materials, Stanford University, 476 Lomita Mall, Stanford, California 94305, USA
2Department of Applied Physics, Stanford University, 348 Via Pueblo Mall, Stanford, California 94305, USA

*Stanford Institute for Materials and Energy Science, SLAC National Accelerator Laboratory, 2575 Sand Hill Road,
Menlo Park, California 94025, USA

“Department of Physics, Stanford University, 382 Via Pueblo Mall, Stanford, California 94305, USA

AEmail: matikeda@stanford.edu

ABSTRACT

Studying the response of materials to strain can elucidate subtle properties of the electronic structure in strongly correlated materials. Here, we
focus on the elastocaloric coefficients, forming a second rank tensor quantity describing the relation between entropy and strain. In contrast
to the better-known elastoresistivity, the elastocaloric effect is a thermodynamic quantity. Experimentally, elastocaloric effect measurements
are demanding since the thermodynamic conditions during the measurement have to be well controlled. In this work, we present a technique
to measure the elastocaloric effect under quasiadiabatic conditions. The technique is based on oscillating strain, which allows for increasing
the frequency of the elastocaloric effect above the thermal relaxation rate of the sample. We apply the technique to Co-doped iron pnictide
superconductors and show that the thermodynamic signatures of second order phase transitions in the elastocaloric effect closely follow those
observed in calorimetry experiments. In contrast to heat capacity, elastocaloric effect measurements allow for the electronic signatures to be
measured against a small phononic background even at high temperatures and in addition give information on the symmetry of the involved
order parameters. This establishes the technique as a powerful complimentary tool for extracting the entropy landscape as a function of strain
proximate to a continuous phase transition.

Published under license by AIP Publishing. https://doi.org/10.1063/1.5099924

. INTRODUCTION

The elastocaloric effect (ECE) is described by a second-rank
tensor that relates the deformation of a material to the resulting
change in its temperature under adiabatic conditions. Whilst the
ECE has been studied extensively in the context of refrigeration
(typically utilizing first-order martensitic phase transformations' *
to induce cooling), it has been overlooked in the study of quan-
tum materials and their associated phase transitions. It has recently
been demonstrated in a range of topical materials that strains are a
powerful tool through which one can probe and tune novel quan-
tum phases.” ’ Here, we propose the ECE as a sensitive probe of the
strain-derivatives of the entropy landscape, focusing, in particular,

on second-order phase transitions, and demonstrate a quasiadia-
batic technique through which one can measure the elastocaloric
response to an oscillating uniaxial stress. Using the electronic-
nematic and magnetic phase transitions in Ba(Fe;_xCoyx),As; as
a test case, we demonstrate that the ECE is uniquely sensitive to
second order phase transitions among thermal probes.

To date, ECE measurements’ have been performed by quickly
ramping the applied force to a material and measuring the temper-
ature response within time scales corresponding to a quasiadiabatic
condition. These experiments require high accuracy measurements
of rapidly changing signals. The second, indirect approach applied
in literature is to isothermally measure the elastocaloric entropy
change by carefully determining the stress-strain relation of a given
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material.” Here, we discuss a new, alternative approach in which
direct ECE measurements are performed under oscillating uniaxial
stress. We show that this technique allows for (i) controlling the adi-
abatic condition by choosing the appropriate stress frequency and
(ii) achieving a large signal-to-noise ratio by capitalizing on stan-
dard phase sensitive lock-in techniques. When comparing to AC
calorimetry,” "' the most striking advantage of the technique dis-
cussed here is the fact that for the ECE, electronic signatures are
measured against a small contribution from lattice degrees of free-
dom'? even at high temperatures. In addition, we note that the
ECE is an intensive quantity, whereas the heat capacity is exten-
sive. Elastocaloric effect measurements can thus operate in a wide
frequency regime, only limited by the time constant of thermal-
ization of the thermometer or the experimentally achievable stress
frequencies.

Applying (uniaxial) stress to a material under adiabatic condi-
tions

a8 a8
ds = (ﬁ)adT+ (agij )T,Uldo'ij =0, (1)

and noting that (0S/0T)s = Co/T and (0S/0ayj) . ., equals the ther-

mal expansion coefficient a;; (¢ indicates that all stress compo-
nents are kept constant except for one), an elastocaloric temperature
change

dT = 7clgaijd0ij = 7clgaijcijk1d€k| (2)
is expected in response to the applied stress. Here, T is the sam-
ple temperature, cjq are the components of the elastic stiffness,
and ey are the components of the strain tensor. Cy and a; are the
heat capacity and the thermal expansion components, respectively.
Both properties assume all components of the stress tensor ¢ to be
constant. Summation over equal indices is assumed.

In the vicinity of second order phase transitions, the elas-
tocaloric effect (dT/dex )¢ is related to the critical contribution of

the heat capacity C) via

AT _ G dr. _dr "
dexx - Cy dexx dexx ’

where dT./dey describes the strain dependence of the transition
temperature T, and dT(nc)/dsxx is a contribution from noncritical
degrees of freedom. The strain dependence of noncritical degrees of
freedom (e.g., the dependence of the sound velocity on strain, etc.)
are typically small and thus dT®9 /dey, < (C/Cy) - (dT./dexy).
This is the specific advantage that ECE measurements provide over
standard calorimetry in terms of determining the critical contribu-
tion to the entropy. Note that the total derivative with respect to
&xx captures that uniaxial stress oy typically (for Poisson ratios, v
= —gyyle and v — &;,/exx is not equal to zero) causes strains exx, &y,
and &,. A detailed derivation of Eq. (3) is presented in Appendix C.

The key experimental challenge in performing thermal mea-
surements under strain is that in order to apply the strain the sam-
ple must be in good mechanical contact with the strain appara-
tus, and hence, also good thermal contact. The adiabatic condition
cannot therefore be fulfilled to any reasonable approximation, and
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so a quasiadiabatic approach is more appropriate. By applying an
oscillating strain with a frequency greater than the inverse relax-
ation time 7; ' (that defines the time scale of the heat exchange of
the sample and its surrounding), the temperature oscillation in the
sample approaches its absolute value in the region of the sample
that is well spaced (as characterized by the thermal length) from
the mechanical connections. As such, following an introduction to
the experimental setup, we discuss in detail the appropriate models
through which one can understand the frequency response of the
sample and sensor which is essential in producing good measure-
ments. It is demonstrated that not only the quasiadiabatic condition
can be fulfilled over a broad frequency range but also that the mea-
sured value of the ECE is reduced by the heat capacity of the tem-
perature sensor as the frequency increases. Finally, we discuss our
results by applying this method to the iron-based superconductor
Ba(Fe.979C00.021)2As; and show that AC-ECE is a powerful tool to
extract thermodynamic signatures of second order phase transition
with a very high accuracy, even at high temperatures.

