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Molecular perspective and engineering of thermal
transport and thermoelectricity in polymers

Sai C. Yelishala, ©2 Connor Murphy?® and Longji Cui (& *2°¢

Designing polymers with desirable thermal or thermoelectric properties has been a great goal in the field of
organic functional materials. This is widely considered challenging because polymers manifest complicated
transport characteristics due to their intertwined molecular chains, complex intra- and inter-molecular
interactions, and strong heterogeneities in both morphology and pathways of primary energy carriers.
These molecular- and nano-scale attributes regulate energy transport and conversion, leading to low
bulk-level thermal conductivity and moderate thermoelectric energy conversion performance. Polymers
with extreme and controllable thermophysical properties hold the potential to advance many thermal
management and renewable energy technologies. The past decade has witnessed significant progress
on this topic, owing to the advances in micro-, nano-, and molecular-scale engineering that have
created polymers with metal-like thermal conductivity for thermal management technologies and
polymers with high charge carrier density for thermoelectric applications. This review focuses on
molecular perspective and engineering in two key areas: thermoelectric properties in conducting
polymers and thermal transport in polymers with phonons as the dominant energy carrier. The review
begins with a theoretical explanation of charge and thermal transport in polymers from a molecular and
mesoscale perspective. It reviews thermoelectric polymer synthesis and modification methods for
increasing thermoelectric efficiency. The later section of the review surveys molecular engineering
efforts in optimizing thermal transport in polymers with phonons as the dominant energy carrier and
discusses the interrelated charge and thermal transport in conducting polymers. We also summarize
recent efforts to study the dynamic control of thermal and thermoelectric properties of polymers using
external stimuli. Finally, we discuss some outstanding challenges and potential future directions.

1. Introduction
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Designing polymers with desirable thermoelectric or thermal
properties represents a formidable challenge. Addressing it
requires a molecular and nanoscale engineering approach that
starts from the monomer level,'! as polymers contain
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amorphous parts that comprise complex molecular chain
networks and defects like voids and impurities.> These molec-
ular- and nano-scale complex attributes fundamentally regulate
charge and energy transport and scattering. For instance,
macroscopic thermal conductivity (k) of polymers is observed
only in an ultranarrow range*® of 0.1 to 1 W m™~* K *. This
strongly contrasts the measured thermal conductivity of inor-
ganic solids that spans over five orders of magnitude. The low
thermal conductivity of polymers® could pave the way for high-
performance thermal insulation applications® and enable
efficient organic thermoelectric devices for waste heat recovery
and renewable power generation.>™ Conversely, polymers with
extreme and controllable energy transport hold a great potential
to advance applications such as thermal interface materials,
personal thermal management using fabrics'>'® and textiles,***?
flexible electronics,'*® photovoltaic cells," and energy
storage.*®

Polymer inexpensive,
readily available, and flexible energy conversion*+** and
heating/cooling systems compared to inorganic devices.”
Organic semiconductors (OSCs) make wearable thermoelec-
tric devices a reality by opening the pathway to use thermal
energy from the human body.>**® Despite recent advance-
ments in molecular engineering studies, there is a significant
research gap in measuring thermal transport in polymers
with high thermoelectric power factors, which is crucial for
evaluating thermoelectric efficiency. This research gap is
narrowing due to the recent high-resolution experimental
techniques, studying thermal transport*” and thermoelec-
trics®® in organic systems with atomic and molecular scale
resolutions.

This review focuses on molecular perspective and engi-
neering efforts in two primary transport characteristics of
polymers. (1) Charge transport in OSCs that affect the thermo-
electric properties of the polymer, like electrical conductivity
and Seebeck coefficient. (2) Thermal transport in polymers with
phonon as the primary energy carrier. A holistic approach
covering both charge and thermal transport from molecular

thermoelectric devices deliver
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and nanoscale perspectives is missing from previous review
articles in this field. It is of great interest to construct a complete
physical picture regarding the structure-function relationship
in the study of thermoelectricity in polymers. The scope of this
review entails only intrinsic polymers with micro- and nano-
scale or molecular-scale dimensions engineered to tune the
transport and interaction properties directly. An alternative
strategy to manipulate the thermal properties of polymers is to
create composite materials, which integrate polymers with
a diverse set of materials such as metals,* ceramics,** nano-
diamonds,** and other inorganic constituents. Several ther-
mally conductive fillers®* are also highly electrically conductive,
rendering the polymer less suited for scenarios requiring elec-
trical insulation®® and negating a significant advantage over
metals. As reviewing composites is beyond the scope of this
article, interested readers can refer to in-depth review
articles®*™** published in recent years.

The structure of this article is as follows: Section 2 describes
the basic theoretical framework and numerical modeling
methods to understand charge and phonon transport in poly-
mers. Section 3 describes a spectrum of experimental charac-
terization methods to measure the thermal transport of
polymers with nano- and micro-scale dimensions. Section 4
summarizes the molecular engineering methods used to create
organic semiconducting polymers and increase the thermo-
electric power factor. Section 5 explores the molecular effects
and engineering endeavors to tune phonon transport in poly-
mers for desired thermal conductivity. It also discusses the
interrelated charge and thermal transport in OSCs. Section 6
delves into dynamically controlled transport characteristics
under external stimuli such as light,** heat, pressure,* and
humidity.** We provide a summary and outlook for future
directions in Section 7.

2. Theory

2.1 Landauer formulation for thermoelectricity and thermal
transport at the molecular scale

The basic understanding of thermal transport and thermo-
electricity at the molecular scale can be formulated in the
framework pioneered by Landauer.*>* The original picture was
based on charge transport in meso- and nano-scale conductors
and then generalized to energy transport of phonons and other
quasi-particles. Briefly, particles are assumed to be noninter-
acting within the nanoscale systems and free to propagate
before scattering occurs at the lead-conductor interface.
Therefore, charge and energy current are proportional to the
transmission probability for the particles to transverse the
nanoscale structures. Electron transport described by Landauer
formulation,*®

2e (Y% 4 0

1= WJ (fin(L) — frp(R))te(E)AE (1)
where L and R are the left and right electrodes, fop, is the Fermi-
Dirac distribution, and t.(E) is the energy-dependent trans-
mission function for electrons. Under a ballistic condition,
where no scattering events occur within the molecular region
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(te(E = Eg) = 1), the electrical conductance (G.) reduces to G, =
2¢*/h. Here, Ey is the Fermi energy.

The thermoelectrical properties of molecular scale devices
can also be understood within the Landauer transport picture.
The generation of electrical potential (AV) across a material
when there is a temperature gradient (AT) is described by the
Seebeck coefficient (also called thermopower), S = —AV/AT,
which can be directly related to the transmission coefficient of
the nanoscale conductor by,***

kg T 0 In(z.(E))
3e| 0E

S=— @)

E=Ep
where kg is Boltzmann constant, and T is the absolute tempera-
ture. The above equation shows that the slope of the transmission
function at the Fermi level implies the magnitude of the Seebeck
coefficient and the dominant charge carrier (holes or electrons). A
positive slope indicates electrons as the major carrier, and
a negative slope indicates holes as the major carrier. Studies have
shown that a molecular junction can have a high and tunable
Seebeck coefficient by engineering molecular structures to create
a sharp transition in electron transmission function at the Fermi
level.”* The electrical transport of polymers and the associated
Seebeck coefficient measurement has been widely studied using
different techniques, as seen from recent review papers.*>*

Beyond simple electron transport in conventional metals, in
semiconducting thermoelectric polymers, the major charge
carriers are the quasi-particles known as polarons,** bipolar-
ons,* and solitons,” which are formed by dopants in conjugated
polymers. A polaron comprises an electron/hole and an accom-
panying lattice distortion or polarization. A bipolaron contains two
electrons/holes coupled by an attractive interaction behaving as
a single entity. A soliton refers to a solitary wave packet that
represents a stable, localized charge carrier that forms due to
Peierls distortion (i.e., a spontaneous distortion in neutral conju-
gated polymer, which leads to the formation of alternating single
and double bond lengths and breaks the symmetry of the polymer
chain). These quasi-particles are found in materials with strong
electron-phonon interactions, like organic semiconductors.

Solid-state heat engines can be created using the above
thermoelectric effect to convert thermal energy to electrical
energy through the Seebeck effect. In thermoelectric devices/
materials, the energy conversion performance is determined
by ZT, a nondimensional number quantifying the figure of
merit of the system of interest and defined as,

_ S2eT
Tk

ZT 3)

where, ¢ is the electrical conductivity and the product $%¢ is
known as the power factor. For molecular junctions, the above
equation transfers to ZT = S°G.T/Gy,. The power generation

AT
efficiency®® based on Carnot efficiency (nc = T_) is given by,*
h

VI+ZT -1

cl— 7 (4)
V1 +ZT+TC
h

M ="
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Optimizing a thermoelectric material requires decreasing the
thermal conductivity to make a “phonon” glass and simulta-
neously increasing the power factor to obtain an “electronic”
crystal. From eqn (3), a high-performing thermoelectric mate-
rial will have high electrical conductivity, high Seebeck coeffi-
cient, and low thermal conductivity, which can be
demonstrated by semiconducting polymers.*® Polymers are
inherently bad thermal conductors; therefore, research to
increase ZT is usually carried out by improving the power factor.
Eqn (4) illustrates that power generation efficiency is directly
related to Carnot efficiency, which depends on the temperature
differential. Due to their lower melting points and susceptibility
to photo-induced oxidation and degradation, polymers, unlike
inorganic materials, are limited by smaller temperature differ-
ences and lower working temperatures for power generation.

The electrical and thermal conductance are partially coupled
by Wiedemann-Franz (WF) law®* through the electronic
contribution to thermal transport. For inorganic materials, the
WF law is given by,

’TUZ kB 2
Glh,e =LyTGe; Ly = — (—) (5)
3 \e
where G, is the electron contribution to the thermal conduc-
tance and L, is the Sommerfield value (2.44 x 10~® V> K ?). The
ratio between thermal conductance and the product of electrical
conductance  with  temperature is Lorenz  number

G K, . . .
— e _ 7€) For organic materials the expectation of
TG. oT

having a constant Lorenz number like inorganic materials (Som-
merfield value) is invalid and is further discussed in Section 5.8.

In a molecular scale system, the Landauer formulation®**
can be used to calculate the contribution to thermal transport
from both electrons (Q.) and phonons (Qpn) between a hot (Ty,)
and cold (T¢) reservoirs,®

01— & [ MBI E 8 T~ )0 (6

Opn = ﬁ J: M (w)hoty (@) [ (Th) = fae(Te)]do (7)

where and t1,(w) is the frequency-dependent transmission
function for phonons, and f3i is the Bose-Einstein distribution.
Under ballistic conditions, the transmission probability reaches
unity in a system that includes the molecular conductor and
reservoirs, indicating a fully open quantum channel.®® The
quantized thermal conductance is expressed as,®

TCZkBZ T (8)

G(),th = 3

The phononic thermal conductance quantum was first
measured in electrically insulating silicon nitride nano-
structures with a thermal conductance of 16G, ¢, at tempera-
tures below 0.6 K.*® The electronic contribution to thermal
conductance is quantized for electrical conductors due to
quantized electrical transport, measured at both cryogenic (~20
mK)* and room temperature (~300 K).”%”*

This journal is © The Royal Society of Chemistry 2024
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2.2 Thermal transport in mesoscopic polymer systems

While the macroscopic thermal transport in polymers can be
well approximated using the conventional Fourier law of heat
conduction, it encounters limitations when the classical law is
applied in systems with spatial heterogeneity in structure and
temperature at the scales comparable to the mean free path of
basic energy carriers.”>”® In electrically insulating polymers,
thermal properties are dominated by phonon transport and
interactions. Thermal conductivity is determined by consid-
ering the intricate dynamics of phonon-scattering mechanisms,
including phonon-phonon interactions (Umklapp scattering
and normal scattering), boundary scattering, and impurity
scattering. Researchers often employ kinetic theory that uses
a particle analogy to study thermal transport at the mesoscopic
or above. It should be noted that the validity of this particle
picture diminishes when effects such as interference, diffrac-
tion, and tunneling gain significance. In contrast to the Lan-
dauer transport theory above, which distinguishes the quantum
properties of different energy carriers, the kinetic theory applies
a universal approximation that works for all energy carriers. The
thermal conductivity (k) under summation of all phonon modes
is expressed as,”

K= %cvvg/\ = %cvvgzrph 9)
where ¢, is the specific heat of each phonon mode, v, is phonon
group velocity, 4 is the phonon mean free path, and 7y, is the
phonon relaxation time. Each variable on the right-hand side of
eqn (4) is discussed in the remaining part of the section.

The mean free path of the dominant phonon decreases with
temperature, increasing the chance of scattering in an anhar-
monic lattice.” The phonon mean free path for normal

processes are given as follows,”*7®

Ca/1\*
AL_?(&)

Da (1 Da/l
Ar = — ), T" Op; Ar= — | — T'6
T ( )7 D> T T (ak)’ D

T4 \ak

where a is the lattice constant, k is the wave vector, and C,D,D’
are experimental constants. The mean free path of longitu-
dinal modes denoted by subscript ‘L’ remains unaffected by
Debye temperature (Op). Conversely, the mean free path of
transverse modes, denoted by the subscript ‘T”, changes with
O®p. Debye temperature reflects the highest frequency of
atomic vibrations within a material. At temperatures well
below Op, the solid behaves like a harmonic system, with
vibrations resembling simple harmonic motion. However, as
the temperature increases and approaches ®p, anharmonic
effects become more pronounced, leading to deviations from
purely harmonic behavior. Typically, higher phonon group
velocity corresponds to a higher ®p. The velocity of phonons
notably depends on bond stiffness and the prevailing scat-
tering mechanisms. In the context of a one-dimensional crys-
talline polymer chain, the phonon velocity is expressed as
follows,”®

(10)

(11)
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w 2E
Vg = — = ]
k| | My

where  is the frequency, E is the average backbone energy, and
M, is the average mass of backbone atoms.

The specific heat of phonons is also closely related to Op,.
Under the assumption of a linear dispersion relation, the
specific heat for acoustic phonons is given by,**

(12)

7\?
C, = 234n,kg (@—> , T<0Op; C, =3nks, T>06p (13)
D

where 7, is the number of unit cells per unit volume. It shows
that the specific heat follows a cubic relation at temperatures
below @ and increases linearly at temperatures above ®p. The
specific heat of electrons employing the free electron theory can
be expressed as follows,*

k. -

= 14
Co="0n (1)

where Er is the Fermi energy (chemical potential) and is
assumed, in this context, to be substantially greater than k7.
Each polymeric system possesses distinct characteristics. The
interplay of intrinsic and extrinsic effects defies straightforward
equation formulation, necessitating comprehensive computa-
tional approaches.

2.3 Simulation methods

The above theories provide the basic framework for under-
standing thermal transport and thermoelectric properties in
polymers. Quantitative details of typically complex polymer
molecular systems require simulation and modeling methods.
Here, we will describe three methods for predicting thermal
transport and thermoelectric properties in polymers with
geometrical and material constraints.

2.3.1 Density functional theory (DFT). The first principle-
based DFT method is instrumental in understanding poly-
mers' electronic and vibrational structures. It relies on Hohen-
berg-Kohn theorems,** which states that the ground state
properties of a many-electron system can be determined from
the electron density alone. DFT calculations yield electronic
band structure, density of states, and Fermi surface, which can
be used to calculate electrical conductivity and Seebeck coeffi-
cient. While DFT is inherently an electron theory, it can be
extended to calculate phonon dispersion relations through
Density Functional Perturbation Theory®* (DFPT). After attain-
ing dispersion relation, the anharmonic and harmonic force
constants are obtained using Fermi's golden rule.*® Subse-
quently, harmonic and anharmonic force constants are derived
to estimate the thermal conductivity.**** However, DFT has
limitations, particularly in approximating exchange-correlation
functionals and handling van der Waal's interactions. It is also
limited to small-scale systems as it is computationally intensive,
whereas molecular dynamics can be used for larger systems.

