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Aside from photovoltaics, metal-halide perovskite semiconductors have also emerged as an attractive

platform for LEDs and even lasers. For all of them, performance and operational stability are strongly
influenced by thermally activated processes. As a result, studying the thermal properties of halide
perovskites has become increasingly important. In addition to thermal conductivity measurements,
thermal diffusivity and heat capacity studies are becoming more and more relevant for the dynamic
operation of these devices. Here, we will review the current state of knowledge on the thermal
properties of metal halide perovskites, including both experimental findings and theoretical insights. We
will highlight the impact of the perovskite dimensionality (3D, 2D, 0D) on the thermal properties and
how these properties change across the various phase transitions of these perovskites. Our review will
also discuss thermal measurement methods, which can be favourably used to determine the thermal
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properties of both bulk and thin film samples. Advanced comprehensive tools and strategies for

rsc.li/materials-c systematic thermal analyses and property optimizations are discussed.

addition to piezoelectric, ferroelectric and related applications,
perovskites have received particular attention in super-

Introduction

The perovskite structure, in its crystal form ABX;," allows for a
wide range of materials with entirely different physical proper-
ties that unlock a plethora of functionalities.” In the past, in
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conductivity.® Semiconducting properties were reported for
caesium-lead-halide perovskites in 1958.* Following this work,
the A-site cation was replaced with an organic cation such as
CH;NH; (methylammonium: MA) to form CH;NH;PbX;.?

The outstanding (opto-)electronic properties of these lead-
halide perovskites have been re-discovered during the past
decade. Most impressively, the power conversion efficiency of
lab-scale perovskite solar cells (PSCs) has rapidly increased to a
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level of 25.2%,° which rivals that of crystalline silicon.
In addition, a wide range of other applications such as light
emitting diodes (LEDs)” and lasers®® have been explored.
Moreover, this family of materials also holds great promise
for thermoelectric generators.'® Here, the extremely low thermal
conductivities of lead-halide perovskites'”'> may be advanta-
geous, while for the vast majority of opto-electronic devices heat
transfer may be an issue and thermal management requires
particular attention. It is known that the crystalline structure of
some representatives undergoes phase transitions T slightly
above room temperature (RT); for example, CsPbCl; is in the
tetragonal phase at RT, whereas above 46.9 °C it becomes cubic."?
At early times high coefficients of thermal expansion were
reported.’* Both the crystalline phase and thermal expansion
influence electronic properties (for instance, carrier mobility,
directionality) and carrier dynamics."®> More severely, substantial
decomposition effects for MA-based perovskites have been found
to occur already below 100 °C even in an inert atmosphere.'®
Consequently, heating as a result of a lack of thermal manage-
ment may turn out detrimental in various aspects.'”° This holds
particularly for (concentrator) solar cells and LEDs and the
prospects of electrically or continuous wave operated perovskite
lasers.*' 2

Thus, in a wide range of these organic-inorganic and
all-inorganic perovskites, the acquisition of extreme thermal
properties has become more and more important, because both
the lifetime and performance are influenced by temperature
or temperature gradients.”>** As detailed in the following,
considerable research efforts have provided access to thermo-
elastic and thermo-electric properties, as well as to intrinsic
thermal conductivities, thermal diffusivities, and heat capacities.

It is important to note that thermal properties strongly
depend on temperature themselves and phase transitions
may cause significant and abrupt changes. By a similar token,
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the thermal properties of 0D and 2D materials may significantly
differ from those of the bulk (3D).

In the following sections we will review the thermal proper-
ties of metal-halide perovskites and the experimental techni-
ques that have been used to assess them. The experimental
data will be complemented by the results of theoretical work
that is indispensable to understand the particular thermal
properties of this class of materials and to identify levers to
overcome limitations.

Heat dissipation in metal-halide
perovskites

Although a heat spreading in steady state photovoltaics and
thermo-electrics is often directly related to the thermal con-
ductivity /(7) (note: A(F) is a tensor) of the metal-halide perovs-
kite semiconductor used,* its specific heat cs(7) and thermal
diffusivity a(r) must be considered for dynamic (transient) heat
transport in a wide range of applications. The volumetric heat
capacity cyo1.(r), which is the product of ¢g,(F) and the density
p(7) of the material, describes the capability to store heat. The
thermal diffusivity a(7), which can only be simplified in homo-
geneous and isotropic materials to a(F) = A(F)/cyo1(F), denotes the
ability of a material to conduct thermal energy relative to its
ability to store thermal energy. Consequently, the temperature
distribution 7(7) in perovskite devices depends on the local
amount of heat generated per unit volume gg(F). 7(r) is
described by the general equation of heat conduction, i.e., the
classical Fourier law:>*?

a5 = (o 0) (50 (50

Oqe(7)
+ ot

1)

The total values of both A(r) and ¢, (F) are given by electronic
and phononic/lattice contributions. Note that the thermal
conductivities are related to the heat capacities through the
Drude model relationship®® and the phonon gas model,
respectively. In a certain way they can be correlated with the
electrical conductivity by the Wiedemann-Franz law as well as
with the activated volumetric phonon heat capacity, the average
phonon group velocity, and the average phonon mean-free path
of the metal-halide perovskite semiconductor used.*® More
accurately, the dispersion relations of electrons and phonons
must be considered to obtain further insights.>' The reduced
group velocity of phonons, due to band flattening in the
phonon dispersion, and phonon scattering at grain boundaries
are primarily responsible for the ultralow thermal conductiv-
ities in metal-halide perovskites (see Fig. 1).>*

Only their absolute group velocities, mean-free paths, and
lifetimes obtained from these relations in all directions provide
access to the anisotropy of thermal transport. In addition, the
phonon dispersion is essential for the description of heat
dissipation in the temperature-dependent crystalline structure

This journal is © The Royal Society of Chemistry 2020
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Fig. 1 An ultralow thermal conductivity can be obtained from the calcu-
lated phonon dispersion curves in the low-frequency domain of (a)
tetragonal MAPbIz at room temperature, while the thermal conductivity
of (b) the cubic phase (>54 °C*3) is slightly larger, because the phonon
group velocities are given by the gradient.>* Copyright Wiley-VCH Verlag
GmbH & Co. KGaA. Reproduced with permission.

and the dimensionality given by its composition A,B/X; in these
perovskite semiconductor types.

The electron/phonon heat capacity can be calculated
by taking the derivative of the total electron/phonon energy
density with respect to the electron/phonon temperature: in
other words, the amount of heat, AQ(7), that must be added to a
system in order to increase its temperature by AT(F). A first-
order phase transition in a crystalline structure is described by
the Clausius-Clapeyron equation. This results in the divergence
of the heat capacity csp,(T) or the thermal expansion coefficient
o(T), because the first derivative of the free energy is discontin-
uous. In contrast, a second-order (continuous) phase transi-
tion, which is described by the Ehrenfest equation, occurs with
diverging correlation length as the crystalline phase transition
temperature is approached. For material systems undergoing
this phase transition due to continuous entropy changes such
as magnetic and ferroelectric, the latent heat is zero, and no
discontinuity in c¢,(T) and o(7) occurs.

Thus, the detection of the thermal properties 4, csp, Cyol., @,
and o depending on their temperature is challenging, because
comprehensive thermal studies allow access to a variety of
material properties and are indispensable for the heat manage-
ment of semiconducting perovskite devices.

Molecular dynamics calculation

Only a few equilibrium molecular dynamics simulations (MDS)
have been performed to understand the temperature-dependent
phonon dispersion in organic-inorganic perovskites and in their
inorganic counterparts.***>® First calculations already demon-
strated that with the aid of phonon group velocity, phonon
lifetime, and normal mode analysis, these simulations provide a
thorough explanation for the fundamental mechanisms under-
lying the ultralow thermal conductivity.>* Since details of steady
state thermal transport in halide perovskites depending on their
thermal conductivities, their dependency on the chemical com-
position, and some of their intriguing phonon characteristics
have been excellently reviewed elsewhere,”® molecular dynamics
calculations are only briefly addressed here.