Il. EXPERIMENTAL TECHNIQUE
A. Experimental setup

Strain is applied to the sample using the commercially avail-
able uniaxial stress apparatus CS100 from Razorbill instruments. The
CS100 cell is designed to compensate for the thermal expansion
of the lead zirconate titanate (PZT) stacks.'* Furthermore, due to
matching of the thermal expansion of Ba(Fe;-xCox)2Asy (Ref. 15)
and the sample mounting plates (titanium),’ the externally applied
strain on the sample is almost perfectly independent of tempera-
ture for a fixed voltage applied to the PZT stacks. Uniaxial stress
is applied along a bar shaped sample of Ba(Feg.975C00.025)2As2 (with
dimension 2200 ym x 550 ym x 35 ym) by affixing it in between two
mounting plates that are pushed together/pulled apart using voltage
controlled PZT stacks (see Fig. 1). All single crystals studied here
were grown using a FeAs self-flux technique described elsewhere.
For the uniaxial stress experiment, the crystallographic [100] direc-
tion is aligned along the direction of the stress oxx. While the inner
PZT stack is used to apply constant DC offset stress, the outer stacks
[red stacks in Fig. 1(b)] are used in parallel to apply oscillating stress
optionally on top of additional DC offset stress. The outer stacks
are controlled by the oscillator output voltage of a Stanford Research
SR860 Lock-In amplifier (whose input is used for detecting the elas-
tocaloric temperature oscillation) amplified by a factor of 25 by a cir-
cuit using a Tegam 2350 precision power amplifier. The inner stack
is controlled by a DC voltage supplied by an auxiliary output of the
SR860 amplified by a factor of 25 using a piezosystem jena SVR 350-1
bipolar voltage amplifier. The CS100 cell is equipped with a capac-
itive displacement sensor, measuring the distance change between
the mounting plates. The externally applied nominal strain in the
sample along the stress axis (sf},‘fp) is then determined by scaling
the measured length change by the zero volt length of the sample
between the mounting plates. The strain transfer ratio ex/ e8P can
be estimated using finite element simulations and has been reported”
tobe 0.7 £ 0.07 for a setup (similar sample and mounting technique)
comparable to the one investigated here.

The capacitive sensor is sampled using an Andeen-Hagerling
AH2550A capacitance bridge. The sampling rate of this bridge is not
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fast enough to allow for the direct measurement of the AC strain
amplitude. To estimate this quantity, we first measure the displace-
ment per volt of the outer stacks in DC mode throughout the tem-
perature window of interest (see Appendix A, Fig. 8). The stroke
length of PZT stacks generally also depends on the frequency. It has,
however, been shown'’ for similar PZT stacks that the frequency
dependence of the stroke length is small below about 3 kHz. Instead
of application of DC offset stress, the inner PZT stack can also be
used to measure a proxy for the dynamic stress applied by the outer
PZT stacks.'® We use this technique to determine the change of the
stroke length of the outer stacks as a function of frequency and cor-
rect our data accordingly (for details, see Appendix A 1). The oscil-
lating strain amplitude is then estimated from the driving AC voltage
and the measured displacement per volt. The maximum strain fre-
quency tested here is about 950 Hz. Fixed frequency temperature
sweeps are performed using strains driven by a 10 V peak-to-peak
AC voltage at a frequency of 21 Hz.

The elastocaloric temperature oscillation is measured using
a type-E thermocouple,'” consisting of Chromel and Constantan
thermocouple wire with a diameter of 12.5 ym. The thermocou-
ple is attached to the sample using a thin layer of AngstromBond
ABI110LV. The thermocouple is referenced to the cell body tem-
perature by soldering its ends onto thermally heat sunk pads on
the cell body [see Fig. 1(b)]. The thermocouple voltage is first
amplified using a Stanford Research SR554 transformer preampli-
fier in passive mode followed by Stanford Research SR560 set to
a gain of 200. The input filter is configured as a second order
high-pass filter with characteristic frequency of 0.3 Hz. The trans-
fer function of the preamplifier chain is measured by exciting a
small voltage of known amplitude and varying frequency across the
thermocouple and measuring the preamplified voltage amplitude
and phase. As the transfer function of the transformer preampli-
fier depends on the thermocouple resistance, this measurement is
repeated at several temperatures across the temperature window of
interest. All elastocaloric effect data presented below is corrected
for this effect. The preamplified signal is detected using a Stanford
Research SR860 Lock-In amplifier. For fixed frequency temperature
sweeps, the SR860 time constant is set to 3 s (unless stated other-
wise) such that for the applied filter settings (24 dB advanced) and

top mounting plate
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FIG. 1. (a) Sketch showing the cross sectional side view
of a sample mounted on a CS100 Razorbill cell. The sam-
ple is attached to the top and bottom mounting plates using
Devcon 2-ton epoxy. Details on the mounting technique
are reported elsewhere.® For the elastocaloric effect mea-
surements discussed here, the sample is contacted using
a type-E thermocouple. The thermocouple is thermally ref-
erenced to the titanium cell by using well heat sunk con-
tact pads attached to the cell body. (b) Schematic diagram
showing the top view of our experiment before mounting
the top mounting plates. The outer red PZT stacks are used
to apply AC and DC stress, the inner blue stack is used
to apply further DC offset stress. The cell body tempera-
ture is measured using a Cernox 1050 temperature sensor.
(c) Photograph of a sample mounted on a CS100 cell for
an elastocaloric effect measurement. The crystallographic
[100] axis is oriented along the uniaxial stress direction oxx.

taking into account a sweep rate of 0.5 K/min, the data are effec-
tively correlated across roughly 150 mK. The average sample tem-
perature is measured using a Cernox CX-1050 temperature sensor
from Lakeshore mounted on the Ti body of the CS100 cell. The
temperature sensor is sampled using a Lakeshore 340 temperature
controller.

B. Thermodynamic conditions of the experiment

The elastocaloric coefficient discussed above [Egs. (2) and (3)]
has been derived under adiabatic conditions (dS = 0) and start-
ing from the Gibbs free energy, which is determined by its state
variables—the stress components (note that for this discussion, we
neglect the small AC strain/stress perturbations and consider only
the DC offset values) as well as temperature. As such, the partial
derivative of entropy with respect to temperature is taken at con-
stant stress which is reflected by the heat capacity at constant stress
in Egs. (2) and (3). For the samples investigated below, due to the
thermal expansion matching of the sample material and titanium
(cell material), the strain as a function of temperature is, for zero
externally applied strain, approximately fixed to the value of the
freestanding material. If the relevant elastic moduli are tempera-
ture independent, this implies that the stress applied to the sample
using the PZT stacks is held constant under changing temperatures.
If, however, the elastic moduli are strongly temperature dependent,
the externally applied stress is no longer independent of tempera-
ture (even for a sample with its thermal expansion perfectly matched
to the expansion of titanium). Instead, in this case, only the exter-
nally applied strain along the stress direction (as well as all other
contributions of externally applied strains to the strain tensor) is
kept constant under changing temperatures. While these more com-
plicated conditions could in principle be treated, the heat capacity
under these conditions does not differ appreciably from the heat
capacity under constant stress. Indeed the heat capacity at constant
strain C; differs from C, only by a small correction. A more detailed
discussion is given in Appendix C. For the specific experiments dis-
cussed below, the relevant elastic moduli {for uniaxial stress along
the tetragonal [100] axis of Co doped BaFe;As; [(c11 — ¢12)/2, ¢33,
and (c11 + ¢12)/2)] are roughly temperature independent}.l()
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C. Discretized thermal modeling

