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Hot pressing-induced alignment of hexagonal
boron nitride in SEBS elastomer for superior
thermally conductive compositest

Cuiping Yu,?*¢ Wenbin Gong,® Jun Zhang,® Weibang Lv,® Wei Tian,*? Xiaodong Fan?
and Yagang Yao (& *b¢

Styrene—ethylene—butylene—styrene (SEBS) composite films containing well-dispersed and highly aligned
hexagonal boron nitride (hBN) platelets were achieved by a ball milling process followed by hot-pressing
treatment. An ultrahigh in-plane thermal conductivity of 45 W m~! K~! was achievable in the SEBS
composite film with 95 wt% hBN. The corresponding out-of-plane thermal conductivity was also as high
as 44 W m~! K1 The hBN/SEBS composite film was further used to cool a CPU connected to
a computer, resulting in a decrease by about 4 °C in the stable temperature. Percolation thresholds over
40 wt% and 60 wt% in the hBN/SEBS composites were obtained in the in-plane and out-of-plane
directions, respectively. This phenomenon has rarely been reported in polymer composites. Molecular
dynamics simulations were also conducted to support this percolation threshold. The linear coefficients
of the thermal expansion value of the hBN/SEBS composite with 95 wt% hBN was as low as 16 ppm K™%,
This was a significant decrease compared to that of pure SEBS (149 ppm K™1). The proposed strategy
provides valuable advice about the heat-transfer mechanism in polymer composites containing oriented

rsc.li/rsc-advances two-dimensional materials.

Introduction

Thermally conductive while electrically insulating polymer-
based composite films are highly desirable for their applica-
tions in aircraft, motor control, automobiles, and household
applications because of their wide range of utilization, ease of
processing, and low cost.”> However, the thermal conductivity
of current polymer-based composites is below 10 W m™* K7,
and so hardly able to satisfy the growing demand for high-
performance materials.>® Therefore, there is an urgent need
to develop a new strategy to prepare desired materials with high
thermal conductivity. Inorganic fillers, such as aluminum
nitride,*” alumina,®° or boron nitride,'**” have been added to
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polymer matrices to improve the thermal performance because
of their high thermal conductivity and electric insulation.
Hexagonal boron nitride (hBN), also called white graphite,
has attracted much attention due to its high thermal conduc-
tivity, relatively lower density, and a large band gap (nearly 5.9
eV), which make it suitable for applications in thermally
conductive and insulating composites.'”*****'%1% In recent
years, much effort has been directed to the rational design and
controlled preparation of hBN-filled polymer compos-
ites.3">132022% Ag reported previously, the thermal property of
hBN-filled composites is mainly influenced by the interface and
dispersion state of hBN in polymer composites.'*%20%2%2¢ The
interface is mainly influenced by the compatibility between the
fillers and matrix. Modification by hBN can enhance the affinity
of the hBN/polymer interface. This is an efficient strategy to
optimize the thermal conductivity of composites via reducing
the interfacial thermal resistance.*** For example, Gu et al.
fabricated polyhedral oligomeric silsesquioxane (POSS)-
functionalized hBN. The as-made POSS-hBN was filled into
bismaleimide/diallylbisphenol A*” and polyphenylene sulfide®®
to improve the thermal conductivity. Besides, designing a new
polymer matrix is beneficial for increasing the combination
between hBN fillers and the matrix. For example, thiol-epoxy
elastomers® and bisphenol A dicyanate ester/dicyclopentadiene
bisphenol cyanate ester hybrid resin®*® were fabricated and the
composites were endowed with excellent thermal conductivity.
However, the modification unavoidably destroyed the crystal
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structure of hBN and reduced its thermal performance. Also,
the fabrication process was complex due to the introduction of
many monomers, which limited its uses in practical applica-
tions. In addition, the enhancement efficiency was still low. To
reach a high thermal conductivity, a high hBN loading is
necessary due to the construction of more thermally conductive
channels of hBN.*** Therefore, it is desirable to develop
a strategy to reach a high filler loading.