A very low thermal conductivity of 0.59 W (m K) " was found
in the tetragonal phase at room temperature of MAPbI;, attri-
buted to the low group velocity of acoustic phonons due to their

This journal is © The Royal Society of Chemistry 2020
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low elastic stiffness and the strong anharmonicity, whereas a
much higher thermal conductivity was predicted for the
pseudo-cubic phase (1.80 W (m K)™* at 57 °C).*” It was argued
that the lower thermal conductivity in the tetragonal phase was
due to the shorter lifetimes of the optical phonons and the
smaller group velocity of acoustic phonons than those in the
pseudo-cubic phase. In addition, the thermal conductivity of
MAPbI; was predicted to be below 1 W (m K) ™', and as low as
0.31 W (m K) ! at room temperature.®® Such ultralow thermal
conductivity, as a result of the enhanced phonon-phonon
scattering from highly-overlapped phonon branches, hints
to short phonon lifetimes <100 ps and consequently short
phonon mean-free paths <10 nm. Compared with FAPDI;,
a 3 times higher carrier-phonon relaxation rate is observed,
while that in a cesium-based system is 10 times higher.?®
In general, the thermal conductivities of lead-based perovskites
are low, due to the low sound velocity of the PbX lattice.*”
In this context it should be noted that the contribution of the
average phonon group velocity to the thermal conductivity
has been discussed elsewhere.>® Nevertheless, the degrees of
freedom of the A-site cation also provide a route to tune A.
Hence the role of the rotations of MA" cations in thermal
properties has been studied by molecular dynamics simulations
in addition.*® The vibrational energy shifts as the temperature
increases, where anharmonic couplings occur. Coupled transla-
tional and rotational motions of CH;NH," were found to interact
with the Pb-T cages and afford couplings between the isolated
lattice vibrations, which suppress the phonon transport in
MAPbDL,. o
The anisotropy in the tensor of thermal conductivity (A)

for the tetragonal and orthorhombic phases was found to
originate from the preferential orientations of MA".*' It has
been claimed that among all the atomistic interactions, electro-
static interactions dominate thermal conductivity in ionic
MAPDI; crystals. Hence, hybrid perovskites are sometimes also
considered as “soft materials”.

Recent MDS show that the A-site component of two-
dimensional metal halide perovskites induces a reduction of
the stiffness and sound velocities along with giving rise to
vibrational modes in the 5-15 THz range that are absent in the
three-dimensional counterparts.® This leads to ultralow ther-
mal conductivities in the range of 0.10 to 0.19 W (m K)™*
depending on the molecular substructure of ammonium
cations and owing to the weaker interactions in the layered
structures.

Thermal transport investigations of perovskite alloys in
particular, which have been successfully developed to design
various layered structures,>*° have been performed rarely,
with the first reports published just recently.*’~** The electrical
behavior, optical absorption, and heat conduction or convec-
tion are considered to give insight into heat dissipation across
solar cells. These first inspections of heat accumulations and
gradients in transparent front electrode and back electrode
materials are promising for the higher thermal stabilities of
these devices, since they also take the heat dissipation in air
into account.

J. Mater. Chem. C, 2020, 8,14289-14311 | 14291
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Note that dynamical heat transport analyses have not been
carried out so far. Accordingly, their experimental thermal
property studies for reliable dynamic device operation will be
considered in addition in the following.

Experimental determination of thermal properties

Even though interest in heat transport in metal-halide perovs-
kites has become increasingly important in recent years
with emerging applications in devices, numerous experimental
studies have been devoted to their thermal properties already in
the past. Their content and the results achieved will briefly
be summarized in the following. The detailed values of the
thermal quantities found are summarized in Table 1.

The first detailed thermo-mechanical experimental investi-
gations of both CsPbCl; and CsPbBr; perovskites were made in
the 1970s in order to understand the nature of their structural
phase transitions."*™” But the corresponding specific heat cq,
and thermal diffusivity a values of the different phases as well
at their transitions were obtained in transient measurements
on single crystals much later (which will be discussed in more
detail later in the Thermal properties across phase transitions
section).'’ In addition, thermal conductivity studies have been
carried out for all-inorganic halide perovskite nanowires,
CsPbl; and CsPbBr;.***° The authors generally concluded that
nanostructures or crystal grains with dimensions smaller than
100 nm significantly reduce the thermal transport because
phonons have a mean-free path on the same order. Thus,
somewhat higher thermal conductivities are reported for
CsPbBr; single crystals (0.46 W (m K)™')* and thin films
containing large crystals (0.43 W (m K)')*° in comparison to
nanowires (0.36 W (m K)").*° These thermal conductivities are
somewhat lower than those recently found for CsPbCl; thin
films with large laterally extended crystallites (0.49 W (m K)~').>"
Note that, since the phonon mean-free-path is also reduced by
defects, thermal conductivities are lower near grain boundaries in
thin films, as shown in local thermal conductivity analyses with a
high spatial resolution by an AFM based technique.’® This
technique allows determining the local thermal diffusivity, aside
from the local thermal conductivity; thus the local volumetric heat
capacity can be calculated afterwards. Average a(7) of 0.3 mm?*s™*
and 0.5 mm® s~ " as well as average ¢, (F) of 1.3 J em ° K ' and
0.9 J em® K ! were determined for CsPbBr; and CsPbCl; at RT
respectively.>*>"

The findings of these studies suggested that heat dissipation
in dynamically operated halide perovskite optoelectronic
devices will be very inefficient. As such, the thermal manage-
ment of light-emitting diodes and lasers based on halide
perovskites is a challenge and requires particular attention
(see strategies to enhance the thermal properties of transport
layers in perovskite devices).

The specific heat capacities of MAPbX; (X = I, Br, and Cl)
perovskites were studied by Onoda-Yamamuro et al. in 1990 to
be 19.0 J (K mol)™*, 8.2 J (K mol)™*, and 10.0 J (K mol) " at RT
for X =1, Br, and Cl, respectively.”> Upon heating the MAPbI;,
samples above room temperature, a tetragonal to pseudo-cubic
polymorph transition (57 °C) was observed that led to a
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reduction of ¢y, to 9.7 J (K mol)~". Pisoni et al. performed the
first thermal conductivity measurements of MAPbI; for tem-
peratures below RT.*> The analysis was performed by a steady
state bar technique. The room temperature thermal conductivity
J was determined to be 0.5 W (m K)™ ' and 0.3 W (m K)~* for a
single crystal and a polycrystalline sample, respectively. The
same thermal conductivity was found for a polycrystalline
sample when measuring the effect of the methylammonium
ion on phonon scattering.’® The low thermal conductivity of the
MAPbI; single crystal was mainly attributed to the rotational
motion of the MA cations™ and has attracted intense attention
due to its possible thermoelectric applications.® A high
Seebeck coefficient S of 0.82 mV K~ ,*® a decent charge carrier
mobility in the range of 5-10 cm® (V s)”' for electrons and
1-5 ecm?® (V s)”* for holes,”” and a high carrier diffusion
length >1 pm®® were reported. The thermal conductivity of a
MAPDI; perovskite was also evaluated using laser flash systems.
Values of around 0.30-0.42 W (m K)~' were observed for a
single crystal in the temperature range of RT to 150 °C.>°
Similar values were found for films using the time-domain
thermo-reflectance (TDTR) method.®® In striking contrast to
all other reports, an extremely high thermal conductivity of
densely packed MAPDI; films of 11.2 £ 0.8 W (m K) ™" at room
temperature was claimed by Chen et al.®>

On the other hand, consistent thermal conductivities were
reported for single crystals (0.34 W (m K) ') and densely packed
thin perovskite films containing large crystals (0.33 W (m K) ™)
using 3w-scanning near-field thermal microscopy.®* In addition,
the temperature-dependent thermal conductivity of MAPbI; was
first measured around the tetragonal-cubic phase transition
temperature. It could be demonstrated that the thermal conduc-
tivity of a cleaved single crystal in the cubic structure increases
to 1.1 W (m K)~ %, in excellent agreement with the results of EMD
simulations,** which, however, could not be verified from other
heat transport measurements.®® Furthermore, it could experimen-
tally be shown that MAPbX; (X = I, Br, and Cl) single crystals and
thin films with the decreasing atomic number of the halide
show a slightly increasing average thermal conductivity due to
their significantly increasing elastic stiffness (see Fig. 2).*%'
Besides the above mentioned halide variations, studies have been
carried out on FAPbBr;,% on targeted thermo-electrics such as
CsSnl;,*®’°7? and on estimated lead-free solid-state organic—
inorganic halide perovskite solar cell materials such as MASnI;">"*
and (MA);Bi,l,,”>’® with which the influences of A- and B-cation
substitutions on thermal transports were examined (see Fig. 3).

The obtained / values of 0.74-0.28 W (m K) " for CsSnl; vary
significantly for single crystals, nanowires, and polycrystalline
films due to the enhanced phonon scattering by defects/vacan-
cies and reduced crystal sizes. Polycrystalline MASnI; seems to
have a glassy behavior, which might be the reason for its
ultralow thermal conductivity of 0.09 W (m K) '.”* Lastly, it
must be pointed out that the thermal properties of 0D and 2D
perovskite materials significantly differ from those of the bulk
(3D). 0D Bi based perovskites, for instance, have a lower
thermal conductivity of 0.21 W (m K) " than Pb based systems,
which is due to their soft phonon dispersion and weak bonds.””