2.3.2 Molecular dynamics (MD). MD is an atomic-level
technique based on classical mechanics and needs only mate-
rials structure and suitable interatomic potentials as input. This
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gives a significant advantage in simulating multi-scale systems
over realistic timescales.*® It is usually divided into Non-
Equilibrium MD (NEMD) and Equilibrium MD (EMD). NEMD
is computed according to Fourier's law®*® and simulates
thermal transport by creating a temperature gradient across the
simulation box. NEMD can be particularly useful for studying
heat conduction mechanisms and evaluating materials' thermal
conductivity. It involves direct simulation of heat flux responses
to imposed temperature difference. In contrast to NEMD, EMD
does not impose a temperature gradient but rather calculates
thermal transport properties from the spontaneous fluctuations
in the system at thermal equilibrium and is computed accord-
ing to Green-Kubo formulism,*

Voo

Kag = T? . (Ju(£)J5(0))dt

(15)
where Vis the volume of the system, J,, is heat flux in « direction,
and the angular brackets indicate the ensemble average. Here,
thermal conductivity is computed as a time integral of the heat
current autocorrelation function. Both NEMD and EMD have
their unique advantages and limitations. NEMD is more
straightforward and intuitive for conceptualizing thermal
transport processes but may suffer from size and boundary
effects. EMD, on the other hand, does not have these limitations
but requires longer simulation times and careful statistical
analysis.

2.3.3 Atomistic green function (AGF). The AGF approach is
based on Green's functions, which describe the quantum wave
propagation of electrons or phonons in a material. The Green's
function encapsulates information about the energy levels and
the states of the system. The AGF method uses self-energy
matrices to represent the effect of bulk contacts on the device,
thus simplifying the complexities of multiscale transport. The
transmission coefficient calculation® used in the AGF approach
for phonon transport follows,**

7(w) = trace[I'L GRI'R G (16)
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where I'y, and I'y represent the coupling of the material to the
left and right heat reservoirs (or leads). G® and G* are the
retarded and advanced Green's functions, respectively, which
describe the phonon states in the material. After calculating the
transmission function, the thermal conductance can be esti-
mated from eqn (2). The AGF method is advantageous for
modeling phonon transport in nanostructured materials®* over
other methods as it accounts for boundary and interface scat-
tering efficiently and offers great flexibility in handling
complicated geometries.

3. Experimental methods for
measuring thermal conductivity in
nanoscale/microscale systems

The past decade has witnessed remarkable progress in under-
standing and controlling the thermal properties of polymers at
the micro- and nano-scale.”® Mainly, advances in micro- and
nano-engineering have created polymers with metal-like high
thermal conductivity, as high as ~100 W m~" K~ *. Quantifying
the thermal conductivity of polymers demands careful control
of experimental variables, notably convection and radiation
effects, which may otherwise dominate measurements at small
scales. For this reason, experiments are conducted in high
vacuum conditions and are shielded from potential radiation
heat transfer. Various approaches have been developed to
assess thermal conductivity in polymer materials, each with
limitations and constraints. They are typically classified into
optical and electrical resistive methods, where the former reads
surface emission or reflection, and the latter uses a tempera-
ture-sensitive resistor to measure the heat flow through the
polymer. Below, these methodologies are explored in detail, and
their key attributes and comparisons are summarized in
Table 1. As reviewing bulk scale methods to measure the
thermal conductivity of thermoelectric materials is out of the
scope of the article, the readers are referred to comprehensive

Table 1 Comparison of different thermal conductance experimental methods for single molecule and nanoscale systems

Experiment method Minimum scale (um)  Advantages

Limitations Sample type Ref.

Thermal bridge 0.01 Direct measurement

Contact resistance and complex  Fiber 97

manipulation to install samples

SThM Nano-to-atomic Direct characterization of Complex microfabrication Fiber or single chain 70
scale heterogeneous sample of scanning thermal probes
and thermal mapping
TDTR 10 Mean free path estimation  Indirect measurement, need Fiber and films 98
transducer coating
Cantilever 0.01 Micro/nano-scale, Laser induced deflection Fiber 98
deflection and one stop method on cantilever,
with drawing and indirect measurement
measurement
TTG 0.1 No transducer layer Sample thickness limitation Films 99
LFA 30 Non-contact and fast Need emissive coating, indirect Fiber and films 100
measurement
3w method 0.1 Direct measurement Film thickness limitation Films 101
Steady-state infrared 0.1 Direct measurement Sample emissivity limitation Films 102
thermography and non-contact
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reviews.”*® Experimental thermal conductivity values for 3.2 Bi-material cantilever
different polymers, limited to microfibers, nanofibers, and thin

3 This technique utilizes a cantilever like those used in laser-
films, are tabulated in Table 2.

based atomic force microscopy (AFM). However, it is con-
structed from two distinct materials, each with a different
3.1 Thermal bridge coefficient of thermal expansion (CTE). This bi-material canti-
lever, characterized by its low stiffness, exhibits deflection when
the temperature on the cantilever changes due to the differen-
tial expansion rates of the materials.’*'* In an experiment,
a polymer fiber is placed between the terminal point of the
cantilever and a hot thermal reservoir, as illustrated in Fig. 1(-
b)(ii). The heat flowing to the cantilever through the fiber causes
a temperature-induced deflection, which is quantitatively
measured using a laser and a photodetector in AFM. This
deflection is converted into a temperature increase on the
cantilever through calibration measurements. Like the thermal
bridge technique, this temperature increase can be converted
into the thermal conductivity of the polymer fiber using Four-
ier's law. Shen et al.®® have employed the bi-material cantilever
method to measure the thermal conductivity of polyethylene

This method employs one or two suspended islands, each less
than 100 pum in size, that are embedded with a calorimeter to
record temperature changes on the islands. The suspension of
the islands ensures high thermal resistance relative to the
surrounding heat sink, thereby enhancing the calorimeter's
sensitivity to detect small heat fluxes.”” A micro/nanoscale
polymer fiber or film bridges the two islands maintained at
different temperatures (AT). This temperature difference drives
a heat flow (g) from the hot to the cold side through the poly-
mer, measurable via a small temperature change on the island
(Fig. 1(b)(ii)). Subsequently, the thermal conductance of the
polymer is determined by Gy, = g/AT, which is then used to
calculate the thermal conductivity based on the measured
geometry dimensions of the polymer material.

sdwnd
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Fig. 1 Schematic of different experimental methods for thermal conductance measurements (a) Thin film measurement methods: (i) Time
Domain Thermal Reflectance (TDTR). Reproduced with permission.*? Copyright, 2018, American Institute of Physics — JAP. (ii) Transient Thermal
Grating (TTG). Reproduced with permission.®® Copyright, 2013, American Physical Society — PRL. (iii) 3-Omega method. Reproduced with
permission.®®> Copyright, 2021, Nature Materials. (b) Microfiber and nanofiber measurement methods: (i) bi-material cantilever. Reproduced with
permission®® Copyright, 2010, Nature Nanotechnology. (ii) Thermal bridge. Reproduced with permission.**® Copyright, 2019, Science Advances.
(c) Bulk scale measurements: (i) Laser Flash Analysis (LFA). Reproduced with permission®® Copyright, 2011, Polymer. (i) Steady-state-infrared-
thermography. Reproduced with permission'®® Copyright, 2017, American Institute of Physics — RSI. (d) Nanofiber and molecular level
measurement methods: (i) Scanning Thermal Microscopy (SThM) with a resistor on a probe. Reproduced with permission?” Copyright, 2019,
Nature. (ii) Scanning Thermal Microscopy (SThM) with a resistor on the sample. Reproduced with permission’™ Copyright, 2017, Nature
Nanotechnology.
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nanofibers, thus validating its applicability for assessing the
thermal characteristics of polymeric materials.

3.3 Time domain thermal reflectance (TDTR)

TDTR is a non-contact, optical method used to measure the
thermal properties of thin materials,** particularly thermal
diffusivity and thermal conductivity. It uses a dual-laser
system consisting of a pump laser and a probe laser
(Fig. 1(a)(i)) spit from the same laser source but with slightly
different arrival times to the sample surface. The pump laser
heats the sample periodically, while the probe laser measures
the resulting change in the sample's reflectance due to this
heating.’” To overcome the low reflectivity of polymers and
enhance the accuracy of measurements, the sample is coated
with a transducer film, typically made of aluminum, known
for its temperature-dependent reflectance properties. The
probe laser's reflection is measured at a high frequency
(femtosecond to picosecond scales), capturing how the
sample's temperature changes in response to the pump laser
heating. This time-resolved measurement allows for calcu-
lating the sample's thermal properties by analyzing the heat
flow away from the surface over time. This analysis involves
fitting the data to a thermal model that accounts for the
sample's interfacial contact thermal resistance from the
multi-layer structure.

3.4 Laser flash analysis (LFA)

LFA operates on the principle of transient heat propagation
through a material sample.'*® In this method, a brief laser pulse
is applied to the center or the extreme end of the sample,
initiating a heat wave that traverses the material (Fig. 1(c)(i)).
The time elapsed for the heat wave to reach the ends of the
sample is recorded. Using a heat diffusion equation, this
temporal data is subsequently employed to calculate the
material's thermal conductivity. An added layer of complexity
can be introduced by subjecting the sample to varying
temperatures in a furnace; this allows for examining the
temperature dependence of the material's thermal conductivity.

3.5 Three-omega method (3w)

The 3w method'" utilizes a thin metallic strip, often made of
platinum or another metal, which simultaneously acts as
a heater and a resistive temperature sensor (Fig. 1(a)(iii)). This
strip is deposited on the material's surface, whose thermal
conductivity will be measured. An alternating current (Z,,) with
angular frequency w passes through the metallic strip, inducing
Joule heating and creating a temperature oscillation in the
material at 2w with an amplitude of AT,,. This oscillation
changes the metallic strip's resistance according to its temper-
ature coefficient of resistance («) at 2w. Due to the nonlinear
relationship between temperature and resistance, a third
harmonic (3w) component is generated in the voltage across the
strip, Va, = AT,,al,R/2. Upon measuring V3, AT, can be
calculated, which then allows for the estimation of the thermal
conductance of the material beneath the metallic strip by
establishing a linear relationship between AT,,, and the input

This journal is © The Royal Society of Chemistry 2024
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power. Calibration measurements conducted without the poly-
mer material allow for the estimation of the cross-plane thermal
conductance of the polymer.

The 3w method circumvents the limitations inherent to
direct current (DC) techniques, particularly the radiative heat
loss from the sample, which often leads to imprecise or skewed
measurements.'® A high-frequency operation intrinsic to the
3w method effectively minimizes heat loss attributed to radia-
tion. Operating in an alternating current (AC) regime signifi-
cantly reduces shot noise and other instrumental noises
compared to DC methods. This noise reduction enables the
reliable measurement of materials with extremely low thermal
conductivity, making the 3w method especially valuable for
accurately characterizing materials that are challenging to
assess using DC techniques.

3.6 Steady-state infrared thermography

This method employs a setup incorporating a thin film placed
over a hole in an opaque substrate. The role of the substrate is
dual: it functions as a heat sink for thermal dissipation and,
owing to its opacity, prevents light from reaching the peripheral
edges of the thin film. Illumination is provided from below by
visible light, which raises the temperature of the film
(Fig. 1(c)(ii)). The heat generated in the film is conducted away
through the substrate and the hole, thus establishing a steady-
state temperature gradient across the film.'** The feature of this
technique is the utilization of an infrared detector to capture
the temperature distribution across the film. The recorded data
is then fitted to a theoretical temperature distribution model
specific to the hole's geometry. Through this fit, the in-plane
thermal conductivity of the thin film is ascertained.

3.7 Transient thermal grating (TTG)

TTG evaluates thermal conductivity utilizing the constructive
interference of two crossed laser beams to generate a sinusoidal
thermal grating on the sample's surface. Another probe laser
beam is then incident on this thermal grating and undergoes
diffraction. The diffracted light pattern is then analyzed to
deduce the thermal conductivity of the material® (Fig. 1(a)(ii)).
One of the distinguishing attributes of TTG is its high sensitivity
to in-plane thermal conductivity, negating the need for trans-
ducer deposition on the sample surface like TDTR. Moreover,
the method offers insight into the material's phonon mean free
paths (MFP). Specifically, when the heater's dimensions—the
laser beam diameter, thermal penetration depth, or grating
spacing—are on the same order of magnitude as the MFPs of
the phonons. The measured thermal conductivity is observed to
be reduced due to the enhanced phonon scattering that occurs
even in the absence of physical boundaries. This property has
been leveraged to derive the accumulative thermal conductivity
over the mean free path spectrum. By doing so, TTG allows for
the spectral probing of non-diffusive phonon transport
phenomena, thereby facilitating the validation of first-
principles and nanoscale simulations of thermal transport
properties.'**
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3.8 Scanning thermal microscopy (SThM)

SThM™? is a scanning probe-based technique for measuring
the thermal conductance of materials with ultrahigh spatial
resolution, down the level of single atoms and molecules.
Central to the technique is a thermal probe fabricated using
state-of-the-art nanofabrication methods (Fig. 1(d)). This
thermal probe is integrated into a scanning tunneling micro-
scope (STM)’®”* or AFM."** The integration allows for a non-
thermal signal feedback mechanism, enhancing the
method's versatility and applicability. A scanning thermal
probe can be nanofabricated using MEMS techniques and
then be used to scan the surface of a material to obtain its
temperature profile with nanometer scale features.'*>'*® Other
thermophysical properties obtained using SThM include
thermal conductivity, thermal expansion coefficient, thermal
contact resistance, and heat capacity. In conjunction with
electrical or even magnetic field measurements, SThM can
create multi-modal scanning probe platforms to evaluate
dissipation and energy conversion properties in various
materials. Specifically for molecular chain measurement, an
STM beak junction (STMB]) technique is developed,**” creating
a bonded molecular junction between the scanning probe tip
and the sample. The probe is retracted until the junction
breaks, and a thermal signal change before and after the
junction's breaking indicates the individual molecule's
thermal conductance. The STMB] technique is particularly
useful for studies focused on fundamental phonon and charge
transport in molecular systems, and it offers the precision
required to validate quantum-level thermal and thermo-
electrical transport theories and simulations.

View Article Online
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4. Thermoelectricity in
semiconducting polymers

Intrinsically synthesized polymers become electrically semi-
conductive only when they possess conjugated chemical back-
bones and delocalized m-electrons.® Further, most polymers
have a wide bandgap, and their electrical transport properties
must be tuned via doping, ionic polymerization, and chain
alignment to create organic semiconductors (OSCs)."* These
techniques also correspondingly affect the thermal transport in
polymers, which for semiconducting polymers are attributed to
more complicated charge and phonon transport effects than the
thermal transport characteristics in phonon-dominated poly-
mers. This section discusses creating OSCs through doping and
then delves into optimizing doping concentration through de-
doping methods. Synthesis methods like blending polymers,
non-solution-based polymerization techniques, and chain
alignment are discussed. The later part of the section discussed
molecular engineering methods to modify the backbone, side
chain, molecular weight, crystallinity, and morphology.

4.1 Doping

Doping allows the electrons in the polymer's ©-bonds to move
around the polymer chain, increasing their transport mobility
(u)- It also introduces geometric distortion,*” which creates non-
neutral polarons, bipolarons, and solitons as charge carriers.
Doping enhances coulombic interactions and the coupling of
polarons in transition states. Such interactions can alter the
material's local state and shift energy levels. Consequently,
these changes can significantly enhance the thermoelectric
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Fig.2 Charge transport in organic semiconductors (OSCs). (a) Lowest unoccupied molecular orbitals give the electronic energy levels of OSC -
LUMO (approximated electron affinity) and highest occupied molecular orbital - HOMO (approximated ionization energy). (b) A band structure
schematic showing the formation of polarons, bipolarons, and bipolaron bands as a function of doping level. (c) A band structure schematic of
trans-polyacetylene showing a neutral soliton, positive soliton, and negative soliton.
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properties of the material. Doping can be n-type (reduction) or
p-type (oxidation).

The selection of dopant is dependent on the HOMO (highest
occupied molecular orbital) and LUMO (lowest unoccupied
molecular orbital) energy levels of the conjugated polymer
(Fig. 2(a)). A polymer with a high HOMO level will more readily
give up electrons and become oxidized. Hence, p-dopants are
used to accept electrons and form positive polarons. In n-
doping, the polymers with lower LUMO levels are used as they
can more readily accept electrons and form negative polarons.®
Fig. 2(b) illustrates how polaron, bipolaron, and bipolaron
bands develop relative to the doping level in various OSCs.
Initially, at low doping levels, polarons with spin-1/2 are
generated. As doping increases, these polarons combine to form
spinless bipolarons.