Discretized thermal modeling is well established for AC
calorimetry’ " and provides good intuition and semiquantitative
understanding of thermal experiments. Figure 2(a) shows the full
discretized thermal model for our experiment described above. This
full model is simplified to the equivalent model shown in Fig. 2(b).
A thermometer of heat capacity Cy is connected to the strained parts
of the sample (with a heat capacity Cs) through a path of thermal
conductance Ky. Due to the elastocaloric effect, the temperature of
the strained part of the sample (between the mounting plates) gen-
erates elastocaloric temperature oscillation which is described by
the time dependence of the sample temperature Ts(f). The tem-
perature gradient toward the unstrained parts of the sample (with
heat capacity C;, which also includes contributions from the mount-
ing glue) yields heat flow through a path of conductance K;j. The
unstrained parts of the sample are connected to the thermal bath at
temperature T’ through the mounting glue. Thus, an additional heat
path K is considered. The internal time constant of thermalization
7; = Cs/K; sets the characteristic time scale for thermalization of
the strained and the unstrained parts of the sample. The external
time constant 7. = C;i/K. describes the thermalization to the bath.
Finally, the thermometer time constant 7y = Cg/Ky sets the time scale
of thermalization of the thermometer to the sample. Neglecting the
unstrained parts of the sample results in the even simpler thermal

sample (unstrained) + mounting glue

%%C)\R

sample (stramed) }—\/\/\/\_‘

§R2 Re R, §

T thermometer T
(7y.Co

(b)

(7p.Cp

(75 .C9)

’ sample (unstr.)+ glue ‘(Ti .C)

K

€

Ty

FIG. 2. (a) Discretized thermal model of the elastocaloric effect experiment con-
sidered here. The strained parts of the sample between the mounting plates
experience an AC temperature oscillation that leads to heat flow through the ther-
mal resistances Ry to and from the unstrained parts of the sample. These parts are
further connected to the thermal bath at temperature Ty vie thermal resistances
R,. The thermometer has finite heat capacity and is connected to the sample via
the thermal resistance Rjy. (b) Reduced equivalent sketch of the model shown
in (a). (c) Simplified model absorbing the unstrained parts of the sample into the
thermal bath.

ARTICLE scitation.orgljournal/rsi

model shown in Fig. 2(c). As shown below, quantitatively, the two
simplified models differ only by a very small amount for parame-
ters appropriate for the experiment discussed below. We thus start
by discussing the simplest model, for which the heat flow equations
read . .

T = Bk = (T5 = To) = = (Ts - Tp) s
Cs Cs
, X, @

To=—(To - TS)E
The elastocaloric effect is introduced by considering Ts(t)
= Tso + Epexx(t), with Eg = dT/dexx, and exx(t) = exxo sin(wt). In
the absence of the elastocaloric effect, all temperatures exponentially
tend toward Tp. Focusing on the particular solution of the second
order differential equation for Ty, we find

Ey -
0 fon0 sin(wt + ¢),

Va?+b?
6= arctan( g ), with

Tg(t) =Tg +

. 5)
a= - wtg, and
WTj
C T
b=1+2428
Cs Ti

The solution for the more complicated model is found in a similar
way and discussed in Appendix B.

Figure 3 shows the thermal transfer function [experimentally
expected amplitude E = Ey/\/(a? + b?) normalized by the nominal
amplitude of the elastocaloric temperature oscillation E (top panel),

1.0

—
7,=30ms, 7,=0.5ms, 7,=4ms —{

full model: —— Cy/Cg=1.5-10%f°
-45 | simp. model: = = - Cy/C=1510%f°
L == Cy/Cg=15-102f"°
Q90 00 - C /cs 15 101/l
il " PR |

0.1 1 10 100
J (Hz)

FIG. 3. Thermal transfer function for the full discretized model [Fig. 2(b)] (black
lines), as well as the simplified model neglecting the unstraind parts of the sample
[Fig. 2(c)] (red dashed line). The top panel shows the experimentally expected
amplitude of the elastocaloric temperature oscillation rescaled by the nominal
value Ey. The lower panel shows the phase of the elastocaloric temperature oscil-
lation. Considering heat capacities of C; = 2.4 x 107% JIK, Cs = 1.7 x 107° JIK,
and Co=2.5x 10~7 JIK, as well as time constants of thermalization of 7; = 30 ms,

=4 ms, and 7¢ = 0.5 ms, both models yield only slightly different results. The
rat|o J is expected to be frequency dependent. The dashed-dotted green, as well

as the dotted blue line show the transfer function, altered, considering a correction
according to 1D and 2D heat flow, respectively.

1000 10000
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and phase ¢ of Ty(t) (bottom panel)] for a set of parameters, esti-
mated for our experiment. As mentioned above, we find that the
unstrained parts of the sample affect the thermal behavior of the
experiment only very slightly (compare black and dashed red lines
in Fig. 3). In order for elastocaloric effect measurements to result in
absolute units, the experiment is ideally set up in a way such that the
thermal transfer function shows a wide plateau in E/E, at a value of
1. In such a scenario the phase of the elastocaloric temperature oscil-
lation levels off around zero degrees (or 180° dependent on the sign
of the ECE) in the frequency region around the amplitude plateaus.
Examining the solution for the elastocaloric temperature oscillation
[Eq. (5)], it can be seen that the width of the plateau is determined
by the two time constants, that of the thermometer and the inter-
nal thermalization of the sample 7y and 7j, respectively. Ideally,
7; > 100 - 74 for a reasonably wide plateau. The maximum value of
E/E, is given by b™' = (1 + Cp/Cs + 75/7:)"". Thus, in addition to a
small ratio 7¢/7;, a small ratio of heat capacities Cy/Cs is required so
the maximum of E/Ej is roughly 1.

Having established intuition for the thermal behavior of our
experiment, in the following we go one step beyond the discretized
thermal element analysis by introducing the concept of a frequency
dependent thermal length scale within the sample & = V2Dw™!,
where D abbreviates the thermal diffusivity. The sample crosses over
into the quasi-adiabatic regime as &s drops below half the unsup-
ported sample length. While further increasing the frequency keeps
the quasiadiabatic condition unchanged, the sample’s volume ele-
ment thermalizing with the thermometer shrinks and thus the ratio
Cy/Cs is frequency dependent. As long as s is larger than the width
and the thickness of the sample, 1D heat flow is considered leading to
a correction of the form % oc @*, In case the characteristic thermal
length is shorter than the width of the sample, the resulting 2D heat
flow problem causes a correction of the form % o< w. As the strain
frequencies studied here do not allow for accessing a &s on the order
of the sample thickness, the 3D case is not considered. As shown in
Fig. 3, the 1D case (dashed-dotted green line) causes the amplitude
part of the transfer function to become asymmetric (when plotted
vs logarithmic frequency), but changes the phase only slightly. The
2D case (dotted blue line in Fig. 3) results in a largely suppressed
plateau in E/E, and a phase that shows only weak frequency depen-
dence at high frequencies. For a thermal diffusivity of 7.4 x 10~ m?
s~ ! appropriate for the materials’** studied here at a temperature
of 100 K, the heat capacity ratio should be expected to become fre-
quency dependent above frequencies of order 10 Hz. Furthermore,
a crossover from 1D to 2D at frequencies of order 50-100 Hz is
expected.

In case E/E; does not show a plateau due to a large 7¢/7;
or a frequency dependence of Cg/Cs, the temperature dependence
of the elastocaloric effect can still be measured correctly. In this
case, however, the temperature dependence of the thermal trans-
fer function has to be determined carefully so that the measured
elastocaloric temperature oscillation can be corrected for this effect.
In practice, the most effective strategy to achieve acceptable abso-
lute accuracy is to minimize the heat capacity of the thermometer.
This reduces Cy/Cs and at the same time decreases 7y. Here, we use
the tip of a thermocouple made out of 12.5 ym thermocouple wires
as our thermometer. For perfect thermal behavior, a thinfilm ther-
mocouple could be deposited onto an electrically insulated sample
surface.

