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Abstract: With the rapid growth in the miniaturization and integration of modern electronics, the
dissipation of heat that would otherwise degrade the device efficiency and lifetime is a continuing
challenge. In this respect, boron nitride nanosheets (BNNS) are of significant attraction as fillers for
high thermal conductivity nanocomposites due to their high thermal stability, electrical insulation,
and relatively high coefficient of thermal conductivity. Herein, the ambient plasma treatment of BNNS
(PBNNS) for various treatment times is described for use as a reinforcement in epoxy nanocomposites.
The PBNNS-loaded epoxy nanocomposites are successfully manufactured in order to investigate the
thermal conductivity and fracture toughness. The results indicate that the PBNNS/epoxy nanocom-
posites subjected to 7 min plasma treatment exhibit the highest thermal conductivity and fracture
toughness, with enhancements of 44 and 110%, respectively, compared to the neat nanocomposites.
With these enhancements, the increases in surface free energy and wettability of the PBNNS/epoxy
nanocomposites are shown to be attributable to the enhanced interfacial adhesion between the filler
and matrix. It is demonstrated that the ambient plasma treatments enable the development of highly
dispersed conductive networks in the PBNNS epoxy system.

Keywords: polymer-matrix composites (PMCs); interface; thermal conductivity; fracture toughness;
surface treatment

1. Introduction

Boron nitrides (BNs) are identified as an intriguing candidate for fillers in electrically
insulating polymer-based nanocomposites due to their relatively high thermal conduc-
tivity and good mechanical properties. However, the practical applications of BNs as
a reinforcement in epoxy nanocomposites are severely restricted due to the difficulties
related to the formation of highly aggregated BN particles during manufacturing and poor
interfacial adhesion between the BNs and the epoxy matrix [1–3]. In particular, boron
nitride nanosheets (BNNS), with a two-dimensional (2D) structure analogous to that of
graphene, have been widely utilized as thermal reinforcements due to their high thermal
conductivities (400–1000 W·m−1·K−1), outstanding mechanical properties, and chemical
stability [4–10]. Due to their high aspect ratios, the BNNS have advantages for constructing
thermal pathways in epoxy nanocomposites, thus enabling improved dispersion and/or
reduced mean interparticle distance. However, the ultimate thermal conductivities of the
BNNS-loaded epoxy nanocomposites remain far lower than expected due to the strong
anisotropy of the BNNS, which leads to a high level of phonon scattering, thus decreasing
the interfacial adhesion with the matrix and thereby reducing the thermal conductivity and
mechanical properties. Moreover, owing to their high aspect ratios, the BNNS may increase
the viscosity of the epoxy nanocomposites at high loading amounts, thus degrading their
processability. Moving ahead, the surface functionalization of BNNS may be the most effi-
cient way to overcome these limitations and alleviate the disadvantages of BNNS, thereby
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leading to an enhancement in the interfacial interactions between the filler and matrix in
order to obtain desirable adhesion [11–19].

Ambient plasma treatment is a simple, fast, and environmentally benign process be-
cause no hazardous chemicals are used. During the treatment process, the physicochemical
characteristics of the materials are modified by oxidation, degradation, and cross-linking.
In addition, the treatments may cause structural changes within a depth of a few molecular
layers while maintaining the inherent properties of the bulk materials. Moreover, plasma
treatments have the pragmatic advantage of being performable under an atmosphere, thus
ensuring process safety and enabling the fast and effective introduction of oxygen moieties
onto the material surface without the formation of unwanted by-products [20,21]. In partic-
ular, several studies have reported that plasma treatments can effectively introduce new
functionalities onto zirconia (ZrO2) surfaces. The surface properties of zirconia modified by
these treatments have played an important role in improving the dispersion and enhancing
the interfacial adhesion between ZrO2 and the epoxy matrix [22,23]. This, in turn, suggests
that the plasma treatment of BNNS (PBNNS) would be a promising approach for enhancing
the interfacial adhesion in the epoxy nanocomposite system.

Studies have also suggested that such surface enhancements on various fillers may ac-
celerate the conversion of polymer-based nanocomposites into high performance materials.
Hence, further research in this direction is expected to provide more rational guidance and
fundamental understanding towards the realization of the theoretical limits of interfacial
properties [24–28]. This, in turn, could be beneficial in a variety of applications such as
medical equipment, heat-releasing materials, and electronic packaging materials. However,
to the best of the present authors’ knowledge, there have been no previous studies on the
interfacial adhesion between PBNNS and the epoxy matrix, and the related mechanisms
have remained unclear.

The present study is therefore aimed at investigating the effect of PBNNS incorpora-
tion upon the interfacial adhesion of conventional epoxy nanocomposites. The chemical
properties of PBNNS are investigated using Fourier transform infrared (FT-IR) and X-ray
photoelectron spectroscopy (XPS). The structural changes and morphological properties
of the PBNNS are observed by X-ray diffraction (XRD) and high-resolution transmission
electron microscopy (HR-TEM). Finally, the surface free energy, thermal conductivity and
fracture toughness of the PBNNS-loaded epoxy nanocomposites are evaluated.

2. Materials and Methods
2.1. Materials

The diglycidyl ether of bisphenol-A (DGEBA; YD-128; Kukdo Chemical Co., Seoul,
Republic of Korea) was used as the epoxy resin. The epoxide equivalent weight of
DGEBA was 185–190 g/equiv., and its density was 1.2 g·cm−3 at 25 ◦C. Furthermore,
4,4′-diaminodiphenylmethane (DDM, 45–49 g/equiv.; Sigma-Aldrich Co., St. Louis, MO,
USA) was used as the curing agent [29]. The chemical structures of DGEBA and DDM is
shown in Figure 1. The BNNS (98% purity; Sigma-Aldrich Co., St. Louis, MO, USA) had a
lateral size of 150 nm and thickness of 4 nm.
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2.2. Ambient Plasma Treatment of BNNS

The plasma-treatment system was manufactured by ATMOS-Multi (PLASMART Co.,
Daejeon, Republic of Korea). Following previous studies, the gases used for the plasma
treatments were Ar (99%) and O2 (1%). Operating frequency was fixed at 13.56 MHz,
the treatment power was 200 W and treatment temperature was 25 ◦C. The flow rate of
Ar/O2 mixed gas was 5 L/min, and the plasma treatment speed and the distance between
electrodes were 5 mm/s and 7 mm, respectively [30–34]. The plasma-treatment times were
varied as 0, 1, 3, 5, 7 and 10 min to generate samples designated hereafter as the pristine
BNNS, PBNNS-1, PBNNS-3, PBNNS-5, PBNNS-7, and PBNNS-10.

