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Thermal rectification of shape memory polymer
composites by programmable conductivity
modulation
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The temperature-dependent thermal conductivity (j) variation has

been actively investigated as a thermal rectification mechanism.

However, the intrinsic j modulation of solid materials is limited. Here

we report a shape memory polymer composite (SMPC) by combining

the shape-changing ability of cross-linked poly(ethylene-co-vinyl-

acetate) with the electrical/thermal functions of silver flakes. The

matrix polymer volume change, in contrast to the constant silver

flake volume, significantly modulates the volumetric filler fraction

during the programming–recovery process. This results in a large

change in electrical conductivity (210%) and j (88%) between 20 and

100 8C, which is employed as a novel thermal rectification mecha-

nism. Only a quarter of the SMPC is partially programmed to realize

asymmetry in thermomechanical response. The thermal rectification

efficiency (TR) increases as the heat transfer rate and temperature

difference across the specimen (DT) increase, reaching 38.3% at

0.15 W and 73.4% at DT = 45 8C. The SMPC exhibits the highest TR

at a significantly smaller DT compared with the data in the literature.

Introduction

Advanced thermal management technology has received con-
siderable attention recently as the integration density of elec-
tronic and energy devices increases.1–3 Thermal rectification is
an asymmetric heat transfer phenomenon depending on the
direction of the temperature gradient, where the thermal con-
ductance in the forward direction is higher than that in the
reverse direction.4–6 It shows great potential for applications in
thermal diodes, thermal transistors, thermal logic gates, and
directional heat dissipation/insulation in energy-efficient

buildings.7–10 Various mechanisms have been investigated to
realize thermal rectification, including the temperature-dependent
thermal conductivity (k) variation,11–15 phase change,16–21 phonon
localization,22–24 asymmetric elastic modulus,4,25 and asymmetric
thermal radiation.5,6 Although a relatively high thermal rectification
efficiency (TR) was reported using nanoscale devices, a new
mechanism still needs to be developed for practical bulk-scale
applications.26–29

Previous thermal rectification studies based on the temperature-
dependent k variation primarily relied on the intrinsic k mod-
ulation of metal, oxide, carbon, and ceramic materials.11–15

However, the intrinsic k modulation range was relatively limited,
and a large temperature difference (e.g., DT 4 200 K) was
required to achieve a high TR.11–15 Metallic particles such as
silver (Ag), gold (Au), copper (Cu), and aluminum (Al) show only a
little change in k (r1.5%) between 20 and 100 1C, for
instance.30,31 A relatively large k modulation could be achieved
using phase change materials.16–21 However, the k modulation
occurs only around the phase change temperature, confining the
device to a narrow operating temperature window. The fabrication
of heterostructures, by joining materials with distinctively different
temperature-dependent k modulation, is also challenging due to
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New concepts
The temperature-dependent thermal conductivity (k) variation is a pro-
mising mechanism to realize thermal rectification. However, the intrinsic
k modulation of conventional solid materials is typically limited. Here we
significantly increase the k variation of a shape memory polymer compo-
site (SMPC) by modulating the volumetric filler fraction to achieve high
thermal rectification efficiency (TR). Cross-linked poly(ethylene-co-vinyl-
acetate) is employed as a shape memory polymer matrix, which shows a
large programmable volume change depending on temperature. In con-
trast, the volume of thermally conductive silver flake fillers is invariant,
resulting in a large change in volumetric filler fraction. This dramatically
modulates k, resulting in a high TR (73.4% at DT = 45 1C). The SMPC
exhibits the highest TR at a significantly smaller DT compared with the
data in the literature.
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the complex synthesis process.14 The joining process may need
high-temperature processing. Besides, the risk of junction failure
increases due to mechanical instability at the interface of joined
dissimilar materials, limiting practical applicability.32

Shape memory polymers (SMPs) are smart materials that
can be deformed and fixed into a temporary shape, then recover
their original permanent shape through programmed strain
recovery. They return to the original shape in response to
external stimuli, such as heat,33–35 light,36 electric field,37 and
moisture.38 SMPs have been explored for applications in var-
ious fields, including medical treatment, soft robotics, flexible
electronics, and automotive/aerospace industry.39–41 However,
SMPs are typically insulating or exhibit very small k and
electrical conductivity (s), restricting their use in applications
requiring active thermal and electrical functions. Shape mem-
ory polymer composites (SMPCs) have received much attention
for reinforcing and expanding the properties of SMPs.42–44