Besides, since hBN exhibits an in-plane thermal conductivity
of 600 W m~" K™, almost 20 times higher than that of the
through-plane thermal conductivity,* it is widely accepted that
a significant enhancement in the in-plane thermal conductivity
could be achieved by controlling the alignment of hBN via
enabling the constructing of heat conductive networks. There-
fore, it is desirable to develop a novel, facile, straightforward
strategy to fabricate hBN-filled composites with a highly aligned
structure. Recently, many novel methods have been reported to
assist the orientation, including doctor blading,* magnetic
field alignment,”>** oscillatory shearing,® and electric field.*®
However, these methods are just suitable for low filler loadings
because a large amount of the hBN causes an increase in the
viscosity, which interferes with the hBN orientation, albeit the
proposed methods showed significant thermal conductivity
enhancements. However, the thermal conductivity was
marginal compared to that expected for systems with a high
filler loading fraction, and still insufficient for the increasing
demands for higher thermally conductive composites. Thus,
a route to achieve high filler loading while maintaining the
oriented structure is desirable to improve the thermal conduc-
tivity. To date, vacuum filtration has been shown to be able to
achieve this goal."'® For example, Zhu et al. fabricated an
aligned boron nitride nanosheet (BNNS) paper wired by nano-
fibrillated cellulose.* This paper exhibited an ultrahigh thermal
conductivity of 145.7 W m™" K~ at 50 wt% BNNS loading. This
could be ascribed to the gravity force brought about by vacuum
filtration, which tended to horizontally orient the hBN micro-
platelets.’**>3* However, the size of the hBN paper under
vacuum filtration was limited by the size of the funnel, making
it difficult to produce larger sizes. Therefore, it is still chal-
lenging to design and obtain hBN-filled composite films at
a large range of filler loadings via a facile and effective process
in an oriented fashion.

In this work, we fabricated hBN/styrene-ethylene-butylene-
styrene (SEBS) composite films with hBN aligned in parallel
through a hot pressing-induced-alignment technique. SEBS was
chosen as the matrix, because it is an elastomer that can be used
without vulcanization and it resists high-temperature. This was
beneficial for the hot-forming procedure. Since the composites
were fabricated by solvent mixing, by which the concentrations
of the dispersion could be precisely controlled, various filler
loadings were designed (0-95 wt%). The fabricated hBN/SEBS
composites exhibited a superior thermal conductivity of 45 W
m ' K ' at 95 wt% hBN loading. Based on this aligned struc-
ture, the thermal conductivity was tested and analyzed by
molecular dynamics simulations. This was constructive for
exploring the heat-transfer mechanism of the composites con-
taining oriented two-dimensional (2D) fillers.
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Experimental
Materials

hBN powder (sizes ranging from 10 um to 30 um, purity >
99.5%) was purchased from Dandong Rijin Science and Tech-
nology Co., Ltd. (Liaoning, China). The SEBS used was Kraton
G1652 (American). Tetrahydrofuran (THF) and ethanol were
purchased from Sinopharm Chemical Reagent Co., Ltd. (Bei-
jing, China). All the chemicals were analytical grade and were
used as received without further treatments.

Preparation of hBN/SEBS composite films

SEBS matrix and hBN filler were dried under in a vacuum oven
at 60 °C for at least 12 h. A typical example of the preparation of
95 wt% hBN/SEBS composite film is as follows: 0.5 g dried SEBS
was dispersed into 4.5 g THF by stirring for 3 h at 40 °C to obtain
a SEBS solution with 10 wt% hBN. 9.5 g dried hBN powder was
added into the SEBS solution. The hBN/SEBS solution was
subjected to ball milling for 24 h in a planetary ball mill at
a rotational speed of 400 rpm at room temperature. This
resulted in a homogeneous hBN/SEBS dispersion. A solid-state
hBN/SEBS mixture was obtained after the dispersion was
added to excessive ethanol. The coagulated polymer composites
were then isolated via subsequent settlement and dried in
a vacuum at 50 °C for 24 h. The as-made hBN/SEBS mixtures
were pressed between brass plates to form 0.1 mm thin films
using 0.1 mm thick spacers in a hydraulic hot press at 150 °C
under a pressure of 10 MPa for 15 min. Various mass fractions
of hBN in the composites were achieved via controlling the feed
ratio before the ball milling process.