Further doping causes these bipolaron levels to overlap,
eventually leading to the formation of continuous bands.*****°
The band gap between the conduction and valence bands
widens as states at the edges of these bands evolve to form the
bipolaron bands/states. However, at very high doping levels in
many OSCs, the upper and lower bipolaron bands converge with
the conduction and valence bands, resulting in partially filled
bands akin to those in metals. If the two charges comprising
a bipolaron are loosely bound and can easily separate due to the
degenerate state of the OSC. The energy between these two
charges on either side of them is identical, causing them to
behave like a solitary wave that propagates without distortion or
energy loss.'** Precisely, in pristine t¢rans-PAc, a soliton is
termed neutral if an odd number of conjugated carbons leads to
an unpaired electron. Adding another unpaired electron trans-
forms it into a negatively charged soliton, while its removal
results in a positive soliton. This process generates new local-
ized states within the middle of the energy gap (Fig. 2(c)), which
are half-filled in the case of a neutral soliton and either empty or
fully filled for a positive or negative soliton, respectively. As
doping levels rise, these charged solitons interact, forming
a soliton band. This band can eventually merge with the edges
of the valence/conduction band, leading to metallic
conductivity.**

Doping can be achieved by two primary methods:
doping, which is by introducing a cation or anion to the polymer
backbone, and charge neutrality is preserved through the
accompaniment of a counterion (Fig. 3). The other method is
redox doping, which entails the transfer of electrons, forming
a donor-acceptor charge-transfer complex or ion pair. The proton
(H") is added to the polymer backbone in acid doping, like pol-
yaniline with camphor sulfonic acid (CSA)'** or with hydrochloric
acid (HCI) and acetic acid,"** polythiophenes with ethylbenzene
sulfonic acid (EBSA)."*® The hydride (H™) is added to the polymer
backbone in base doping, like napthalenedicarboximide-
bithiophene copolymer P(NDIOD-T2)"*” and benzodifurandione-
based poly(p-phenylene vinylene) derivatives (BDPPV)**® with
benzimidazole derivatives. Redox doping needs a slight offset in
HOMO and LUMO levels, as discussed previously, to form
polarons. The HOMO and LUMO levels are sensitive to the
conditions of polymer synthesis, but the energy levels for dopants
are constant. A widely studied p-type conjugated polymer is

143 acid-base
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p-doping

acid-base doping

redox doping

n-doping HOMO ' dOpaN

Fig. 3 Mechanisms for n-type and p-type doping: the top panel is
acid—base doping showing anion (H™) or cation (H*) addition to the
polymer backbone. The bottom panel is redox doping, showing the
transfer of electrons to the LUMO level or the transfer of electrons
from the HOMO level of the polymer. Reproduced with permission.***
Copyright, 2017, Wiley — Advanced Materials.

poly(3,4-ethylenedioxythiophene) (PEDOT)™ as it can allow
readily solution processing. Further, p-type polymers are
preferred to n-type polymers as they are more oxidation resistant
and chemically stable.™*

The homogeneity® and concentration of the dopant'? are
two critical factors influencing the thermoelectric properties of
OSCs. An increase in dopant concentration increases the charge
carrier's density, increasing electrical conductivity but
decreasing the Seebeck coefficient (Fig. 4(a)). Glaudell et al.**®
found an empirical relationship between the Seebeck Coeffi-
cient and electrical conductivity for different doping concen-
trations from several experimental studies of polythiophenes as

S 060_%. Controlling doping concentration to get the highest
power factor during doping has been proven difficult owing to
the long chain length of the dopant."** Several methods have
been developed to optimize and get the maximum power factor
at a desired dopant concentration (as described below).
However, it should be noted that most of these studies
measured electrical conductivity and not the Seebeck coeffi-
cient, and rarely, thermal conductivity gives an incomplete
picture of ZT of thermoelectric material.

4.2 De-doping

Aviable approach for controlling dopant concentration to reach
a high power factor is initially doping the polymers and then
proceeding with de-doping.*** Several techniques for de-doping
are summarized below, including chemical reduction de-
doping, solvent de-doping, electrochemical de-doping,**® and
acid-base de-doping.

4.2.1 Chemical reduction de-doping. The mechanism for
doping a p-type conjugated polymer like PEDOT with tosylate
(Tos) ions is**”
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EDOT + Fe**(ToS™); — EDOT *Tos™ + Fe?*(Tos ),

The oxidized polymer is then reduced with tetrakis(dime-
thylamino)ethylene (TDAE - an n-type dopant) to control the
oxidation level. Bubnova et al'®® noted a consistent rise in
electrical conductivity and a falling Seebeck coefficient with
increased oxidation level, as illustrated in Fig. 5(a). At the
optimized oxidation level of 22%, a ZT of 0.25 was measured at
room temperature. Massonnet et al.'*® oxidized PEDOT with
poly(styrene sulphonate) (PSS) and reduced with several agents:
sodium sulfite (Na,SOj3), sodium borohydride (NaBH,), sodium
thiosulfate (Na,S,03), hydrazine monohydrate (NH,NH,-H,0),
and TDAE. The researchers discovered that employing TDAE
(tetrakis(dimethylamino)ethylene) and hydrazine monohydrate
as reducing agents resulted in significantly higher Seebeck
coefficients of 150 pv K, which is about three times higher
than those achieved with other reducing agents. This increase
in performance is attributed to the formation of neutral chains
from di-cation chains observed in PEDOT:PSS, whereas the
sulfates create radical cation chains from di-cation chains,
showing their weak strength as a reducing agent. This finding
highlights the importance of selecting appropriate reducing

10626 | J Mater. Chem. A, 2024, 12, 10614-10658

agents to enhance the thermoelectric properties of conducting
conjugated polymers.

4.2.2 Solvent de-doping. When a dopant is hydrophilic like
PSS, and the conjugate polymer is hydrophobic like PEDOT, the
doped polymer can be exposed to a polar solvent to dissolve/
remove the dopant and control the concentration. Using this
method, Kim et al'®® oxidized PEDOT with PSS and used
ethylene glycol (EG) as the polar solvent. They obtained a ZT of
0.42 after a 100 minutes EG treatment (Fig. 5(b)), the highest
observed in the literature. They also found that thermal
conductivity diminished from 0.32 W m™ K™* to 0.23 W m ™"
K™ following EG treatment. The thermal conductivity reduc-
tion was attributed to the loss of PSS, a molecule significantly
larger than PEDOT, which impacts the covalent contribution.
One major limitation of solution de-doping is accurately
controlling the process.'*® Moreover, accurately determining the
oxidation level is complex, and the choices of counterions are
limited." To overcome these limitations, Zhang et al'®*
combined solvent de-doping and chemical reduction de-doping
to achieve better results than the individual methods (Fig. 4(e)).
They used PEDOT:PSS with dimethyl sulfoxide (DMSO) as
a solvent and hydrogen iodide (HI) vapor as a chemical reducing
agent.

This journal is © The Royal Society of Chemistry 2024
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4.2.3 Electrochemical de-doping. This technique offers
enhanced control over the oxidation level by adjusting the
electrode potential and monitoring the charging current.'*®
Bubnova et al.**® employed this method using an organic elec-
trochemical transistor (OECT) composed of PEDOT:PSS, and
constructed an electrochemical cell as depicted in Fig. 4(d).
Once a positive gate voltage is applied, the gate and channel are
gradually oxidized and reduced. The equation below shows
electrochemical half-life reactions, one at the channel and the
other at the gate,

PEDOT'PSS™ + M" + ¢~ 2 PEDOT’ + M"PSS~

Under a gate voltage of 0.8 V (corresponding to a 14.5%
oxidation level), the maximum power factor is observed
(Fig. 5(c)), with a ZT of 0.041. Controlling the oxidation level
allows for dynamically altering the material's thermoelectric
properties through gate voltage adjustments—similarly, Park
et al.* reported a significantly higher power factor (1270 pW
m ' K™?) using PP:PEDOT at a gate voltage of 0.1 V.

4.2.4 Acid-base de-doping. The power factor of an OSC can
be enhanced by controlling the pH of the polymer, as changing
pH leads to a change in oxidation level. PEDOT:PSS with
sulfuric acid (H,S0,)** is depicted in Fig. 4(c) and follows the
reaction

This journal is © The Royal Society of Chemistry 2024

PSS™ + H,SO4 — PSSH + HSO,~

Khan et al.*”® used HCl and sodium hydroxide (NaOH) to
tune the pH of PEDOT:ToS and found the highest power factor
to be at a pH of 7 (Fig. 5(d)). Surface characterization methods
showed that the CI” and OH™ anions replaced ToS ions. An
exciting benefit of acid-base de-doping is that it can provide
dynamic control of the thermoelectrical properties of the poly-
mer by simply changing the pH of the environment.

4.3 Blending

Doping and de-doping discussed above showed that increasing
dopant concentration decreases the Seebeck coefficient and
electrical conductivity increases. Contrarily, to improve both the
Seebeck coefficient and electrical conductivity with dopant
concentration, the density of states (DOS) of the blended poly-
mers needs to be matched, which was first achieved by Sun
et al' is done by blending P3HT and poly(3-
hexylthiothiophene) (P3HTT) and doping it with F,TCNQ. A
blend of P3HT:P3HTT = 0.8:0.2 can increase the Seebeck
coefficient and electrical conductivity until 1% of F,TCNQ
(Wt%), as depicted in Fig. 6(a). Here, the HOMO level of P3HT is
—5.2 eV, the HOMO level of P3HTT is —5.05 eV, and the LUMO
level of F,TCNQ is —5.24 eV. The P3HTT energy level is slightly
below the energy level of P3HT, so P3HTT defines the Fermi
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level, while the electrons predominantly traveled in the higher
energy orbitals of P3HT. The equilibrated hole carriers in
P3HTT chains need to be promoted into higher energy states of
P3HT for efficient transport.

The technique of DOS matching'”? is depicted in Fig. 6(b),
showing the variation in Fermi energy level as the composition
of the polymer blend changes. The left panel is when the width
of the DOS is broad (6kpT), and the right panel is when it is
narrow (1.5kg7T), against a consistent energy offset of 0.15 eV. It
is observed that with a broad DOS for polymer B, the Fermi
energy exhibits negligible alteration with an increasing
concentration of polymer B. In contrast, with a narrow DOS for
polymer B, there is a more substantial change (0.18 eV) in the
Fermi level as the blend composition changes. Considering the
relative position of the Fermi level to the DOS in these
scenarios, a broad DOS results in a relatively even distribution
of charge carriers between the two polymers.

Conversely, with a narrow DOS, most charge carriers will
likely remain on polymer A, leading to its predominance in
charge transport until polymer B is present in high concen-
trations. Intuitively, when charge transport is dominated by
one polymer, it's improbable that the power factor in the
blends will surpass that of the individual polymers. Therefore,
it's anticipated that the most favorable scenario for an
enhanced power factor in the blends would be where the Fermi
energy shifts gradually and charge carriers are distributed
across both polymers. Other studies'’>™*”* also showed a factor
of two enhancement in thermoelectric power factor with
different blends.

10628 | J Mater. Chem. A, 2024, 12, 10614-10658

4.4 Polymerization

When ions are added to monomers during synthesis, inter-
linked polymerization can occur, potentially increasing the
electrical conductivity beyond the original conjugated polymer.
Two primary methods for polymerization are electrochemical
polymerization and oxidative polymerization. Following the
former method, Hirashi et al'’® synthesized doped poly-
thiophene films using nitrobenzene as a solvent and tetra-n-
butylammonium perchlorate (TBACIO,) as an electrolyte. The
polymerization of thiophene, induced by anodic oxidation on
indium tin oxide (ITO) electrodes, was carried out in an elec-
trolyte bath containing TBACIO,, thiophene, and nitrobenzene
under a nitrogen atmosphere. They observed high Seebeck
coefficients and electrical conductivity for 0.1 M thiophene and
noted no significant change in these values with varying
concentrations of TBACIO,, as depicted in Fig. 7(a).

Similarly, Culebras et al'” studied PEDOT electro-
polymerization with several counter-ions, ClO,4, PF, and bis(-
trifluoromethyl sulfonyl)imide (BTFMSI), and observed a rela-
tively high ZT value of 0.23 for PEDOT:BTFMSI. This shows
another viable approach to achieving high ZT values compared
to de-doping.

In contrast to electrochemical polymerization, oxidative
polymerization*® involves the oxidation of monomers, forming
polymers with extended m-conjugation, crucial for their con-
ducting properties. This process forms the polymer backbone
and introduces positive charges (holes) along the chain,
enhancing the material's conductivity. Common oxidants
include iron(m) chloride (FeCls) for pyrrole and persulfate for

This journal is © The Royal Society of Chemistry 2024
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aniline.” Yamamoto and Furukawa'’® demonstrated vapor
phase oxidation of P3HT thin films with FeCl; (Fig. 7(b)). Upon
creating a vacuum (<0.1 Pa), doping initiates, and through VIS/
NIR absorption and Raman spectra, it was found that positive
polarons form. These polarons convert to bipolarons upon
further doping over approximately 10 hours. Lim et al'”
explored an alternative vapor doping method for P3HT film with
F,TCNQ by placing the dopant on a hotplate parallel to the film
(Fig. 7(c)). They discovered that this method, suitable for
organic dopants, is much quicker (approximately 20 minutes)
and results in a higher power factor by an order of magnitude
compared to solution-based introduction techniques of
F,TCNQ to P3HT, as depicted in Fig. 7(d).

4.5 Chain alignment and microstructure orientation

An increased chain alignment reduces phonon scattering and
enhances thermal conductivity. It also diminishes charge

This journal is © The Royal Society of Chemistry 2024

carrier scattering, thereby boosting electrical conductivity
without necessarily increasing the number of charge carriers.
Hynynen et al.'® demonstrated that stretching P3HT doped
with either the molybdenum tris(dithiolene) complex Mo(tfd-
COCF;); or F,TCNQ leads to an increase in electrical conduc-
tivity while maintaining a constant Seebeck coefficient
(Fig. 8(a)). Meanwhile, Hiroshige et al.**>'** demonstrated that
butoxy-substituted phenylenevinylene polymer (P(BuOPV-co-
PV)) has the Seebeck coefficient initially decreasing and then
increasing, following an inverted parabolic shape with
increasing draw ratio. The regular peak for electrical conduc-
tivity and the inverted peak for the Seebeck coefficient are
observed at a stretching ratio of 7, as shown in Fig. 8(b). They
noted that the initial rise in electrical conductivity is due to
increased carrier concentration, and further stretching broke
the chain ends due to increased strain, which decreases the
carrier concentration. This suggests a trade-off between the
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Seebeck coefficient and electrical conductivity in highly
oriented polymers.

Nevertheless, this improvement in power factor may be
offset by a rise in thermal conductivity due to the alignment of
the chains. Typically, a high draw ratio (greater than 10) is
necessary to enhance thermal conductivity significantly.
However, it is noted from Fig. 8(a) that a relatively lower draw
ratio of 4 can amplify electrical conductivity by a factor of 40.
This suggests the possibility of searching for an optimal draw
ratio where electrical conductivity increases substantially
without a corresponding significant increase in thermal
conductivity and a decrease in the Seebeck coefficient. Future
studies with measurements of all three critical properties (,0,S)
of thermoelectric materials with changes in draw ratio will be
able to address the optimal draw ratio for maximal ZT of OSCs.

In the study of OSCs, various techniques are available for
achieving chain alignment and creating oriented microstruc-
tures, such as mechanical stretching,'®>**® friction transfer,'®’
secondary doping,'**'*® mechanical rubbing,'*° electric field,"*
electrodeposited nanowires,'> printing using thermoelectric
inks,’* and flow coating."”® However, previous research

10630 | J Mater. Chem. A, 2024, 12, 10614-10658

employing these methods lacks comprehensive data on the
thermal conductivity and thus does not completely understand
the material's thermoelectric performance, specifically its ZT.
This article will not delve deeper into these alignment methods
and direct readers to the review by Deng and Chen'* for
a detailed review.

4.6 Modifications in backbone and side chain

The molecular design of conjugated polymers, encompassing
both the backbone and sidechain, enables the engineering of
HOMO and LUMO levels. Modifying the molecular structure
tunes the band gap of the conjugated molecule and the absolute
energy level compared to the dopant. Beyond adjusting energy
levels, other aspects, such as charge carrier mobility and chain
packing, are also influenced.'*® Notably, the impact of molec-
ular design on energy levels is more pronounced in small-
molecule OSCs. Consequently, the studies discussed in this
subsection focus on n-type polymers, as p-type polymers have
longer chain lengths and more complex morphology. Molecular
design methods (Fig. 9) include adding polar groups to the

This journal is © The Royal Society of Chemistry 2024
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backbone,**® alteration of the backbone orientation, modifica- deeper into self-doping by varying the side-chain length and

tion of the side-chain length, changes in the dopant, polymer
tethering length, and incorporation of halogen atoms into the
backbone.