These composites combine the shape-changing ability of SMPs
with the functional properties of reinforcing fillers. The fillers
can enhance mechanical properties or impart electrical/ther-
mal functions.42,45 For example, high-k fillers such as carbon
nanotubes (CNTs) were introduced to improve the thermal
properties of SMPCs. However, the enhancement was limited,
and the k value of the SMPC was only B1 W m�1 K�1.46

The deformation between the temporary and permanent
shapes of the SMPC changes the total volume of the composite.
However, the volume of solid fillers is invariant during the
shape change, modulating the volumetric filler fraction (i.e.,
filler volume/composite volume). Here we employ the volu-
metric filler fraction modulation to control the k of the SMPC
and realize thermal rectification. A crystalline polymer,
poly(ethylene-co-vinyl-acetate) (PEVA), is cross-linked with dicu-
myl peroxide (DCP) as a matrix material to induce shape
memory characteristics upon temperature modulation. Silver
flakes (AgFLs) are incorporated as conductive fillers to impart
electrical and thermal functions to the SMPC. The percolation
theory suggests the modulation of s and k in response to the
change in volumetric filler fraction. The SMPC shows a large
change in both s (210%) and k (88%) between 20 and 100 1C
due to the temperature-dependent modulation of volumetric
filler fraction, which is employed as a novel thermal rectifica-
tion mechanism. Only a quarter of the SMPC is partially
programmed to realize asymmetry in the thermomechanical
response of the specimen. A unique experimental setup is
developed to measure TR during the volume change of the
SMPC. The TR increases as the heat transfer rate increases,
reaching 38.3% at 0.15 W. The TR also increases as the
temperature difference between the two ends of the SMPC
(DT) increases. It reaches as high as 73.4% at DT = 45 1C. The
SMPC exhibits the highest TR at a significantly smaller DT
compared with the literature data employing the temperature-
dependent k variation as a thermal rectification mechanism.
The s and k show reversible modulation from the 2nd
programming–recovery cycle (srecovered/sprogrammed = 3.15 and
krecovered/kprogrammed = 1.83) although incomplete recovery is
observed for the 1st cycle.

Results
The thermal conductivity variation mechanism of the SMPC
during the programming and recovery processes

Fig. 1a illustrates the working principle of the SMPC. A detailed
synthesis process is provided in the Methods section. The blue
dashed box indicates the programming process of the SMPC.
A substantial volume change is achieved in response to the
temperature variation by employing SMP as the matrix mate-
rial. PEVA is used as the matrix material, which exhibits the
shape memory effect after crosslinking.35 The molecular struc-
ture of PEVA consists of actuation chains and cross-linking
sites. The cross-linking sites enhance thermal stability at
elevated temperatures and strengthen the shape memory effect
by reinforcing the matrix structure.35 The AgFLs are also
embedded in the PEVA matrix to enhance both k and s.
A scanning electron microscopy (SEM) image of the AgFLs
and size distribution analysis are provided in Fig. S1, SI. The
average size of the AgFLs is 4.37 mm. The as-prepared SMPC
exhibits the random orientation of crystalline chains (Fig. 1a-i).
Heating above the melting temperature (Tm) induces the transi-
tion of actuation chains from crystalline to amorphous (i.e.,
liquid-like disordered) states, enabling the SMPC to deform
into a temporary shape (Fig. 1a-ii). The SMPC is mechanically
stretched at this state, aligning the polymer chains along the
direction of applied stress. In the next step, the SMPC is cooled
under tensile stress (Fig. 1a-iii). The amorphous chain trans-
forms into an oriented crystalline structure in the stretched
direction when the SMPC is cooled below the crystallization
temperature (Tc). The tensile stress is then released. The
formation of crystalline chains allows the SMPC to maintain
the internal stress and temporary shape. The red dashed box
represents the recovery process (Fig. 1a-iv). The SMPC is
reheated above Tm, enabling the PEVA chains to deform again.
The SMPC contracts back to its initial shape in the amorphous
state due to the stored internal stress.33,35 Finally, the PEVA
chain returns to the randomly oriented crystalline structure
upon cooling to room temperature. The crystalline structure
change is a critical process to induce the shape memory
effect.35

The thermodynamic characteristics of the SMPC, with and
without cross-linking, are analyzed by differential scanning
calorimetry (DSC) analysis (Fig. 1b). The cross-linking of PEVA
decreases both Tm and Tc. The degree of crystallinity (Xc) is also
decreased from 31 to 27% after cross-linking (eqn (1)).