2.3. Fabrication of the PBNNS/Epoxy Nanocomposites

The fabrication process for the PBNNS/epoxy nanocomposites is shown schematically
in Figure 2. The PBNNS (30 wt.%) were dispersed in acetone, sonicated for 30 min, then
mixed with epoxy resins as in previous studies [35–38]. The PBNNS/epoxy resin and
DDM were then mixed in a planetary mixer for 5 min at room temperature, followed by
heating in a vacuum oven at 100 ◦C for 4 h to evaporate the acetone and remove any
bubbles. The mixtures were then cured at 80 ◦C for 1 h, followed by post-curing at 180 ◦C
for 4 h [39,40]. The specimens of as-received BNNS, the plasma-treated PBNNS, and the
PBNNS nanocomposites are designated hereafter as the neat BNNS, the PBNNS, and the
PBE nanocomposites, respectively.
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2.4. Characterization

The structural changes between the neat BNNS and the PBNNS were investigated via
X-ray diffraction (XRD; Bruker Co., PHASER, Ettlingen, Germany) under Cu Kα radiation
(λ = 0.154 nm). The surface properties of the PBNNS were investigated using Fourier
transform-infrared spectroscopy (FT-IR; Bruker Co., Vertex 80V, Billerica, MA, USA) and
X-ray photoelectron spectrometry (XPS; Thermo Fisher Scientific Co., K-Alpha, Waltham,
MA, USA). The PBNNS particle size distribution was investigated using dynamic light
scattering (DLS) with a zeta-potential analyzer (Microtrac Co., Nanotrac wave ZETA,
Montgomeryville, PA, USA). For this measurement, all PBNNS samples were prepared
using ethanol under identical colloidal conditions and were ultrasonicated for 1 h. The
surface morphologies of the fabricated PBE nanocomposites were investigated using ultra-
high resolution scanning electron microscopy (HR-SEM; Hitachi High-Technologies Co.,
SU8010, Tokyo, Japan) and field emission transmission electron microscopy (FE-TEM; JEOL
Co., JEM-2100F, Peabody, MA, USA).

The thermal conductivity of the nanocomposites was determined using a Laser flash
analyzer (Netzsch Co, LFA-447, Selb, Germany). Prior to the measurements, both sides of
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the nanocomposites were coated with graphite spray. The thermal conductivity (κ) was
then calculated using Equation (1):

κ = α ρ Cp (1)

where α, ρ, and Cp are, respectively, the thermal diffusivity, density, and specific heat of the
specimen. The specific heat was determined via differential scanning calorimetry (DSC),
the density was measured using a density gauge, and the thermal diffusivity was obtained
from Equation (2):

α =
1.38Y2

π2t1/2
Cp (2)

where Y is the thickness of the specimen. The thermal absorption and dissipation capability
of the tested nanocomposites were examined using an infrared thermal camera [41–43]. For
this analysis, the thickness of each sample was controlled at around 2 mm to ensure the
same thermal diffusion distance.

The fracture toughness of the nanocomposites was evaluated using a universal testing
machine (UTM; Lloyd Instruments Co., LR-5 K plus, Bognor Regis, UK) in accordance
with the ASTM D882 standard, and the critical stress intensity factor was determined via a
three-point bend test [44]. Here, the notch depth was half the thickness, the crosshead speed
was 1 mm·min–1, the specimen size was 0.5 mm × 1 mm × 5 mm, and the span length ratio
was 4:1. Under these conditions, the fracture toughness (KIC) is given by Equation (3):

KIC =
FL

bd
3
2
·Y (3)

where F is the rupture force (N), L the span between the supports (mm), a the pre-crack
length (mm), b the specimen width (mm), d the specimen thickness (mm), and Y a geomet-
rical factor given by Equation (4):

Y =
3a/d1/2[1.99− (a/d)(1− a/d)

(
2.15− 3.93a/d +

(
2.7a2/d2)]

2(1 + 2a/d)(1− a/d)3/2 (4)

3. Results and Discussion
3.1. Characterization of the PBNNS

The XRD patterns of the pristine BNNS and the various PBNNS samples are presented
in Figure 3a. Here, both spectra exhibit a peak at 2θ = 24◦ due to the (002) reflection
plane of the 2-D structure arising from the oxidative degradation of BNNS and PBNNS.
Moreover, the diffraction patterns of the PBNNS-1 and PBNNS-7 are similar to that of
the pristine BNNS, each exhibiting a diffraction peak at 2θ = 45◦ due to the (100) crystal
plane, thereby indicating that these three samples have the same characteristic crystalline
structures. However, the XRD pattern of the PBNNS-10 is different from that of the pristine
PBNNS, PBNNS-1, and PBNNS-7 samples, thus confirming that the crystalline structure
of BNNS is destroyed by excessive plasma-treatment (i.e., more than 10 min), as has been
observed previously [45–47].

In addition, the FT-IR spectra of the pristine BNNS and the PBNNS are presented in
Figure 3b. Here, the pure BNNS exhibits two dominant peaks at 1380 and 800 cm−1 due to
the B–N stretching vibrations. In addition, the PBNNS samples each exhibit an absorption
band at 3360 cm−1 due to the stretching vibrations of the hydroxyl (–OH) functional groups
introduced by the ambient plasma treatment.