Molecular dynamics simulations

Molecular dynamics simulations were performed via the large-
scale atomic/molecular dynamic package (LAMMPS),** with
a time step of 0.1 fs. The intramolecular interaction of the
thermoplastic elastomer was described by its Airebo poten-
tial,* while the Tersoff potential was used to simulate the B-N
bonds in hBN.*® The intermolecular interaction between the
thermoplastic elastomer and the hBN was described by the
Lennard-Jones potential, and the intermolecular interaction of
the hBN was modeled with the coulombic potential to obtain
its ionic characteristic. The cutoff of these long-range inter-
actions was set at 15 A. The charges of the boron and the
nitrogen atoms were calculated to be —0.6e and 0.6e by charge
equilibration calculations. The force-field settings are
summarized in Table S1.7 Several pieces of hBN were added
into the thermoplastic elastomer matrix, which consisted of 22
SEBS chains with 1100 atoms in each molecule, to simulate
different hBN contents. Beginning with a 20 ps running in the
NVT ensemble at 300 K, the equilibrium structures at a pres-
sure of 10 atm were obtained within a 26.3 x 156.6 x 74.2 A’
simulation box, by performing 30 ps simulations in the NPT
ensembles. The thermal conductivity calculations were then
performed by equilibrating the structures at constant volume
and temperature (300 K). This was followed by a 200 ps run to
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establish a steady heat flux via the reverse non-equilibrium
molecular dynamics method (rNEMD), as shown in Fig. S1.7%’

Characterization

The sample morphologies were measured with scanning elec-
tron microscopy (SEM, SU8010, 2 kV). Thermogravimetric
analysis (TGA) was performed on a thermogravimetric analyzer
TG 209 F1 (NETZSCH, Germany) under air atmosphere with
a heating rate of 10 °C min " from room temperature to 900 °C.
The thermal diffusivities («) of the composite films were
measured with a laser flash thermal analyzer (LFA 447,
NETZSCH) with 12.7 mm diameter samples. The composites
were sprayed with graphite powder on both sides before char-
acterization. The thermal conductivity (1) was obtained with the
equation A(T) = «(T) x Cp(T) x p(T). The densities (p) of the
composite films were calculated from the weight and dimen-
sions of the composite films. The specific heat capacities (Cp) of
the composites were measured by differential scanning calo-
rimetry (DSC, 200 F3, NETZSCH, Germany). The thermal
diffusivities, densities, and specific heats were all characterized
at 25 °C. The linear coefficient of thermal expansion (CTE) of
the composites was measured using a thermomechanical
analyzer (TMA, 402 F3, NETZSCH) at a heating rate of 5 K min ™"
to 80 °C in a nitrogen atmosphere. The tensile property was
measured on the hydraulic universal material testing machine
Instron 3365 (Instron Corporation, USA) with a cross-head
speed of 2 mm min~". The CPU used was an Intel® Pentium®
CPU G4560 @ 3.5 GHz. The CPU output power was fixed at 60%.

Results and discussion

Fig. 1a schematically exhibits the preparation process of the
hBN/SEBS composite films via the ball milling process followed
by the hot-pressing treatment. Wet ball milling was used in this
process to disperse hBN in the SEBS solution. Compared to the
traditional mixing strategy of mechanical stirring, ball milling
had a better dispersion effect due to the shear force and
compression force generated by balls of various diameters. The
preparation process is shown in Fig. 1a, where a mixture of hBN
and SEBS solution was ball milled in a grinding chamber. The
obtained hBN/SEBS dispersion was precipitated in ethanol,
resulting in hBN/SEBS coagulation solids. These were hot
pressed to fabricate a freestanding, large-scale composite film
(Fig. 1b). The SEM images of 95 wt% hBN/SEBS composite film
depicted a well-packed layers configuration (Fig. 1c and d). The
formation of this highly ordered structure was facilitated by the
shear forces of the hot-pressing process and the rigidity of the
2D hBN. This structure makes a great contribution to the heat
transferring in the in-plane direction. By controlling the solu-
tion concentration and hBN feeds, various filler loadings could
be achieved.

The presence of SEBS in THF during the hBN dispersion step
not only prevented hBN aggregating together but also helped
maintain the perfect structure of the hBN. This was supported
by the SEM image of hBN in the hBN/SEBS composites after ball
milling (Fig. 2b). The hBN microplatelets were rarely damaged
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after the ball milling procedure. The sizes and thicknesses of
hBN in the hBN/SEBS composites were in the range of 5-25 um
(Fig. 2b) and about 180-270 nm (Fig. 2c), respectively. These
values were similar to the pristine hBN powders (Fig. 2a). The
subsequent coagulation in ethanol led to hBN/SEBS solids with
uniformly dispersed hBN, in which the newly obtained hBN was
wrapped up by SEBS (Fig. 2d).