Russ et al.**® employed a self-doping method to investigate
the thermoelectric properties of an n-type conjugated polymer,
perylene diimides (PDI), with a charged doping group attached
to the end, as illustrated in Fig. 9(a). They varied the alkyl chain
length, tethering the conjugated backbone to the dopant (2, 4,
and 6 methyl groups). Their findings revealed that increasing
the alkyl chain length by two carbons increased the power factor
by one order of magnitude—similarly, Mai et al>* delved

This journal is © The Royal Society of Chemistry 2024

counter ions for a conjugated polyelectrolyte (cyclopenta-[2,1-
b;3,4-b]-dithiophene-alt-4,7-(2,1,3-benzothiadiazole)) (Fig. 9(f)).
They observed that shorter chain lengths increase power factors
and improve molecular orientation. Additionally, they demon-
strated that altering counter-ions from potassium to sodium
can quadruple the power factor. Endrddi et al.>** also reported
that shorter alkyl side chains between the polymer and counter-
ion correlate with a higher power factor (Fig. 9(g)).

To examine the role of molecular orientation, Huang et al.**®
utilized two n-type molecules: aromatic-dicyanovinyl-dipyrrolo
[3,4-c] pyrrole-1,4-diylidene)-bis(thieno[3,2-b] thiophene (A-
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DCV-DPPTT) and quinoid-dicyano-methylene-dipyrrolo[3,4-c]
pyrrole-1,4-diylidene)bis(thieno-[3,2-b]thiophene (Q-DCM-
DPPTT), with a dopant of N-DMBI. A slight variation in the
backbone and molecular orientation of A-DCV-DPPTT and Q-
DCM-DPPTT is shown in Fig. 9(e). The LUMO level of A-DCV-
DPPTT is —3.9 eV, compared to —4.5 eV for Q-DCM-DPPTT,
while the HOMO level of N-DMBI is —4.4 eV. The energy level
alignment between A-DCV-DPPTT and N-DMBI facilitates effi-
cient charge transfer and results in an order of magnitude
difference in the power factor between the two conjugated
polymers. Furthermore, a high ZT of 0.23 at 373 K and 0.11 at
room temperature was observed.

Backbones can also be modified by incorporating a halogen
atom or adding a molecular group. Employing the former
approach, Shi et al'® studied an n-type polymer,
benzodifurandione-based polyphenylene vinylene (BDPPV),
doped with N-DMBI. They discovered that introducing
a halogen atom, as shown in Fig. 9(b), significantly enhances
charge carrier mobility and doping levels, with chlorine intro-
duction increasing the power factor fivefold and fluorine
introduction tenfold. Utilizing the latter approach, Aich et al.**”
changed the polymer backbone for poly(2,7-carbazole) deriva-
tives by introducing different molecules, as shown in Fig. 9(d),
resulting in a threefold improvement in the power factor.

4.7 Effect of molecular weight and chain length

The molecular weight, or chain length, critically affects the
conjugated polymer's solubility and viscosity, influencing its
processability from solution and melt.*** One notable challenge
associated with high molecular weight polymers is their reduced
processability, which can impede doping efficiency and compli-
cate the fabrication of flexible thermoelectric devices. However,
a significant effect of increased molecular weight in polymers

10632 | J Mater. Chem. A, 2024, 12, 10614-10658

like polythiophene is the narrowing of the bandgap between the
HOMO and LUMO levels (Fig. 10(a)). This reduction in bandgap
is associated with an increase in electrical conductivity, albeit at
the cost of a decreased Seebeck coefficient.

The molecular weight reflects the non-uniform chain lengths
within the polymer. This non-uniformity can potentially hinder
effective connectivity between chains. It has been shown by Qu
et al.**® that increasing molecular weight increases connectivity.
They investigated the thermoelectric performance of P3HT
films with three different molecular weights of ~10k, 50k, and
100k g mol . They found that P3HT-M;; has higher electrical
conductivity than P3HT-M; ok and P3HT-M, . In contrast, the
Seebeck coefficient remains the same for all three molecular
weight polymers. Conductive-AFM analysis at 0.1 V bias
revealed that longer molecular chains facilitate better connec-
tivity (Fig. 10(b)). Here, regions with high conductivity (electrical
current I > 200 pA) indicate domains with enhanced carrier
delocalization, likely due to a more ordered structural
arrangement. In contrast, regions with poor conductivity (I <
200 pA) can be seen as domains with reduced carrier delocal-
ization, possibly arising from a disordered structural configu-
ration. The P3HT-M; film displays a scattered distribution of
high-conductivity areas. In contrast, the PZHT-Ms,, and P3HT-
Mook films demonstrate the presence of conductive zones
forming network-like structures. Notably, the network structure
in the P3HT-M; ¢ film appears more aggregated compared to
that in the P3HT-M;y film. Further, Bubnova et al.>*® observed
increased Seebeck coefficient and electrical conductivity with
increasing molecular weight in PEDOT:Tos, a conjugated p-type
polymer (Fig. 10(c)). This increase in charge carrier mobility,
accompanied by a rise in the Seebeck coefficient, is attributed to
improved molecular orbital energy level alignment at higher
molecular weights.

This journal is © The Royal Society of Chemistry 2024
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4.8 Effect of crystallinity and morphology

Increasing crystallinity within conducting polymers enhances
charge carrier mobility and chain packing®* while simulta-
neously reducing dopant miscibility. Crystallinity can be
affected by synthesis protocol and post-synthesis methods.
Deng et al.** studied melt and solution processing protocols
using P3HT as a model system. They showed that solution-
processed films have higher TE performance due to their
edge-on crystalline orientation and solid-state ordering. Mean-
while, melt processing leads to reduced conjugation length and
TE performance. Several post-synthesis methods exist to alter
the crystallinity, such as annealing, adjusting the pH level**
using an ionic liquid, modifying side-chain length, and
employing solvent treatment.**>%”

Most OSCs cannot endure very high temperatures, rendering
annealing processes less explored for pure polymers. Wolfe
et al.**® conducted post-treatment thermal annealing on a blend
of nickel ethenetetrathiolate (NiETT), an n-type organic ther-
moelectric material, and PVDF. They observed a steady increase
in both electrical conductivity (from 6 +2 to 23 +3 Scm™ ') and
the Seebeck coefficient (from —28 + 3 to —74 + 4 uv K™ ') with
rising annealing temperatures (Fig. 11(a)). This enhancement
was attributed to improved chain packing, as evidenced by
thermogravimetric ~ analysis-mass spectroscopy (TGA-MS)
results. Huang et al.>” studied the effect of annealing on the
most popular PEDOT:PSS systems and found an optimized
annealing temperature of 220 °C, which increased the ther-
moelectric power factor by 162 times compared to pristine film.
They showed that annealing leads to microstructural evolution,
characterized by improved crystallinity, increased grain size,
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and a transformation in domain morphology from spherical
granule to nanofibril. These changes facilitate more efficient
carrier transport mechanisms, improving the materials' elec-
trical conductivity and overall thermoelectric properties. In
a different study,”® they explored solvent de-doping on 220 °C
annealed PEDOT:PSS systems and found that a DMSO treat-
ment increased the power factor by 216 times compared to
pristine film.

In a recent study by Duan et al.,>* three different polymers
with varying side chains were examined: C12NR (C;,H,5), CFNR
(C10H20—C6F13), and C16NR (Cy¢H;). It was found that C16NR,
possessing the longest alkyl chain, exhibited the weakest crys-
tallinity. Conversely, CFNR, which has the shortest alkyl chain,
displayed the highest crystallinity. Interestingly, the power
factor for C12NR was two to four times higher than the other
two polymers. This suggests that increasing crystallinity nega-
tively impacts the uniformity and miscibility of doping, as
shown in Fig. 11(b), leading to decreased electrical conductivity.
The shorter alkyl chain in C12NR enhances molecular packing
and morphology.

The influence of pH level on polymer properties also extends
to conformational and packing changes and de-doping
effects®** as shown in Fig. 11(c). Kong et al.>** discovered that
the intrinsic pH of PEDOT:PSS is approximately 2.3. They noted
increased grain size and power factor by reducing the pH using
oxalic acid or HCI. The highest power factors were achieved at
a pH of 0.2 with oxalic acid and 0.4 with HCI, indicating
a synergistic effect of grain modification and oxidation level
changes—furthermore, Luo et al.>*® investigated the impact of
various solvents on doped PEDOT:PSS. They found that PEDOT
grains elongated by DMSO exposure resulted in a higher power
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Fig. 11 Modifying crystallinity and morphology through different methods. (a) Annealing, Seebeck coefficient, and electrical conductivity with
increasing annealing temperature for nickel ethenetetrathiolate and PVDF blend. Reproduced with permission.2°® Copyright, 2018, Wiley — AFM.
(b) Doping uniformity and miscibility for polymers with different crystallinity and side chains. Reproduced with permission.?** Copyright, 2023,
Wiley — Advanced Science. (c) Schematic of possible conformations changes upon exposure to sulfuric acid for PEDOT:PSS. Reproduced with
permission.?2 Copyright, 2016, Royal Society of Chemistry — IMCC. (d) AFM scanning (surface morphology) after different solvent treatments for
PEDOT:PSS, scanning area (1 um x 1 um). Reproduced with permission.?* Copyright, 2013, Royal Society of Chemistry — JMCA.
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factor compared to the circular grains formed following expo-
sure to an ionic liquid, 1-ethyl-3-methylimidazolium tetra-
fluoroborate (EMIMBF,) or (IL) Fig. 11(d). This improvement is
attributed to a more favorable orientation of the polymer
backbone in elongated grains versus circular ones. Notably, the
highest power factor was achieved when the polymer was
treated with a combination of EMIMBF, and DMSO. Chen
et al.>*>*'® showed that ionic liquid acts as a de-doping agent
and induces phase separation in PEDOT:PSS single-walled
carbon nanotube (SWCNT) systems forming linear quinoid
conformation. This showed an improvement in thermoelectric
performance. In a different study, Chen et al*” showed that
ionic liquid also increases the mechanical strength and self-
recoverability of PEDOT:PSS/PVA/SWCNT composites.

5. Molecular scale effects for thermal
transport in polymers

This section discusses the complex relationship between poly-
mer molecular-scale traits, phonon transport characteristics,
and the resultant thermal conductivity. Typically, electrically
insulating polymers have phonons as the dominant energy
carrier. In contrast, for semiconducting polymers, both
polarons and phonons can be dominant energy carriers
depending on the polymer's electrical conductivity.

A primary focus here is polymers with phonon as the
dominant energy carrier; however, Section 5.8 discusses the
effect of inter-related charge and phonon transport on thermal
transport in OSCs. Notably, the contribution of charge transport
to thermal transport can be engineered to create a low thermally
conductive polymer. The discussion begins with the effect of
molecular chain length. Then, it explores various molecular
properties that deviate from ideal phonon transport observed in
a single chain, such as backbone structure, conformation, and
inter- and intra-molecular interactions. Further, the section
covers nano- and molecular-engineering approaches to reduce
phonon scattering by enhancing polymer crystallinity, aligning
molecular chains, engineering intermolecular interactions, and
reinforcing bond stiffness and long-range order offer ways to
improve thermal conductivity in polymers.**® The molecular
effects and engineering methods discussed in the sub-sections
cover many polymers.

5.1 Molecular chain length

Single polymer chains are widely considered model systems for
studying unusual thermal transport effects in one dimension (1-
D). The pioneering work was performed by Fermi, Pasta, and
Ulam (FPU)** in the 1950s. FPU computationally studied a 1D
non-linear dynamic system with quadratic, cubic, and broken-
linear terms. A striking observation from their numerical
simulation was that the thermal conductance of an atomic
chain increases divergently with the chain length (Gy, = L, § >
0), in conflict with the Fourier law, which states that thermal
conductance is inversely proportional to the chain length (G, =
L™"). Such a counterintuitive prediction has attracted increasing
attention over the past decades and has been studied
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extensively from a theoretical perspective.””® In particular,
simulations have been performed based on various methods
such as molecular dynamics,"”® Green-Kubo,”® and non-
equilibrium Green function (NEGF),*** and some calculations
have reported the value of 8 = 0.4 as a general characteristic of
1D chains. Addressing the FPU divergence question necessi-
tates a non-perturbative approach rooted in many-body
phySiCS‘IOS,ZZZ,ZZEI

Beyond the idealized 1D atomic chain, polymer chains with
well-defined molecular backbone and side chains have also
been studied extensively due to their direct relevance to
potential applications of the FPU problem. Simulations on
single polyethylene chains and polymer chains of aromatic
monomers have found that a single polymer chain could be
1000 times more conductive thermally than a typical bulk
polymer. Specifically, Henry and Chen?*** used MD simulations
to calculate the thermal conductivity of 1D polyethylene (PE)
chains and confirmed the divergent thermal transport behavior
predicted by FPU (Fig. 12(a)). They have observed the highest
thermal conductivity in carbon-based materials (>1000 W m ™"
K ') with phonon group velocities reaching 15000 m s~ . This
divergence is primarily attributed to increased phonon relaxa-
tion time due to aligned monomer segments.”**

Shorter molecular junctions (M]s) are another essential
model system for understanding the length-dependent thermal
transport in polymers. Segal et al.?** calculated the thermal
conductance of short alkane MJs using the Langevin equation
and found that thermal conductance increases for MJs with less
than five carbon atoms and is constant for MJs with more than
ten carbon atoms. In contrast, ab initio simulations®*>**® sug-
gested that phononic conductance in alkane M]Js is nearly
independent of the molecular length—further, recent work by
Leitner et al.**”**® found that ballistic phonon transport is valid
for short MJs with slow thermalization. Phonon transport in
longer molecules with quick thermalization is predicted to
break the ballistic picture, leading to inelastic phonon scat-
tering in MJs. These results suggested significant contradictions
in different models, which could be resolved by experimentally
quantifying the length-dependent thermal conductance of
single MJs.

For a realistic polymer system, the extended chain length
introduces mechanical constraints like bending, torsion,
nonbonding, and convection.?” Jiang et al.>** studied a PE chain
of 100 nm in length and calculated a definitive upper limit for
thermal conductivity (x = 310 W m ™" K~ ') and Young's modulus
(E = 374.5 GPa). Further computational studies on materials
other than PE have found diverging thermal conductivity in
single-chain forms. For instance, crystalline polythiophene**
(PT) was found to have k = 198 W m " K" at 100 nm in length.
Nonetheless, not all polymers exhibit FPU divergence since some
mechanical constraints are more pronounced in specific
systems. For example, the unsaturated hydrocarbons, such as
carbyne and cumulene chains, exhibit finite thermal conductiv-
ities*®* as the angular bending potential shown in these chains
effectively curbs the extensive fluctuations within the chain.

Beyond the 1D polymer structures, a higher-dimensional
configuration with one dimension constituted of long single
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Fig. 12 Thermal conductivity divergence studies. (a) The infinite diverging thermal conductivity and corresponding thermal conductance of
polyethylene single chain. Reproduced with permission.?*2 Copyright, 2008, American Physical Society — PRL. (b) Thermal conductivity transition
from 1D (single chain) — 2D (single sheet) — 3D (single crystal) for polyethylene. Reproduced with permission.?*® Copyright, 2010, American
Physical Society — PRB. (c) Thermal conductivity for single-chain, double-chain, and crystal as a function of a number of segments of poly(p-

phenylene). Reproduced with permission.2** Copyright, 2023, American

Chemical Society — JPCB. (d) Experimental measurement of thermal

conductance for octane-dithiol. Reproduced with permission.** Copyright, 2019, American Chemical Society — NL. (e) Thermal conductance
and electrical conductance of single-molecule (alkanedithiols) with increasing length. Reproduced with permission? Copyright, 2019, Nature.

chains has thermal conductivity decreasing with increasing
dimensionality due to augmented inter-chain interactions'®
(k1p > K2p > K3p) (Fig. 12(b)). Conversely, the relation between
thermal conductivity and dimensionality can be inverted if the
chains are bonded and aligned in the perpendicular plane to
the chain length, as demonstrated by Yang et al.**? in their study
of aromatic poly(p-phenylene). They showed that the 3-D crys-
talline form exhibits greater thermal conductivity compared to
both double-chain (2-D) and single-chain (1-D) configurations,
as depicted in Fig. 12(c). This is because of - stacking, a non-
covalent interaction between aromatic rings, which leads to the
parallel alignment of the rings. This alignment curbs the free
rotation of polymer chains and enhances thermal transport
along the chain. Notably, this impact appears limited to the
interchain thermal conductance between phenyl rings. The
above work suggested that a 3-D polymer crystal, engineered
through m-m stacking, can serve as a model system to investi-
gate the FPU problem experimentally at the bulk level.
Quantifying the thermal conductance of a single chain and
gaining insights into the FPU phenomenon poses significant
experimental challenges as it requires the simultaneous control
of an atom-sized system and measurement of ultrasmall
thermal signal. Two methods are typically employed for exper-
iments involving single-molecule chains. The first method
involves placing a self-assembled monolayer between two
temperature-differing thermal reservoirs.>® In this setup, the
signal comes from an ensemble of more than 100 molecules,
assumed to be thermally parallel. The second technique, single
molecule break junction (SMB]J), requires a covalently bonded

This journal is © The Royal Society of Chemistry 2024

individual molecule or chain between the thermal reservoirs.””
The difference in measurement signal before and after breaking
the junction accurately determines the molecule's thermal
conductance. It is worth noting that this approach yields valu-
able insights into the FPU problem, as it allows for a direct
examination of the length-dependent single-chain thermal
transport.