3.2. The Surface Morphology of the PBNN

The nanostructures of the pristine BNNS, the PBNNS-7 and the PBNNS-10 are revealed
by the TEM images in Figure 4a–c. Here, a comparison of Figure 3a,b clearly confirms
the surface modification in the PBNNS-7 due to the etching and cleaning action of the
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ambient plasma treatment on the BNNS surface. During the ambient plasma treatment,
successive oxidation along the sidewalls of the contaminated 2D-layers of the BNNS results
in progressive removal of the surface layers. By contrast, Figure 4c reveals the presence of
defects and damage to the BNNS structure due to the excessive ambient plasma treatment
of the PBNNS-10 sample, thus resulting in the destruction of the 2D-structure [48].
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The colloidal stabilities and statistical particle size distributions of the bare Pristine
BNNS, PBNNS-7, and PBNNS-10 in distilled water were examined via sedimentation tests
and DLS measurements performed 24 h after ultra-sonication for 30 min. In this technique,
the random changes of 2D structure materials in the liquid medium are analyzed according
to the intensity of scattered light and compared with that of an equivalent hard sphere
of ceramic materials. This can provide an estimate of the apparent size of the nanosheet
agglomerates in the suspension. A stable colloid will have a constant mean particle size
over a period of time, whereas an unstable colloid will exhibit an increase in particle size
over time.

The DLS result is shown in Figure 4d indicates that the pristine BNNSs have an
average particle diameter of 7–10 µm, which is around 1000 times larger than that of
primary particles (5–10 nm). Meanwhile, Figure 4e indicates that PBNNS-1 has an average
particle size range of 783–1879 nm with an average of 1331 nm, Figure 4f shows average
12 nm size for PBNNS-7. This could be attributed to the low degree of aggregation in polar
solvents due to the presence of hydroxyl functional groups on the surface of BNNS [49,50].
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3.3. The Interfacial Properties of the PBE Nanocomposites

The surface free energy is an important factor affecting the interfacial adhesion between
the PBNNS and the epoxy matrix and, as such, influences the mechanical properties. In
the present work, the surface free energy of the nanocomposites was calculated for the
liquid and solid forms based on the model of Fowkes [51], Owens [52], and Kaelble [53].
Thus, the total surface free energy (γ) is defined as the sum of two components according
to Equation (5):

γ = γL + γSP (5)

where γL is the London dispersion component, and γSP is the specific polar component. In
addition, the relationship between these two components and the contact angle (CA, or θ)
is given by Equation (6):

γL (1 + cos θ) = 2
(√

γL
S ·γL

L +
√

γSP
S ·γSP

L

)
(6)

where γL
L and γSP

L are the respective components in the liquid phase, γL
S and γSP

S are the
respective components in the solid phase.

The calculated total surface free energies of the neat BNNS and the various nanocom-
posites are presented in Table S3 and Figure 5a. Here, the neat BNNS exhibits a low surface
free energy of 30.9 mJ·m−2, which is as expected due to the inert, non-polar surface. By
contrast, the PBE nanocomposites exhibit an increase in surface free energy with increasing
plasma treatment times. In detail, the surface free energy of the PBE-5 nanocomposite is
41.3 mJ·m−2, which represents a significant increase of 34% compared to that of the neat
BNNS. Moreover, the highest measured total surface free energy value is 45.1 mJ·m−2 for
the PBE-7 nanocomposite, with a 46% enhancement relative to the neat BNNS. In particular,
the specific polar components of the PBE nanocomposites are found to exert a greater
influence on the surface free energy than the London dispersion components. In view of
the above-mentioned FT-IR and XPS results, this could be attributed to an increase in the
number of hydroxyl functional groups on the PBNNS surfaces provided by the ambient
plasma treatment. Consistently, the results indicate a decrease in the contact angle with
increased plasma-treatment time, which can also be attributed to the increased number of
hydroxyl groups from which distilled water droplets can rapidly diffuse, thus providing
an improved wettability for the nanocomposites.
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3.4. The Thermal Conductivity of the PBE Nanocomposites

The effects of plasma-treatment time upon the thermal conductivity of the PBE
nanocomposites are indicated in Figure 6a and Table S4. Here, the thermal conductiv-
ity is seen to increase with increasing treatment time up to 7 min (PBE-7) and to decrease
thereafter, as expected. In detail, the thermal conductivity of the PBE-5 nanocomposite
is 0.446 W·m·K−1, which represents a significant increase of 20% compared to that of the
neat BNNS (0.372 W·m−1·K−1). Moreover, the highest measured thermal conductivity
is 0.535 W·m·K−1 for the PBE-7 nanocomposite, with a 44% enhancement compared to
the neat BNNS. Furthermore, the plot in Figure 6b evidently shows a linear relationship
between specific polar components and thermal conductivity, thus demonstrating the
potential of PBNNS as a thermal interface material that can effectively promote thermal
conductivity in nanocomposites [7,54,55]. Thus, the thermal conductivity of the nanocom-
posites is influenced not only by the type of filler but also by the interfacial interaction
between the filler and the matrix. In detail, the PBE nanocomposites exhibit behavior
in which increasing specific polar components of the surface free energy promote the
formation of thermal conductivity pathways. These results are consistent with previous
studies indicating that enhanced interfacial interaction and adhesion are important for
increasing thermal conductivity, in agreement with previous studies [56–58]. The proposed
thermal network mechanism of thermal conductivity is shown schematically in Figure 6c.
For the neat BNNS, there is the possibility for aggregate formation, as demonstrated by the
above-mentioned DLS and surface free energy analyses. Therefore, it is difficult to have
a thermal conductivity mechanism within the epoxy matrix due to the poor dispersion
and interfacial adhesion. By contrast, in the case of the PBE nanocomposites, the enhanced
dispersion and interfacial adhesion in the absence of aggregation leads to the formation of
thermally conductive networks and, hence enhanced thermal conductivity [59,60].
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To evaluate the effect of PBNNS composites for thermal conductivity performances, a
comparison between the PBE and other BN composites. As shown in Figure 6b and Table 1,
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PBE achieve far superior thermal conductivity performance (0.535 W·m−1·K−1) compared
to all other BN composites [61–65].

Table 1. Comparison of various BN/epoxy composites.

Composite Filler Contents
(wt.%)

Thermal Conductivity
(W·m−1·K−1) Ref.