This journal is © The Royal Society of Chemistry 2020
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Since these materials can also be useful for a wide range of
applications,”® the Dimensionalities of metal-halide perovskites
section will highlight their impact on thermal transport.

In summary, the mean values of thermal properties
obtained from molecular dynamics calculations and experi-
mental investigations of representative studies are listed in
Table 2. This table is intended to provide an overview for
the assessment of a suitable thermal management of halide
perovskite devices, since these properties of these compounds
are very different from those of other materials. For example,
thermally insulating materials commonly have large heat capa-
cities, whereas those with high thermal conductivities, such as
metals, have low ones. Thus, afterwards, thermal measurement
methods used will also be discussed briefly with regard to their
applicability to determine these very low thermal quantities of
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Table 2 Mean values of heat dissipation quantities at RT obtained from molecular dynamics calculations and experimental investigations (see Table 1)

for most common perovskites in comparison to other solar cell materials

Material 2 [W (mK)™] a [mm? s Cs[J (g K] Cy [J (em® K)7'] P [m s
MAPbI, 0.35 & 0.02 0.28 & 0.07 0.31 & 0.08 1.28 1295 + 134.35
MAPbBT; 0.39 + 0.07 0.35 + 0.08 0.38 + 0.09 1.45 1717756
MAPbCl, 0.51 + 0.11 0.45 £ 0.09 0.51 + 0.13 1.62 219474
CsPbl, 0.45 + 0.05 — — — —
CsPbBr; 0.43 + 0.06 0.40 £ 0.07 0.28 + 0.04 1.29 + 0.14 13617
CsPbCl, 0.53 + 0.03 0.49 + 0.01 0.27 + 0.03 1.12 + 0.13 —

Si 156%* 78 0.7%° 1.6 8500
GaAs 45% 26 0.33%¢ 1.7 5300
CZTS 4.72% 20%7 0.05%7 0.24 —

CZTSe 4.26% 20°%7 0.04°%7 0.21 —
Organic 0.3 0.15 1.7 2% —

both bulk and thin film samples. Advanced comprehensive
tools for systematic thermal analyses are highlighted in this
context.

Thermal measurement methods

Today, the development of new thermal characterization tech-
niques for electronic materials is underway, which has been
reviewed with respect to their application elsewhere.”® So far,
however, only a few of these enhanced thermal measurement
methods mostly developed for failure analyses and reliability
investigations in microelectronics have been applied to study
thermal transport in halide perovskite-based systems. Rather,
thermal analysis tools are used which will be briefly summar-
ized in the following.

The common theoretical framework of these methods is
based on the Fourier law:***’

q = —A-grad T(7) (2)

All techniques provide a heat source at the surface or within the
volume of the material to be studied. Hence, the heat flux ¢ in
thin films and bulk samples is classically described as normal
diffusive transport for a given temperature distribution, 7(r).
The techniques used so far for thermal property measurements
of halide perovskites can be divided into two main categories:
steady-state techniques and transient techniques. For the for-
mer, the thermal conductivity can be directly determined from
eqn (2), if the absorbed power in the sample is known. For the
latter, the specific density as well as the specific heat of the
material must be considered, and the heat flow is described by
the general equation of heat conduction (see eqn (1)).

The steady-state measurement technique can be described
in the simplest way by the thermal characterization based on
the analysis in space. The schematic of a thermal resistivity
measurement setup in a standard four-point configuration is
shown in Fig. 4. An electrical heater, where (§) is equal to the
electrical power, is connected to a sample, represented by the
black rectangle, using epoxy. The sample is connected to a
calibrated reference material, which is glued to a heat sink
for heat dissipation. The given temperature distribution is
obtained using differential thermocouples fixed onto the sample
and onto the reference surfaces to determine the thermal

14296 | J. Mater. Chem. C, 2020, 8,14289-1431

Differential thermocouples

Heater

Sample

Reference

Heat Sink

Fig. 4 Schematic of a thermal resistivity measurement setup in a standard
four-point configuration. Reprinted with permission from ref. 12. Copyright
(2014) American Chemical Society.

conductivity. This common technique was the very first one
introduced to determine the thermal conductivity of materials
and has been improved successively.*>®' Of course, it must be
ensured that the thermal measurement itself does not lead to
artifacts. For instance, the experiments must be carried out in
the dark to avoid unwanted photo-induced effects. Special care
must be taken in the case of polycrystalline perovskite structures,
as the thermal transport is significantly influenced by the
presence of many grain boundaries. Thus, large single crystal
perovskites are initially preferred in order to explore the thermal
properties in detail. Furthermore, solvents of glues used to mount
heaters or thermocouples to the sample may cause degradation.

Thus, a non-contact optical flash method was already estab-
lished in 1961,%> which is widely used in commercial thermal
conductivity measurement systems. Its application to the study
of microelectronic materials by the detection of thermal waves
through changes in their optical reflectance was primarily
demonstrated in 1985.%° The initial thermal diffusivity mea-
surements of thin films by means of an AC calorimetric method
were performed in the same year.®* Similar to these analyses, a
modulated thermo-reflectance microscopy technique (shown in
Fig. 5) has recently been successfully applied for measurements
of the thermal conductivity and the thermal diffusivity in
mixed-cation perovskites.®’

This journal is © The Royal Society of Chemistry 2020
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PROBE =488 nm

Si photodiode
+ lock-in amplifier

PUMP =532 nm

v

Fig. 5 Principle of a modulated photoreflectance experimental setup.
Reproduced from ref. 85, with the permission of AIP Publishing.

A modulated pump beam (532 nm) is focused onto a
sample’s surface to provide a modulated local heat source in
a metallic film deposited on top of the perovskite film. The heat
diffuses laterally on the surface (r direction) and perpendicu-
larly to the sample’s surface (z direction). A periodic modula-
tion of the surface reflection coefficient AR as a result of the
periodically induced surface temperature modulation is sensed
by a CW probe beam (488 nm) and a lock-in amplifier.

Theoretical thermal models® are used which describe the
magnitude (AR) and the phase (A®) of the modulated photo-
reflectance signal measured as a function of the distance to the
pump beam. To get access to the thermal conductivity and
diffusivity of the perovskite film in the r direction and the
z direction (depending on the crystalline orientation of the
film) the different layer systems underneath must be analysed
beforehand. Moreover, photo-induced degradation,®” slight
changes in the optical properties of MAPbI; perovskite across
the tetragonal to cubic transition,*® and possible degradation
under intense optical excitation® must be taken into account.
For the sake of completeness, it should be mentioned that,
besides these modulated heating techniques, thermal diffusivity
measurements using a pulsed laser heating source for transient
picosecond time-domain thermal-reflectance (TDTR) were
presented.’® Although the results of the first TDTR measurements
of MAPDI; thin films® significantly differ from other results
(thermal conductivity of MAPbI; films of 11.2 W (m K) " at RT),
this method is promising because a theoretical description for
frequency modulated time delay photo-thermal and photo-acoustic
wave spectroscopies is given.”* Note that the optical generation of
excess carriers due to laser excitation may significantly affect the
thermal conductivity measurements. Thus, a possible explanation
for the higher thermal conductivity determined by this technique
might be linked to the contribution of the optically generated
charge carriers to the thermal transport. The previously only theore-
tically predicted anisotropies in perovskites correlated with
direction-dependent variations of the phonon vibrational density
of states® could be recorded by a differential photo-acoustic
method to measure the thermal conductivity of thin films.?> Details
of heat flow analysis in layered structures using a picosecond optical
pump-and-probe technique can be found elsewhere.”

This journal is © The Royal Society of Chemistry 2020
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In addition to the space and time domains, thermal proper-
ties have been measured in the frequency domain. Nowadays,
frequency-domain thermo-reflectance (FDTR) is used besides
TDTR to simultaneously measure in-plane and cross-plane
thermal properties.”® This technique can determine the thermal
conductivity and heat capacity of a sample at the same time and
it combines the advantages of TDTR with the relative experi-
mental simplicity of modulated photo-thermal methods. Using
FDTR, the thermal conductivities of various single crystal lead-
halide perovskites were found to be proportional to cy-cypicVs/3,
where ¢, cubic 1S the volumetric heat capacity of acoustic phonons
based on a cubic unit cell and v, is the speed of sound.*®
An average acoustic phonon mean-free path A, = 4.3 nm was
determined. Thus, it could be shown that this technique is very
promising for the determination of thermal properties.