The representative SEM images are revealed in Fig. 3a-1. As
shown in Fig. 3a, c, e, g, i and k, the surface morphologies of
hBN/SEBS composites depicted an increased number of hBN
with increasing the filler loadings. The hBN microplatelets on
the composite surface were parallel to the polymer flow direc-
tion and were not curved even after the hot-pressing treatment.
This could be ascribed to the superior stiffness of hBN. The
detailed examinations about the orientation of hBN in the
composites were verified by the cross-sectional SEM morphol-
ogies (Fig. 3b, d, f, h, j and 1). hBN was highly aligned in all the
samples. There were micrometer-wide gaps between the hBN
sheets edges in the composites with loadings lower than
40 wt%. However, an obvious hBN overlap was observed in the
60 wt% hBN/SEBS composites. With the further addition of hBN
to 80 wt% and 95 wt%, a tightly packed and layered structure
was revealed in the corresponding cross-sectional SEM images.
This structure facilitated the construction of heat-transfer
networks, which are beneficial for heat conductivity. The
unique layered arrangement of hBN in the matrix dramatically
increased the thermal conductivity.

The hBN contents in the composite films were quantified by
TGA measurements. The TGA curves of hBN, SEBS, hBN/SEBS
composites with various hBN contents are shown in Fig. 4f.
Pristine hBN powder exhibited almost no significant weight loss
until 800 °C. However, there were two significant drops in the
weight loss curves of the composites. The first drop from about
250 °C to 400-500 °C should be ascribed to the decomposition
of SEBS. The second obvious weight loss happened from 400-
500 °C to about 600 °C and was assigned to the combustion of
the residual carbon of SEBS in the air atmosphere. Up to this
temperature, all the organic compounds were completely
decomposed and volatilized. hBN contents could be obtained by
the residual weight at 800 °C and were approximately 20 wt%,
40 wt%, 60 wt%, 80 wt%, and 95 wt%. The corresponding
weight loss temperature and Tyear resistance index (Tarr)>>>° values
of the pristine SEBS and hBN/SEBS composites with various
filler loadings are presented in Table 1. The corresponding Tig;
values of the hBN/SEBS composites were about 200 °C, showing
relatively high thermal stability. The Tyg; values of the hBN/
SEBS composites were gradually enhanced with the increasing
addition of hBN, presenting the improved thermal stabilities.
This revealed that the addition of hBN was beneficial for the
heat resistance of the hBN/SEBS composites. This could be
ascribed to the relatively higher thermal conductivity of hBN
compared to that of pure SEBS, which was apt to absorb the
outside heat. Besides, hBN could effectively hinder the effusion
of pyrolysis volatiles. Thus, the thermal stabilities of the hBN/
SEBS composites were improved accordingly.

THRI =0.49 x [T5 + 0.6 x (Tgo — T5)] (1)

RSC Adv., 2018, 8, 25835-25845 | 25837
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(a)

Ball milling ~  Precipitation f Hot pressing df&

hBN SEBS

Fig.1 (a) Schematic illustration of the fabrication process for the hBN/SEBS composite films. (b) Optical images of the large-scale 95 wt% hBN/
SEBS composite film. Typical surface morphology (c) and cross-sectional morphology (d) of 95 wt% hBN/SEBS composite film.

Ts and T, are the corresponding decomposition temperatures  to the pure SEBS film (0.2 W m ™" K~ *). When the filler loadings
of 5% and 30% weight loss, respectively. were 30 wt% and 40 wt%, the hBN/SEBS composite films

The in-plane thermal conductivity of the hBN/SEBS exhibited thermal conductivity of about 5.2 and 6.7 Wm ™' K7,
composite film is shown in Fig. 4a. The thermal conductivity respectively. The thermal conductivity changed slightly at filler
of the hBN/SEBS composite film increased to 4.4 W m ' K~ ' loadings from 20 wt% to 40 wt%. However, the values were
with 20 wt% hBN. This enhancement was significant compared about10Wm 'K 'and 15 W m " K " with 50 wt% and 60 wt%

Fig. 2 SEM images of (a) pristine hBN powder, (b and d) hBN/SEBS coagulated solids, (c) hBN platelets in the hBN/SEBS coagulated solids.