PBE-7 30.0 0.535 This work
BN/EP 30.0 0.382 [61]

KH550 modified BN 30.0 0.390 [61]
nano-h-BN 40.0 0.478 [62]

Functionalized BN 38.0 0.450 [63]
Epoxy/h-BN composite 34.4 0.321 [64]

Epoxy – 0.054 [65]

The change in heat absorption of the neat BNNS and the various PBE nanocomposites
according to plasma-treatment time is indicated by the plots of temperature against heating
time in Figure 7a and the corresponding infrared thermal camera images in Figure 7c–d.
Here, the surface temperature of each sample is seen to increase with heating time, but
the PBE-7 nanocomposite (Figure 7b) exhibits the highest temperature compared with the
other samples over the same time period. Similarly, during the cooling process, the surface
temperature of the PBE-7 nanocomposite decreases more rapidly than that of the other
samples, reaching a minimum value and remaining stable thereafter. The faster heating
and cooling rates of this sample indicate its higher thermal conductivity and rate of thermal
diffusion [66].
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3.5. Fracture Toughness of PBE Nanocomposites

The relationship between the specific polar components of surface free energy and the
fracture toughness (KIC) of the samples is indicated in Figure 8a, with the PBE nanocom-
posites exhibiting good linearity. These results indicate that the increase in interfacial
adhesion is important for enhancing the fracture toughness of the PBE nanocomposites.
The highest measured thermal conductivity value is 21.4 MPa.m1/2 for the PBE-7 nanocom-
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posite, indicating a 110% enhancement compared to the neat BNNS (10.7 MPa.m1/2). As
noted above, previous studies have demonstrated that the nanocomposites fabricated
with PBNNS generally yield higher KIC values than other types of nanocomposites [67,68].
This increase in the KIC is believed to be related to the non-aggregated, well-distributed,
and tightly embedded PBNNS within the epoxy matrix, as revealed by the fractured sur-
faces of the various nanocomposites in Figure 8c–e. This means that any cracks formed
will propagate through the epoxy matrix and around the PBNNS due to the outstand-
ing dispersion and interfacial adhesion between the PBNNS and the epoxy matrix, thus
leading to good fracture and pull-out resistance [69,70]. Thus, the SEM image of the neat
BNNS in Figure 8c shows typically catastrophic fractures due to aggregated BNNS and
poor interfacial adhesion within the epoxy matrix. By contrast, the PBE-7 nanocomposite
(Figure 8d) exhibits a rough fracture surface due to the lack of aggregation and the resulting
enhancement in the dispersion and interfacial adhesion with the epoxy matrix. However,
the PBNNS-10 (Figure 8e) exhibits similar levels of aggregation to that of the neat nanocom-
posite, thus indicating decreased dispersion and interfacial adhesion due to the excessive
plasma-treatment time. These observations confirm the above-mentioned conclusion that
the optimum plasma-treatment time is 7 min (PBNNS-7). It is important to note that the
selected plasma-treatment times were within a reasonable range, that the optimal specific
polar component was derived therefrom, and that the SEM images of the fracture surface
confirmed that improved fracture toughness could be obtained [71].
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4. Conclusions

The effects of the plasma-functionalization of BNNS upon the thermal conductivity
and fracture toughness of epoxy nanocomposites were investigated herein. In particular,
the effects of varying the treatment time (1, 3, 5, 7, and 10 min) were examined. In addition,
dynamic light scattering (DLS) and high-resolution scanning electron microscopy (HR-
SEM) analyses were used to further examine the effects of plasma-functionalization upon
the dispersion state and interfacial adhesion of the BNNS by observing the fracture surfaces.
In summary, substantial enhancements in the thermal conductivity and fracture toughness
of the BNNS/epoxy (PBE) nanocomposites were achieved by using the optimal plasma-
treatment time of 7 min. The resulting PBE-7 nanocomposite exhibited a higher specific
polar component of the surface free energy than the neat BNSS, and the attached hydroxyl
functional group effectively inhibited the BNNS aggregation within the epoxy matrix. In
addition, the PBE-7 nanocomposite exhibited a 44% higher thermal conductivity and a
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110% higher fracture toughness than the neat BNNS due to its high dispersion and strong
interfacial adhesion. The results of this study explicated that a strong correlation exists
between the surface free energy and the thermal conductivity and fracture toughness of
nanocomposites.

Supplementary Materials: The following are available online at https://www.mdpi.com/article/10
.3390/nano13010138/s1, Figure S1. XPS spectra of pristine BNNS and PBNNS. Table S1. XPS results
of pristine BNNS and PBNNS. Table S2. Surface free energy, specific of the test wetting liquids used.
Table S3. The contact angles of PBE nanocomposites. Table S4. Thermal conductivity parameter of
PBE composites.

Author Contributions: Conceptualization, W.-J.C. and S.-Y.L.; methodology, W.-J.C.; investigation,
W.-J.C.; data curation, W.-J.C.; writing—original draft preparation, W.-J.C.; writing—review and
editing, S.-Y.L. and S.-J.P.; supervision, S.-Y.L. and S.-J.P. All authors have read and agreed to the
published version of the manuscript.

Funding: This research was supported by the National Research Foundation of Korea (NRF) grant
funded by the Korea government (MSIT) (No. 2022M3J7A1062940) and supported by the Technology
Innovation Program (or Industrial Strategic Technology Development Program- Development of
technology on materials and components) (20010106, Adhesives with low water permeability and
low outgassing) funded by the Ministry of Trade, Industry & Energy (MOTIE, Korea). This work was
also supported by the Korea Initiative for Fostering University of Research and Innovation (KIURI)
Program of the National Research Foundation (NRF) funded by the Korean government (MSIT) (No.
NRF-2021M3H1A106413511). This work was also supported by the Technological Innovation R&D
Program (S3277666) funded by the Ministry of SMEs and Startups (MSS, Korea).

Data Availability Statement: The data presented in this study are available on request from the
corresponding author.

Conflicts of Interest: The authors declare no conflict of interest.

References
1. Chopra, N.G.; Luyken, R.; Cherrey, K.; Crespi, V.H.; Cohen, M.L.; Louie, S.G.; Zettl, A. Boron nitride nanotubes. Science 1995, 269,

966–967. [CrossRef] [PubMed]
2. Corso, M.; Auwarter, W.; Muntwiler, M.; Tamai, A.; Greber, T.; Osterwalder, J. Boron nitride nanomesh. Science 2004, 303, 217–220.

[CrossRef] [PubMed]
3. Tian, Y.; Xu, B.; Yu, D.; Ma, Y.; Wang, Y.; Jiang, Y.; Hu, W.; Tang, C.; Gao, Y.; Luo, K. Ultrahard nanotwinned cubic boron nitride.