Further advantages of these various techniques of thermal
wave microscopy and their application for testing of micro- and
nano-structured materials and devices are given in the review
by Galovic et al.>® A review of other commonly used differential
scanning calorimetry techniques is given by Gill et al.°® Note
that, in addition to the drawbacks of the so far presented far-
field thermal measurement methods, it is well known that
thermal transport strongly depends on the dimensions of the
materials and is of growing interest upon shrinking the film
thickness.””° In this regard, innovative near-field thermal
microscopy techniques open a non-destructive route to deter-
mine the thermal properties of perovskites beyond reach for
classical thermal measurement techniques.

Good candidates are scanning probe microscopy based tech-
niques with the opportunity to increase the spatial resolution of
established analysis techniques on semiconducting perovskite
materials and devices.' The first atomic force microscopy based
measurement technique for local thermal conductivity, called
Scanning Thermal Microscopy (SThM), was invented in 1992.'""
Shortly afterwards, the heat source and the temperature sensor
were combined in one single element by means of resistive
thermal probes for local heat transport analyses with high spatial
resolution.'®>'® This combined probe made SThM more and
more important for a wide range of thermal property studies
of crystalline solids, organic materials, and material compounds
for (opto-)electronic applications because a range of thermal
properties, such as heat transport, glass transition, melting,
recrystallization, and thermal decomposition, can be obtained
locally with high spatial resolution."**'%°

The established macroscopic 3w-technique'® by means of a
modulated heating source was adapted to SThM for improved
thermal transport measurements."’ The conventional 3
technique, where the amplitude of the temperature oscillation of
a line-shaped heat source mounted on a sample and powered
using an AC thermal current (,sin(wt)) is measured logarithmi-
cally as a function of the angular frequency w, has been used to
determine the thermal conductivities of lead free perovskites.”* >
Meanwhile, the thermal conductivities of hybrid halide perovskite
(MAPbX;; X = I, Br, and Cl) single crystals and thin films were first
analysed by SThM without the need for extensive sample
preparations.®* The thermal conductivity is determined from the
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Fig. 6 Schematic illustration of extended quantitative thermal conductivity
measurements by SThM applying the so-called 3w-technique in the
frequency domain. Reprinted with permission from ref. 50. Copyright
(2019) American Chemical Society.

slope of the measured amplitudes of the temperature oscillations
Tpmbe of the thermal probe vs. In(w). In order to map local thermal
conductivities with high resolution, the resistive thermal probe of
the SThM is powered by a mixed signal of angular frequencies w;
and o, (see Fig. 6).>° w, and w, are chosen to be the lower frequency
limit o, and the upper frequency limit wp,,, of the thermal probe.
The resulting Tpmbe are detected in the frequency domain at 3win
and 3mmax by lock-in amplification for signal to noise improvement
by using the output signals of a Wheatstone bridge independently of
the ambient probe temperature. The thermal conductivity can be
obtained from the difference of these signals using calibrated
material references and is particularly suited to assess the thermal
transport in thin films, as the interaction volume is ultra-
small."">'"® The local thermal diffusivity and thus indirectly the
local volumetric heat capacity can be determined simultaneously
because the local heat flux into the perovskite sample is given by
this experiment. Hence, the thermal transport properties of CsPbCl,
thin films across phase transitions have been analyzed by control-
ling the sample temperature.”® Since SThM is an AFM based
microscopy technique, the thermal expansion coefficient can be
measured simultaneously within the same range of temperatures in
addition,”" expanding the capability of this instrument. Large
negative and positive linear thermal expansion coefficients were
found for the tetragonal and pseudo-cubic phases of MAPbI; single
crystals respectively.*>®" Since the resulting thermal stress and
structural instability lead to the degradation of perovskites,"'* the
determination of the thermo-elastic quantities of perovskites
depending on the temperature is focused on in the following.

Thermo-elastic quantities of
perovskites

In particular, heat induced degradation (e.g., decomposition)
under extreme operating conditions, for example under intense
solar light irradiation, must be considered.

The melting temperature of CsPbI; was determined in 1992
from the phase diagram obtained by differential thermal

14298 | J. Mater. Chem. C, 2020, 8,14289-1431
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analysis (DTA) experiments to be higher than 480 °C at atmo-
spheric pressure."”® A short time later, subsequent studies of
crystal structures exhibited that CsPbBr; melts at 567 °C and
crystallizes from the melt at 514 °C."*® At the same time it could
be demonstrated that melting points increase with decreasing
atomic number, ie. for CsPbCl; up to 615 °C.'"” All these
compounds melt congruently as confirmed in these experiments.
Hence, large CsPbBr; crystals could be produced from the melt
at high temperatures (600 °C) using the vertical Bridgman
method."'® These single crystals have been proposed as pro-
mising candidates for X-ray and gamma-ray detection,"*®"*°
since the first investigations on these direct semiconductors
showed that most of their properties are comparable to, or even
exceed, those of commercial state-of-the-art detector materials.
In this context it must be taken into account that the
endothermic DTA peaks for the decomposition pathways of
MAPbX; compounds are reported to be low."*" However, although

various decomposition reactions have been proposed:'**"**
MAPbX; — PbX, + MA + HX 3)
MAPbX; — PbX, + MAX (4)

where MAX — NH; + CH3X, and the topic is still being
discussed, it is agreed that during the thermal decomposition
of hybrid perovskites solid lead halides remain. In DTA measure-
ments the melting points of hybrid and all-inorganic perovskites
are thus quite often linked to that of PbX,. Note that a distinction
must be made between melting and decomposition, which can
be depicted more accurately from thermogravimetric analyses;
see Fig. 7 for an example.'*

With respect to the evaporation or decomposition of
CsPbBr;, CsBr is more stable than PbBr,, which is lost first.
The small temperature shift between PbBr, and CsPbBr; can be
explained by the slightly higher stability of the perovskite
compound. For hybrid perovskites, it must be considered that
all the methylammonium halides have lower melting points
(for instance MAL: >190 °C"*%). Although they are mostly even
reported to be over 200 °C"?*! for MAPbXj, it is still a challenge

100
MABr

0
(=
1

CsPbBr,

MAPbBr

[}
<
1

Weight loss [%]
&

[
=
1

400 600 800 1000

Temperature [°C]

200
Fig. 7 Thermogravimetric analyses of MABr, MAPbBrs;, PbBr,, CsPbBrs,
and CsBr, showing the higher thermal stability of the inorganic perovskites

compared to the hybrid organic—inorganic perovskites. Reprinted with
permission from ref. 125. Copyright (2016) American Chemical Society.
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Table 3 Detected degradation activation energies E, and thermal expan-
sion coefficients «(T) of common metal-halide perovskites above RT

Perovskite E, [k] mol '] o [x107* K]

93 + 8'%’
83128

MAPbDI, e, (001): —5.1, teyp (001): 4.6°
Olter(001): —1.06, 0er.(100): 1.32
Oleub,(100): 0.48%°

Olget.(100): 0.58, 0leup.(100): 0.39%

Oger.: 0.903°

98 + 4'%7
365128

MAPbBr, Geub,(100): 0.3313°
Gleub.,(100): 0.32%3

Oeub.: 0.677%°

400128
650 + 9027

MAPDCI,
CsPbl,

Gleub.,(100): 0.29%%

Oore.: 0.39, Oeyp.: 0.39%%7
tort.(001): 0.22
tore.(110): 0.22

et (001): —0.52
Geub,(100): 0.40"38

Oore: 0.38, Orer: 0.65, oteyp.: 0.26°
Glor(101): 0.3811%141

CsPbBr;

CsPbCl, Omon.: 0.56, Oore: 0.50, tyer: 1.27
Oeub.: 0.30™

Oeup.: 0.22@T = 85 °C'*2

Omon.: 0.42, 0ot 0.38, tlger.: 0.78
Oleub.: 0.297%°

115 + 3'%7
108128

FAPDI, ter.(100): 0.77
Ot (010): 0.77
Olter.(001): 0.49™3
Oore: 0.3913°

133 + 1'% Ocub.: 0.891%°

332128

FAPDBr;

to have long-term stabilities at 85 °C (representing an elevated
temperature on a roof on a hot summer day) required according
to the International Standards (IEC 61646 climatic chamber
tests) of solar cells.'® Thus the thermal activation energies (E,)
for the decomposition reactions have to be considered."*® From
DTAs E,s of 68 £ 2 k] mol™%, 60 + 10 k] mol™*, and 80 +
20 kJ mol~" have been reported for MAPbCl;, MAPbBr;, and
MAPbIL;, respectively.'>" Somewhat larger E, values have been
determined by the first mass loss step observed in thermogravi-
metric analyses."”” Even much higher values have been
found for lighter halides in MA and FA based compound
calculations,'*® summarized in Table 3.