Wang et al.>** conducted a study on the thermal conductance
of an alkane monolayer system employing the ultrafast flash
technique, encompassing chains with 24 carbon atoms. Their
results unveiled a constant thermal conductance across varying
chain lengths. However, the extent of chain lengths examined in
this study was less than 3 nm and fell short of addressing the
divergence described by the FPU problem. The first direct
measurement on a single molecule chain was performed by Cui
et al.,”” in which they employed SMBJ in conjunction with
a time-averaging measurement scheme to quantify the thermal
conductance of various lengths of alkane dithiols with carbon
atoms from 2 to 10. This approach allowed them to achieve an
ultra-high resolution of 80 picowatt (pW) at room temperature,
facilitating the quantification of thermal conductance for single
molecules. Their findings revealed that the measured thermal
conductance (approximately 25 pW K ') exhibited a nearly
constant value irrespective of chain length (Fig. 12(e)). This
result underscores the remarkable consistency of thermal
conductance across varying chain lengths for a smaller number
of segments. Using a similar technique, Mosso et al.>** investi-
gated the thermal conductance of octane-dithiol, which was
found to be 35 pW K7, as illustrated in Fig. 12(d).
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In bulk polymers, the chain length effect on thermal trans-
port is commonly referred to as the molecular weight of the
polymer.**” To study the impact of molecular weight on thermal
conductivity, Zhang et al.*'” utilized the electrospinning tech-
nique to create various types of vinyl nanofibers. Their obser-
vations suggested a clear trend that thermal conductivity is
strongly correlated with molecular weight, as shown in
Fig. 13(a). However, such observations do not provide a defini-
tive insight into the FPU divergency because nanofibers consist
of many polymer chains rather than a single chain. This results
in more complex inter-chain interactions and chain alignment
scattering, potentially overshadowing the increase in thermal
conductivity due to divergent phonon transport.

Furthermore, using a post-synthesis method to alter the
molecular weight, Yamanaka et al.*****® irradiated ultra-high

molecular weight PE fibers with vy-rays. This study
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Fig. 13 Experimental engineering methods for varying molecular
weight. (a) Measured thermal conductivity of polyethylene nanofibers
at 200 K as a function of the square root of the molecular weight.
Reproduced with permission.*” Copyright, 2018, Royal Society of
Chemistry — SM. (b) Thermal conductivity as a function of molecular
weight for gamma rays irradiated polyethylene fibers. Reproduced
with permission.2*¢ Copyright, 2006, Wiley — JAPC.
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demonstrated that y-ray exposure effectively broke down the
polymer chains, reducing molecular weight and concurrently
decreasing thermal conductivity (Fig. 13(b)). It should be noted
here that this approach could be practical in introducing
defects into conducting conjugated polymers to reduce thermal
conductivity without significantly affecting the power factor of
the thermoelectric material.

5.2 Molecular orientation and chain alignment

A widely studied approach to controlling the thermal transport
in polymers involves the manipulation of molecular orientation
and chain alignment. Molecular orientation is defined as the
specific alignment of molecules within the polymer along
a particular axis. This orientation can be induced through
various factors,®® including mechanical stretching, drawing,
rolling, extrusion, and exposure to external magnetic and elec-
tric fields. Additionally, modification of pH level, bottom-up
templating techniques,”® and fluidic conditions during pro-
cessing can induce preferable molecular orientation. These
techniques often lead to an increased thermal conductivity
along the direction of alignment, coupled with decreased
thermal conductivity in the perpendicular direction. This
section will summarize research efforts in both mechanical
strain and non-strain-based nanoengineering methods to
improve molecular orientation and chain alignment in
polymers.

One of the non-mechanical methods to induce better chain
conformation is changing the pH level during solution-based
polymer synthesis. By adjusting the pH of polyacrylic acid
(PAA), Shanker et al.**” ionized the carboxyl acid groups into
carboxylates, facilitating the stretching of the molecular chain.
This leads to a stiffer chain conformation with compact chain
packing and reduced inter-chain interactions. The increased pH
level also changed the inter-chain interactions to include
stronger ionic bonding rather than van der Waal's and H-
bonding forces. The thermal effect due to different bonding
interactions is discussed in Section 4.5. These changes man-
ifested as a notable increase in thermal conductivity, ranging
from 0.34Wm 'K 'atapHof1to1.17 Wm ' K ' at a pH of
12, as shown in (Fig. 14(e)).

Shin et al.**® showed that liquid crystal networks (LCN)
synthesized under a directional magnetic field (B, or Bj) can
exhibit preferential molecular orientation. They found an
increase in thermal conductivity up to two orders of magnitude
for LCN synthesized with a perpendicular magnetic field
compared to a parallel magnetic field, as illustrated in
(Fig. 14(c)). In the context of the template synthesis method,
Cao et al." made nanowire arrays (Fig. 14(b)) using a nano-
porous template wetting technique and found thermal
conductivity to be two orders of magnitude higher than the bulk
counterpart.

Besides non-mechanical methods, the most direct method to
achieve a higher degree of molecular orientation in semi-
crystalline polymers involves increasing strain®** by stretch-
ing>*® polymers under temperature (Fig. 14(a)). Stretching
temperature and stretching rate play a vital role in improving

This journal is © The Royal Society of Chemistry 2024


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ta08071d

Open Access Article. Published on 02 April 2024. Downloaded on 6/12/2026 3:52:32 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

View Article Online

Review Journal of Materials Chemistry A
. Liquid crystal networks
T 0.5
B, TE @) ALCN,BJ.
- Wy 50.4- g ® Aiengn
e Zos{ >«
3 — U ~
Local heating B, '§0.2« !_ _»_ \—"G
Q
PENF Y % 0.14
£
2 0.0
F " 5 10 15 20
Crosslinker concentration (mol %)
e
1.4
1.2 m  LowpH m .
o OH o o
1.0 s
— A
€ 08+ i
Ix 7 3 0.6 M
10 A N
igher stretching rate " ey ] = L =
e W ke 15{ 041, 4 PVP (_7
0.2 o ° ° o ®
) ) | oforiginal samples . . 4 OO 1 1 1
M8 122 126 130 134 0 2 4 6 8 10 12 14
Stretching Temperature (°C) pH

Fig. 14 Different methods to align polymer chains. (a) Schematic of polymer chain stretching with localized heating and under strain to make
polyethylene-nanofibers (PENF) from polyethylene-microfibers (PEMF). Reproduced with permission.®* Copyright, 2018, Nature Communica-
tions. (b) Scanning Electron Microscopy (SEM) images of high-density polyethylene nanowire array top (side view), bottom (top view). Repro-
duced with permission.**® Copyright, 2011, Polymer. (c) (Left) Chain alignment with change in magnetic field direction and (Right) thermal
conductivity of Liquid Crystal Network (LCN) with varying thiol crosslinker concentration. The two curves show the direction of the applied
magnetic field during synthesis. Reproduced with permission.?*® Copyright, 2016, American Chemical Society — ML. (d) (Left) SEM images of
polyethylene with drawing ratio and (Right) thermal conductivity as a function of stretching temperature and stretching speed.?** Copyright, 2017,
American Chemical Society — Omega. (e) (Left) Change in polymer chain packing and (Right) thermal conductivity of polyacrylic acid (PAA) and

poly(N-vinyl pyrrolidone) (PVP) with different pH. Reproduced with permission.*?” Copyright, 2017, Science — SA.

thermal conductivity. Even minor alterations in stretching
temperature can significantly impact thermal conductivity.
When the rate is slow, the crystallites are molten; when the rate
is higher, it leads to the elongation of chains (Fig. 14(d)).
Therefore, an ideal stretching rate and temperature can give the
desired thermal conductivity for different polymers.” Although
diverse strategies have been employed to induce strain in
polymers, one of the most common techniques involves
reducing the fiber diameter or film thickness. The following
sub-section provides insight into the methodologies used for
synthesizing nanofibers with aligned molecular structures.
5.2.1 Tensile drawing and rolling. Plastic deformation,
a consequence of the rolling or drawing process, can facilitate
chain alignment within a polymer.*** Ronca et al.'** employed
sintering and hot-rolling techniques to stretch polymer sheets
into films. Upon performing both uniaxial and biaxial stretch-
ing, they revealed that even a straightforward approach like hot
rolling can significantly enhance thermal conductivity in all
three spatial dimensions. The least conductive plane exhibited
a thermal conductivity of 18.4 W m™ " K ', while the highest
conductive plane had a thermal conductivity of 60 W m™* K.
The films prepared through these hot stretching processes
appear to comprise self-assembled nanofibers, likely attributed
to inter-chain van der Waals couplings'****—additionally,

This journal is © The Royal Society of Chemistry 2024

Xiang et al."** investigated the effects of drawing on PI fibers and
observed changes in crystallinity size, which increased from an
initial 3.85 nm to 9 nm.

5.2.2 Sharp tip drawing. Harfenist et al.>*® demonstrated
a unique way of drawing PMMA nanofibers using an AFM tip.
Initially, micro/nano-droplets of PMMA and solvent mixture are
dispensed onto a substrate and joined using the AFM tip before
solvent evaporation. Using this technique, fibers with diameters
as small as 50 nm and lengths up to 1 mm were successfully
fabricated (Fig. 15(a)), with the diameter limited by the tip
diameter—similarly, Shen et al.*® employed a sharp tungsten tip
or a tipless AFM cantilever to draw PE fibers from a hot decalin
and PE gel. The fiber solidifies as the solvent evaporates,
resulting in fibers with diameters of 130 nm and draw ratios as
high as 400 with thermal conductivity greater than 100 W m ™"
K~ '—another approach by Nain et al.?*’ utilized a micro-pipette
probe-based drawing technique, which led to fibers with
a diameter of 200 nm. In this method, a polymer solution is
dispensed from a custom pipette probe; the fiber is then slowly
drawn vertically, solidifying due to solvent evaporation, before
finally separating and falling onto the substrate horizontally
(Fig. 15(a)(iv)).

5.2.3 Transient heat stretching. Shrestha et al.>*®* employed
a pulsed microheater to reduce PE microfibers to nanofibers
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Fig. 15 Different methods to make nanofiber. (a) Sharp tip drawing. (i) Atomic force microscopy (AFM) tip joining two PMMA droplets to make
nanofiber. Reproduced with permission.?*¢ Copyright, 2004, American Chemical Society — NL. (ii) Vertical drawing of PMMA with AFM tip.
Reproduced with permission.2*” Copyright, 2006, Institute of Electrical and Electronics Engineers. (iii) Joining two sharp tips with the edge of
a sheet. Reproduced with permission.?*¢ Copyright, 2004, American Chemical Society — NL. (iv) Micro-pipette probe-based drawing technique.
Reproduced with permission.2*” Copyright, 2006, Institute of Electrical and Electronics Engineers. (v) Polyethylene drawing using a sharp
tungsten tip on a heating stage. Reproduced with permission.®® Copyright, 2010, Nature Nanotechnology. (b) Transient heat stretching (left)
before heating and microfiber, (right) after heating and nanofiber. Reproduced with permission.**® Copyright, 2018, Nature Communications. (c)
Schematic of electrospinning setup with an embedded IR heater. Reproduced with permission.*** Copyright, 2015, Royal Society of Chemistry —
Nanoscale. (d) Schematic of nanoscale templating technique. Reproduced with permission.’*® Copyright, 2014, Nature Nanotechnology.

(Fig. 15(b)). In this method, a microfiber is fixed under strain,
and the microheater is pulsed for less than a second to create
a turbulent boundary layer with the microfiber in this boundary
layer. This quickly stretches the microfiber to nanofiber,
yielding a favorable molecular alignment due to the increased
temperature. This approach showcases the potential of tran-
sient thermal methods in precisely engineering polymer fibers
for optimal thermal properties.

5.2.4 Nanoscale templating. In this method, polymers are
melted and infiltrated into a porous structure, often made from
anodic alumina (Fig. 15(d)). An array of polymer nanofibers with
improved chain alignment is formed upon removing the
template using a basic aqueous solution. The directional flow of
the polymer melt within the nano-porous template serves as the
primary factor for this enhanced alignment. Higher thermal
conductivity is observed along the axial direction of these
nanofibers.’® Notably, the method results in a bulk-scale
thermal interface material comprised of axial nanoscale fibers
exhibiting improved thermal conductivity.**®

5.2.5 Electrospinning. This method applies a high voltage
between a sharp conductor—often a syringe needle containing
a polymer solution—and a grounded collector.** The ensuing

10638 | J Mater. Chem. A, 2024, 12, 10614-10658

electric field induces the formation of a cone-shaped polymer
solution from which a jet is propelled toward the collector. As
the jet advances, it undergoes significant thinning while the
solvent quickly evaporates, culminating in a solid fiber being
deposited onto the collector, as depicted in Fig. 15(c). However,
one potential issue of this method is that the jet can exhibit
instability, causing it to whip erratically and resulting in
a disorderly fiber deposition pattern on the collector. Such
variations affect the structure and the thermal properties of the
resultant nanofibers. Typically, electrospinning is faster than
the other stretching methods above but does not give the chains
enough time to align. If the spinning speed is slow, the fibers
formed will be at micron meter scale instead of nanoscale.
However, even with poorly aligned fibers, electrospinning can
still have thermal conductivity up to one order higher than its
bulk counterparts. As described in detail by Wei et al.,*® several
spinning methods are used to make nanofibers.

To facilitate the understanding and comparison of the
methods described above, we have provided Table 2 with the
measured thermal conductivity using different stretching
methods for various polymers.

This journal is © The Royal Society of Chemistry 2024
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5.3 Backbone and side-chain effect

The atomic composition, types of bonding interactions, and
molecular conformation of a polymer's backbone differ mark-
edly among various polymers, influencing their thermal
conductivity. This effect is observed when comparing the
thermal conductivities of polymers with identical segment
counts but different compositions. For instance, a single PE
chain comprising 1000 segments®** exhibits a thermal conduc-
tivity of 50 W m~* K™', and a single polydimethylsiloxane
(PDMS)** chain, also with 1000 segments, has a much lower
thermal conductivity of 5W m ™" K. Despite the same number
of segments or chain lengths, this one-order-of-magnitude
difference in thermal conductivity can be attributed to the
complex influences of the molecular backbone and side chains.
The backbone of a polymer refers to the central chain formed by
connecting the monomer segments. The backbone, the central
chain formed by monomer segments, is crucial as it facilitates
approximately 80% of phonon transport in polymers with
aligned single chains.* Therefore, manipulating the polymer
backbone's structure, stiffness, and length is crucial for modi-
fying thermal conductivity.
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A key feature determining the backbone effect on thermal
transport is the type of chemical bonds between the organic
chains. Carbon atoms form planar rings through conjugated -
bonds and sp® hybridization in polymers with an aromatic back-
bone, rendering the structure significantly stiffer than those with
aliphatic backbones. This stiffness is due to the restricted rotation
and bending of the chains. Liu and Yang** calculated that poly-
mers with aromatic backbones exhibited thermal conductivity that
is 2.6 times higher than their aliphatic counterparts, as illustrated
in Fig. 16(a). When a polymer chain is extended, it may experience
increased torsion, leading to a loss of straightness through
bending and kinking, which introduces additional phonon scat-
tering.”*' Duan et al.>* found that increasing the number of kinks
in PE chains leads to more phonon scattering centers, leading to
reduced thermal conductivity, as shown in Fig. 16(b). Remarkably,
even a single kink can induce diffusive-like scattering for more
than half of the phonons, significantly diminishing the thermal
conductivity by half in a 141 nm long polymer.