Nature 2013, 493, 385–388. [CrossRef]
4. Pakdel, A.; Bando, Y.; Golberg, D. Nano boron nitride flatland. Chem. Soc. Rev. 2014, 43, 934–959. [CrossRef] [PubMed]
5. Luo, W.; Wang, Y.; Hitz, E.; Lin, Y.; Yang, B.; Hu, L. Solution processed boron nitride nanosheets: Synthesis, assemblies and

emerging applications. Adv. Funct. Mater. 2017, 27, 1701450. [CrossRef]
6. Han, Y.; Shi, X.; Wang, S.; Ruan, K.; Lu, C.; Guo, Y.; Gu, J. Nest-like hetero-structured BNNS@ SiCnws fillers and significant

improvement on thermal conductivities of epoxy composites. Compos. Part B Eng. 2021, 210, 108666. [CrossRef]
7. Guerra, V.; Wan, C.; McNally, T. Thermal conductivity of 2D nano-structured boron nitride (BN) and its composites with polymers.

Prog. Mater. Sci. 2019, 100, 170–186. [CrossRef]
8. Song, H.; Liu, J.; Liu, B.; Wu, J.; Cheng, H.-M.; Kang, F. Two-dimensional materials for thermal management applications. Joule

2018, 2, 442–463. [CrossRef]
9. Chen, J.; Huang, X.; Sun, B.; Jiang, P. Highly thermally conductive yet electrically insulating polymer/boron nitride nanosheets

nanocomposite films for improved thermal management capability. ACS Nano 2018, 13, 337–345. [CrossRef]
10. Zheng, Z.; Cox, M.; Li, B. Surface modification of hexagonal boron nitride nanomaterials: A review. J. Mater. Sci. 2018, 53, 66–99.

[CrossRef]
11. Tanimoto, M.; Yamagata, T.; Miyata, K.; Ando, S. Anisotropic thermal diffusivity of hexagonal boron nitride-filled polyimide

films: Effects of filler particle size, aggregation, orientation, and polymer chain rigidity. ACS Appl. Mater. Interfaces 2013, 5,
4374–4382. [CrossRef] [PubMed]

12. Jan, R.; May, P.; Bell, A.P.; Habib, A.; Khan, U.; Coleman, J.N. Enhancing the mechanical properties of BN nanosheet–polymer
composites by uniaxial drawing. Nanoscale 2014, 6, 4889–4895. [CrossRef] [PubMed]

13. Li, X.; Feng, Y.; Chen, C.; Ye, Y.; Zeng, H.; Qu, H.; Liu, J.; Zhou, X.; Long, S.; Xie, X. Highly thermally conductive flame retardant
epoxy nanocomposites with multifunctional ionic liquid flame retardant-functionalized boron nitride nanosheets. J. Mater. Chem.
A 2018, 6, 20500–20512. [CrossRef]

https://www.mdpi.com/article/10.3390/nano13010138/s1
https://www.mdpi.com/article/10.3390/nano13010138/s1
http://doi.org/10.1126/science.269.5226.966
http://www.ncbi.nlm.nih.gov/pubmed/17807732
http://doi.org/10.1126/science.1091979
http://www.ncbi.nlm.nih.gov/pubmed/14716010
http://doi.org/10.1038/nature11728
http://doi.org/10.1039/C3CS60260E
http://www.ncbi.nlm.nih.gov/pubmed/24280706
http://doi.org/10.1002/adfm.201701450
http://doi.org/10.1016/j.compositesb.2021.108666
http://doi.org/10.1016/j.pmatsci.2018.10.002
http://doi.org/10.1016/j.joule.2018.01.006
http://doi.org/10.1021/acsnano.8b06290
http://doi.org/10.1007/s10853-017-1472-0
http://doi.org/10.1021/am400615z
http://www.ncbi.nlm.nih.gov/pubmed/23607623
http://doi.org/10.1039/c3nr06711d
http://www.ncbi.nlm.nih.gov/pubmed/24671118
http://doi.org/10.1039/C8TA08008A


Nanomaterials 2023, 13, 138 11 of 13

14. Zare, Y.; Rhee, K.Y.; Park, S.-J. A modeling methodology to investigate the effect of interfacial adhesion on the yield strength of
MMT reinforced nanocomposites. J. Ind. Eng. Chem. 2019, 69, 331–337. [CrossRef]

15. Bashir, A.; Maqbool, M.; Lv, R.; Usman, A.; Guo, H.; Aftab, W.; Niu, H.; Liu, M.; Bai, S.-L. Surface modified boron nitride towards
enhanced thermal and mechanical performance of thermoplastic polyurethane composite. Compos. Part B Eng. 2021, 218, 108871.
[CrossRef]

16. Xie, S.; Istrate, O.M.; May, P.; Barwich, S.; Bell, A.P.; Khan, U.; Coleman, J.N. Boron nitride nanosheets as barrier enhancing fillers
in melt processed composites. Nanoscale 2015, 7, 4443–4450. [CrossRef]

17. Riaz, S.; Park, S.-J. Effective reinforcement of melamine-functionalized WS2 nanosheets in epoxy nanocomposites at low loading
via enhanced interfacial interaction. Macromol. Res. 2020, 28, 1116–1126. [CrossRef]

18. Xiao, Q.; Han, W.; Yang, R.; You, Y.; Wei, R.; Liu, X. Mechanical, dielectric, and thermal properties of polyarylene ether nitrile and
boron nitride nanosheets composites. Polym. Compos. 2018, 39, E1598–E1605. [CrossRef]

19. Yang, N.; Zeng, X.; Lu, J.; Sun, R.; Wong, C.-P. Effect of chemical functionalization on the thermal conductivity of 2D hexagonal
boron nitride. Appl. Phys. Lett. 2018, 113, 171904. [CrossRef]

20. Zou, B.; Chang, X.; Yang, J.; Wang, S.; Xu, J.; Wang, S.; Samukawa, S.; Wang, L. Plasma treated h-BN nanoflakes as barriers to
enhance anticorrosion of acrylic coating on steel. Prog. Org. Coat. 2019, 133, 139–144. [CrossRef]