Note that these values do not reflect possible reliability
issues related to other causes of degradation.**' Details of
the chemical, structural, morphological, and optical stability
and the impact of thermal stress on the charge transport layers
of methylammonium lead halide based perovskites are avail-
able elsewhere.""* The main difference between the stability of
hybrid and all-inorganic perovskite halides was found to be due
to the different chemical properties of the A-site cations,
because their entropic contribution to free Gibbs energy is of
utmost importance to understand the intrinsic stability of these
compounds.'> While a number of stability issues may be
solved with proper encapsulation,"®® it has to be noted that a
critical intrinsic stability problem arises from the behavior

This journal is © The Royal Society of Chemistry 2020
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under thermal mechanical stress. To make matters worse, it
has long been known that perovskites have phase transitions at
elevated temperatures up to 85 °C.***3*

Phonon coupling mechanisms in perovskites

The first investigations of the elastic constants and thermal
expansion of CsPbCl; were provided by Hirotsu and Suzuki in
1978." They evidenced the phase transitions for CsPbCl; single
crystals from monoclinic to orthorhombic to tetragonal and
finally to cubic, as claimed earlier.**** A notable expansion
(Al/l) of 16.7 x 10™* as detected using a conventional dilato-
meter is correlated with first order transitions from tetragonal
to cubic phases. No signs of discontinuity of Al/{(T) were found
at the other phase transitions that would indicate a first order
transition."* Therefore, these transitions would be second
order which is in contradiction to an earlier report which
claimed the transition from monoclinic to orthorhombic to
be of first order.***> Another point noted was that Al/l in the
cubic phase is nearly linear with temperature. One year later,
some nonlinearities were found for the lattice thermal expan-
sion up to 85 °C of CsPbCl, with &(T)cspucr, being quadratically
dependent on T in the cubic phase.'*> However, although Al/l
was determined to be less than 3.1 x 10~* from the tetragonal
to cubic phases of CsPbCl;, a much higher value of 5.8 x 10™*
was found in the case of CsPbBr;."*° In this paper the thermal
expansion coefficients of CsPbCl; were determined to be lower
than those reported earlier, as can be seen from Table 3.

The volume thermal expansion coefficients have been stu-
died for CsPblI; from the temperature dependency of the unit
cell volume as (1/V;)-(dV/dT), where (dV/dT) is the change in the
volume in the corresponding temperature interval and Vj is the
volume at the reference temperature Tp."*” The same volume
thermal expansion coefficient of 1.18 x 10~* K has been
determined for orthorhombic CsPbl; (y-phase) and cubic
CsPbl; (a-phase), with a large discontinuous volume change
of about 6.9% at this transition. Assuming CsPbl; to be
isotropic in the first approximation, the volumetric expansion
coefficient is three times the linear coefficient and would thus
be slightly larger than those of CsPbBr; and CsPbCl;. Note that
it is still a challenge to stabilize the tetragonal phase (B-phase)
of CsPbl; perovskite at ambient temperature. Despite theore-
tical calculations predicting the B-phase to be more stable than
the a-phase,'** experimentally the B-phase is difficult to obtain
and to stabilize;'*> thus thermal expansion measurements on
B-CsPbl; are extremely rare, to our knowledge.'*®4

Large negative thermal expansion coefficients have been
observed in the tetragonal phase for yellow and black CsPbl;
(see Fig. 8). This complicates the application in optoelectronic
devices because only the CsPbI; perovskite black phase is
optically active. Due to their huge absolute values of thermal
expansion coefficients, perovskite films fabricated by existing
methods are strained, and the strain is caused by the different
coefficients of thermal expansion of the perovskite and sub-
strate during thermal annealing processes as well as due to the
growth process itself. It should be noted that films have either
compressive or tensile strains in the in-plane direction, which
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lead to tensile or compressive out-of-plane strains, respectively.
Strain has been shown to accelerate the degradation of per-
ovskite films under illumination, which can be explained by
increased ion-migration in these films."*’

The strain might significantly influence the determination
of thermal expansion coefficients. For example, although nega-
tive thermal expansion coefficients have been detected in the
tetragonal phase for MAPbI; perovskites, a five times larger
value of dcer. = —5.1 x 107* K~' has been found for single
crystals®' compared to ¢, = —1.06 x 10~ * K~ " determined for
thin films.*®* Moreover, the thermal expansion coefficients in
the cubic phase of MAPbI; have been reported to be one order
larger than those in single crystals. In this context, it must be
noted that no discontinuity in thermal expansion has been
detected at the phase transition of single crystals in the
c-direction. Furthermore, it must be considered that the thermal
expansion coefficients depend on the direction in the crystal.
tatee. 15 Teported to be positive and 1.32 x 10~* K™ * for these
thin films.?® The thermal expansion coefficients determined for
the different crystal orientations are summarized in Table 2 in
addition.

Note that negative thermal expansion coefficients are gen-
erally associated with materials that exhibit ferroelectric, ferro-
magnetic, or charge-transfer phase transitions that cause the
material to contract on increasing the temperature due to
either a redistribution or an ordering of ferroelectric/-magnetic
domains."*® When discussing the ferroelectricity of perovskites,
it must also be considered that as the film thickness decreases,
stable domain patterns can change from a ferroelectric-ferro-
elastic domain to a ferroelectric one, which alters the domain
49 A challenge for the detection of ferroelectric domains,
for instance demonstrated by piezo-response force microscopy
on MAPDI; thin films,'®° is that the domain size in thin films

size.
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can be very small due to their rapidly decreasing thickness-
dependence.

However, for the sake of completeness, it should also be
mentioned that in comparison to films lower thermal expan-
sion coefficients were determined for single crystalline MAPbI;
in the (100)-direction, o = 0.58 x 107* K™ and ocup, =
0.39 x 10~* K % A first order transition with a Al/l of 2.64 x
10~* was found in these directional studies. Nevertheless, it
could also be demonstrated that the coefficient of thermal
expansion of MAPDbI; is larger than those of MAPbBr; and
MAPbDCI; (0.32 x 107* K" and 0.29 x 10~ * K™, respectively).
In addition, the coefficients of thermal expansion of these
hybrid perovskites are larger than those of related Cs-Pb-
based all-inorganic perovskites. A larger thermal expansion
coefficient was even detected for the lead-free double perovskite
(MA),AgBiBrs compared to Cs,AgBiBre in their cubic phase
(0.44 x 107* K" and 0.28 x 10~* K" in the (111)-direction
respectively).’>>'*> The higher thermal expansion coefficient
was attributed to the weaker chemical bonds associated with
the softer perovskite (MA),AgBiBre.*

Finally, it must be pointed out that for the black phase of
v-CsSnl;, the coefficient of the volumetric thermal expansion at
RT was measured to be quite large (1.26 x 10~* K™ ')."** The
coefficients of the linear thermal expansion were determined to
be tpore: 0.50 X 107 K%, tpopes 0.14 x 107* K™, and teope:
7.71 x 10~* K", The coefficient of volumetric thermal expan-
sion in B-FAPbI; (2.06 x 10~* K~ ') was reported to be two times
larger than that in the a-phase.™*? This ultra-large volumetric
thermal expansion creates substantial challenges in device
applications. Note that the volumetric thermal expansion is
significantly reduced in the cubic a-phase, which corresponds to a
negative contribution for large amplitude dynamic Pbls octahedral
tilts. In the o-phase, the linear thermal expansions are 0.77 x
107* K" in the ab-plane and 0.49 x 10 * K ' in the c-direction,
suggesting again strong anisotropic mechanical properties. Two
wide regions of large negative thermal expansion were found at
low temperatures (—100 °C and —219 °C) for -FAPbI,."** The linear
thermal expansion for FAPbBr; was determined to be 0.89 x
10~* K" in the cubic phase at RT from these studies. The symmetry
changes are linked again to the tilting of the octahedral (PbBre)
identified by complementary XRD analysis.