ARTICLE scitation.orgljournal/rsi

D. Experimental error sources

The elastocaloric temperature oscillations of the sample are
measured using a single ended thermocouple, referenced on the
Razorbill CS100 cell body (see Fig. 1). The cell body thus has to be
checked for temperature oscillations unrelated to the elastocaloric
effect of the sample. Such oscillations could in principle result from
the elastocaloric effect of the PZT stacks. Note that electrical losses
within the PZT stacks would lead to temperature oscillations at dou-
ble the drive frequency and thus cannot affect our measurement
(this is a further advantage of the AC-ECE technique). The contact
pads of the measurement thermocouple are checked for spurious AC
temperature oscillations using a second (control) thermocouple ref-
erenced at a large Cu block used for thermal anchoring the electrical
leads of the CS100 cell. As shown in Appendix A (Fig. 9), no spurious
temperature oscillations are resolved against the noise background
at the strain frequency used for temperature sweeps. With AC tem-
perature oscillations originating from elastocaloric effect within the
PZT stacks excluded, the cell body is also checked for DC heating
from power dissipation within the stacks. This effect would pose an
error source for the average sample temperature measurement made
using the Cernox-1050 temperature sensor attached to the cell body.
To check for DC heating, we measure (i) the DC voltage across the
control thermocouple which measures the temperature difference of
the contact pads with respect to a heat sink on the probe and (ii) the
Cernox-1050 sensor installed on the cell body. To differentiate a real
heating effect from slow temperature drifts, we toggle the AC volt-
age excitation to the outer PZT stacks in 30 s intervals. As is shown
in Fig. 10 neither the thermocouple nor the Cernox sensor show any
sign of DC heating resulting from losses within the PZT stacks. As
DC heating is expected to increase with frequency, this effect was
checked at a frequency much larger (512 Hz) than the frequency
used within temperature sweeps (21 Hz).

Ill. DEMONSTRATION OF AN ELASTOCALORIC
EFFECT MEASUREMENT ON AN UNDERDOPED
IRON PNICTIDE

Below, we present our experiments on the iron based super-
conductor Ba(Fep979Co0.021)2As;. This material undergoes two sub-
sequent phase transitions'® upon cooling. First, the material expe-
riences an electronically driven coupled nematic/structural phase
transition at Ts = 105.3 K, that is characterized by an electronic
nematic order parameter with By, symmetry and an associated struc-
tural distortion (shear strain epyg = &xy) that lowers the crystal sym-
metry from tetragonal to orthorombic. This transition is followed by
an antiferromagnetic transition at Tx = 100.5 K into a state charac-
terized by stripe magnetic order. We study these two second order
phase transitions by measuring the elastocaloric effect induced by an
oscillating stress oy oriented along the tetragonal [100] axis, which
causes strains éxx, &y, and &. It is most insightful to represent the
strain field in the sample in terms of the irreducible representa-
tions of the crystallographic point group. For our experiment, we
expect the strain components eaig1 = 1/2 - (exx + &y), alg2 = €225
and ep1g = 1/2 - (exx — &y) (see Ref. 6). As these strains do not induce
a finite nematic order parameter,(’ both the nematic as well as the
antiferromagnetic phase transitions are expected to persist even in
the presence of finite stress along [100]. Since By, strain breaks the
C4 rotational symmetry of the tetragonal lattice, its effect on T’ is
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quadratic to leading order.” Therefore, around zero DC offset stress,
the elastocaloric effect due to epyg is small and occurs at double the
strain frequency (2w). The symmetry preserving strain components
ealg1 and earg2 on the other hand yield an ECE at w which we
observe in the experiments discussed below.

Figure 4 shows the measured thermal transfer function of the
ECE experiment on Ba(Fe.979C00.021)2As; for temperatures around
the nematic and antiferromagnetic transition. Qualitatively, the
transfer functions can be well understood using intuition from the
discretized thermal model discussed above. At low frequencies, the
characteristic thermal length is larger than half the distance between
the mounting plates, allowing heat flow in and out of the sample.
Increasing the frequency improves the adiabatic condition until a
plateau in the transfer function is reached. The measured phase
decreases from 270° to reach 180° (the sample exhibits EC cool-
ing upon tensile strains since dTs/dexx < 0) within the plateau
region. The absolute magnitude of the plateau is given by b™" [see
Eq. (5), a ~ 1 in the plateau region] and is thus determined by
the heat capacity ratio of thermometer and sample and the ratio
of time constants of thermalization 74/7;. Since the heat capacity
ratio increases with frequency (Cy/Cs o< % at intermediate fre-
quencies), the measured elastocaloric amplitude decreases even in
the region of the plateau (r;' > f > 7!). This effect is weak-
est for the data taken at 101 K, as this temperature is close to the
antiferromagnetic transition temperature of the material where the
sample heat capacity is enhanced by about 15%. Further increasing
the frequency to values f > 7" keeps the sample in a quasiadiabatic
regime, but the EC temperature oscillation is progressively decou-
pled from the thermometer at these higher frequencies. A quantita-
tive analysis is difficult since the exact functional form of Cy/Cs(w) is
unknown. The finite thermal length scale corrections applied to the
discretized thermal model (Fig. 3) give, however, a rough estima-
tion for the thermal loading effect of the thermometer. Here, we are
mainly interested in the temperature dependence of the ECE which
carries the most essential information on the phase transitions under
investigation.

o
o

151K e 93K T
132K o 83K
112K o 73K o
101K

1 10 100 1000
S (Hz)

FIG. 4. (top) Normalized amplitude of the elastocaloric temperature oscillation
measured at different temperatures throughout the temperature window of interest
vs strain frequency f. (Bottom) The phase of the measured elastocaloric temper-
ature oscillation. The black lines correspond to a fit to the data at 93 K. Low and
high frequency data is well described by the fit, allowing to extract estimates for 7y
=5x10~*sand 7;=2.1 x 107?%s.
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In the following paragraph, we discuss errors altering the mea-
sured temperature dependence of the ECE. The two main error
sources are given by potential temperature dependencies of Cy/Cs
or 7p/Ti. We first turn to the heat capacity ratio Cy/Cs. Consider-
ing a diffusivity of 7.8 x 107 m® s™', at 21 Hz (frequency used for
temperature sweeps shown in Figs. 5 and 6), approximately 70% of
the sample between the mounting plates thermalize with the ther-
mocouple. The thermometer heat capacity is estimated by the wire
contribution (200 ym length for each wire) as well as the dominat-
ing contribution from the mounting glue layer (200 x 100 x 10 um?).
Considering appropriate material’s properties at 110 K (C#"¢ = 1.2
em KL, M =22Tem P KL C*PE = 127 em 3 KTY), we esti-
mate Cy/Cs(21 Hz) = 0.067. A change of the sample’s heat capacity
within the temperature window of interest of up to 15% (see Fig. 6)
thus has only a very small effect (~1%) on b. A second effect intro-
ducing extrinsic temperature dependence into the measured ECE is
a changing ratio of time constants of thermalization 74/7i. To esti-
mate this ratio, we fit the transfer function (amplitude and phase
simultaneously) at 93 K using Eq. (5). The crossover from a constant
(characteristic thermal length larger than half the distance between
the mounting plates) to a frequency dependent heat capacity ratio
C:(f) = Cy/Cs is modeled according to Ci(f) = Cro - f®(f710)'0‘5,
where O(f — 10) is a Heaviside function and Cro = 1.47 x 1072 (so
that C; = 0.067 at 21 Hz). For the purpose of extracting the two char-
acteristic time constants 7g and T, the frequency dependence of the
heat capacity ratio plays only a minor role so long as the plateau
in the transfer function is wide enough and the rise/fall is suffi-
ciently rapid at low and high frequencies. In the case presented, the