25838 | RSC Adv., 2018, 8, 25835-25845 This journal is © The Royal Society of Chemistry 2018
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Fig. 3 SEM images of (a and b) SEBS, (c and d) 20 wt% hBN/SEBS composite film, (e and f) 40 wt% hBN/SEBS composite film, (g and h) 60 wt%
hBN/SEBS composite film, (i and j) 80 wt% hBN/SEBS composite film, (k and 1) 95 wt% hBN/SEBS composite film; (a), (c), (e), (9), (i) and (k): surface

morphologies; (b), (d), (f), (h), (j) and (1): cross-sectional morphologies.

hBN, respectively. This enhancement was very obvious
compared to that of the composites with 20-40 wt% hBN. The
thermal conductivity of the hBN/SEBS composite reached
27.5Wm 'K 'and 45 W m™' K~' when 80 wt% and 95 wt%
hBN were added. Such excellent thermal conductivity was much
higher than those of the hBN-filled composites (Fig. 4b). Fig. 4c
exhibits the out-of-plane thermal conductivity of the hBN/SEBS
composite films. The 20 wt% hBN/SEBS composite film
exhibited a thermal conductivity of 0.4 W m~* K~ *. The hBN/
SEBS composite films showed thermal conductivities of 0.6 W
m 'K 08Wm 'K’ and 0.94 Wm ' K ' when the hBN
loadings were 30 wt%, 40 wt%, and 50 wt%, respectively. The
changes were small at this filler loading range (20-50 wt%).
However, with the further addition of hBN to 60 wt%, the
thermal conductivity improved to 1.3 W m~ " K *, while 80 wt%
and 90 wt% hBN/SEBS composite films exhibited thermal
conductivity of about 3 W m ' K" and 44 W m ' K,
respectively.

Fig. 4d shows the temperature-dependent thermal conduc-
tivity of the 95 wt% hBN/SEBS composite film. The thermal
conductivity of the samples decreased as the temperature
increased from 25 °C to 125 °C. Since the number of collisions
that occurring between phonons increase when the tempera-
ture rises,* the decreased thermal conductivity could originate
from the decrease in the average free path of the phonons. As
shown in Fig. 4e, the thermal conductivity values demonstrated
reproducible results without any change over three heating/

This journal is © The Royal Society of Chemistry 2018

cooling cycles ranging from 25 °C to 125 °C. This suggested
good thermal stability in this temperature range.

Thermal conduction in electrically insulated materials is
dominated by a phonon transferring from a particle to its
adjacent particles. The polymer matrix among these particles
could be compared to a “river” to cross. It was thought that
building a “bridge” was an ideal way to cross the river. The
bridge was composed of many boards, where one could cross
the river by jumping from one board to another. Thus, the
construction of “bridges”, also called thermally conductive
pathways, had a great effect on the heat transfer. As shown in
Fig. 5a, when increasing the hBN content, more “floated
wooden boards” were observed, which could slow down the
jumping time and thus increase the thermal diffusivity, result-
ing a composite with higher thermal conductivity.

In the in-plane direction, a sudden jump happened in the
thermal conductivity of the composites when they reached
40 wt% hBN loading; this value is the percolation threshold.
This also depended on the filler' orientation.*® To account for
the observed behavior, molecular dynamics simulations were
performed to investigate the underlying mechanisms of the
enhanced thermal conductivity. To simplify the calculation
process and obtain the thermal conductivity enhancement
trends qualitatively, the hBN sheets that were used in the
simulation had a width of 2.5 nm and a length of 7.5 nm. The
thermal conductivity was calculated to be 186 W m™* K™ * with
an rNEMD. The thermal conductivity of layered materials
(including hBN) typically increased as the size increased. This

RSC Adv., 2018, 8, 25835-25845 | 25839
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(a) In-plane thermal conductivity of the hBN/SEBS composite films with various hBN loadings. (b) Thermal conductivity of the 95 wt%

hBN/SEBS composite film and that of other hBN-filled composites reported in previous work. (c) Out-of-plane thermal conductivity of h(BN/SEBS
composite films with various hBN loadings. (d) Temperature dependence of thermal conductivity of the 95 wt% hBN/SEBS composite film. (e)
Thermal conductivity as a function of temperature in 95 wt% hBN/SEBS composite film for three heating cycles. (f) TGA curves of hBN, SEBS and

hBN/SEBS composite films with various loadings.