Besides that, the Young’s modulus E and hardness H values
of lead halide perovskite crystals are reported to be low.'>>">*
Thus, perovskite compounds can be considered as ‘“‘soft mate-
rials”. The elastic moduli of single crystals vary in the range
10-20 GPa and a general trend of Eg; > Eg; > E; is observed at
room temperature. The perovskite compounds can also be
regarded as non-brittle, since H varies in the range 0.5-0.25 GPa
with the trend H¢y < Hp, < Hj. Metal-halide perovskite films can
therefore facilitate applications in flexible devices that require
plastic deformation. In this context, however, it should be kept
in mind that their £ and H strongly depend on the crystalline
orientation. The implications of the thermo-mechanical behavior
of metal-halide perovskites and interfaces in the reliability of solar
cells, as well as opportunities for future research directions in this
general area, are highlighted elsewhere.'*®

This journal is © The Royal Society of Chemistry 2020
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The first in-depth analysis of charge-carrier-phonon inter-
actions in hybrid lead halide perovskites was carried out on
FAPbI;, FAPbBr;, MAPbI;, and MAPbBr;."*® For FA-based per-
ovskites it was already found that the Frohlich interaction
between charge carriers and LO phonons is the dominant
contribution to the predominantly homogeneous broadening
of the PL line width in these hybrid perovskites at room
temperature (see Fig. 9). The Frohlich interaction for bromide
perovskites is larger than that for iodide perovskites, providing
a link between composition and electron-phonon scattering
that fundamentally limits the mobilities of the charge carriers.
In addition to these spectral changes, the lattice strain causes non-
radiative losses in halide perovskites,">” which has in addition been
attributed to the locally induced crystal misorientation.'>® The
remaining nanoscale strain also reduces the stability in cesium-
lead-bromide perovskites and shifts the local luminescence
spectrum.™® In contradiction to these studies, it has been reported
previously that lightinduced lattice expansion leads to high-
efficiency perovskite solar cells.'® While the authors of these studies
claim to exclude heat-induced lattice expansion, it has been shown
that the lattice expansion mechanism matches the heat-induced
thermal expansion during illumination."*!

In summary, the information provided so far can be used to
predict changes in the optical and charge transport properties
of devices, since any structural change has a serious impact on
the phononic and electronic structures.'®® The properties of
phonons are crucial for the understanding of not only charge
transport in the form of electron-phonon interactions in polar
semiconductors such as halide perovskites, but also for heat trans-
port in functional materials. Phonon-phonon scattering plays a
decisive role in determining acoustic phonon transport and thus the
thermal conductivity of halide perovskites. Details about these
coupling mechanisms have recently been summarized in the review
article of Haque et al.*® In addition, in terms of the soft nature of
halide perovskites, temperature and pressure are expected to have a
strong influence on the crystal growth and the boundary fusion of
these materials.

This journal is © The Royal Society of Chemistry 2020
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Thermo-mechanical patterning

Metal-halide perovskites are easily damaged by various solvents.
Thus, conventional photolithography processes are usually not
an option to pattern halide perovskites.'®® Therefore, creating
nanoscale perovskite optoelectronic devices by well-controllable,
low-cost fabrication methods while simultaneously maintaining
high optoelectronic performance is a challenge.'®*

Wang et al. were able to show first that, similar to other “soft
materials”, MAPbI; can directly be patterned by thermal
nanoimprint lithography (NIL) at low temperatures (100 °C),
since electrostatic interactions dominate in ionic MAPDI;
crystals (see Fig. 10a).'®® In these studies, nanoimprinted
photodetectors were demonstrated with significantly improved
performance compared to nanoimprinted devices. The perfor-
mance enhancement was attributed to the NIL-induced
improved crystallinity; particularly, the nanograting structure
was favorable for better photon absorption and charge carrier

transport. NIL has also been employed for the fabrication of
166,167

meta-surfaces. By using a flat stamp in NIL, it could be

Si nanograting mold

Si nanopillar mold
[T Uy

Perovskite
B —
Si

Si flat mold

Perovskite
~_Si0;

|r|‘l

—— 4.7 wlem? @
——45
4.1
4.0
3.9
33
=26
—1.6

Intensity | a.u.

800 820
Wavelength / nm

740 760 780
Fig. 10 (a) Schematic of a NIL process with a Si flat, nanopillar, and
nanograting mold. Reprinted with permission from ref. 165. Copyright
(2016) American Chemical Society. AFM images of (b) pristine and
(c) planar hot-pressed MAPbBr3 layers. From ref. 169. Copyright Wiley-
VCH Verlag GmbH & Co. KGaA. Reproduced with permission. (d) SEM
image of the 2D-PC with dimensions of the triangular grating. Inset
(bottom): Photograph of the sample under oblique while-light illumina-
tion. Inset (top): First Brillouin zone of the 2D-PC with labelled points of
high symmetry. (e) Emission spectra upon optical pumping with increasing
energy density (1.6-4.7 pJ cm™2). A scaled PL spectrum of a pristine
MAPbIs layer upon cw-excitation is shown for comparison. From
ref. 170. Copyright Wiley-VCH Verlag GmbH & Co. KGaA. Reproduced
with permission.
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shown that this imprinting process is able to substantially
flatten an initially very rough polycrystalline hybrid perovskite
layer and to transform it to a thin film consisting of laterally
extended crystals on the order of tens of microns with a surface
roughness below 1 nm (rms) (see Fig. 10b).6"'%%1%9 A notable
effect of this planar hot-pressing procedure was that these
grains have similar physical properties to single crystals, e.g.,
the same thermal conductivity and PL-lifetime. Besides that,
the films are well oriented and show enhanced stability when
exposed to ambient air.'®® The latter evidences earlier observa-
tions of enhanced stability of larger crystal grains.'”" Recently,
the planar NIL fabrication of continuous MAPbI; quasi-single-
crystal films composed of even 100 pm large-sized grains with
deep boundary fusion has been reported.’”* Here, a remarkable
decrease of trap density (Mp: 7.43 x 10'" cm™°) determines a
long carrier lifetime (z: 1.7 ps). Thus, planar hot-pressing has a
lot of advantages in comparison to other procedures to produce
large crystals."””>’”® The ability to form nanostructures is
particularly important for the preparation of resonator struc-
tures for metal-halide perovskite lasers.’® Hence, photonic
nanostructures were patterned by thermal NIL directly into
MAPDI; perovskite films using nanopillar molds (illustrated
in Fig. 10c)."”® Apparently, surface defects which cause sub-
stantial recombination and luminescence quenching were
eliminated by recrystallization upon thermal imprinting. The
resulting 2D photonic crystal (2D-PC) lasers showed low lasing
thresholds of 3.8 uJ cm™>. The first distributed feedback (DFB)
lasers based on MAPDbBTr; thin films with a linear second order
photonic grating (periodicity: 300 nm) directly imprinted into
the active layers were also presented.'® Very low lasing thresh-
olds of 3.4 uJ cm 2 were achieved in these optically pumped
DFB laser structures. Using a flat stamp to recrystallize the layer
via NIL, it was shown that a significantly lowered threshold for
the onset of amplified spontaneous emission (ASE) compared
to pristine films was achieved due to reduced optical scattering.
Note that low lasing threshold levels are essential on the way to
the first electrically operated perovskite laser diode. A scalable
lithographic scheme for thin organic metal-halide perovskite
films has already been demonstrated and utilized for the
realization of perovskite micro lasers."””

It is noteworthy that all-inorganic metal halide perovskite
films based on Cs can likewise be structured and flattened
using NIL at temperatures <150 °C.>*>"'”® The first CsPbBr;
thin-film DFB and vertical cavity surface emitting lasers
(VCSELSs) with an ultralow threshold (2.2 uJ cm ™2, 300 ps pump
pulses) operating at room temperature, which do not rely on
the use of nanoparticles, were thus realized by NIL.'® In
addition, the planar hot-pressing procedure enabled the crea-
tion of 0D, 2D, and 3D perovskite films depending on the
stoichiometry of the pristine layer.”*"

In conclusion, these results indicate that NIL will be an
excellent thermo-mechanically supported process platform for
the patterning of metal-halide perovskites in the future.’
Thermal NIL can improve the crystal quality as well as create
the required patterns. However, although there are initial
approaches to describe the crystal quality improvement and
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the growth processes by NIL, a detailed simulation model of
this hot-pressing method for perovskites has not been
developed yet.

In addition, it must be noted that a strong temperature-
dependence of stimulated emission has been observed in
MAPbI; thin films."”® A heating of up to ~50 °C has been
detected at RT in the first few hundred ns following pump turn-
on, which leads to a dynamic increase in threshold and limits
continuous-wave lasing in hybrid perovskite semiconductors.
Furthermore, Joule heating prevents hybrid LEDs from reaching
current densities greater than a few hundred A cm ™ without
total emission quenching.'®® Therefore, an improvement
in heat dissipation and a reduction in the pulse width are
inevitable for proper operation. The first effective thermal
management strategies were proposed by L. Zhao et al., which
enables bright and stable perovskite LEDs."®"

Strategies to enhance the thermal
properties of transport layers in
perovskite devices

Niu et al. reviewed the stability of metal-halide perovskites in
environments such as oxygen and moisture, upon UV illumina-
tion, and under thermal stress.'®* They discussed the impact of
processing conditions and noted that, to stabilize perovskites,
many factors must be considered in device design, e.g., the
composition and crystal structure of the perovskites, choice of
electrode materials and charge transport layers, processing
technology and encapsulation concepts.