21. Shon, W.J.; Chung, S.H.; Kim, H.K.; Han, G.J.; Cho, B.H.; Park, Y.S. Peri-implant bone formation of non-thermal atmospheric
pressure plasma–treated zirconia implants with different surface roughness in rabbit tibiae. Clin. Oral Implant. Res. 2014, 25,
573–579. [CrossRef] [PubMed]

22. Tabari, K.; Hosseinpour, S.; Mohammad-Rahimi, H. The impact of plasma treatment of Cercon®zirconia ceramics on adhesion to
resin composite cements and surface properties. J. Lasers Med. Sci. 2017, 8, S56. [CrossRef] [PubMed]

23. Li, S.; Wang, F.; Wang, Y.; Wang, J.; Ma, J.; Xiao, J. Effect of acid and TETA modification on mechanical properties of MWC-
NTs/epoxy composites. J. Mater. Sci. 2008, 43, 2653–2658. [CrossRef]

24. Burmistrov, I.; Mostovoi, A.; Shatrova, N.; Panova, L.; Kuznetsov, D.; Gorokhovskii, A.; Il’inykh, I. Influence of surface
modification of potassium polytitanates on the mechanical properties of polymer composites thereof. Russ. J. Appl. Chem. 2013,
86, 765–771. [CrossRef]

25. Hameed, A.; Islam, M.; Ahmad, I.; Mahmood, N.; Saeed, S.; Javed, H. Thermal and mechanical properties of carbon nan-
otube/epoxy nanocomposites reinforced with pristine and functionalized multiwalled carbon nanotubes. Polym. Compos. 2015,
36, 1891–1898. [CrossRef]

26. Shcherbakov, A.; Mostovoy, A.; Bekeshev, A.; Burmistrov, I.; Arzamastsev, S.; Lopukhova, M. Effect of Microwave Irradiation at
Different Stages of Manufacturing Unsaturated Polyester Nanocomposite. Polymers 2022, 14, 4594. [CrossRef]

27. Amirbeygi, H.; Khosravi, H.; Tohidlou, E. Reinforcing effects of aminosilane-functionalized graphene on the tribological and
mechanical behaviors of epoxy nanocomposites. J. Appl. Polym. Sci. 2019, 136, 47410. [CrossRef]

28. Zhang, Q.; Bai, G.; Xiao, W.; Sui, G.; Yang, X. Effect of amine functionalized MWCNT-epoxy interfacial interaction on MWCNT
dispersion and mechanical properties of epoxy-amine composites. Polym. Compos. 2018, 39, E2552–E2561. [CrossRef]

29. Jin, F.-L.; Li, X.; Park, S.-J. Synthesis and application of epoxy resins: A review. J. Ind. Eng. Chem. 2015, 29, 1–11. [CrossRef]
30. Khvostov, V.; Konyashin, I.Y.; Shouleshov, E.; Babaev, V.; Guseva, M. Surface modification of boron nitride in hydrogen plasma.

Appl. Surf. Sci. 2000, 157, 178–184. [CrossRef]
31. Pakdel, A.; Bando, Y.; Golberg, D. Plasma-assisted interface engineering of boron nitride nanostructure films. ACS Nano 2014, 8,

10631–10639. [CrossRef] [PubMed]
32. Xu, Z.-Q.; Elbadawi, C.; Tran, T.T.; Kianinia, M.; Li, X.; Liu, D.; Hoffman, T.B.; Nguyen, M.; Kim, S.; Edgar, J.H. Single photon

emission from plasma treated 2D hexagonal boron nitride. Nanoscale 2018, 10, 7957–7965. [CrossRef] [PubMed]
33. Lin, Z.; Mcnamara, A.; Liu, Y.; Moon, K.-s.; Wong, C.-P. Exfoliated hexagonal boron nitride-based polymer nanocomposite with

enhanced thermal conductivity for electronic encapsulation. Compos. Sci. Technol. 2014, 90, 123–128. [CrossRef]
34. Park, S.-J.; Lee, E.-J.; Kwon, S.-H. Influence of surface treatment of polyimide film on adhesion enhancement between polyimide

and metal films. Bull. Korean Chem. Soc. 2007, 28, 188–192.
35. Li, T.L.; Hsu, S.L.C. Preparation and properties of thermally conductive photosensitive polyimide/boron nitride nanocomposites.

J. Appl. Polym. Sci. 2011, 121, 916–922. [CrossRef]
36. Kim, S.-H.; Rhee, K.Y.; Park, S.-J. Amine-terminated chain-grafted nanodiamond/epoxy nanocomposites as interfacial materials:

Thermal conductivity and fracture resistance. Compos. Part B Eng. 2020, 192, 107983. [CrossRef]
37. Pant, B.; Saud, P.S.; Park, M.; Park, S.-J.; Kim, H.-Y. General one-pot strategy to prepare Ag–TiO2 decorated reduced graphene

oxide nanocomposites for chemical and biological disinfectant. J. Alloys Compd. 2016, 671, 51–59. [CrossRef]
38. Kim, M.T.; Kim, M.H.; Rhee, K.; Park, S. Study on an oxygen plasma treatment of a basalt fiber and its effect on the interlaminar

fracture property of basalt/epoxy woven composites. Compos. Part B Eng. 2011, 42, 499–504. [CrossRef]
39. Park, S.-J.; Jin, J.-S. Effect of corona discharge treatment on the dyeability of low-density polyethylene film. J. Colloid Interface Sci.

2001, 236, 155–160. [CrossRef]
40. Yang, J.; Chen, Z.; Liang, L.; Guan, Z.; Ren, J. Synergistic Enhanced Thermal Conductivity and Crack Resistance of Reactor Epoxy

Insulation with Boron Nitride Nanosheets and Multiwalled Carbon Nanotubes. Nanomaterials 2022, 12, 3235. [CrossRef]
41. Xu, X.; Chen, J.; Zhou, J.; Li, B. Thermal conductivity of polymers and their nanocomposites. Adv. Mater. 2018, 30, 1705544.