In polymers with side chains, additional thermal pathways
are introduced beyond transport through the backbone.
Generally, incorporating heavier and longer side chains results
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Fig. 16 Backbone and side-chain effects. (a) Thermal conductivity of aliphatic (polyethylene) and aromatic (polyacetylene and polybutadiene)
single-chain polymer with increasing chain segments. Reproduced with permission.?* Copyright, 2012, American Physical Society — PRB. (b)
Thermal conductivity of polyethylene chain with increasing kinks in the backbone for two different chain lengths (141 nm and 242 nm).
Reproduced with permission.2*> Copyright, 2019, American Institute of Physics — JAP. (c) Thermal conductivity of a single-chain polymer with
increasing side chain length, inset showing polymer chain with increasing length of sidechain. Reproduced with permission.?** Copyright, 2017,
American Institute of Physics — APL. (d) Thermal conductivity of co-polymerized polyimide with changing mole fraction of 2,4,5,7-tetraamino-
1,8-dihydroxyanthracene-9,10-dione (4NADA), inset showing a schematic of polymer before and after copolymerization. Reproduced with
permission.?>* Copyright, 2022, Cellpress — iScience.
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in lower thermal conductivity than lighter and shorter side
chains.?®® Furthermore, asymmetric side chains or reducing the
distance between neighboring side chains further diminishes
thermal conductivity.'’” Ma et al.>** found that the high sensi-
tivity of thermal conductivity to side-chain length diminishes
when the length surpasses ten monomer segments (Fig. 16(c)).
This is due to phonons decaying and scattering before reaching
the end of long side chains, rendering their length inconse-
quential beyond a certain point. It should be noted that while
the absence of side chains is typically preferred for high thermal
conductivity in polymers, incorporating longer side chains can
be strategically employed to design polymers with extremely low
thermal conductivity that favors thermoelectric applications.

Experimentally, a polymer's backbone and side chain can be
altered by modifying the monomer segments during chemical
synthesis. Adding molecules to the backbone or side chains
post-polymerization does not yield a covalently bonded and
uniformly distributed alteration throughout the polymer
structure. Liu et al*** copolymerized or doped 2,4,5,7-
tetraamino-1,8-dihydroxyanthracene-9,10-dione (4NADA) into
the backbone of polyimide (PI) and observed a threefold
increase in thermal conductivity at a 10% loading of 4NADA as
shown in Fig. 16(d). This enhancement was attributed to the
improved intermolecular interactions and heightened struc-
tural order facilitated by integrating 4NADA into the polymer
backbone. The exploration of doping or polymerization tech-
niques to modulate thermal conductivity, whether to increase
or decrease it, has yet to be extensively studied. However,
identifying an appropriate combination of these techniques
could yield materials with optimized thermoelectric properties
or as thermally conductive thermal interface materials.

5.4 Molecular conformation

Molecular conformation refers to the specific spatial shape
adopted by a molecule due to the arrangement of its constituent
atoms and bonds. In the context of thermal transport along
a polymer chain or within the bulk material, the collective
molecular conformation of monomer segments can have
a significant effect, as molecular conformation is not static and
is susceptible to change from factors beyond the monomer
level. For example, the lack of long-range order in amorphous
regions of polymers leads to complex and irregular molecular
conformations.>*®

Three key factors influencing molecular confirmation are
chain rotation, dihedral energy, and the nature of chemical
bonds and atoms. Chain rotation involves the twisting or turning
of monomer segments around their connecting bonds that link
them to the rest of the chain. An elevation in the chain rotation
factor corresponds to a direct decrease in thermal conductivity,
as shown in Fig. 17(a). This decrease stems from a reduction in
phonon group velocity, resulting from diminished stiffness from
an elevated chain rotation factor.”® Dihedral energy is the
potential energy associated with the rotation of two inter-
connected chemical groups around a single bond axis. Increased
dihedral energy leads to improved lattice order and higher strain,
increasing thermal conductivity*” (Fig. 17(b)).
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Fig. 17 Molecular confirmation effects on thermal conductivity. (a)
Thermal conductivity of stretched single chain as a function of chain
rotation factor for Kevlar (polyparaphenylene terephthalamide) and
PBDT (poly(2,2’-disulfonyl-4,4’-benzidine terephthalamide)) deriva-
tives. Reproduced with permission.?*® Copyright, 2019, Journal of
Materials Research. (b) Thermal conductivity of single polyethylene
chain with varying dihedral energy. Reproduced with permission.?’
Copyright, 2012, American Institute of Physics — JAP.

Furthermore, certain atoms or molecules within the polymer
chain can introduce more significant disorders than others. Liu
et al”* found that poly(methylene oxide) exhibits a lower
thermal conductivity than PE due to the oxygen atom's intro-
duction of mass disorder in the poly(methylene oxide) chain—
a notable finding by Zhang et al® pertains to pi-conjugated
polymers, where the overlap of p-orbitals suppresses chain
rotation, thereby reducing phonon scattering. Their research
underscores that from a molecular conformation perspective,
the pi-conjugated polymers are optimal for generating highly
thermally conductive nanofibers due to their organized back-
bones, strong bonds, and robust dihedral angles.

5.5 Inter- and intra-molecular interactions

Intermolecular interactions refer to the forces of attraction or
repulsion between molecules in a polymer. These interactions
are classified into van der Waals forces (London dispersion,
Keesom, and Debye interactions), hydrogen bonding (H-bond),
electrostatic, and ion-dipole interactions. The strength and
nature of these interactions significantly influence phonon
transport between chains. For instance, in crystalline polymers,
interchain H-bonds can act as “soft grips”, limiting the twisting
motion of polymer chains and enhancing thermal conduc-
tivity**® (Fig. 18(a)). In contrast, intramolecular interactions are
the forces that bind the atoms within a molecule together,

This journal is © The Royal Society of Chemistry 2024
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dictating the molecule's structure and stability. These interac- interactions intensify, they limit the mobility of the polymer
tions encompass covalent, ionic, and metallic bonds. The chains, which minimizes phonon scattering and boosts thermal
strength or energy associated with these interactions conductivity, as illustrated in Fig. 18(b).>*°

profoundly impacts the polymer's thermal conductivity.” The The energy associated with different types of interactions
energy tied to bond stretching and angular bending potential varies significantly: van der Waals forces have an energy of (&) ~
affects the rigidity of the molecular structure. When these 0.01 eV, H-bond has an energy (&) ~ 0.1 eV, and intermolecular
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Fig. 18 Effect of inter- and intra-molecular interactions. (a) Normalized thermal conductivity of 20 nylon nanosheets versus different density of
hydrogen bonds for different number of chains (the thermal conductivity of each nanosheet is normalized by that of a nylon single chain (m =1)
that has the same type). Reproduced with permission.?*® Copyright, 2015, Royal Society of Chemistry — Advances. (b) Thermal conductivity as
a function of bond stretching and angular bending potential. Reproduced with permission.?¢® Copyright, 2019, American Institute of Physics —
JAP. (c) Speed of sound and thermal conductivity of different polymers with same backbone, PS and PMMA (blue symbols) dominated by van der
Waals interactions, PVA, PAA, and PVPA (red symbols) dominated by hydrogen-bond interaction, and PALi, PACa, PVPLi, and PVPCa (black
symbols) are polymer salts with ionic interchain bonds. Reproduced with permission.26* Copyright, 2017, American Physical Society — PRB. (d)
Bonded, non-bonded, and covalent contributions to total thermal conductivity for amorphous polyethylene tangled chains with varying
temperatures. Reproduced with permission.?¢2 Copyright, 2016, American Chemical Society — JPCB. (e) Thermal conductivity for poly(3-hex-
ylthiophene) (P3HT) films grown using oxidative chemical vapor deposition at two different temperatures. Reproduced with permission.!®
Copyright, 2018, Science — SA. (f) Thermal conductivity of liquid crystal polyester with a change of the ratio of hydrogen bond donor. Repro-
duced with permission.2®* Copyright, 2023, Wiley — JAPS. (g) Thermal conductivity of PAP:PVA at various mole fractions of PAP, (h) thermal
conductivity of PAP:PVPh at various mole fractions of PAP, (i) Thermal conductivity of PAP:PVPh at various mole fractions of PAP. Reproduced
with permission.?®* Copyright, 2014, Nature Materials.
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bonding has an energy of (g) ~ 1-10 eV. Xie et al.>** calculated
the speed of sound for different bulk polymers, which is related
to thermal conductivity from eqn (9). Their findings suggested
that polymers characterized by weak van der Waals interactions
exhibit the lowest speed of sound, followed by those with
hydrogen bonds and ion bonds. This shows that phonon
velocity (the speed of sound) increases with the strength of
molecular interactions, as shown in Fig. 18(c).

Molecular interactions are subject to external physical effects
such as temperature, pressure, pH level, and humidity. As the
temperature increases, the contribution of van der Waals
interactions to the total thermal conductivity diminishes***
(Fig. 18(d)). This decrease can be attributed to diminished
material weight density and increased molecular spacing at
elevated temperatures. Moreover, the vibrational energy of
molecules rises with temperature, often surpassing the energy
of van der Waals forces at room temperature (vibrational energy
at room temperature is ~kgT = 26 meV). Concurrently, the
contribution of translational (diffusivity) movements to thermal
conductivity intensifies at higher temperatures. Different poly-
merization techniques and control of external conditions make
it possible to engineer molecular interactions to tailor the
thermal conductivity of polymers to desired specifications. The
discussion on the effect of external control on thermal transport
and thermoelectricity in polymers is detailed below in Section 7.

Experimentally, bottom-up synthesis methods, involving
either modification of the synthesis procedure or adding
foreign molecules, are commonly used for engineering molec-
ular interactions and are summarized below.

Xu et al.**® grew thin films of poly(3-hexylthiophene) (P3HT)
using the oxidative chemical vapor deposition (0CVD) method,
which showed stronger conjugated carbon-carbon double
bonds along the extended polymer chains and stronger -
stacking interactions between chains when compared to
chemically synthesized P3HT film. Notably, the thermal
conductivity of P3HT films grown at a relatively lower temper-
ature of 45 °C is higher than films grown at 85 °C, as depicted in
Fig. 18(e). The enhancement observed in lower temperature
growth is attributed to better bond formation and chain
alignment.

Wu et al.>* made a liquid crystal co-polyester (CPE) with
varying ratios of H-bond donor molecules. Their findings
revealed that at an H-bond donor ratio of 80%, the intermo-
lecular forces reached their strongest, resulting in a 25%
enhancement in thermal conductivity and a 21-fold increase in
strength compared to the CPE without an H-bond donor
(Fig. 18(f)).

Kim et al** delved into diverse H-bonding strategies
employing poly(N-acryloyl piperidine) (PAP) as the receptor and
introducing polyacrylic acid (PAA), poly(vinyl alcohol) (PVA),
and poly(4-vinyl phenol) (PVPh) as donors. Their study revealed
arange of interactions, with PAP and PAA forming the strongest
hydrogen bond, PAP and PVPh generating a moderate H-bond,
and PAP and PVA establishing a weaker H-bond. As depicted in
Fig. 18(g), at a PAP mole fraction of 0.3, a peak in thermal
conductivity at 1.5 W m~ ' K~ " was observed, about 7.5 times
higher than the individual components. This increase is due to
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the homogeneous distribution of strong H-bonds at a concen-
tration that exceeded the percolation threshold.

Understanding how these molecular interactions affect
phonon behavior and thermal transport, coupled with the
precision engineering of polymer structures, is crucial in
designing polymers with tailored thermal properties. Such
advancements pave the way for next-generation materials in
various applications, from efficient thermoelectric devices to
effective thermal interface materials, demonstrating the impact
of molecular-level modifications on macroscopic thermal
behavior.

5.6 Covalent cross-linking

Covalent cross-linking refers to forming strong chemical bonds
between polymer chains or molecules, creating a 3D network.
Introducing cross-linkers to a polymer provides additional
thermal transport pathways and restricts chain rotation,
bending, and torsion, thereby increasing stiffness. This process
introduces a competing effect between introducing additional
thermal pathways and increasing stiffness.>*>**® The influence
of increased cross-linker density on thermal transport varies
with the polymer type. For instance, augmenting cross-linking
creates new phonon transport channels in inherently stiff
crystalline PE. Here, the incremental stiffness change and its
effect on thermal transport are relatively minor. However, the
additional channels can interfere with the original ballistic
channels, creating phonon scattering centers and thus reducing
thermal conductivity.

Conversely, adding new phonon transport channels through
cross-linking in an amorphous system does not necessarily
reduce thermal conductivity due to the complex and inter-
twined channel morphology. Specifically for PE,**” new chan-
nels from cross-linking enhance bonded interactions, thus
increasing overall thermal conductivity. However, for poly-
styrene (PS), new phonon transport channels from cross-linking
negligibly affect thermal conductivity, a behavior attributed to
the strong structural heterogeneity of amorphous PS, which
already includes a dense network of phonon transport
channels.

Rashidi et al.>*® showed that for two cross-linked poly (methyl
methacrylate) (PMMA) chains, thermal transport along covalent
cross-linkers is insignificant when compared to transport along
the backbone. Consequently, the addition of cross-linkers
increased thermal conductivity. Intriguingly, the study
demonstrated that when the cross-linker is of shorter length, it
brings the polymer chains closer, fostering strong non-bonding
interactions that, in turn, enhance heat transfer. Fig. 19(a)
further illustrates that the contribution of cross-linking inter-
actions to thermal conductivity is 3-10 times higher than that of
other covalent interactions, highlighting the significant role of
cross-linking in modulating thermal transport in polymers.

Experimentally, Yu et al>* studied the effect of dicumyl
peroxide (DCP) as a cross-linking agent in high-density poly-
ethylene (HDPE). Their findings revealed that as the weight
percentage of DCP increases, the polymer's thermal conduc-
tivity and crystallinity decreases (Fig. 19(b)). This trend is likely
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Fig. 19 Effect of cross-linking on thermal conductivity. (a) Thermal
conductance of polymer chains with different cross-linking species
under different conditions of nonbonding interactions. Reproduced
with permission.?® Copyright, 2017, American Chemical Society —
JPCB. (b) Thermal conductivities and crystallinities of pristine and
crosslinked HDPE with varying cross-linker (DCP) content. Repro-
duced with permission.2®® Copyright, 2014, Thermochimica Acta.

due to DCP's inhibitory influence on the crystallization process
of HDPE, which results in reduced crystalline domain size and
overall bulk density, thereby affecting the thermal transport
properties of the polymer. These findings underscore the
importance of carefully selecting the right combination of
crosslinker and polymer to manage the undesirable effects of
crosslinking.

5.7 Crystallinity, strain, and stiffness

Generally, increased polymer crystallinity (x) leads to a monot-
onous rise in thermal conductivity®”**”* due to the increased
phonon transmissivity. However, variations in thermal
conductivity across different crystalline structures are attrib-
uted to differences in phonon group velocities>”* and relaxation
times of different phonon modes.>”**”* Many polymers exhibit
a semi-crystalline nature, characterized by a mixture of crys-
talline and amorphous regions.””®*”” The interface between
these regions, known as the interlamellar region, introduces
additional phonon scattering due to complex molecular
bridges, loops, folds, and tails,?”® as visualized in Fig. 20(a).?”®

Strain in semi-crystalline polymer exists within the inter-
lamellar region, influenced by molecular bridges and loops. An
increase in strain typically increases thermal conduc-
tivity>s7*8%281 a5 it straightens the loops and folds in the region.
However, such an increase might be confined to the strain
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direction, potentially decreasing the thermal transport in other
directions.”®* The impact of strain on thermal conductivity
depends on the presence of loops and bridges that can be
straightened; therefore, polymers with few bridges will show
a minimal effect from strain,””® as shown in Fig. 20(c). In poly-
mers with low crystallinity and high loop numbers, the
increased strain may result in tails and broken chains, reducing
molecular weight and thermal conductivity. In contrast, highly
crystalline polymers with small interlamellar regions allow for
the straightening of loops and bridges without breakage, thus
preserving the polymer structure.