Concepts for enhancing grain sizes, improving crystallinity,
changing elastic properties and passivation of perovskite films
by using organic additives were introduced.'®>'®* In these
studies, the inclusion of various additives in MAPbI; was
examined and a significant improvement in mechanical robust-
ness was observed. Besides, a dimensionality-controlled surface
passivation for enhancing the performance and stability of
perovskite solar cells has been pointed out recently."®> Note
that in metal-halide perovskites the thermal properties of 0D
and 2D materials significantly differ from those of the bulk (3D)
and are thus discussed in the following section.

In order to combine charge transport and chemical protec-
tion in one, great efforts have also been made to produce
functional layers with optimized optical, electrical and permea-
tion barrier properties.’®® Brinkmann et al. demonstrated
that introducing a bi-layered electron-extraction interlayer
consisting of aluminium-doped zinc oxide nano-particles and
tin oxide, grown by low temperature atomic layer deposition
(ALD), can significantly mitigate the decomposition of the
perovskite in inverted perovskite solar cells even at elevated
temperatures.'®”'®® It should be noted that in this example the
ALD-grown tin oxide formed an outstandingly dense permeation
barrier.

The reduction of stress and strain in films is also an
important issue that should be addressed for the reliability of
perovskite devices. Unfortunately, only a few studies have been

This journal is © The Royal Society of Chemistry 2020
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carried out so far. Rolston et al. studied mechanical stresses
that develop during the fabrication of perovskite films and a
direct relationship between film stress and stability in both
perovskite films and solar cells was determined.'®® They deve-
loped simple strategies to reduce the stress and to improve the
inherent moisture and thermal stability of perovskite films,
e.g., by using low process temperatures, using polymeric sub-
strates with thermal expansion coefficients that are closer to
those of the perovskites, and pre-straining the substrate during
perovskite processing. Otherwise highly textured morphologies
are created by popular anti-solvent conversion methods due to
in-plane compressive stress."”® The energy release leads to
wrinkling during the intermediate phase of film formation, in
which the substrate constrains the film from expanding. Ultra-
smooth films can be obtained by slowing the rate of film
formation since the extent of wrinkling is correlated with the
rate of film conversion.

The regulation of strain in perovskite thin films by suitable
selection of charge transport layers (CTLs) was also reported
(the energy level alignment is shown in Fig. 11).'®' Tensile
strains in perovskite films were compensated for by transport
layers with high thermal expansion coefficients and by elevating
the processing temperature.

Note that thermal effects can also impact other functional
layers in perovskite devices, such as CTLs and electrodes. The
extensive studies on their thermally enhanced chemical decom-
positions and strategies for their stabilization are reviewed in
the article by Ava et al.'** For example, metal electrodes, which
might contribute to thermal management, can be degraded by
the corrosive decomposition products of the perovskite. These
layers must therefore also be protected. This is even more
problematic for semi-transparent solar cells, in which the
semi-transparent electrodes are based on ultrathin metal films.
Thus, a self-encapsulating thermostable and air-resilient
electrically conductive permeation barrier was realized by an
ultrathin Ag layer sandwiched between SnO, grown by low-
temperature atomic layer deposition.'®® These additional layers
further complicate the design of components in terms of
mechanical stability. The efforts to increase the energy of
fracture of perovskite solar cells were compiled by Boyd et al.***

Although recent review articles discuss factors affecting the
chemical and mechanical stability of perovskite solar cells as
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Fig. 11 Energy level alignment of various materials used as ETLs and HTLs
in perovskite devices. From ref. 192. Reprinted with permission from
Elsevier.
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well as current issues and new strategies to push material and
device stability,*>'® strategies for improved heat management
in perovskite devices have not yet been engineered. It must be
ensured that the other important layers within the devices can
dissipate the heat because perovskites have a very low thermal
conductivity. For example, in addition to a low coefficient of
thermal expansion of 5 x 107 ° K™, glass has a very low thermal
conductivity of approximately 1 W (m K)™' and a very low
specific heat capacity in the range of 0.8 J (g K)~', which
prevents heat dissipation into this substrate.’®” The commonly
used transparent electrode material indium tin oxide (ITO) is
degenerately doped (carrier density >1 x 10*° em™) and
behaves like a metal.'”® Nevertheless, the resulting in-plane
heat transport in the ITO layer is strongly limited by its low
Jito = 6 W (m K) ' and a typically small film thickness of
around 150 nm. In addition, it must also be noted that organic-
based ETLs and HTLs, which are depicted in Fig. 11, have
likewise ultra-low thermal conductivities (Apcgm = 0.031 W
(m K)™ "), and are highly anisotropic for the in-plane and out-
of-plane directions (Apepor:pss | =1 W (m K) " and Jpgporpss L =
0.3 W (m K)™ ', respectively).'**>°" Thus, instead of organic-
based charge transport layers, metal-oxide-based compounds,
which have significantly higher thermal conductivities, could
be used for improved thermal management. Polycrystalline
Al-doped ZnO films, for instance, have more than one order
higher thermal conductivities in the range of lz,0 = 6 W
(m K)™' at RT and are therefore ideal for additional heat
dissipation in ETLs.>*> The same applies to TiO, layers with
Jrio, | = 12.6 W (m K) ™" and Zrio, 1 = 8.8 W (m K)™'.** Metal-
oxides have also evolved as a powerful class of materials on
the anode side.?® Transition metal oxides like MoO;, WOj;,
and V,0s have successfully been introduced in organic and
perovskite solar cells, which should enable enhanced thermal
transports in HTLs.””® Charge transport layers based on
graphene or silver nanowires are further potential candidates
in heat management and have also been studied in recent
years.>°®?”” Note that, in general, many strategies that have
been proposed for the thermal management in organic devices
can be used in the field of perovskites.®®

In addition to the absolute values of thermal conductivities
for the respective materials, it has to be considered that heat
transport in the perovskites is due to phonons, while in the
electrodes it is mostly associated with electrons. Therefore, it
must be ensured that the heat transport at this interface is not
limited by its thermal impedance. In order to guarantee an
optimized heat flux, an enhancement of the thermal boundary
conductance of such a system has recently been demonstrated
by nm sized additional adhesion layers, either titanium or
nickel.”® In this context it should likewise be mentioned that
very thin layers can be considered as thermally transparent
depending on their mean-free phonon and electron path
lengths.’"*'"® This means that additional thin functional layers
that do not impair the heat flow can be used in the design of
metal-halide devices.

Although the effectiveness of heat spreading concepts
is often directly related to the thermal conductivity of the
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materials used, alternative passive means of cooling should be
considered, as well.?°® One is to use CTLs with an elevated
specific heat, which can absorb the heat generated during
dynamic device operation. A different procedure is to effectively
store heat dissipated from the electronic components, which is
periodic in nature or suddenly temporary, using high latent
heat materials (see the Thermal properties across phase transi-
tions section). The use of materials with solid and liquid
organic phase changes has previously been proposed with
regard to the thermal management of mobile phones®'® and
the practical applications of liquid-phase-exfoliated graphene
as filler material in phase change materials have been
outlined.>"* A review of the thermal properties of graphene,
few-layer graphene and graphene nanoribbons has also been
provided therein along with a discussion of practical applica-
tions of graphene in thermal management and energy storage.

Dimensionalities of metal-halide
perovskites

As predicted in the recent review article by Cao et al., low-
dimensional-networked metal-halide perovskites may be useful
for a wide range of applications.”® The incorporation of these
compounds has been shown to improve the optical properties
and stability of devices, such as all-inorganic 0D/3D mixed-
dimensional perovskite solar cells.*'*>*"* Overall, low-
dimensional perovskites and their composites have been
employed in a wide variety of applications, such as LEDs, solar
cells, lasers, photodetectors and stimuli-responsive devices.
Although the thermal properties of these 0D and 2D perovskite
materials can differ significantly from those of the corres-
ponding 3D analogues, as of yet, only a few studies have been
carried out to assess heat transport in low-dimensional
perOVSkiteS.32'50’51'214’215

An ultralow thermal conductivity of 0.15 W (m K)™' was
discovered in 0D hybrid lead-free [Mn(C,H¢OS)s |1, single crystals
at room temperature; it was further decreased by introducing
disorder into the system.>'* Furthermore, the thermal conduc-
tivities of 2D hybrid perovskites could be varied in a range from
0.10 to 0.19 W (m K) ™" depending on the molecular substructure
of ammonium cations (details of the thermal properties can be
obtained from Table 1).*” The extremely low thermal conduc-
tivities can be attributed to the crystalline substructures of these
perovskites. In a similar sense, substantially reduced thermal
conductivities have been discussed for layered, 2D complex
thermoelectric materials.”'® This effect has been explained by
increasingly glass-like properties, which hamper phonon propa-
gation. Moreover, the low thermal conductivity found in 0D
perovskites has earlier been associated with their soft phonon
dispersion.”” It was found that the thermal conductivities of
these perovskite films, due to the anisotropy of the crystalline
structure, are significantly dictated by their relative orientation
(see Fig. 12). The results presented so far suggest that organic
based low-dimensional perovskites provide a unique opportunity
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Fig. 12 Schematic illustrations of vertically and randomly oriented
BA2MAzPbylis crystal orientations that lead to different thermal conduc-
tivities. Reprinted with permission from ref. 32. Copyright (2020) American
Chemical Society.

to achieve ultralow thermal conductivity, which would be bene-
ficial for thermo-electric applications.