Xc ¼
DHm

DHm;1
� 100 ð%Þ (1)

where DHm is the measured enthalpy of fusion and DHm,N is
the enthalpy of fusion of a perfect polyethylene (PE) crystal.47,48

PEVA is composed of two distinct phases: a crystalline phase
derived from PE segments and an amorphous phase originat-
ing from vinyl acetate (VA) units. The synthesis of PEVA
involves the incorporation of VA into the PE backbone, which
imparts rubber-like properties.48 The thermodynamic proper-
ties of the SMPC, with and without the cross-linker, are
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summarized in Table S1, SI. The covalent bonding by the
crosslinker DCP restricts crystal growth, decreasing Tm, Tc,
and Xc. The cross-linked sites act as net-points retaining the
internal stress within the SMPC, while the crystalline chains
function as switching segments.35,49 Thus, the cross-linking
plays a vital role in shape memory function, although it short-
ens the effective chain length and decreases crystallinity.35 Note
that the endothermic melting peak of the cross-linked SMPC
disappears at 88 1C, and the programming and recovery processes
are carried out at 100 1C, as discussed later. The incorporation of
AgFLs into the cross-linked PEVA matrix increases tensile
strength but decreases rupture strain (Fig. S2, SI).

Fig. 1c shows the optical images of the SMPC during the
programming and recovery process. The as-prepared pristine
SMPC is imaged at 20 1C. The SMPC is programmed by heating

to 100 1C, stretching, and cooling to 20 1C (see the Methods
section for details). The axial tensile strain (e) of the elongated
SMPC is 100% after programming. In the next step, the SMPC is
heated stepwise (40, 60, 80, and 100 1C) in order to demonstrate
the shape change during the recovery process. All the images
are taken after cooling to room temperature at each step. The
AgFLs are uniformly distributed (25 vol%) in the pristine SMPC
as shown in the SEM image (Fig. 1d, pristine). The programmed
SMPC (e = 100%) shows elongated polymer chains and
increased distance between AgFLs along the stretched direction
(Fig. 1d, programmed). The specimen returns to the initial
shape after heating to 100 1C (Fig. 1d, after recovery), although
the strain is incompletely recovered during the 1st program-
ming–recovery cycle, as discussed later. The filler distribution
is also confirmed by the electrical transport measurement

Fig. 1 The thermal conductivity variation mechanism of the SMPC during the programming and recovery processes. (a) The working principle of the
SMPC. The programming and recovery processes are indicated by blue and red boxes, respectively. (b) DSC analysis of the SMPC with and without
crosslinking. (c) The optical images of the pristine, programmed, and recovered SMPCs. All the images are taken after cooling to 20 1C at each step.
(d) Cross-sectional SEM images of the pristine, programmed (e = 100%), and recovered (strain = 8.5%) SMPCs. The red arrow indicates the elongated
matrix polymer. The concentration of AgFLs is 25 vol%. (e) The thermal conductivity of the SMPC as a function of AgFL concentration. The data are fitted
to a logistic regression model, and the regression error (R2) is 0.9998. The filler fraction is decreased during the programming (i.e., stretching) stage,
resulting in a decrease in thermal conductivity (inset). (f) The thermal conductivity restoration mechanism during the recovery process. The strain of the
programmed (i.e., stretched) SMPC is decreased as the temperature increases (i), resulting in an increase in the filler fraction (ii). This increases thermal
conductivity (iii). Overall, the thermal conductivity increases to the initial value (i.e., the conductivity of the pristine SMPC) as the temperature increases
(iv). (g) The experimentally measured thermal and electrical conductivity variations of the SMPC and metals between 20 and 100 1C.
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(Fig. S3, SI). The pristine and recovered SMPCs show nearly
isotropic s. In contrast, the longitudinal s is smaller than the
transverse s for the programmed SMPC due to the non-uniform
filler distribution. A more detailed electrical transport analysis
is presented in Fig. 2.

Fig. 1e shows the k of the SMPC as a function of the
volumetric filler fraction (Vf).