For single-chain polymers, strain only pertains to the
stretching of bonds in the backbone, which can weaken the
bond energies. This weakening leads to increased phonon
lifetime and decreased phonon group velocity, both of which
influence thermal conductivity in a competing fashion. In
unsaturated single-chain hydrocarbons, the effect of strain
varies; for example, strain rate does not affect the thermal
conductivity of cumulene but increases that of carbyne,”* as
shown in Fig. 20(d). It can be surmised that in cumulene, the
improvement in thermal conductivity due to increased phonon
relaxation time is counterbalanced by a deterioration in thermal
conductivity by decreased phonon group velocity.

Crystallinity and stiffness in polymers are two inter-
connected physical effects. Typically, a polymer with high
crystallinity also demonstrates a high Young's modulus.'**
Crystallinity can only increase the thermal conductivity to the
limit of inhibiting molecular interactions. For instance, the
carbon-carbon bond with the high covalent bond stiffness
would be expected to possess exceptional thermal conductivity.
However, the presence of H-bonding®® and permanent dipoles
in polymers with carbon backbones introduces intermolecular
interactions that hinder them from achieving phonon trans-
mission efficiency akin to that of crystalline diamonds. A key
factor determining the thermal transport in semi-crystalline
polymers is persistence length—an intrinsic property charac-
terizing polymer chain stiffness. A larger persistence length
facilitates the adoption of an extended chain morphology,
leading to significantly increased thermal conductivity. This
effect arises from the ability of an extended chain structure to
support longer thermal transport channels along the covalently
bonded backbone (Fig. 20(b)).

Many experimental studies have investigated the influence of
Crystallinity,115,118,241,275,284,285 Crystalline Size’114,118,24l,284 and
stiffness'**32%2% on the thermal conductivity of polymers.
Notably, Zhu et al**' observed that crystallinity reduced with
drawing of PE films but still led to increased thermal conduc-
tivity. This counterintuitive behavior is attributed to the fact that
the decrease in thermal conductivity caused by the reduction of
crystallinity is outweighed by the increase in thermal conduc-
tivity due to chain alignment caused by the increase in strain.
This finding highlights the complex relationship between crys-
tallinity and strain affecting thermal transport properties in
polymers. Exceptionally high thermal conductivities of up to
100 W m~ ' K" were observed when PE nanofibers were sub-
jected to increased strain through stretching or drawing.** As the
draw ratio increases, crystallinity”® and Young's modulus
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Reproduced with permission.?”® Copyright, 2021, American Institute of Ph

ysics — JAP. (d) Normalized thermal conductivity as a function of tensile

strain for carbyne and cumulene. Reproduced with permission.?** Copyright, 2015, Nature.

increase significantly. Notably, Choy et al*** measured that
a draw ratio 200 for PE tape resulted in a shift of crystallinity
from 81.8% to 92.6%, accompanied by a significant increase in
thermal conductivity from 1 Wm ' K ' to 30 Wm ™" K.

Other than post-synthesis approaches like drawing, anneal-
ing, and external pressure to change the crystallinity of poly-
mers, bottom-up synthesis approaches can also alter
crystallinity and are often more effective than post-synthesis
techniques, which typically increase crystallinity by a few
percentage points. Petran et al.*® conducted a notable study
involving the synthesis of poly(benzofuran-co-arylacteic acid)
and poly(tartronic-co-glycolic acid) under enzymatic conditions-
Novozym-435. This research revealed a remarkable increase in
thermal conductivity up to 265%. The enhancement was
attributed to the augmentation of crystallinity achieved through
enzymatic synthesis conditions.

Furthermore, Lv et al®* investigated ethylene vitrimer,
a unique material with dynamic covalent (B-O) bonds capable
of slow exchange reactions at room temperature without
needing a catalyst. This exceptional property facilitated gradual
crystallization over seven days, resulting in a notable increase in
thermal conductivity from 0.1 Wm 'K ' to 1 W m™ ' K ", This
enhancement occurred without any extrinsic influences. These
findings exemplify how controlled crystallinity manipulation

10644 | J Mater. Chem. A, 2024, 12, 10614-10658

can offer practical strategies for engineering thermal conduc-
tivity in polymer materials.

5.8 Interrelated thermal and charge transport in OSCs:
validity of Wiedemann-Franz law

Another topic that has fundamental and practical interest and
is worth highlighting here is the study of the Wiedemann-Franz
(WF) law in semiconducting polymers. Strong violation of WF
law provides insight into the unexplored charge and thermal
transport mechanisms in inorganic materials. Furthermore, the
definition of Lorentz number (L = Z—:’;) in WF law is part of ZT
e

(~S?/L), when charge carrier contribution of thermal conduc-
tivity is much higher than phonon contribution (Kphonon <
Ke1)->* In a free electron gas model, the Lorenz number is given
by the Sommerfeld value (L, = 2.45 x 10”® W Q K ?), and has
been consistently observed in inorganic thermoelectric mate-
rials.””> However, organic thermoelectric materials often exhibit
a Lorenz number that can deviate significantly from the Som-
merfeld value, indicating that the WF law does not strictly apply
to organic semiconductors (OSCs).>*

For charge carrier contribution to thermal conductivity to be
observable, electrical conductivity should be greater than

This journal is © The Royal Society of Chemistry 2024
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Polymer s(Sm™) k(Wm K™ T (K) KLoo ‘T " Ref.
PEDOT:CIO, 7.75 x 10* 0.35 + 0.02 300 0.62 177
PEDOT:PFj 10 x 10* 0.22 + 0.02 300 0.3 177
PEDOT:BTFMSI 20.75 x 10* 0.19 + 0.02 300 0.13 177
PEDOT:PSS 9 x 10* 0.52 + 0.11 297 0.8 165
PEDOT:PSS 9.6 x 10* 0.31 + 0.05 295 0.44 298
P(EtOPV-co-PV) 3.5 x 10* 0.25 313 0.94 184
PANI:CSA 2.5 x 10* 0.02 300 0.11 55

PEDOT (gate) 7.5 x 10* 0.35 + 0.02 300 0.64 168
PEDOT:PSS (MAI treated) 18.7 x 10" 0.29 + 0.02 300 0.2 166
PEDOT:PSS 7.5 x 10* 0.37 + 0.02 300 0.68 158
PEDOT:PSS 12 x 10* 0.26 + 0.03 300 0.3 44

100 S cm ™ * so that ke ~ Kphonon, Since total thermal conductivity
is the sum of both (k = Ke| + Kphonon)- Experimentally, it is
challenging to separately identify kpnonon and k. contributions
to the total thermal conductivity.>*® With this in mind, experi-
mental measurements with ¢ > 100 S cm™* and dimensionless
Lorenz number (L* = K%) less than one are tabulated in

Table 3. This indicates a WF law violation, even if the phonon

contribution is assumed to be zero (Kphonon = 0). Consistent L*
values between 0.3 and 0.8 for untreated PEDOT:PSS across
different studies suggest a systematic violation of the WF law
rather than an experimental error.

To further demonstrate the violation of the WF law when L* >
1, the contribution of phonon thermal conductivity in a polymer
is assumed to be between (0.1 = Kphonon = 0.6 Wm ™' K ') for all
experimental studies that showed L* > 1 with Kphonon = 0. Under

—— T T T /
ispi L5k vV
Crispin et. al A
2.35L
Li et.al 121
iy w -7
Cahil et.al < 09 v’ ¥ -
= Veo. -~ -7
g pB’V- T =~ 7 0570
Zhu et.al ~L 06} é - 0
| ¥ F
Shi et.al ‘ ‘ 03} D Cahil v i
0 200 400 600 800
Ushirokita et.al ‘ 4
| y ; ; o(Scm)
0 1 2 3 4 5 d
L'/,
c 14
6 Illlll‘ IIIIII1 |llll‘ III"‘ IIIIH |IIIH IIIIIH lllll- 12
—_ analytical 10
I o kMC .
N4 42
N> 4 d o 0'8
~ £
® Q. S S8
o L Pt vy I
N
- S5O0 R 5 T o2 o
O e e ) 00 5

10710°10°10*10°10210"10° 10" 10?
Electrical Conductivity (S/m)

20,
S%O )

Fig. 21 Wiedemann Franz law in polymeric thermoelectric materials. (a) Range of dimensionless Lorenz number for different experimental
studiess4157.199294-2% (5 . 5100 S cm ™) with respect to the Sommerfield value for a phonon thermal conductivity range of 0.1-0.6 W m~tK™L (b)
Thermal conductivity with varying electrical conductivity for two different studies.>*2°¢ Reproduced with permission.?** Copyright, 2022, Applied
Materials Today. (c) Lorenz number and dimensionless Lorenz number from the analytical model (solid lines) and kinetic Monte Carlo simulations
(symbols) for different energetic disorder values; the dashed line is when Lorenz number is same as Sommerfield value, (d) Dimensionless Lorenz

number for varying energetic disorder and localization length for a carrier
American Physical Society — PRB.
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this assumption, a modified Lorenz number is calculated, and
a ratio between the Lorenz number and the Sommerfeld value
(%) is plotted in Fig. 21(a). The results show that the modified
Lorenz number can be up to four times greater than the Som-
merfeld value, providing further evidence of the WF law's
violation in both directions relative to the Sommerfeld value.
When k ~ 1 W m™" K, a thermal conductivity change is
observed with changing dopant level or electrical conductivity,
as shown in Fig. 21(b), with a constant Lorenz number. This is
likely because kej > Kphonon- However, when thermal conductivity
is small, no change was observed with changing oxidation level
(or electrical conductivity).

Scheunemann and Kemerink*” conducted theoretical and
computational studies to investigate the validity of WF law in
organic semiconductors (OSCs) using analytical models and
kinetic Monte Carlo (kMC) simulations based on hopping
transport mechanisms. Their study varied parameters such as
energetic disorder (opos ~ kgT) and charge carrier localization
length () to understand how these factors influence the Lorenz
number. As previously discussed, adding a dopant introduces
defects (altering localization lengths) and changes the density
of states (DOS), thus modifying the energetic disorder.

Their findings revealed that the Lorenz number in OSCs can
deviate from the Sommerfeld value in both directions, being
either greater or lower, depending on the charge carrier locali-
zation length, energetic disorder, and charge carrier concen-
tration (Fig. 21(d)). A notable observation from their study is
that to achieve high electrical conductivity or charge carrier
concentration, the opog needs to be very narrow (Fig. 21(c)).
Under such conditions, they suggested that a figure of merit
(ZT) greater than three could be achievable using OSCs with
large localization lengths (greater than 3 nm), opos = kg7, and
high electrical conductivity (¢ = 1 x 10> S m™'). However, as
electrical conductivity increases, the phonon contribution to
thermal conductivity might not remain negligible and could
become dominant, mirroring challenges faced in inorganic
thermoelectric materials.

The WF law is violated in OSCs. Different polymers have
different Lorenz numbers, often determined by their unique
amorphous nature and dependent on the synthesis procedure.
This indicates that understanding and manipulating these
molecular and material characteristics for thermoelectric
applications using OSCs is crucial for optimizing performance.

6. External control of thermal
transport and thermoelectricity in
polymers

Besides the intrinsic effects that affect polymers' transport and
thermoelectric properties, recent years have seen an increasing
amount of research studying the extrinsic effects and potential
dynamic control of thermal transport and thermoelectricity in
polymer materials. For thermal transport, environmental
effects such as temperature and pressure play a critical role, as
they can induce phase transitions that change the molecular

10646 | J Mater. Chem. A, 2024, 12, 10614-10658
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conformation and orientation of the backbone. For organic
thermoelectricity, the doped state of the conjugated polymer
exhibits high sensitivity to external factors, including exposure
to air, light, and varying temperatures. We will summarize
recent results on the above topics and highlight how these
external control capabilities can significantly tune polymer
materials’ thermal and energy conversion performance.

6.1 Glass transition temperature (T})

The glass transition temperature (Ty) is the temperature point at
which an amorphous or semi-crystalline polymer transition
from a glassy, rigid state to a more rubbery or flexible state
(Fig. 22(a)). Below T, the polymer has low molecular mobility
and is an anharmonic lattice, and above Ty it is more mobile
and is in a higher disordered state. The change in phonon
group velocities during this transition can significantly impact
the thermal conductivity of the polymer.**” Understanding the
range of phase transition temperatures is crucial, as it can
influence the applicability of highly conductive polymers over
a wide temperature range.

Morikawa et al.>* have theoretically studied and shown that
bulk polymers exhibit varying thermal conductivity with
temperature before reaching T,. However, the thermal conduc-
tivity becomes asymptotic beyond T, and shows less sensitivity to
temperature changes as there are competing effects between
phonon group velocity and relaxation time. Utimula et al**®
conducted an in-depth study using ab initio methods to analyze
the temperature dependence of thermal conductivity in different
polymer crystals and fibers. Their findings revealed distinct
trends for these two forms of polymers. In polymer crystals, the
thermal conductivity tends to increase as the temperature
decreases. In contrast, the thermal conductivity for polymer
fibers demonstrates a parabolic trend with temperature, often
peaking at Ty, as illustrated in Fig. 22(b).

Muthaiah et al.** conducted a study investigating the impact
of temperature on amorphous polyethylene, considering
various strain rates. The results demonstrated that the peak
thermal conductivity occurs at T, and this temperature
decreases with increased strain rate (Fig. 22(c)). They explained
that increasing strain decreases disorder, allowing anharmonic
scattering to dominate at lower temperatures as there will be
a crossover from disorder to anharmonicity at 7.

High-density PE nanofiber has a glass transition tempera-
ture close to 100 K, and Shrestha et al®® have conducted
experimental measurements and showed a distinct thermal
conductivity peak at this temperature for nanofibers, as illus-
trated in Fig. 22(d). Contrarily, Robbins et al?** conducted
a study involving bulk PE films and identified a dip in thermal
conductivity precisely at Ty, as shown in Fig. 22(e). This obser-
vation contradicts the findings from other nanofiber experi-
ments, yet it still suggests a significant structural order
alteration occurring at—similarly, Bai et al.>** investigated the
thermal conductivity of poly-i-lactide (PLLA) with varying crys-
tallinity. Their results indicated that the peak in thermal
conductivity observed at T, undergoes a less abrupt change for
higher crystalline PLLA, as depicted in Fig. 22(f). This

This journal is © The Royal Society of Chemistry 2024
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Fig. 22 Effect of glass transition temperature on thermal conductivity. (@) Qualitative plot showing stiffness transition through glass transition
temperature; (b) theoretical work: a comparison between PE crystal and PE fiber showing different behavior with changing temperature.
Reproduced with permission.??® Copyright, 2019, American Chemical Society — CM. (c) Theoretical work: amorphous PE thermal conductivity
with change in temperature for different strain rates. Reproduced with permission.3°® Copyright, 2018, American Institute of Physics — JAP. (d)
Experimental work: thermal conductivity with varying temperatures for ultra-high molecular weight polyethylene nanofibers. Reproduced with
permission.®* Copyright, 2018, Nature Communications. (e) Experimental work: thermal conductivity of semi-crystalline polyethylene films
showing a dip at glass transition temperature. Reproduced with permission.?®* Copyright, 2019, Proceedings of the National Academy of
Sciences. (f) Experimental work: effect of crystallinity on thermal conductivity change around glass transition temperature. Reproduced with

permission.** Copyright, 2018, Journal of Materials Science.

observation agrees with the previously discussed theoretical
predictions from Utimula et al.,**® showing crystalline materials
do not affect Ty.

6.2 External temperature and pressure

External pressure can modify chain packing and increase the
crystallinity of a material, while external temperature can alter
molecular conformations. However, the direction of change in
thermal conductivity with temperature is polymer-dependent
due to the various competing factors. Utilizing MD simula-
tions, Zhou et al.** probed the thermal behavior of two organic
compounds, namely N,N-dicarbazolyl-3,5-benzene (mCP) and
N,N'-diphenyl-N,N'-di(3-methylphenyl)-(1,1’-biphenyl)-4,4’-
diamine (TPD). Their investigation revealed an inverse rela-
tionship between thermal conductance and temperature.
Conversely, thermal conductance directly correlated with pres-
sure, with elevated pressure enhancing thermal conductivity
and thermal diffusivity, attributed to increased phonon group
velocity. Concurrently, a decline in specific heat was observed,
highlighting the complex interplay of thermal properties under
varying environmental conditions.***

In an extreme thermal environment, Zhong et al.** con-
ducted a detailed study on nylon-11 nanofibers subjected to
annealing at 500 K. The resultant fibers exhibited substantially
lower thermal conductivity than their pre-annealed counter-
parts. Notably, the unmodified fiber displayed a pronounced
peak in thermal conductivity at its glass transition temperature
of 330 K, but the peak was absent in annealed fiber. This
absence is attributed to the breaking of polymer chains during

This journal is © The Royal Society of Chemistry 2024

the annealing process, resulting in shorter chains forming.
These shorter chains introduce additional phonon scattering
centers, thereby reducing the overall thermal conductivity of the
material.