For all-inorganic perovskites, such as caesium lead chloride,
it could be demonstrated for 3D phase CsPbCl;, 2D phase
CsPb,Cls, and 0D phase Cs,PbCls that the thermal conduc-
tivities as well as volumetric heat capacities become smaller
upon reducing the dimensionality (see Table 4).°>*'* Note that
the thermal diffusivities, which are responsible for the dynamic
heat transfer in devices, remain almost constant within the
measurement uncertainties. Thus, the presented results offer a
promising general route for designing 0D and 2D materials for
future materials with exceptional thermal properties.

In another example, 2D phase CsPb,Brs films show a low
thermal conductivity of 0.33 W (m K)™', a low thermal diffu-
sivity of 0.3 mm? s, and a small heat capacity of 0.18 J (2 K) ",
which are drastically lower than those of their 3D counterparts
(shown in Table 1).”°

Thermal properties across phase
transitions

Even though phase transitions have a significant impact on
various physical properties, only a few studies have been
carried out to assess the thermal properties of metal-halide
perovskite in the vicinity of phase transitions.”® This informa-
tion is of particular interest if devices are operated in the
respective temperature regime. Fig. 13 provides an overview
of the crystal phase vs. temperature for some selected hybrid
and all-inorganic perovskite representatives. In addition to
variations of the dielectric constant and the band structure,
which consequently alter the band gap, the optical absorption
properties, the carrier dynamics (charge carrier mobilities), etc.,
discontinuities in the thermo-mechanical properties were

Table 4 Thermal properties of Cs based chloride perovskites depending
on the dimensionality

Perovskite AWmK) ™ amm’s '] G [J(em®K)'] Ref.
3D-CsPbCl; 0.53 0.5 1.12

2D-CsPb,Cl;  0.40 0.6 0.7 215
0D-Cs4PbCls  0.30 0.5 0.5 51

This journal is © The Royal Society of Chemistry 2020
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reported, as discussed above. Besides, changes in thermal
conductivity and heat capacity at first and second transitions
are of particular interest, since they significantly influence the
heat diffusivity and thus the heat management of perovskite
devices.

Briefly summarized, first and second order transitions from
a monoclinic to an orthorhombic to a tetragonal structure at
37 °C and 42 °C, respectively, and a first order transition to a
cubic structure at 47 °C have been reported for CsPbCl; single
crystals.**> The measurement showed that CsPbCl; is neither
ferroelectric nor antiferroelectric in any of the phases.***
The phase transitions are basically associated with the con-
densation of rotational modes of PbCls octahedra around the
three principal axes.’” A considerable acoustic attenuation was
observed in these experiments in the orthorhombic phase. The
specific heat cs, and thermal diffusivity a values of the different
phases as well at their transitions were obtained in transient
measurements on single crystals.’* Similarly, two characteristic
phase transitions have been found for CsPbBrs;, the ortho-
rhombic/tetragonal at 82 °C and the tetragonal/cubic at
132 °C for temperatures above RT.>'” Significant differences
were reported out of these macroscopic investigations for the
heat transitions obtained between powder samples and bulk
samples, which was assumed to be due to many defects in the
powder particles. Furthermore, the pulse transient method
used in these studies did not evidence the expected behavior
of ¢sp(T) when going from the monoclinic to the orthorhombic
to the tetragonal phase of CsPbCl;."" Specifically, at a first order
transition, one would expect a divergence of c.,(T) due to the
latent heat involved. Note that it is surprising that all these
transitions occur within a temperature range of AT ~ 10 °C in
the case of CsPbCl; measurement. More exceptionally, for
CsPbBr; the two phase transitions (orthorhombic-tetragonal-
cubic) are separated by a AT = 50 °C.>"” However, even though
clear changes in c.p(7) could be observed, this behavior did not
agree with theoretical predictions of an abrupt change in c,(7).

The variation of the thermal properties across the phase
transitions in the range from RT to 65 °C was recently analyzed
for CsPbCl; thin films by SThM. A significant increase of the
thermal conductivity was found for the cubic phase (T > 46 °C),

This journal is © The Royal Society of Chemistry 2020
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while only slight variations in A(F) were detectable for transi-
tions from the monoclinic to the orthorhombic to the tetra-
gonal phase. It was demonstrated that upon transition to the
cubic phase, the relative increase of average c,o.(F) is signifi-
cantly higher than that of A(r), because a(F) and ¢, () measure-
ments are extremely sensitive to the amount of heat AQ(7)
involved in the respective transition. Thus, the thermal diffu-
sivity in the cubic phase is notably lower in comparison to that
of the respective phase at room temperature.

Although phase transition studies using expansion measure-
ments on all-inorganic perovskites were carried out at an early
stage, tracking structural phase transitions in the corres-
ponding hybrid lead-halide perovskites have only recently been
carried out.’® On the other hand, the influence of phase
transitions on the specific heat capacity of MAPbX; (X = I, Br,
and CI) perovskites was already measured in 1990.>% A tetra-
gonal to pseudo-cubic polymorph transition at 57 °C was
observed for MAPbI;, while the orthorhombic to tetragonal
phase change and the transitions of all other MAPbX; perovs-
kites occurred at substantially lower temperatures (—124 °C to
—37 °C). In addition, anomalies in the anticipated thermo-
physical properties at 57 °C were identified. Although all of
these phase transitions were expected to be of the first order,
the specific heat capacity characteristics in MAPbBr; and
MAPDI; were found to rather indicate a second order transition.

The thermal conductivity characteristics of MAPbX; perovskite
single crystals were also evaluated above room temperature.”>®"*'?
Only slight variations of around 0.30-0.42 W (m K)~ ' were observed
in the temperature range of RT to 150 °C for MAPbI,.>* A similar
behavior was found by using a laser flash technique for the indirect
determination of thermal conductivity.”’® The thermal diffusivity
would thus decrease during the phase transition at 58.9 °C only due
to latent heat. However, these experimental results contradict
previous theoretical studies that predicted a significant increase
of the thermal conductivity due to the higher group velocities of
acoustic phonons in the cubic structure.>'*

As opposed to these indirect methods, it was demonstrated
that the thermal conductivity of MAPDbI; single crystals in the
cubic phase increased to 1.1 W (m K) ™' from 0.34 W (m K) ' in
the tetragonal phase by applying a direct approach to measure
the thermal conductivity, i.e. the so called 3o-technique.®* The
measured thermal conductivities were in good agreement with
the previously reported equilibrium molecular dynamics
simulations.®® The phase transition at a somewhat lower
temperature of 52 °C and the negative coefficient of thermal
expansion found in the tetragonal phase of MAPbI; were in
agreement with those obtained from X-ray diffraction.*® The
absolute values of the negative linear thermal expansion coeffi-
cients in the tetragonal structure were found to be quite similar
to the positive linear thermal expansion coefficients in the
cubic structure. In this context, however, it should be noted
that, unlike single-crystal organic-inorganic hybrid perovskite
expansion analyses,*'? this transition showed no discontinuity
in the Al/l characteristics. The temperature-dependent thermal
conductivity characteristics of the cleaved MAPDI; single crystal
were also reported to be continuous, which rather points to a

J. Mater. Chem. C, 2020, 8,14289-14311 | 14305
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second order transition, similar to the data of the specific heat
capacity measurements.>>

Conclusions

This article provided an overview of the thermal properties of
metal-halide perovskites, including both experimental findings
and theoretical insights. With respect to applications, some of
these properties may impose notable limitations. Thermal
measurement methods that can be favourably used to deter-
mine the thermal properties of both bulk and thin film samples
were also discussed.

In view of the particular thermal properties of this class of
materials, such as their notoriously low thermal conductivities,
low specific heat capacities, and high thermal expansion coeffi-
cients, it was demonstrated that proper thermal management
in devices will be key to overcoming some current limitations
and may even unlock novel applications. Thus, advanced
comprehensive tools and strategies for systematic thermal
analyses and property optimizations were discussed. Further-
more, the impact of the perovskite dimensionality (3D, 2D, 0D)
on the thermal properties and how these properties change
across the various phase transitions of these perovskites were
highlighted.
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