Vf ¼
Vfiller

Vcomposite
(2)

where Vfiller is the volume of AgFLs and Vcomposite is the entire
volume of the SMPC. The k increases with increasing Vf due to
the effective percolation network construction, demonstrating
saturation behavior (k = 7.6 W m�1 K�1) at Vf = 25%. The s of
the SMPC also increases as Vf increases (Fig. S4, SI). The inset of
Fig. 1e shows the change in volumetric filler fraction (Vf/Vf0) as
a function of e, during the programming process, where Vf0 is
the volumetric filler fraction before stretching. The Vf/Vf0

decreases as e increases, because Vcomposite increases during
stretching, whereas Vfiller is invariant.50 Note that the experi-
mentally measured Poisson’s ratio (n) of the SMPC is 0.38, and
DVcomposite/Vcomposite = (1–2n) � e for a rectangular specimen.
The Vf becomes 16.9% at e = 100%. The AgFL conduction
pathways become unconnected as Vf/Vf0 decreases, reducing
the k of the SMPC. Note that the Bruggeman model (effective
medium theory), which treats both the matrix and filler phases
symmetrically within the same effective medium, underesti-
mates the k of the SMPC (see the SI for details).51 The

theoretically calculated k is only 0.42 W m�1 K�1 at Vf = 17%,
whereas the experimentally measured k is 2.3 W m�1 K�1. This
implies that the percolation network is still partially operative
even at Vf = 17%. The modulation mechanism of k during the
recovery process is illustrated in Fig. 1f. The e of the pro-
grammed (i.e., elongated) SMPC decreases as the temperature
increases (Fig. 1f-i), resulting in an increase in Vf/Vf0 (Fig. 1f-ii).
This increases k (Fig. 1f-iii). Overall, the k increases towards the
initial value as the temperature increases (Fig. 1f-iv). Note that
the k of the SMPC is also affected by other factors during the
programming–recovery process, in addition to Vf, as discussed later.

Fig. 1g compares the modulation of the k and s of the SMPC
and conventional conductive metals, such as Ag, Au, Cu, and Al.
The conventional conductive metals show only a little change
in k (r1.5%) and s (r18.4%) between 20 and 100 1C.30,31 In
contrast, the SMPC shows a significantly greater change in both
k (88%) and s (210%). This large conductivity modulation
between 20 and 100 1C is employed as a novel thermal rectifica-
tion mechanism, as discussed later.

The experimentally measured electrical and thermal
conductivity variation of the SMPC during the programming
and recovery processes

The s and k of the SMPC are experimentally measured during
the programming and recovery processes. Fig. 2a shows the s
and Vf as a function of e. The s is measured by the four-point
probe method.52 The e is increased to 100% during the

Fig. 2 The experimentally measured electrical and thermal conductivity variations of the SMPC during the programming and recovery processes. (a) The
electrical conductivity and AgFL concentration as a function of programming strain. The error bar represents the standard deviation of the data. (b) The
electrical conductivity and strain as a function of reheating temperature during the recovery process. (c) The electrical conductivity as a function of
the number of programming–recovery cycles. (d) The thermal conductivity as a function of programming strain. The total thermal conductivity is divided
into lattice thermal conductivity and electronic thermal conductivity (k = klat + kelec). (e) The thermal conductivity as a function of reheating temperature
during the recovery process. (f) The thermal conductivity as a function of the number of programming–recovery cycles.
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programming process, resulting in a decrease in Vf due to the
increase in Vcomposite as discussed earlier. Consequently, the s
of the SMPC decreases significantly. The e is increased at 100 1C
during the programming process, and the s is measured after
cooling the specimen to 20 1C at each strain.

Fig. 2b shows the change in the s and e of the programmed
SMPC during the recovery process. The recovery process is
carried out by increasing the temperature from 20 to 100 1C
in steps of 20 1C. The e begins to decrease when the tempera-
ture is increased beyond 40 1C, where the onset of the endother-
mic melting peak is observed in DSC analysis (Fig. 1b). The
decrease in e increases Vf and s, as shown in Fig. 1f. The s is
measured after cooling the specimen to 20 1C at each heating
step. The s starts to increase more rapidly as the temperature is
increased beyond 60 1C, where the melting peak distinctly
increases (Fig. 1b). However, the s does not fully return to its
initial value even when the SMPC is heated to 100 1C. This
could be due to the incomplete strain recovery of the SMPC
during the 1st programming–recovery cycle. The orientation,
interparticle distance, and percolation network of the AgFLs do
not completely return to the initial states, resulting in incom-
plete s recovery. The s shows reversible modulation between
the programmed and recovered states after the 1st cycle
(Fig. 2c). There is no change in the s modulation (srecovered/
sprogrammed = 3.15) up to 10 programming–recovery cycles. Note
that the SMPC is heated to 100 1C and stretched at each
programming step. A more detailed mechanism for the con-
ductivity modulation will be discussed below.