(mK)
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disp
Exx

-0.002

FIG. 5. (top) Peak to peak amplitude of the EC temperature oscillation measured
during fixed frequency temperature sweeps vs temperature. The data shown was
taken during warming runs at a sweep rate of 1 K/min. The Stanford Research
SR860 Lock-In Input filter was configured to advanced mode and using a time
constant of 1 s. The bottom panel shows the average transition temperatures
determined from cooling and warming data vs nominal strain eijfp. The red lines
are linear fits to the data.
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FIG. 6. Normalized critical part of the heat capacity (blue dots) around the structural
and antiferromagnetic phase transition vs relative temperature T — Ty. The red

symbols show the measured elastocaloric coefficient dT/dsi‘f" normalized by the
average strain dependence of Ts and Ty. The ECE data shown here was detected
during a warming run at 0.5 K/min. The input filter of the detecting SR860 was
configured to advanced mode and using a time constant of 3 s.

extracted time constants are insensitive to the heat capacity mod-
eling. The two parameter fit (black lines in Fig. 4) results 79 = 5
x 107* sand 7; = 2.1 x 107% 5. For a frequency of 21 Hz (used for
the fixed frequency temperature sweeps), we thus estimate b = 1.091.
Errors in the measured temperature dependence of the ECE due to
changing thermal behavior are thus estimated to be small (assuming
a reasonably wide plateau, the mechanisms discussed above result in
errors smaller than 10% even if both Cg/Cs and 74/7; were changing
by 100% within the temperature window of interest).

The top panel in Fig. 5 shows fixed frequency temperature
sweeps taken at different DC offset strains sf(l}ifp. As discussed above,
the ECE closely resembles the features observed in heat capacity and
thus allows for extracting the critical temperatures of the phase tran-
sitions under offset strain. We determine the transition temperatures
Ts and Ty from cooling and warming data and report the average
values in the bottom panel of Fig. 5. Despite the experiment being
performed under high vacuum, a relatively small thermal lag of the
sample with respect to the CS100 cell body of about 0.1 K is observed.
From the linear fits shown as red lines in the bottom panel of Fig. 5,
we determine the strain dependence of the transition temperatures
as dTs/de™? = —400 K and dTx/dels? = —500 K, respectively.

Using the averaged strain dependence of the critical temper-
atures dTsy/dee® = 0.5 - (dTs/des® + dTy/detsP) =—450 K, the
elastocaloric temperature oscillation can be, as captured by Eq. (3),
compared to C{,c) /Cp. This is shown in Fig. 6. The critical part of
the heat capacity of Ba(Feg979C00.021)2As; is determined by sub-
tracting the measured heat capacity of an overdoped sample with
composition Ba(Fe.89Coo.11)2As; that does not undergo a structural
or magnetic transition, but is expected to have a very similar non-
critical contribution to the heat capacity. The C, measurements on
both materials have been performed using the standard relaxation
time calorimetry option of the PPMS from Quantum Design. To test
for artificial smearing of the heat capacity features, both 1% and 2%
of the sample temperature were used as the set temperature rise for
the Ba(Feg.979Co0.021)2As: crystal. Both data sets show a very similar
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T-dependence. Due to the relatively large uncertainty in the sample
mass, before subtraction the measured C, of Ba(Feog9Coo.11)2As; is
rescaled to match the heat capacity of Ba(Feg.979C00.021)2As; at high
temperatures. The blue data in Fig. 6 shows the normalized criti-

cal contribution Cé,c)/ Cp of Ba(Fep.079C00,021)2As2. The red symbols

show the measured elastocaloric coefficient dT/ delSP normalized by

the average strain dependence dTsx/ delSP_ This data represents the
full elastocaloric effect which includes, besides the critical contribu-
tions, also a weakly temperature dependent non-critical background
from lattice or electronic degrees of freedom. As mentioned above,
in contrast to the heat capacity, for the elastocaloric effect, the con-
tributions from the critical degrees of freedom dominate the signal.
As is obvious from comparing the data in Fig. 6, measuring sig-
natures of continuous phase transitions can be done with superior
signal to noise ratio using ECE measurements. Besides the missing
background subtraction for the elastocaloric effect data, the two data
sets in Fig. 6 also differ by a factor of 1.3. This is likely explained by
systematic uncertainty introduced by the background subtraction in
Cp, a suppressed plateau in the thermal transfer function of the ECE
experiment (b = 1.039), and partly due to the application of the aver-
aged strain dependence of the two phase transitions dTsn /deﬂSp.
Importantly though, using the setup studied here, the temperature
dependence of the ECE is measured with high accuracy. The signal-
to-noise ratio is clearly superior to that of the calorimetry data also
presented in the same figure.

IV. CONCLUSION

The AC-ECE technique discussed in this paper enables the
study of the elastocaloric effect of materials with high precision. In
contrast to standard ECE measurement techniques, AC-ECE mea-
surements can be performed under quasiadiabatic conditions over
extended periods of time. Due to the employed phase sensitive lock-
in technique, the signal to noise ratio is orders of magnitude larger
than that achievable by regular DC measurement techniques. Since
the elastocaloric temperature oscillation is an intrinsic response of
materials to strain, the frequency range of ECE measurements is
only limited by the time constant of thermalization of the ther-
mometer. Minimizing the thermometer heat capacity, in principle,
allows extending the plateau in the thermal transfer function to high
frequencies, facilitating the measurement of the elastocaloric effect
in absolute units across wide temperature windows.

For materials undergoing continuous phase transitions, we
have shown that the elastocaloric effect responding to strains that
preserve symmetries broken at the transition resembles the features
observed in heat capacity. These features are measured against a
small background even at high temperatures. This improves the abil-
ity of the technique discussed here to resolve such features even
when measured at high temperatures. The technique further allows
for tracking the evolution of the heat capacity features under oft-
set strain and reveals symmetry information on the involved order
parameters.
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APPENDIX A: FURTHER EXPERIMENTAL DETAILS

1. Frequency dependence of the stroke length
of PZT stacks

The change in the stroke length of the outer PZT stacks can
be measured by repurposing the inner PZT stack to serve as the
dynamic force sensor. The stress induced voltage across a piezo-
electric material is directly related to the strain in the material. Due
to internal charge leakage, PZT stacks cannot, however be used as
static force sensors. Dynamic AC force measurements are however
possible. Here, frequencies larger than 10 Hz are investigated. To
convert the inner stack into a force sensor, a simple circuit as shown
in Fig. 7(a) is used. A 810 kQ resistor is connected in parallel to
the inner stack. This resistor prevents a potentially problematic volt-
age buildup on the PZT stack and at the same time sets the cut off
frequency f; of the high pass filter it forms, together with the capac-
itance of the stack Cpzr » 0.5 yF, to a relatively small number of
about 0.4 Hz. After correction for the high-pass transfer function,
the amplitude and phase of the measured voltage across the resistor
is a measure for the force applied to the inner PZT stack. The high

(@) (b)

R, Cozr R,

g = 2

o] &
o] &
o] &

10 100
/(Hz)

FIG. 7. (a) Schematic showing basic working principle of the inner stack as force
sensor. A 810 kQ) resistor is connected in parallel to the inner stack sketched as
the capacitance. (b) Schematic showing how the transfer function of the high-pass
filter has been measured. (c) AC Voltage detected across the resistor rescaled by
the value measured at the lowest frequency. The phase was found to be almost
temperature and frequency independent and close to zero.