Table 1 Characteristic thermal data of the SEBS matrix and the hBN/
SEBS composites

Weight loss temperature/°C

Samples Ts Tso Tso Tyri*/°C
Pure SEBS 361.1 420.8 438.6 194.5
20 wt% hBN/SEBS 367.7 430.1 455.6 198.5
40 wt% hBN/SEBS 369.0 437.1 510.0 200.8
60 wt% hBN/SEBS 370.9 499.7 — —

80 wt% hBN/SEBS 371.2 ) — —

95 wt% hBN/SEBS 533.0 — — —

“ The Tug; of the samples were calculated by eqn (1).%**

25840 | RSC Adv., 2018, 8, 25835-25845

resulted in the small-sized hBN having a smaller thermal
conductivity than obtained from the experiments. Hence, the
calculated thermal conductivity from the hBN-related systems
did not map to the experimental results quantificationally, but
only qualitatively.

The effects of the content and geometry configurations of
hBN were investigated by calculating the thermal conductivity
of various hBN/SEBS systems (Fig. 5¢). The thermal conductivity
of pure SEBS was 0.13 W m ™" K~ " when hBN was not present.
When 10 wt% hBN was introduced into the SEBS matrix, the
thermal conductivity increased to 0.33 Wm ™ * K~ *. The hBN was
separated from each other by SEBS (Fig. 5b(i)). When the
content of hBN increased to 30 wt% while the hBN was isolated
in the matrix, the thermal conductivity became 0.34 Wm ™' K.

This journal is © The Royal Society of Chemistry 2018
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hBN. (ii) The heat-transfer pathways were constructed by hBN. The red, blue, and green colors present three individual hBN molecules, and the
gray presents the SEBS matrix. (c) Molecular dynamics simulation for computing thermal conductivity of different structures. The 10 wt% and
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with hBN contents, the inset presents the models from the top-view of hBN-based composites with 25 wt% and 50 wt% hBN. When the hBN

content was 25 wt%, the hBN could not overlap. When the content increased to 50 wt%, heat-transfer pathways were established.

The difference of 0.01 W m™ " K ' was within statistical error.
This suggested that a simple increment of the isolated hBN in
the matrix would not sufficiently enhance the thermal
conductivity of the hBN/SEBS systems. Nevertheless, the hBN in
the matrix had the capability of connecting to each other to
form an hBN chain for thermal conduction within the experi-
ments. Hence, a model containing a thermal conduction chain
formed by the 30 wt% hBN was constructed (Fig. 5b(ii)). The
thermal conductivity increased markedly to 0.46 W m™* K .
With the content remaining at 30 wt%, the 35% enhancement
of thermal conductivity indicated that the experimental obser-
vation of high thermal conductivity at high hBN content was
a result of the establishment of heat-transfer networks. Since
a previous study found that the heat was mainly conducted in
the layered material in a composite,*” the thermal conductivity
of the hBN chain could be estimated as about 5.01 Wm ™" K"
by calculating its volume. With continuously increasing the

This journal is © The Royal Society of Chemistry 2018

content of hBN to a very high content (such as 90 wt%), the
thermal conductivity of the hBN/SEBS system should be around
the value of the hBN chain with the size configurations in this
simulation. It was now clear that the addition of a small amount
hBN could significantly enhance the thermal conductivity. The
thermal conductivity improved by a small amount when addi-
tional hBN was present before the construction of the heat-
transfer networks. When the content was high enough to
form heat-transfer networks, the corresponding thermal
conductivity increased markedly. The possibility of forming the
thermally conductive pathways by hBN was described quanti-
tatively by calculating the corresponding relationship between
the projected areas from the top-view occupied by hBN with its
contents (Fig. 5d). The heat-transfer networks were established
by this curve when the hBN content was greater than 40 wt%.
This was in accordance with our experimental results about the
thermal conductivity. A similar phenomenon was observed in