Fig. 2d shows the k variation of the SMPC during the
programming process. The k is calculated as k = arCp, where
a is the thermal diffusivity measured by the laser flash method,
r is the density, and Cp is the specific heat capacity.53,54 The
properties are measured after cooling the specimen to 20 1C at
each strain. The a and r are provided as a function of e in
Fig. S5, SI. The decrease in Vf with increasing e results in a
decrease in both a and r. This leads to a decrease in k. The Cp

shows little variation with strain.
The k can be divided into lattice thermal conductivity (klat)

and electronic thermal conductivity (kelec).53–55

k = klat + kelec (3)

The kelec is calculated using the Wiedemann–Franz law
(kelec = LsT), where L is the Lorenz number and T is the absolute
temperature.54–56 The Sommerfeld constant (2.44 � 10�8 V2 K�2)
is adopted for L as an approximation due to the high s of the
SMPC.57 Previous studies have demonstrated that the Sommer-
feld constant can be reasonably employed for the transport
analysis of polymer composites, when the electrical conductiv-
ity and carrier concentration are sufficiently high, since free
electrons dominate the transport process under such
conditions.57 The klat remains nearly constant during the
programming process, while kelec decreases with increasing e.
This demonstrates that the dominant factor influencing the k
variation is the network of AgFLs rather than the polymer
matrix. Since electrons are dominant thermal carriers in

metals, the strain-induced variation in Vf primarily affects
s and kelec. In contrast, the variation in klat remains
relatively small.

Fig. 2e shows the k of the SMPC during the recovery process.
The k starts to increase when the temperature is increased
beyond 60 1C, similar to the s variation trend (Fig. 2b). The
recovery mostly happens in kelec, while klat exhibits little
change. The modulation of s, kelec, and k during the program-
ming and recovery process is primarily governed by the AgFL
pathways, rather than the phonons of the polymer matrix. The
k does not fully recover to its original value when the SMPC is
heated to 100 1C.

Fig. 2f shows the k variation during 10 programming–
recovery cycles. The k shows reversible modulation between
the programmed and recovered states (krecovered/kprogrammed =
1.83) after the 1st cycle, similar to the s variation trend.
Incomplete strain recovery is observed during the 1st cycle
due to the irreversible microstructure rearrangement of the
SMPC (Fig. S6, SI). Polymer chain reorientation and stress
relaxation were observed during the 1st stretching cycle of
polymer–matrix composites in the literature.58,59 This would
change the filler orientation, interparticle distance, filler net-
work connectivity/percolation, and the thermal contact resis-
tance between fillers. These factors would also affect the k of
the SMPC, in addition to Vf, as e varies during the program-
ming–recovery process. As a result, incomplete recovery of the
e and k of the SMPC is observed during the 1st cycle. This
behavior is reduced and both e and k show reversible modula-
tion from the 2nd cycle onward.

The thermal rectification of the SMPC

The thermal rectification experiment is carried out using a
laboratory-built setup (Fig. 3a).6 An optical image of the experi-
mental setup is provided in Fig. S7, SI. A vacuum chamber
(B10�3 Torr) equipped with a zinc selenide (ZnSe) window is
employed to avoid convection heat transfer.55 The SMPC is
suspended between two nickel (Ni) plates using fastening bolts.
Ni is selected due to its high k, mechanical strength, and
rigidity. The surface is coated with graphite for accurate tem-
perature measurement using an infrared (IR) camera. The
reflection temperature and emissivity are calibrated following
ASTM standards (Fig. S8a, SI).5,6,60,61 A nearly uniform emissiv-
ity of B0.84 is observed for the graphite-coated SMPC and Ni
plate, which is not sensitive to temperature variations (Fig. S8b,
SI). Cartridge heaters are inserted into the Cu blocks. One side
is heated at a time, and the other side acts as a heat sink. The
left Cu block is placed on a moving stage connected to a stepper
motor, which adjusts position in response to the strain varia-
tion of the SMPC. Note that the stepper motor is carefully
controlled in order not to apply any additional external force on
the SMPC. The SMPC is elongated during the programming
process and then mounted on the Cu block without inducing
any additional strain. The stage is moved in the next step,
loosening the SMPC, and then the recovery process is carried
out by changing the temperature. Finally, the SMPC becomes
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flat again, after the recovery process, by readjusting the stage
position.