1000
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pass transfer function is measured by exciting a small AC voltage
to one side of the PZT stack as shown in Fig. 7(b). Since the Young’s
modulus of the sample is not expected to show any frequency depen-
dence at these low frequencies, a change in the force applied to the
inner PZT stack corresponds to a change in the stroke length of the
outer PZT stacks. As shown in Fig. 7(c), we observe a change of less
than 10% throughout the frequency window investigated. The ther-
mal transfer functions of our experiment are corrected for this effect
accordingly.

2. Estimating the AC strain amplitude

The AC strain amplitude cannot be measured by directly sam-
pling the capacitive displacement sensor using our AH2550 capaci-
tance bridge. It can, however, be estimated by first determining the
displacement per volt by applying DC voltages to the outer PZT
stacks and measuring the corresponding DC displacement. Multi-
plying this figure by the PZT drive voltage amplitude results the AC
strain amplitude. This number finally has to be corrected for the fre-
quency dependence of the stroke length discussed above. Since the
force measurements cannot be extended to lower frequencies, we
here assume the displacement per volt to be the same at 10 Hz as at
dc. As obvious from Fig. 7, this presumably results in a small (x1%-
3%) error. Figure 8 shows the displacement per volt for the outer
PZT stacks throughout the temperature window of interest.

3. Spurious temperature oscillations on the CS100
cell body

As the CS100 cell body serves as thermal reference for the mea-
surement thermocouple, it has to be carefully checked for spurious
temperature oscillations at the measurement frequency. This is done
using a second control thermocouple referenced at a large heat sink
on the probe. The signal of the control thermocouple is preampli-
fied using a Stanford Research SR554 transformer preamplifier in
passive mode followed by a Stanford Research SR560 set to a gain
of 200. The input filter is configured as a second order high-pass fil-
ter with a characteristic frequency of 0.3 Hz. No spurious signal is
resolved against the noise background which is two orders of mag-
nitude smaller than the elastocaloric signal detected on the sample
(see Fig. 9).

4. Effect of power dissipation within the PZT stacks

Self-heating of PZT stacks from power dissipation has been
reported'” to be on the order of several Kelvins for freestanding

sof A
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FIG. 8. Displacement per volt applied to the outer PZT stacks of the CS100 cell
used for the elastocaloric effect measurements as a function of temperature. The
red line is polynomial fit to the measured data.
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FIG. 9. Elastocaloric temperature oscillation of the sample (red symbols) and the
temperature oscillations of the contact pads of the measurement thermocouple
detected using a second control thermocouple (blue symbols) vs temperature.
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FIG. 10. Temperature change of the CS100 cell body vs time. The red symbols
show the cell temperature measured using the Cernox sensor, and the blue data
show the temperature change of the contact pads of the measurement thermo-
couple measured using the control thermocouple in DC mode. In both cases, the
average offset has been subtracted from the data. The voltage excitation (10 Vpp,
512 Hz) to the outer PZT stacks of the CS100 cell is toggled in 30 s intervals
(sketched by the gray line).

PZT stacks at frequencies of several kilohertz. The highest frequen-
cies studied here are below 1 kHz (all fixed frequency temperature
sweeps are performed using a strain frequency of 21 Hz), and more-
over, the PZT stacks are connected to a titanium cell of compar-
atively large heat capacity. A large DC heating effect is thus not
expected. Figure 10 shows the cell temperature measured using the
installed Cernox sensor (red symbols), as well as using the control
thermocouple (blue dots) in DC mode. In each case, the average
offset has been subtracted from the data. The DC voltage of the
control thermocouple is detected without preamplification using a
Keithley 2000 Multimeter. The measurement has been carried out
using an AC voltage excitation on the outer PZT stacks of 10 Vy,, at
512 Hz. The measurement was carried out at the lower limit of the
temperature window of interest at 76 K (where the heat capacity of
the cell body is smallest). In order to distinguish a DC self-heating
effect from temperature drifts, the voltage excitation to the PZT
stacks is toggled in 30 s intervals. No self-heating related tempera-
ture change is observed upon toggling the PZT drive voltage at these
frequencies.

APPENDIX B: THERMAL TRANSFER FUNCTIONS

The differential equations for the more complete model shown
in Fig. 2(b) read
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. K; K
Ts = wE cos(wt) — (Ts — Ty) = — (Ts - To) =2,
Cs Cs
. K; K
Ti=—(Ti— Ts)= — (Ti - Ts) =,
(Ti-Ts) - (Ti-Ts) (B1)

. K,
Tg:—(Tg—Ts)EZ.

The elastocaloric effect is again introduced by considering Ts(t) =
Tso + Eoexx(t), with Eg = dT/dexx and exx(t) = &xxp sin(wt). In the
absence of the elastocaloric effect, all temperatures exponentially
tend to Tg. We thus focus on the particular solution of the third
order differential equation for T and find

Cs T 2 2
Eosxx,o (*5+*‘) +Tiw2

i Te

To(t) =Ts + N sin(wt + ¢),
b( K+ Tl) +aw
¢ = arctan . : , where
a(g‘ + ;e) +bw )
B2
C C ©n 19 KC
a=1+ =400, 20 —e—e—rgnwz,
G G 1w @ KG
( K; T@Ti)
b= —W\Ti+Tg+ TeTi— + ToTi—
Te i Te

APPENDIX C: THERMODYNAMIC CONSIDERATIONS

Physical intuition for Eq. (3), discussed in the main text, can
be gained by considering the entropy of the sample as a function of
temperature and strain. Figure 11(a) sketches the entropy landscape
of a material undergoing a continuous phase transition at a tem-
perature Tc(ex) (where for the purposes of illustration, we assume
that T, = 100 — 520ex — 28 3002, which is the strain dependence
of the nematic transition observed® for a material very similar to
the sample studied here). The phase transition line is shown on the
entropy surface as well as in the temperature-strain plane as a solid
red line. The strain dependence of the noncritical degrees of free-
dom (e.g., the dependence of the sound velocity on strain, etc.) are
typically very small and are neglected in Fig. 11(a). We now con-
sider two distinct scenarios; (i) isothermal (slow strain changes) and
(ii) isentropic (rapid) changes with strain. The blue and the green
lines on the entropy surface mark the entropy at constant strains
as a function of temperature for different offset strains e = 0 and
&x = 0.005, respectively. Figure 11(b) shows the derivative of these
two lines with respect to temperature which corresponds to the heat
capacity at constant strain divided by temperature. Note that the dif-
ference of the heat capacity at constant strain and stress [Eq. (C11)]
is small for solids at moderately low temperatures and is neglected
in the discussion presented here. As mentioned above, the back-
ground contribution is unchanged for both lines. The critical contri-
bution on the other hand moves to lower temperatures under tensile
strain which, if the sample is held at a constant temperature sample.
increases the entropy [area colored in green in Fig. 11(b)]. If the
strain changes are done fast compared to the time scale of thermal-
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FIG. 11. (a) Sketch showing the entropy landscape for a material undergoing a con-
tinuous phase transition (with an upper critical dimension larger than the dimension
of the appropriate universality class) as a function of temperature and strain. The
solid red lines on the entropy surface and the T-&x-plane mark the phase transi-
tion (Tc = 100 — 520ex, — 28 3002, see Ref. 6). The dashed red lines show
paths parallel to the transition lines (see discussion in Appendix C). The green
and blue line on the entropy surface highlight the entropy at constant strains
ex = 0, and &y = 0.005. The black arrows on the entropy surface sketch
AC strain (the strain amplitude within the actual experiment is on the order of
1 x 10*) probing dS/dex; the gray arrows in the T-gx-plane highlight elas-
tocaloric temperature oscillations in the vicinity of the phase transition. Panel (b)
shows the partial derivative of the green and blue lines of panel (a) with respect
to temperature. This quantity corresponds to the heat capacity at constant vol-
ume divided by temperature. In case the sample temperature is kept constant in
the vicinity of the critical temperature, an isothermal strain change causes a large
entropy change (are colored in green) due to the critical contribution shifting in tem-
perature. Panel (c) shows the derivative of S with respect to strain & for the DC
two offset strains ey = 0 (solid blue line) and x = 0.005 (dashed green line). For
isentropic strain changes, this quantity translates into elastocaloric temperature
changes dT/dexx.