[CrossRef] [PubMed]

http://doi.org/10.1016/j.jiec.2018.09.039
http://doi.org/10.1016/j.compositesb.2021.108871
http://doi.org/10.1039/C4NR07228F
http://doi.org/10.1007/s13233-020-8151-8
http://doi.org/10.1002/pc.24518
http://doi.org/10.1063/1.5050293
http://doi.org/10.1016/j.porgcoat.2019.04.040
http://doi.org/10.1111/clr.12115
http://www.ncbi.nlm.nih.gov/pubmed/23406227
http://doi.org/10.15171/jlms.2017.s11
http://www.ncbi.nlm.nih.gov/pubmed/29071037
http://doi.org/10.1007/s10853-008-2489-1
http://doi.org/10.1134/S107042721305025X
http://doi.org/10.1002/pc.23097
http://doi.org/10.3390/polym14214594
http://doi.org/10.1002/app.47410
http://doi.org/10.1002/pc.24832
http://doi.org/10.1016/j.jiec.2015.03.026
http://doi.org/10.1016/S0169-4332(99)00569-3
http://doi.org/10.1021/nn5041729
http://www.ncbi.nlm.nih.gov/pubmed/25290761
http://doi.org/10.1039/C7NR08222C
http://www.ncbi.nlm.nih.gov/pubmed/29682653
http://doi.org/10.1016/j.compscitech.2013.10.018
http://doi.org/10.1002/app.33631
http://doi.org/10.1016/j.compositesb.2020.107983
http://doi.org/10.1016/j.jallcom.2016.02.067
http://doi.org/10.1016/j.compositesb.2010.12.001
http://doi.org/10.1006/jcis.2000.7380
http://doi.org/10.3390/nano12183235
http://doi.org/10.1002/adma.201705544
http://www.ncbi.nlm.nih.gov/pubmed/29573283


Nanomaterials 2023, 13, 138 12 of 13

42. Huang, C.; Qian, X.; Yang, R. Thermal conductivity of polymers and polymer nanocomposites. Mater. Sci. Eng. R Rep. 2018, 132,
1–22. [CrossRef]

43. Tominaga, M.; Iwaoka, A.; Kawai, D.; Sakamoto, S. Correlation between carbon oxygenated species of SWCNTs and the
electrochemical oxidation reaction of NADH. Electrochem. Commun. 2013, 31, 76–79. [CrossRef]

44. Salakhov, I.I.; Shaidullin, N.M.; Chalykh, A.E.; Matsko, M.A.; Shapagin, A.V.; Batyrshin, A.Z.; Shandryuk, G.A.; Nifant’ev, I.E.
Low-temperature mechanical properties of high-density and low-density polyethylene and their blends. Polymers 2021, 13, 1821.
[CrossRef] [PubMed]

45. Guerra, V.; Wan, C.; Degirmenci, V.; Sloan, J.; Presvytis, D.; McNally, T. 2D boron nitride nanosheets (BNNS) prepared by
high-pressure homogenisation: Structure and morphology. Nanoscale 2018, 10, 19469–19477. [CrossRef]

46. Kim, W.-J.; Heo, Y.-J.; Lee, J.-H.; Rhee, K.Y.; Park, S.-J. Effect of Atmospheric-Pressure Plasma Treatments on Fracture Toughness
of Carbon Fibers-Reinforced Composites. Molecules 2021, 26, 3698. [CrossRef] [PubMed]

47. Yang, G.; Park, M.; Park, S.-J. Recent progresses of fabrication and characterization of fibers-reinforced composites: A review.
Compos. Commun. 2019, 14, 34–42. [CrossRef]

48. Sainsbury, T.; O’Neill, A.; Passarelli, M.K.; Seraffon, M.; Gohil, D.; Gnaniah, S.; Spencer, S.J.; Rae, A.; Coleman, J.N. Dibromo-
carbene functionalization of boron nitride nanosheets: Toward band gap manipulation and nanocomposite applications. Chem.
Mater. 2014, 26, 7039–7050. [CrossRef]

49. Wang, N.; Wang, H.; Tang, C.; Lei, S.; Shen, W.; Wang, C.; Wang, G.; Wang, Z.; Wang, L. Toxicity evaluation of boron nitride
nanospheres and water-soluble boron nitride in Caenorhabditis elegans. Int. J. Nanomed. 2017, 12, 5941. [CrossRef]

50. Roy, A.K.; Park, S.Y.; In, I. Mussel-inspired synthesis of boron nitride nanosheet-supported gold nanoparticles and their application
for catalytic reduction of 4-nitrophenol. Nanotechnology 2015, 26, 105601. [CrossRef]

51. Fowkes, F.M. Determination of interfacial tensions, contact angles, and dispersion forces in surfaces by assuming additivity of
intermolecular interactions in surfaces. J. Phys. Chem. 1962, 66, 382. [CrossRef]

52. Owens, D.K.; Wendt, R. Estimation of the surface free energy of polymers. J. Appl. Polym. Sci. 1969, 13, 1741–1747. [CrossRef]
53. Kaelble, D. Dispersion-polar surface tension properties of organic solids. J. Adhes. 1970, 2, 66–81. [CrossRef]
54. Liu, Z.; Li, J.; Liu, X. Novel functionalized BN nanosheets/epoxy composites with advanced thermal conductivity and mechanical

properties. ACS Appl. Mater. Interfaces 2020, 12, 6503–6515. [CrossRef] [PubMed]
55. Li, J.; Chen, J.; Zhu, M.; Song, H.; Zhang, H. Interfacial characteristics of boron nitride nanosheet/epoxy resin nanocomposites: A

molecular dynamics simulation. Appl. Sci. 2019, 9, 2832. [CrossRef]
56. Tian, X.; Wu, N.; Zhang, B.; Wang, Y.; Geng, Z.; Li, Y. Glycine functionalized boron nitride nanosheets with improved dispersibility

and enhanced interaction with matrix for thermal composites. Chem. Eng. J. 2021, 408, 127360. [CrossRef]
57. Wu, K.; Wang, J.; Liu, D.; Lei, C.; Liu, D.; Lei, W.; Fu, Q. Highly thermoconductive, thermostable, and super-flexible film by

engineering 1D rigid rod-like aramid nanofiber/2D boron nitride nanosheets. Adv. Mater. 2020, 32, 1906939. [CrossRef]
58. Isarn, I.; Ramis, X.; Ferrando, F.; Serra, A. Thermoconductive thermosetting composites based on boron nitride fillers and

thiol-epoxy matrices. Polymers 2018, 10, 277. [CrossRef]
59. Gu, J.; Ruan, K. Breaking through bottlenecks for thermally conductive polymer composites: A perspective for intrinsic thermal

conductivity, interfacial thermal resistance and theoretics. Nano-Micro Lett. 2021, 13, 110. [CrossRef]
60. Dong, J.; Cao, L.; Li, Y.; Wu, Z.; Teng, C. Largely improved thermal conductivity of PI/BNNS nanocomposites obtained by

constructing a 3D BNNS network and filling it with AgNW as the thermally conductive bridges. Compos. Sci. Technol. 2020, 196,
108242. [CrossRef]