Fig. 3b shows the thermal rectification mechanism of the
SMPC. The SMPC is partially programmed to induce the
direction-dependent thermal conductance (G) modulation.
Only a quarter of the SMPC on the right side is clamped,
heated to 100 1C for 10 minutes, and stretched to 100% strain
using a laboratory-built setup. It is then cooled to room
temperature at 100% strain. The programmed region is main-
tained at a lower temperature when heat flows from the

unprogrammed region to the programmed region (Fig. 3b,
top). The left end of the SMPC is maintained at a higher
temperature. The corresponding IR image is shown in Fig. 3c
(top). The white and blue dashed boxes indicate the unpro-
grammed and programmed regions, respectively. The fastening
regions with bolts are also shown at the far left and right ends
of the specimen. The recovery (i.e., contraction) of the pro-
grammed region is suppressed due to the relatively low tem-
perature, maintaining the low k of the programmed region. As a
result, the entire SMPC exhibits a relatively lower average G.

Fig. 3 The thermal rectification of the SMPC. (a) Schematic of the thermal rectification experimental setup. The SMPC is suspended between two Ni
plates which are placed on Cu blocks. The cartridge heaters are inserted into the Cu blocks. One side is heated at a time, and the other side acts as a heat
sink. The left Cu block is placed on a moving stage connected with a stepper motor to match the strain change of the SMPC. (b) The thermal rectification
mechanism of the SMPC. The left side of the specimen is pristine (i.e., unprogrammed), and only the right side is programmed (e/e0 = 2), as shown in the
top image. The bottom image shows the specimen after recovery by heating above 70 1C. The reverse and forward heat flow directions are indicated by
red and green arrows, respectively. (c) Infrared camera images of the SMPC during the reverse and forward heat flow experiments (heating voltage = 35 V). The
fastening bolts are also shown. (d) and (e) The temperature profiles of the SMPC during the reverse and forward heat flow experiments. (f) The input heat
transfer rate (Qin) is shown as a function of the temperature difference between the two ends of the SMPC (DT). The data are fitted to exponential regression
models (R2

reverse = 0.9961 and R2
forward = 0.9998). The error bar represents the standard deviation of the data. (g) The thermal conductance (G) is shown as a

function of Qin. The data are fitted to logarithmic regression models (R2
reverse = 0.9952 and R2

forward = 0.9999). (h) The thermal rectification efficiency (TR) is
shown as a function of Qin or DT (inset). The TR is calculated using the regression data. (i) The comparison of the TR of the SMPC with the data in the literature.
Only the experimentally obtained TR values are compared.
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This heat flow direction (unprogrammed - programmed) is
referred to as the reverse direction. In contrast, the pro-
grammed region is maintained at a higher temperature when
heat flows from the programmed region to the unprogrammed
region (forward direction), as shown in Fig. 3b (bottom). The
programmed region undergoes the recovery process when the
temperature is increased above Tm. The corresponding infrared
image is shown in Fig. 3c (bottom). The contracted recovered
region is indicated by the red dashed box. The recovered region
has a higher k compared with the programmed region. There-
fore, a relatively higher average G is induced for the entire
SMPC, realizing thermal rectification. Fig. S9 (SI) compares the
experimentally measured k of the programmed and unpro-
grammed SMPCs as a function of temperature. The k of the
programmed SMPC increases when the temperature increases
beyond 60 1C, as shown in Fig. 2e. However, the k of the
unprogrammed SMPC remains relatively constant between 20
and 100 1C, without exhibiting the increasing trend.