RSC Adv., 2018, 8, 25835-25845 | 25841
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Fig. 6 Cross-sectional SEM images of the 40 wt% hBN/SEBS composite film (a) and 60 wt% hBN/SEBS composite film (b). (c and f) Schematic
model of the perfectly aligned structure of hBN in the in-plane direction. Schematic models showing heat transferring along the thermally
conductive pathways constructed by hBN sheets via phonons in 40 wt% hBN/SEBS composite film in the in-plane direction (d) and in the out-of-
plane direction (g). Schematic models showing heat transferring along the thermally conductive pathways constructed by hBN sheets via
phonons in 60 wt% hBN/SEBS composite film in the in-plane direction (e) and in the out-of-plane direction (h).

the hBN/SEBS composites in the out-of-plane direction.
However, the percolation in the out-of-plane direction was
about 60 wt%, different from 40 wt% in the in-plane direction.

The difference in percolation in the in-plane direction and
out-of-plane direction relied on the arrangement and orienta-
tion of hBN in the composite films. Since micro-sized hBN with
a 2D plates structure was aligned in the composite films at all
hBN loadings due to the hot-compression induced alignment,
the fillers preferred to form thermally conductive pathways in
the in-plane direction in this structure. This could be explained
by the perfectly aligned hBN being tilted over slightly in the
samples. As shown in the cross-sectional SEM images of 40 wt%
and 60 wt% hBN/SEBS composite films (Fig. 6a and b), almost
all the hBN was aligned in the in-plane direction. However,
these 2D sheets were tilted over slightly more or less and the tilt
angle was very small (revealed by the bright yellow arrow in the
figures). To explain the mechanism of constructing thermally
conductive pathways, the schematic models are exhibited in
Fig. 6¢c-h. The perfectly aligned hBN structure was shown in

25842 | RSC Adv., 2018, 8, 25835-25845

Fig. 6¢c and f. The sheets were separated from each other in the
matrix, and thus there was no thermally conductive pathways
formed by the 2D fillers. The slight tilt of hBN induced contact
between two sheets and thus several thermally conductive
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Fig.7 CTE of the different hBN/SEBS composites as a function of hBN
contents.
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Fig. 8 Typical stress—strain plots of the hBN/SEBS composites with
various hBN loadings.

pathways were initially formed, as shown in the red dotted line
in Fig. 6d. However, the slight tilt of hBN was not enough to
form thermally conductive pathways in the out-of-plane direc-
tion at these hBN loadings (Fig. 6g). This indicated that a small
amount of tilted hBN could facilitate the formation of thermally
conductive pathways in the in-plane direction, but could not
achieve this goal in the out-of-plane direction. With the further
addition of hBN, thermally conductive pathways were con-
structed in the out-of-plane direction initially (Fig. 6h), with the
numbers of thermally conductive pathways increasing in the in-
plane direction simultaneously (Fig. 6e). This indicated that the
formation of initial thermally conductive pathways needed
a greater hBN content in the out-of-plane direction than that
needed in the in-plane direction. Therefore, the percolation in
the out-of-plane direction was higher than that in the in-plane
direction theoretically. The percolation in the out-of-plane
direction was about 60 wt%, while this value was about
40 wt% in the in-plane direction in the hBN/SEBS composites
prepared by our method. This was in accordance with the
theoretical trend.

The dimensional stability of polymer composites has a great
impact on the reliability of electronic devices and is indicated by
CTE values. The linear CTE of hBN/SEBS composites along the
alignment direction was tested by TMA. As shown in Fig. 7, the
CTE values for the composites decreased with increasing the
hBN loading. The CTE of pure SEBS was 149 ppm K ', whereas
that of the composites were 96 ppm K ', 78 ppm K, 50 ppm
K, and 16 ppm K * for 20 wt%, 40 wt%, 60 wt%, and 95 wt%
loadings, respectively. This could be ascribed to the embedding
of low expansion hBN effectively restricting the mobility of the
polymer chains.>®** Besides, since hBN possesses an anisotropic
property (the in-plane CTE of hBN is as low as —2.7 ppm K %,
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but the out-of-plane CTE is 38 ppm K '),°>** the alignment of
hBN is more effective to limit the motion of the molecular chain
of SEBS, especially along the alignment direction. The negative
in-plane CTE of hBN also contributed to the CTE reduction of
the composites.