ization of the sample and its surrounding 7;, the isentropic scenario
(ii) has to be considered. In this case, the total entropy change dS is
equal to zero and thus the sample temperature will follow the crit-
ical temperature to compensate the strain related entropy change.
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Considering only small changes of strain de, the entropy balance can
be written as

_CY dT.
T de

Here, the first term describes the entropy gained from shifting
the critical contribution C&© /T to lower temperatures and the sec-
ond term accounts for the balancing contribution due to lowering
of the sample temperature. Rearranging this expression and hav-
ing neglected the strain dependence of the noncritical degrees of
freedom, we arrive at Eq. (3).

We measure this effect by slowly sweeping temperature while
applying fast AC strain (optionally on top of a DC strain offset). The
black arrows, drawn onto the entropy landscape and the gray arrows
in the T-ex-plane [Fig. 11(a)], sketch AC strain, probing the deriva-
tive dS/dexx. In the vicinity of the critical temperature, this quantity
is strongly enhanced due to the critical contribution to the entropy.
This causes elastocaloric temperature oscillations which cause the
gray arrows in the T-gx-plane to tilt with respect to the ex-axis.
The magnitude of this effect as a function of temperature is shown
in Fig. 11(c) for two different DC offset strains exx = 0, and ex
= 0.005. As stated in Eq. (3), the elastocaloric temperature oscil-
lation is proportional to C\/C, multiplied by dT./dey (which is
larger for e = 0.005 in our specific illustration) and is typically
measured against a small background [dT®/deyy is small in com-
parison to (C/C,) - (dTc/dexx)]. This is the specific advantage that
ECE measurements provide over standard calorimetry in terms of
determining the critical contribution to the entropy of the system.
Generally, the mechanism discussed here should be expected for any
second order phase transition tunable by strain.

Next, we derive the relation between the elastocaloric effect and
the critical contributions of the heat capacity under uniaxial stress
through more rigorous entropy considerations. We partly follow the
derivation discussing the case for hydrostatic pressure reported ear-
lier by Souza et al.”” We discuss the derivations starting from the
Gibbs free energy, where the stress components o3 and T are chosen
as the state variables. Finally, we compare the solutions derived from
Gibbs and Helmholtz free energy.

Let Tc(oy) be phase transition lines in the (o, T) planes. In
case Tc(oy) is invertible to oy (T), S(T, o) is also a transition line.
When moving in parallel to the transition lines in the (oy, T) planes,
the corresponding entropy also moves in parallel to the transition
line S(T, o) [see Fig. 11(b) for the closely related dependence of S
on temperature and strain &xx; Oxx = (Cooxx = V * Cxxyy — V' - Coxzn) Exx-
The change of entropy is related to the changes dT, doy via the total
derivative

ds =

de + %dT:O. (C1)

ds'” (&) @+(§)
dT  \dow/r.s dT ~\OT),,
doy, C,
:aijT;l+Ta. (CZ)

The superscript in S highlights that entropy changes correspond-
ing to movements along the phase transition line (with constant
distance to the boundary) are considered. This equation holds for
small § above and below T..
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Using ’%‘ = (SZZ ) and rearranging Eq. (C2), we have
C, ds™ dr.\™
T| = - —= | = -Tai| =—
[ T dr "‘J( dakl)
= —Tacy dew (C3)
= ij Cijkl ch

Considering uniaxial stress along [100] (all oy = 0 except
for 0x) and using relations between the strain components &g (&2
= —vep, &3 = Ve, &4, €5, & = 0) in Voigt notation (1 = xx, 2 = yy,
3 =12z,4=yz,5 = xz, 6 = Xy), we can rewrite the EC effect [Eq. (2)]
as
C, _ dsW

T T.
dT:—TﬂCUdEj: [T dT]d c
Co’ CO’ dgi

dei, (C4)

withi=1,2, or 3.

As dS"/dT describes entropy changes in parallel to the phase
transition line, it is dominated by noncritical degrees of freedom.
Thus, T - (dS"/dT) approximates the noncritical background of the
heat capacity. This is more rigorously shown below. Let the entropy
consist of contributions from critical and noncritical degrees of free-
dom S(T, 01) = 8 + $"9_ Generally changes of the entropy can then
be written as

) S(nc)

(nc) (c) (c)
S = oS a8 oS

BT + Bor doy + T dT + 7801 doy. (C5)

Assuming the entropy of the noncritical degrees of freedom is
stress independent, we find for changes along the phase boundary:

(nc) (c) (c)
@ _ O e By 8idaf. (C6)

ds oT oT ooy

As 07(T) is invertible to Tc(o1), we can rewrite the entropy
change dS°(T, T.) along the phase boundary as

(nc) (c) (c)
ds" = a;—Tdn %S—TdT+ %dn. (C7)

Moving along the phase boundary dT. = dT, thus,

ds(tl) as(nc) C(nc) as(c) 8s(c)
as— o5 _Gm o 95T -0,  (C8
ar or 1T " or "ot (C8)

Functions of form S(C)(T — T) satisfy the partial differential
equation above. Under these conditions, we finally have

T[@ B Cznc)]
T T T.
dT = —Tﬂcljdsj S S dei
Ca' Ca dgi
CY dr.
o de;. (C9)

Starting from Helmholtz free energy, using the strain compo-
nents &; and temperature T as state variables, a similar derivation
then the one presented above yields

C dT.

daTr
Ce dSi

de;. (C10)
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The main difference is thus found in the thermodynamic con-
ditions keeping in one case the stress and in the other case the strain
fixed. The difference in the heat capacities is given by”’

Ce - Co = ~Taanciu, (C11)

where the c,—?k, are the elastic moduli at constant temperature. For
solids, the thermal expansion coefficients are typically on the order
of 107> K™'. The elastic moduli are on the order of 10'' Pa.
At 100 K, the above difference is thus roughly 10°-10* J m™> K™
while the heat capacity is on the order of 10° J m™ K™',
Thus, the heat capacity of perfectly clamped and a freestand-
ing crystal differs only by a small amount at most cryogenic
temperatures.

REFERENCES

'C. Rodriguez and L. C. Brown, “The thermal effect due to stress-induced marten-
site formation in S-CuAlINi single crystals,” Metall. Mater. Trans. A 11, 147-150
(1980).

2E. Bonnot, R. Romero, L. Mafiosa, E. Vives, and A. Planes, “Elastocaloric effect
associated with the martensitic transition in shape-memory alloys,” Phys. Rev.
Lett. 100, 125901 (2008).