Fig. 3d shows the temperature profiles of the SMPC in the
reverse heat flow direction (unprogrammed - programmed).
The cartridge heaters installed in the left copper block are
heated by supplying voltage from 25 to 45 V in steps of 5 V. The
right copper block is employed as a heat sink. The IR camera
images of the SMPC, including fastening regions with Ni plates,
are provided in Fig. S10, SI. The programmed SMPC is main-
tained at relatively low temperatures, suppressing the recovery
process and maintaining its low k. Fig. 3e shows the tempera-
ture profiles of the SMPC in the forward heat flow direction
(programmed - unprogrammed). The right copper block is
heated using cartridge heaters. The programmed region is
maintained at significantly higher temperatures, resulting in
shrinkage and increasing k during the recovery process. The
temperature profiles of two additional SMPC specimens are
provided in Fig. S11, SI. All the SMPC specimens show a
similar trend.

Fig. 3f shows the heat transfer rate input to the SMPC (Qin)
as a function of the temperature difference between two ends of
the entire SMPC specimen (DT = TH � TL). Three specimens are
tested under each condition, and the mean values and standard
deviations are presented. The DT is experimentally measured.
The Qin is obtained by the finite element method (FEM)
analysis (see Fig. S12 in the SI for details). Only the fastening
region, including the Ni plate and the inlet region of the SMPC,
is simulated by the FEM. Experimentally measured tempera-
tures at both ends of the fastening region are used as boundary
conditions. Three-dimensional swept-hexahedron meshes are
generated (mesh size = 250 mm), and both conduction and
radiation heat transfer modes are considered in the simulation.
The temperature-dependent k and emissivity of the Ni plate
and the SMPC are experimentally measured and used for the
simulation. For simplicity, the fastening bolt itself is not
considered in the FEM simulation. There is good agreement
between the experimentally measured temperature profiles and
simulation results, and Qin is obtained from the simulation. The
current mesh size (250 mm) is sufficient to obtain consistent Qin

as shown in the mesh convergence analysis (Fig. S13, SI). The Qin

in the forward direction is greater than that in the reverse
direction at an equivalent DT when the heater voltage is higher
than 30 V. In this case, the temperature of the programmed
region is higher than 60 1C, triggering the recovery process and
increasing k.

Fig. 3g shows G as a function of Qin. The G is calculated
using eqn (4):4–6

G ¼ Qin

DT
¼ Qin

TH � TL
(4)

The G in the forward direction becomes greater than that in
the reverse direction at an equivalent Qin when the heater
voltage is increased beyond 30 V. The dashed line indicates a
logarithmic fit to the experimental data. Note that it is difficult
to precisely estimate G using the experimentally measured k
and specimen geometry, without the FEM simulation, since
there is a temperature gradient inside the specimen during the
rectification experiment. As shown in Fig. 3h, the TR is then
calculated as a function of Qin using the fitted data and
eqn (5):4–6

TR ¼ Gforward � Greverse

Greverse
� 100 ð%Þ (5)

The TR of the SMPC increases as Qin increases, resulting in
38.3% at Qin = 0.15 W. The TR of the SMPC is also shown as a
function of DT (Fig. 3h, inset). The TR increases as DT
increases, reaching 73.4% at DT = 45 1C. Fig. S14 (SI) shows
the thermal rectification behavior during cyclic testing of the
SMPC. Three thermal rectification cycles are investigated using
the same specimen. The specimen is manually reprogrammed
at the start of each thermal rectification cycle. It shows a
repeatable TR of 29–39% at Qin = 0.12 W (Fig. S14i (SI), inset).
Note that there is a slight variation in TR as the programming is
carried out manually, and this needs to be improved in the
future.

Fig. 3i compares the TR of the SMPC with the data in the
literature. The TR values are recalculated using eqn (5) from the
thermal rectification reports with only the temperature-
dependent k variation mechanism.11–15 Previous reports based
on the k modulation of phase change materials are not
included for comparison since they operate only around the
phase change temperature. Generally, the TR increases as DT
increases. However, the SMPC shows the highest TR (73.4%)
even at a significantly smaller DT (45 1C), demonstrating
excellent thermal rectification behavior.