6.3 Dynamic thermal transport in intrinsic polymers

The ability to control thermal pathways can be used to create
dynamic and regulatory thermal devices in analogy to electrical
devices such as diode,*** gate, regulator, switch,** rectifier,**”**
memristor, and transistor.’*® One common way to achieve
thermal regulation is through molecular structural changes
caused by phase transition,*® which can be achieved from
temperature control, light-triggered transitions, and strain.
Further, thermal rectification, i.e., thermal diode, can be ach-
ieved by having a polymer with two distinct phases, with one
phase at the cold end and the other phase at the hot end,***
leading to directional heat flow similar to that in a semi-

310

conductor diode.

6.3.1 Dynamic thermal control via temperature-induced
phase transition. Shrestha et al®? demonstrated that poly-
ethylene nanofibers can undergo reversible thermal conduc-
tance alterations at a critical transition temperature of 440 K, as
shown in Fig. 23(b). Remarkably, they reported a thermal
conductance switching ratio as high as 10, surpassing all
existing literature for materials undergoing solid-to-solid phase
transitions. Nonetheless, it was observed that this thermal
switching capability deteriorated over repeated cycles, ceasing
entirely after three iterations—a notable study by Li et al*"
employed thermoresponsive aqueous poly(N-
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Fig. 23 Dynamic thermal control in polymers. (a) Thermal switching achieved from light-triggered azobenzene. Reproduced with permission.*?
Copyright, 2019, Proceedings of National Academy of Sciences. (b) Thermal switching was achieved from the phase transition of polyethylene at
440 K. Reproduced with permission.?*? Copyright, 2019, Science — SA. (c) Thermal storage mechanism using azobenzene. Reproduced with
permission.®> Copyright, 2017, Nature Communications. (d) Thermal conductivity switching cycle using light-triggered Habpolymer. Repro-
duced with permission.®*¢ Copyright, 2023, American Chemical Society — APM.

isopropylacrylamide) to construct a functional thermal switch
operational at ambient conditions, achieving a switching ratio
1.15. Although the switching ratio induced by the higher-order
phase transition is modest due to the aqueous nature of the
polymer, the thermal switching capability does not deteriorate
over several cycles—additionally, Feng et al.>** utilized hydrogel-
based polymer poly(N-iopropylacrylamide) (PNIPAm) to enact
thermal switching at 35 °C, achieving a switching ratio 3.6. This
is attributed to reduced water content with temperature, indi-
cated by the shrinking of the hydrogel.

6.3.2 Dynamic thermal control via light-triggered phase
transition. Several polymer-based molecules exhibit molecular
conformation change when exposed to light illumination.**” For
instance, azobenzene molecules transition from the ¢rans to the
cis configuration upon exposure to UV light and revert from cis
to trans upon exposure to green light. Shin et al.** studied light-
triggered thermal conductivity in polymeric azobenzene thin
films, demonstrating a switching ratio 3.5 (Fig. 23(a)). Specifi-
cally, this configurational change induces alterations in

10648 | J Mater. Chem. A, 2024, 12, 10614-10658

molecular alignment, consequently augmenting phonon scat-
tering events. Notably, the durability of this switching mecha-
nism is unlimited in terms of cycling, highlighting its potential
for applications requiring frequent or continuous modulation
of thermal properties—further, Wan et al.** investigated a bulk
polymeric material composed of poly-6-(4-(phenyldiazenyl)
phenoxy)hexyl methacrylate (referred to as Habpolymer),
which, like azobenzene polymer, can be optically toggled
between cis and ¢rans isomeric states using UV and green light.
Their findings revealed thermal conductivities switching
between 0.78 Wm ™' K" and 0.35 Wm ™" K for the trans and
cis configurations, respectively (Fig. 23(d)). Remarkably, the
transition between these states could be achieved in less than
10 seconds, highlighting the material's potential for rapid and
reversible modulation of thermal properties through optical
means. This fast-switching capability, coupled with the signifi-
cant difference in thermal conductivity between the states,
underscores the potential of such materials in dynamic thermal
management applications.

This journal is © The Royal Society of Chemistry 2024


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ta08071d

Open Access Article. Published on 02 April 2024. Downloaded on 6/12/2026 3:52:32 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Review

6.3.3 Thermal rectification. A thermal rectifier is a device
that allows heat to flow preferentially in one direction, like how
an electrical diode allows current to flow primarily in one
direction. This asymmetric heat flow means the thermal recti-
fier has a higher thermal conductivity or heat transfer rate in
one direction than the opposite direction. Shrestha et al.*'®
demonstrated the concept of thermal rectification by employing
a technique of spatially selective exposure to different irradia-
tion levels via a scanning electron microscope. This process
allows the manipulation of phase transition temperatures
within some regions of the nanofiber. By judiciously controlling
the irradiation zones relative to the hot island within the
thermal bridge, a rectification factor reaching up to 50% was
achieved. Han et al.*" extended the thermal rectification scope
to energy storage applications, using a composite of azobenzene
and phase change material (Fig. 23(c)). This composite can be
activated thermally or through light exposure (UV/visible). Their
study illustrated that over 100 optical cycles could be main-
tained, revealing a straightforward strategy for thermal energy
storage via light stimuli.

6.4 Tuning polymer thermoelectricity via external
temperature

The energy conversion efficiency of a thermoelectric material is
directly related to the temperature gradient between its hot and
cold sides. In the context of using thermoelectric generators
(TEGs) to convert human body heat into electricity, the
maximum Carnot efficiency noted is about 6%.*'* Additionally,
for a thermoelectric material with ZT of 1, only about 1% effi-
ciency can be achieved, as illustrated in Fig. 24(a). Conse-
quently, TEGs using body heat are suitable for low-power-
demand applications like biosensing.**®

The temperature dependence of electrical conductivity varies
significantly with the degree of disorder and doping in the
polymers. In general, conductivity increases with temperature
for disordered samples due to thermally activated hopping
processes. For samples with a certain degree of structural order,

A\
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there might be transitions from insulating to metallic behavior
as temperature decreases."** Here, the temperature dependence
on electrical conductivity is broadly classified into four cases
depending on the charge transport mechanisms and their
activation energy, as shown in Fig. 24(b). Case-(a) represents
electrically insulating disordered polymers (because of high
activation energy), dominated by thermal hopping trans-
port.>*>321322  Cage-(b) undergo metal-to-
insulator transition as the temperature decreases. This transi-
tion is attributed to improved electronic coupling between
polymer chains or an increase in the inter-chain localization
length of the carriers. Case-(c) here, the polymer is transitioning

some polymers

from insulator to metal as temperature increases.****** The
precise mechanism for this transition is not fully understood.
However, some models consider the role of three-dimensional
metallic regions electronically coupled via one-dimensional
chains that undergo a decrease in the localization length of
the carriers as the temperature decreases. Case-(d) highly doped
and ordered conducting polymers that behave like a metal.
Like electrical conductivity, the Seebeck coefficient's
dependence on temperature can be classified into seven cases,
as shown in Fig. 24(c). Case-(a) conducting polymers with highly
p-doped, narrow metallic bands,*** similar to case-(d) from the
electrical conductivity. Case-(b) polymer dominated by elec-
tron-phonon interaction,**® which does not involve the phonon
drag effect. Case-(c) characterized by a hump that disappears at
higher temperatures, indicative of phonon drag effects in the
material.**”**° Case-(d and e) represents Mott's variable range
hopping transport between localized states. This decrease is
often characterized by a T** dependence. Case-(f) conducting
polymers on the insulating side of the metal-insulator transi-
tion.>*® This behavior is attributed to the nearest-neighbor
hopping thermopower with the Fermi energy within localized
states. Case-(g) represents low doping level samples,*** with low
charge carrier density. The cases presented above for Seebeck
coefficient and electrical conductivity are generalized, and
polymers could be more complex, representing a combination
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Fig. 25 Effect of relative humidity on thermoelectric properties. (a)
The power factor for pristine and 120 min EG-treated PEDOT:PSS films
at varying humidity. Reproduced with permission** Copyright, 2016
American Physical Society — APL. (b) Thermoelectric voltage for
varying temperatures and different humidity variations. Reproduced
with permissions.*** Copyright, 2014, The Japan Society of Applied
Physics — APE.

of multiple scenarios with temperature. However, one can
conclude that organic thermoelectric properties can increase or
decrease with temperature.

6.5 Tuning polymer thermoelectricity via humidity effect

Water saturation content varies with humidity levels in the
doped conjugated polymer. As water is a high-polar molecule, it
can act as a solvent for de-doping and affect thermoelectric
properties significantly.**> Additional water can reduce the
coulombic interaction between the PEDOT and PSS chains,
facilitating better carrier mobility.**®* Kim et al.** studied the
effect of humidity on the thermoelectric properties of
PEDOT:PSS. For films with PSS content (more hydrophilic), the
electrical conductivity was observed to decrease with increasing
humidity. A higher PSS content leads to greater water absorp-
tion, swelling the film and likely increasing the tunneling
distance between PEDOT molecules, which reduces electrical
conductivity.

On the other hand, PEDOT:PSS EG-treated films have less
PSS and hence less water absorption; the electrical conductivity
increases with increasing humidity. The increase is attributed
to a reduction in the binding energy of mobile holes on PEDOT
and possibly due to the re-alignment of PEDOT chains by
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Fig.26 Homogeneity effects of thermal conductivity. (a) Temperature
dependence of thermal conductivity anisotropy of a polymer film with
a thickness of 2.25 um. Reproduced with permission.**® Copyright,
1999, Journal of Microelectromechanical Systems. (b) Thermal
conductivity of polyvinylidene (PVDF) film showing near isotropic
behavior by engineering the lamellae. BON-1 is 10 MPa, BON-2 is
50 MPa, and BON-3 is 100 Mpa. Reproduced with permission.®**
Copyright, 2023, Polymers.

solvent vapor annealing effects. These factors lead to increased
mobility of charge carriers, outweighing the adverse effects of
increased tunneling distance due to swelling. However, the
Seebeck coefficient increases with humidity, regardless of the
PSS content for both pristine and EG-treated PEDOT:PSS films.
This increase indicates a reduction in carrier concentration
and, potentially, scattering while carrier mobility increases. The
overall impact increases the power factor with humidity, as
shown in Fig. 25. Varying the humidity of the environment is
a promising technique for dynamically controlling the ther-
moelectric performance of the OSCs.

7. Conclusions and outlook

This review presents our theoretical understanding of experi-
mental progress on thermal transport and thermoelectricity in
polymer materials based on molecular and nanoscale perspec-
tives. In contrast to the vast amount of literature on charge
transport in organic semiconductors and thermal transport and

This journal is © The Royal Society of Chemistry 2024
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thermoelectric studies in inorganic materials, obtaining the
fundamental structure-property-function relationship between
molecular-scale constituents and their thermal functions
remains an open question. We conclude this review by discus-
sing some open challenges in the field.

7.1 Isotropically high thermal transport in polymers

Amorphous bulk polymers typically exhibit low isotropic thermal
conductivity*** below 0.5 W m™~" K. In many applications, a high
isotropic thermal conductivity is desirable to reject or absorb heat
dissipated by the operating devices uniformly. However,
commonly used techniques to enhance the thermal conductivity
of polymers, such as stretching for chain alignment, modifying
backbone, and engineering molecular conformation, tend to
result in anisotropic thermal conductivity, with the conductivity
along the non-backbone directions maintaining nearly bulk
values' (Fig. 26(a)). Exacerbating the problem, a study from
Choy et al.*** showed that thermal conductivity in a perpendicular
direction to stretching decreased below bulk values. In addition,
the thickness of the material can also affect thermal transport for
thin film polymers. Anharmonic interactions between surface
and bulk phonons can reduce the overall in-plane thermal
conductivity,*” suggesting the challenges of designing polymers
with high and isotropic thermal conductivity. Recent work by
Wang et al.*** explored the thermal conductivity of polyvinylidene
(pvDF) films by inducing amorphous nanophases via cross-
planar arrangements among the in-plane extended chain crystal
lamellae. It was achieved by applying pressures up to 100 MPa in
the direction opposite to stretching. This resulted in elevated
thermal conductivity in both cross-plane (~1.99 W m~" K~ ') and
in-plane (~4.35 W m~' K ') orientations, effectively rendering
the material near thermally isotropic, as shown in Fig. 26(b). In
the future, exploring strategies and design methods that could
yield moderate-to-high thermal conductivity across all directions
in a polymer is of great interest.

7.2 Nanoscale and single-molecule level study of thermal
transport and thermoelectricity in polymers

Determining the ultimate thermal transport and thermoelectric
properties of both electrically insulating and semiconducting
molecules and polymers is challenging due to the strong hetero-
geneity in both the structural and energetic distribution. A poly-
mer structure's inherently existing crystalline, amorphous, and
crossover regimes naturally possess distinct thermal transport
properties. Further, widely studied thermoelectric polymers such
as PEDOT:PSS are non-homogeneous material systems with
PEDOT-rich and PSS-rich domains. While controlling polymer
morphology is challenging, it is essential to perform nanoscale
studies to understand polymer structures' spatial heterogeneity
and respective transport properties. This can provide insights into
the optimal thermal transport and thermoelectricity in polymers.
Specifically, the current strategies to improve polymers' ZT have
focused on understanding electrical conductivity and Seebeck
coefficients to maximize the power factor. One can also focus on
the molecular design to achieve low thermal conductivity in
semiconducting polymers. Reducing thermal conductivity below

This journal is © The Royal Society of Chemistry 2024
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0.1 Wm ' K typically necessitates substantial defects or air
gaps within the amorphous polymer structure, akin to those in
aerogels. This presents significant challenges in molecular engi-
neering, as it involves balancing between maintaining electrical
conductivity while significantly hindering thermal transport,
which has yet to be fully explored in OSCs. Molecular design and
structuring®® to optimize ZT for inorganic materials have paved
the way for materials with ZT to be nearly 3.3**%* Similar strategies
are expected to be conducted in organic systems.

7.3 Machine learning (ML) guided material discovery of
high-performance thermal and thermoelectric polymers

The morphologically heterogeneous nature of polymers and the
complicated interactions within the molecular network make the
theoretical prediction of physical properties challenging. In
recent years, ML methods have emerged as valuable tools in
discovering new polymer materials and enhancing the property
prediction of existing materials.>** Precisely, leveraging existing
databases combined with ML algorithms, researchers can
predict new polymer materials and structures with desired
thermal and mechanical properties. While material discovery via
computational means without human intervention presents
challenges, they can be navigated effectively through techniques
such as active learning and autonomous experimentation.**> This
method accelerates experimental cycles with iterative design,
synthesis, and testing, all guided by ML. Along this line, thermal
conductivity prediction in polymers is approached using
methods like random forest (RF) models and Bayesian neural
networks (BNNs). RF models, for instance, predict thermal
conductivity from descriptors derived from polymer chemistry
trained on comprehensive databases like PoLyInfo.*** Ma et al.>**
used an RF model and identified 121 polymers with MD-
calculated thermal conductivity above 0.3 W m™" K *. Alterna-
tively, BNNs are employed to predict thermal conductivity with
an understanding of uncertainty, providing a range of possible
values rather than a single-point prediction. Wu et al.*** achieved
a mean absolute error of 0.0204 Wm™" K" in predicting thermal
conductivity using a transferred model from a pre-trained neural
network, a 40% improvement compared to a baseline model.
While ML has demonstrated considerable potential in trans-
forming the discovery and prediction of polymer physical prop-
erties, the precision and dependability of these forecasts are
contingent upon procuring extensive, high-quality datasets.’*
There is a notable need for such data, particularly concerning
newly synthesized or underexplored polymers.**” Advancements
in the field require continuous improvement in high-
performance computation and high-throughput data acquisi-
tion. As these components progressively align, we anticipate an
escalation in the influence of ML on polymer thermal science and
thermoelectric renewable technologies in the upcoming years.
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