3$. Qian, Y. Geng, Y. Wang, J. Ling, Y. Hwang, R. Radermacher, I. Takeuchi,
and J. Cui, “A review of elastocaloric cooling: Materials, cycles and system
integrations,” Int. J. Refrig. 64, 1-19 (2016).

“C. W. Hicks, D. O. Brodsky, E. A. Yelland, A. S. Gibbs, J. A. N. Bruin, M. E. Bar-
ber, S. D. Edkins, K. Nishimura, S. Yonezawa, Y. Maeno, and A. P. Mackenzie,
“Strong increase of Tc of Sr,RuOy4 under both tensile and compressive strain,”
Science 344, 283-285 (2014).

5S. C. Riggs, M. Shapiro, A. V. Maharaj, S. Raghu, E. Bauer, R. Baumbach,
P. Giraldo-Gallo, M. Wartenbe, and I. Fisher, “Evidence for a nematic compo-
nent to the hidden-order parameter in URu,Si, from differential elastoresistance
measurements,” Nat. Commun. 6, 6425 (2015).

®M. S. Ikeda, T. Worasaran, J. C. Palmstrom, J. A. W. Straquadine, P. Walm-
sley, and I. R. Fisher, “Symmetric and antisymmetric strain as continuous
tuning parameters for electronic nematic order,” Phys. Rev. B 98, 245133
(2018).

7H.-H. Kim, S. M. Souliou, M. E. Barber, E. Lefrangois, M. Minola, M. Tor-
tora, R. Heid, N. Nandi, R. A. Borzi, G. Garbarino, A. Bosak, J. Porras, T. Loew,
M. Kénig, P. J. W. Moll, A. P. Mackenzie, B. Keimer, C. W. Hicks, and M. Le
Tacon, “Uniaxial pressure control of competing orders in a high-temperature
superconductor,” Science 362, 1040-1044 (2018).

8H. Ossmer, F. Lambrecht, M. Giiltig, C. Chluba, E. Quandt, and M. Kohl, “Evo-
lution of temperature profiles in TiNi films for elastocaloric cooling,” Acta Mater.
81,9-20 (2014).

9P. F. Sullivan and G. Seidel, “Steady-state, ac-temperature calorimetry,” Phys.
Rev. 173, 679-685 (1968).

9L V. Velichkov, “On the problem of thermal link resistances in a.c. calorimetry,”
Cryogenics 32, 285-290 (1992).

0. Riou, J.-F. Durastanti, and Y. Sfaxi, “Determination of proper frequency
range for accurate heat capacity measurement by AC microcalorimeter,” Super-
lattices Microstruct. 35, 353-361 (2004).

2A phonon contribution to the elastocaloric effect is expected due to the
strain dependence of the sound velocity, which changes the entropy from lat-
tice degrees of freedom at a given temperature. This effect is typically small
compared to strain driven entropy changes in the vicinity of continuous phase
transitions.

'3 Adiabatic conditions are assumed throughout this manuscript. The constant
entropy label is thus dropped in all the equations below.

T4C. W. Hicks, M. E. Barber, S. D. Edkins, D. O. Brodsky, and A. P. Mackenzie,
“Piezoelectric-based apparatus for strain tuning,” Rev. Sci. Instrum. 85, 065003
(2014).

Rev. Sci. Instrum. 90, 083902 (2019); doi: 10.1063/1.5099924
Published under license by AIP Publishing

90, 083902-11


https://scitation.org/journal/rsi
https://doi.org/10.1007/bf02700450
https://doi.org/10.1103/physrevlett.100.125901
https://doi.org/10.1103/physrevlett.100.125901
https://doi.org/10.1016/j.ijrefrig.2015.12.001
https://doi.org/10.1126/science.1248292
https://doi.org/10.1038/ncomms7425
https://doi.org/10.1103/physrevb.98.245133
https://doi.org/10.1126/science.aat4708
https://doi.org/10.1016/j.actamat.2014.08.006
https://doi.org/10.1103/physrev.173.679
https://doi.org/10.1103/physrev.173.679
https://doi.org/10.1016/0011-2275(92)90366-i
https://doi.org/10.1016/j.spmi.2003.11.006
https://doi.org/10.1016/j.spmi.2003.11.006
https://doi.org/10.1063/1.4881611

Review of

Scientific Instruments

M. S. da Luz, J. J. Neumeier, R. K. Bollinger, A. S. Sefat, M. A. McGuire,
R. Jin, B. C. Sales, and D. Mandrus, “High-resolution measurements of the ther-
mal expansion of superconducting Co-doped BaFe; As,,” Phys. Rev. B 79, 214505
(2009).

16I.—H. Chu, J. G. Analytis, C. Kucharczyk, and I. R. Fisher, “Determination of the
phase diagram of the electron-doped superconductor Ba(Fe;_xCoy),As,,” Phys.
Rev. B 79, 014506 (2009).

T7A.T. Hristov, J. C. Palmstrom, J. A. W. Straquadine, T. A. Merz, H. Y. Hwang,
and . R. Fisher, “Measurement of elastoresistivity at finite frequency by amplitude
demodulation,” Rev. Sci. Instrum. 89, 103901 (2018).

'8X. Ding, Y.-S. Chai, F. Balakirev, M. Jaime, H. T. Yi, S.-W. Cheong, Y. Sun, and
V. Zapf, “Measurement of the angle dependence of magnetostriction in pulsed
magnetic fields using a piezoelectric strain gauge,” Rev. Sci. Instrum. 89, 085109
(2018).

9To convert the measured voltage oscillation into a temperature oscillation the
NIST ITS-90 table for type E thermocouples is used as calibration.

ARTICLE scitation.orgljournal/rsi

20M. Yoshizawa and S. Simayi, “Anomalous elastic behavior and its correlation
with superconductivity in iron-based superconductor Ba(Fe;_Coy) ,Asy,” Mod.
Phys. Lett. B 26, 1230011 (2012).

21 The thermal diffusivity is estimated for a temperature of 100 K from a thermal
conductivity of x = 10 Wm ™" K™* ,** the measured heat capacity of 210 kg™t K™
and a density of 6400 kg m™>.

zzI. A. Souza, Y.-K. Yu, J. J. Neumeier, H. Terashita, and R. F. Jardim,
“Method for analyzing second-order phase transitions: Application to the fer-
romagnetic transition of a polaronic system,” Phys. Rev. Lett. 94, 207209
(2005).

25T, Barron and R. Munn, “Thermodynamics of solids under stress,” Pure Appl.
Chem. 22, 527-534 (1970).

24y, Machida, K. Tomokuni, T. Isono, K. Izawa, Y. Nakajima, and T. Tamegai,
“Possible sign-reversing s-wave superconductivity in Co-doped BaFe;As,
proved by thermal transport measurements,” ]. Phys. Soc. Jpn. 78, 073705
(2009).

Rev. Sci. Instrum. 90, 083902 (2019); doi: 10.1063/1.5099924
Published under license by AIP Publishing

90, 083902-12


https://scitation.org/journal/rsi
https://doi.org/10.1103/physrevb.79.214505
https://doi.org/10.1103/physrevb.79.014506
https://doi.org/10.1103/physrevb.79.014506
https://doi.org/10.1063/1.5031136
https://doi.org/10.1063/1.5038741
https://doi.org/10.1142/s0217984912300116
https://doi.org/10.1142/s0217984912300116
https://doi.org/10.1103/physrevlett.94.207209
https://doi.org/10.1351/pac197022030527
https://doi.org/10.1351/pac197022030527
https://doi.org/10.1143/JPSJ.78.073705