61. Gu, J.; Zhang, Q.; Dang, J.; Xie, C. Thermal conductivity epoxy resin composites filled with boron nitride. Polym. Adv. Technol.
2012, 23, 1025–1028. [CrossRef]

62. Yang, H.; Chen, Q.; Wang, X.; Chi, M.; Liu, H.; Ning, X. Dielectric and thermal conductivity of epoxy resin impregnated nano-h-BN
modified insulating paper. Polymers 2019, 11, 1359. [CrossRef] [PubMed]

63. Teng, C.-C.; Ma, C.-C.M.; Chiou, K.-C.; Lee, T.-M.; Shih, Y.-F. Synergetic effect of hybrid boron nitride and multi-walled carbon
nanotubes on the thermal conductivity of epoxy composites. Mater. Chem. Phys. 2011, 126, 722–728. [CrossRef]

64. Wang, Z.; Iizuka, T.; Kozako, M.; Ohki, Y.; Tanaka, T. Development of epoxy/BN composites with high thermal conductivity and
sufficient dielectric breakdown strength partI-sample preparations and thermal conductivity. IEEE Trans. Dielectr. Electr. Insul.
2011, 18, 1963–1972. [CrossRef]

65. Garrett, K.; Rosenberg, H. The thermal conductivity of epoxy-resin/powder composite materials. J. Phys. D Appl. Phys. 1974, 7,
1247. [CrossRef]

66. Park, S.-J.; Cho, M.-S. Thermal stability of carbon-MoSi2-carbon composites by thermogravimetric analysis. J. Mater. Sci. 2000, 35,
3525–3527. [CrossRef]

67. Han, Y.; Shi, X.; Yang, X.; Guo, Y.; Zhang, J.; Kong, J.; Gu, J. Enhanced thermal conductivities of epoxy nanocomposites via
incorporating in-situ fabricated hetero-structured SiC-BNNS fillers. Compos. Sci. Technol. 2020, 187, 107944. [CrossRef]

68. Domun, N.; Paton, K.R.; Hadavinia, H.; Sainsbury, T.; Zhang, T.; Mohamud, H. Enhancement of fracture toughness of epoxy
nanocomposites by combining nanotubes and nanosheets as fillers. Materials 2017, 10, 1179. [CrossRef]

69. Kang, W.-S.; Rhee, K.Y.; Park, S.-J. Influence of surface energetics of graphene oxide on fracture toughness of epoxy nanocompos-
ites. Compos. Part B Eng. 2017, 114, 175–183. [CrossRef]

http://doi.org/10.1016/j.mser.2018.06.002
http://doi.org/10.1016/j.elecom.2013.03.012
http://doi.org/10.3390/polym13111821
http://www.ncbi.nlm.nih.gov/pubmed/34072928
http://doi.org/10.1039/C8NR06429F
http://doi.org/10.3390/molecules26123698
http://www.ncbi.nlm.nih.gov/pubmed/34204424
http://doi.org/10.1016/j.coco.2019.05.004
http://doi.org/10.1021/cm503475t
http://doi.org/10.2147/IJN.S130960
http://doi.org/10.1088/0957-4484/26/10/105601
http://doi.org/10.1021/j100808a524
http://doi.org/10.1002/app.1969.070130815
http://doi.org/10.1080/0021846708544582
http://doi.org/10.1021/acsami.9b21467
http://www.ncbi.nlm.nih.gov/pubmed/31933354
http://doi.org/10.3390/app9142832
http://doi.org/10.1016/j.cej.2020.127360
http://doi.org/10.1002/adma.201906939
http://doi.org/10.3390/polym10030277
http://doi.org/10.1007/s40820-021-00640-4
http://doi.org/10.1016/j.compscitech.2020.108242
http://doi.org/10.1002/pat.2063
http://doi.org/10.3390/polym11081359
http://www.ncbi.nlm.nih.gov/pubmed/31426395
http://doi.org/10.1016/j.matchemphys.2010.12.053
http://doi.org/10.1109/TDEI.2011.6118634
http://doi.org/10.1088/0022-3727/7/9/311
http://doi.org/10.1023/A:1004849110311
http://doi.org/10.1016/j.compscitech.2019.107944
http://doi.org/10.3390/ma10101179
http://doi.org/10.1016/j.compositesb.2017.01.032


Nanomaterials 2023, 13, 138 13 of 13

70. Bekeshev, A.; Mostovoy, A.; Tastanova, L.; Kadykova, Y.; Kalganova, S.; Lopukhova, M. Reinforcement of epoxy composites
with application of finely-ground ochre and electrophysical method of the composition modification. Polymers 2020, 12, 1437.
[CrossRef]

71. Kavimani, V.; Prakash, K.S.; Thankachan, T.; Udayakumar, R. Synergistic improvement of epoxy derived polymer composites
reinforced with Graphene Oxide (GO) plus Titanium di oxide (TiO2). Compos. Part B Eng. 2020, 191, 107911. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

http://doi.org/10.3390/polym12071437
http://doi.org/10.1016/j.compositesb.2020.107911

	Introduction 
	Materials and Methods 
	Materials 
	Ambient Plasma Treatment of BNNS 
	Fabrication of the PBNNS/Epoxy Nanocomposites 
	Characterization 

	Results and Discussion 
	Characterization of the PBNNS 
	The Surface Morphology of the PBNN 
	The Interfacial Properties of the PBE Nanocomposites 
	The Thermal Conductivity of the PBE Nanocomposites 
	Fracture Toughness of PBE Nanocomposites 

	Conclusions 
	References