The mechanical properties of SEBS film and hBN/SEBS
composite films with varying hBN loadings are shown in
Fig. 8 and summarized in Table 2. Compared to pure SEBS
film, the Young's modulus of the composites was enhanced,
because the high filler-loaded and aligned hBN could effi-
ciently resist deformation. However, the breaking stress and
breaking strain were all found to decrease with increasing hBN
loading. The breaking stress and breaking strain of pure SEBS
were 21.4 4+ 2.1 MPa and 12.779 + 3.067%, respectively. These
values decreased to 8.1 £ 0.5 MPa and 6.592 + 0.751% at
20 wt% hBN loading, respectively. With the further addition of
hBN, the breaking strain of the hBN/SEBS composites
decreased and reached 0.142 + 0.017%, 0.026 + 0.003%, and
0.005 £ 0.0005% at 40 wt%, 60 wt%, and 95 wt% hBN loading.
The corresponding breaking stress decreased slightly and
reached 4.2 + 0.2 MPa, 3.7 + 0.2 MPa, and 2.6 £ 0.1 MPa,
respectively. The reason for this decrease could be ascribed to
the large aspect ratio of hBN and the alignment structure
restricted the movement of the polymer chains, and this
influence was more significant at a relatively higher filler
loading.”® In addition, the concentration of stress at the hBN
sheets increased at a higher hBN loading and led to the
breaking of the composites during the stretching process.**

The heat-dissipation property of the as-made hBN/SEBS
composite film was evaluated by using a CPU connected to
a computer. The CPU output power was fixed at 60%. The tested
sample strip was 20 mm (length) x 20 mm (width) x 0.25 mm
(thickness) and set on the same CPU for 3200 s. The samples
were heated from room temperature to ensure that the CPU
temperature reached a steady state for comparison. The
ambient temperature remained stable at 25 °C during the
experiment. Table 3 illustrated the stable temperatures of pure
SEBS and 95 wt% hBN/SEBS composites. For the SEBS-
embedded CPU device, the temperature of the CPU reached
about 58 °C. On the other hand, the 95 wt% hBN/SEBS
composite film exhibited a significantly improved thermal
dissipation property. After 3200 s, the hBN/SEBS-based CPU
stabilized at about 54 °C. The typical temperature variation of
the working CPU is shown in Fig. S2.1 These results confirmed
the excellent heat-dissipation ability of the hBN/SEBS
composite film.

Table 2 Mechanical properties of SEBS film and the hBN/SEBS composite films at different hBN loadings. The average values were obtained

from more than 3 samples

Sample Young's modulus (MPa) Strain-at-break (%) Stress-at-break (MPa)
SEBS 72.8 £13.1 12.779 + 3.067 214 +21
20 wt% hBN/SEBS 88.4 +10.1 6.592 £ 0.751 8.1+ 0.5
40 wt% hBN/SEBS 176 £ 12 0.142 + 0.017 4.2 £0.2
60 wt% hBN/SEBS 313 £ 31 0.026 £ 0.003 3.7+£0.2
95 wt% hBN/SEBS 636 + 81 0.005 £ 0.0005 2.6 £0.1

This journal is © The Royal Society of Chemistry 2018
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Table 3 Stable temperatures of pure SEBS and 95 wt% hBN/SEBS
composites”

Stable temperature/°C

Ty 58.1 58.2 57.8 57.9 58.0
T 54.2 54.3 54.0 53.8 53.8
AT 3.9 3.9 3.8 4.1 4.2

“ T, represents the stable temperature of pure SEBS; T, represents the
stable temperature of the 95 wt% hBN/SEBS composites; AT
represents the decrease in stable temperature from pure SEBS to the
95 wt% hBN/SEBS composites.

Conclusions

In summary, hBN oriented in the SEBS matrix at a large range of
filler loadings (0-95 wt%) was achieved via a hot pressing-
induced alignment. The as-prepared SEBS composite films
exhibited a superior thermal conductivity of about 45 W m™"
K" at 95 wt% hBN loading. The CTE values for the composites
decreased with increasing the hBN loading. The Young's
modulus of the composites was enhanced while the corre-
sponding breaking stress and breaking strain decreased with
the increasing addition of hBN loading. Based on the controlled
structure in the composites at this filler loading ranges, the
heat-transfer mechanism was demonstrated in detail by sche-
matic models and molecular dynamics simulations. The
percolation threshold was discovered in the in-plane (40 wt%)
and out-of-plane (60 wt%) directions. This was instructive to
study the thermal performance of composites.
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