The PEVA-based SMPC needs reprogramming with external
stress for each thermal rectification cycle. In order to overcome
this limitation, a new SMPC is synthesized using polycaprolac-
tone diol and polybutadiene diol (Fig. S15a, SI).62,63 The Tm and
Tc are observed to be 34.5 and �16.1 1C, respectively (Fig. S15b,
SI). In this new SMPC, the external stress is applied only during
the 1st programming process. It shows reversible length mod-
ulation only with temperature variation, without applying exter-
nal stress, in the subsequent shape memory cycles (Fig. S15c, SI).
It also shows reversible k modulation although the variation is
not large (Fig. S15d, SI). The k variation needs to be improved
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further in the future. The SMPC has thermal rectification and
shape transformation characteristics. Thus, it may find applica-
tions in the outer surface of an electronic device, where prefer-
ential heat dissipation to the surrounding environment is
desired while protecting the device when the environmental
temperature exceeds the device temperature. The free end of
the SMPC might be structured or connected to a thin fin to
further enhance convective heat transfer with the surrounding
environment.

Discussion

In summary, the Vf modulation of the SMPC during the
programming and recovery processes is employed to control k
and realize thermal rectification. The shape memory ability of
the cross-linked PEVA is combined with the electrical/thermal
functions of AgFLs, realizing a large variation in both s (210%)
and k (88%) between 20 and 100 1C. The s and k show reversible
modulation from the 2nd programming–recovery cycle onward
(srecovered/sprogrammed = 3.15 and krecovered/kprogrammed = 1.83).
Only a quarter of the SMPC is partially programmed using a
laboratory-built setup to realize asymmetry in the thermomecha-
nical response of the specimen. The TR increases as Qin and DT
increase, reaching 38.3% at Qin = 0.15 W and 73.4% at DT =
45 1C. The bulk-scale SMPC exhibits the highest TR at a
significantly smaller DT compared with the data in the literature.
The TR may be further improved in the future if the shape
memory effect-induced k variation of the SMPC is amplified by
the intrinsic temperature-dependent k variation of solid fillers.

Methods
Synthesis of the SMPC

The SMPC is synthesized by incorporating AgFLs into PEVA.
Firstly, PEVA (Sigma-Aldrich, 340502, 1.5 g), DCP (Sigma-
Aldrich, 329541, 5 wt%), and tetrahydrofuran (THF) without
an inhibitor (Sigma-Aldrich, 18562, 25 mL) are mixed and
heated in an oven (Jeio Tech, OF-02G-2C) at 60 1C for 3 hours.
The AgFLs (Metalor, SA-31812, 17–25 vol%, 3.5372–5.787 g) are
then dispersed in the PEVA solution with additional THF
without an inhibitor (25 mL) using a centrifugal mixer (Thinky
Co., ARE-310). The mixture is further stirred at 60 1C for
30 minutes in a heating mantle (MTOPS, MS-DMSDB631) to
evaporate THF. Finally, it is completely dried in an oven at 60 1C
for 12 hours and hot-pressed (QMESYS, QM900s) at 200 1C and
5 MPa for 1 hour to obtain the SMPC.

The programming and recovery processes of the SMPC

The SMPC is heated to 100 1C using a hot plate, and a quarter of
the specimen is partially stretched using a laboratory-built
setup. It is then cooled to room temperature (20 1C). In the
next step, the SMPC is suspended between Ni plates using bolts
and nuts in a vacuum chamber (B10�3 Torr) equipped with a
ZnSe window. The recovery process is carried out by reheating
the partially programmed SMPC stepwise (40, 60, 80, and

100 1C) using cartridge heaters inserted into the Cu blocks.
The external stress of the specimen is removed by moving a
stage attached to a stepper motor during the recovery process.

Characterization

Crystallization is investigated by differential scanning calori-
metry (Hitachi, Nexta DSC 600). The morphology of the SMPC is
examined by field-emission scanning electron microscopy
(Hitachi, S-4800). The thermal diffusivity (a) is measured
by the laser flash method (Netzsch, LFA 467). The density
(r) is measured using the Archimedes method (Sartorius
Quinitix224-1SKR). The specific heat capacity (Cp) is measured
by differential scanning calorimetry (Netzsch, DSC214). The
thermal conductivity (k) is then calculated as k = arCp.53 The
electrical conductivity (s) is measured by the four-point probe
in-line method using a laboratory-built setup.52,53 A nanovolt-
meter (Keithley, 2182A) is used to measure the voltage drop
along the specimen under a constant current (Keithley, 6221
DC supply). Thermal rectification is investigated using a
laboratory-built setup.6 The vacuum chamber (B10�3 Torr) is
equipped with a ZnSe window, and the specimen temperature
is monitored using an infrared camera (FLIR, A325sc). The
reflected temperature and emissivity of the specimen are
calibrated according to ASTM standards.4,6,58,59
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