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Abstract

A key requirement for the exploitation of two-dimensional (2D)-crystals in the field of composites
relies on their large-scale production. In this respect, liquid phase exfoliation of layered-crystals is
emerging as one of the most promising approaches for the scalable production of high-quality
2D-crystals. However, the dependence of the 2D crystal flakes morphology, i.e. thickness and
lateral size, on the mechanical properties of the polymer composites is not fully understood yet.
Herein, we tackle this issue by designing an environmentally friendly approach, based on the
exfoliation of bulk hexagonal-boron nitride (h-BN), widely used as filler in polymer composites for
its high intrinsic stiffness, i.e. approaching 1 TPa, in a water/surfactant solution with controlled
thickness and lateral size by using cascade ultra-centrifugation. Our approach allows us to obtain
two populations of flakes with aspect ratio, i.e. lateral size over thickness, equal to 250 and 350,
respectively. The h-BN flakes with tuned aspect ratio are subsequently used as filler in a
polycarbonate (PC) matrix by exploiting solution blending in 1,3-dioxolane, a solvent with
Hansen’s solubility parameters matching the ones of h-BN, thus enhancing the dispersion of the
filler inside the matrix, as evaluated by Raman mapping. We tested the composite mechanical
properties finding that flakes with higher aspect ratio show superior reinforcements in terms of
both ultimate tensile strength and Young’s modulus, compared with their lower aspect ratio
counterparts. As example, at 0.1 wt% of loading, the difference in reinforcement in terms of
Young’s Modulus is of 56 MPa, being the increment, compared to pristine PC, of ~ 22% for
composites produced with higher aspect ratio fillers, whereas it is instead of only ~ 17% for lower
aspect ratio fillers.

1. Introduction

Liquid phase exfoliation (LPE) of layered-materials [1, 2] paved the way towards the large scale exploitation
of two-dimensional (2D)-crystals in polymer composite applications [3, 4]. The working principle of LPE
relies on the breaking of the inter-sheet forces between layers of a bulk-layered material [3, 5, 6]. The
mechanical energy is provided by either shear [7] or ultrasounds [1] in the presence of a stabilizing solvent,
peeling off individual layers from the bulk crystal counterpart, resulting in dispersions of defect-free and
un-functionalized nanosheets [8]. This top-down method is in principle applicable to all layered materials

and it has been already used for obtaining several 2D-crystals such as graphene [7], hexagonal-boron nitride
(h-BN) [1, 8], molybdenum disulfide (MoS,) [1, 8], tungsten disulfide (WS) [1, 8], indium selenide [9],
and black phosphorous [10-12], just to cite a few. The effectiveness of the LPE process, that can be defined by
the ratio between the weight of exfoliated and dispersed flakes and the one of the starting bulk-layered
material [3, 5, 8], depends mostly on the chosen solvent [3, 5, 8]. In fact, solvents with a surface tensio
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matching the surface energy of the flakes [3, 5, 8], having Hansen’s solubility parameters—HSPs—(i.e. the
energy from dispersion forces between molecules ( J'p), the energy from hydrogen bonds between molecules
( Sw), and the energy from dipolar intermolecular force between molecules ( J's)) [13] similar to the one of
the flakes are able to both exfoliate the bulk-layered materials and disperse/stabilize against re-aggregation
the exfoliated flakes [1, 3, 14].

In the last years, h-BN has attracted increasing attention due to its significant properties, complementary
to the ones of graphene [3, 8]. A single layer of h-BN has a honeycomb lattice composed by alternating boron
(B) and nitrogen (N) atoms, held together by polar covalent bonds [15, 16]. This structure makes single layer
h-BN mechanically strong, i.e. its Young’s modulus (E) approaches 1 TPa [17], with a tensile strength of
150 GPa [17] and in-plane stiffness of 267 N m™ [15]. Contrary to graphene, h-BN has no optical
absorption in the visible region [15] and it is an electrical insulator having a band-gap of ~6 eV [15].

This set of properties makes h-BN appealing for its use as filler in polymer composites [18-22]. Polymer
reinforcement has already been achieved with h-BN flakes, exfoliated by LPE, in cases of several matrices,
such as polyvinyl alcohol (PVA) [23], polymethyl methacrylate [24], polyethylene terephthalate [25],
polyvinyl chloride (PVC) [26], and polycarbonate (PC) [27], in which increments of E are in the range of
20%-30% compared to the neat matrixes at filler loadings of 0.1 wt% (0.3 wt % for [18]). Usually, for
loading of h-BN flakes higher than 0.1 wt% the mechanical performances of composites saturate or even
decrease, probably due to agglomeration of the flakes dispersed in the polymeric matrixes [23, 25, 28, 29].
On the one hand, occurrence of aggregates, indeed, has been reported in the 0.1-0.2 vol% (~0.2-0.4 wt%)
loading range for PVA [23] and PVC [26] based composites, both produced by solvent blending. On the
other hand, for composites produced by melt blending, as in the case of [24], agglomeration of fillers can be
observed even at lower concentrations, i.e. 0.017 vol% (~0.03 wt%).

It is worth noting that in order to produce 2D-crystal based composites with the targeted mechanical
reinforcement, both the dispersion of the fillers in the polymer matrix [30, 31] and their aspect ratio
[28, 32-34],i.e. lateral size over thickness, are of paramount importance, as shown both by mathematical
models [35, 36] and experimental evidences obtained in the case of graphene flakes [28, 35-39]. A study on
the reinforcement of a polymer matrix related to the aspect ratio and dispersion of h-BN flakes is, however,
still lacking. Therefore, in this work, we tackled this issue by designing h-BN flakes with different aspect ratio
(250 and 350) exploiting LPE in a water/surfactant solution as the dispersing agent. The exfoliated h-BN
flakes have been sorted by aspect ratio exploiting sedimentation-based separation (SBS) [3, 29, 40, 41] using a
cascade centrifugation [42], obtaining two population of flakes with different morphology, i.e. thickness and
lateral size. The as-produced flakes are then integrated into PC-based composites, with varying concentration
from 0 to 5 wt%, by means of solution blending, a technique which allows a better dispersion of the flakes in
the polymer matrix compared to melt blending [43, 44], by dispersing both PC and h-BN flakes in the same
solvent, i.e. 1,3-dioxolane. The dispersions are then coagulated in water forming composite pellets, which
are finally hot-pressed to produce composite thin films (thickness ~100 #m). Mechanical tests on the
composite films have shown significant reinforcements compared to the bare PC polymer, with an increment
of ~22% in E at 0.1 wt% of loading of h-BN flakes with the highest aspect ratio (i.e. 350), while at the same
loading the observed increment is of ~17% for the h-BN flakes of lower aspect ratio (i.e. 250). A maximum
reinforcement of 27% in E is further obtained by using high-aspect ratio flakes (i.e. 350) at 0.5 wt% of
loading, while the same increment has been reported by a two-fold loading increase for graphene flakes [29].

2. Results and discussion

Environmentally friendly LPE of h-BN and flakes morphology tuning
Large volume production of 2D-crystals, as required for their exploitation in the composite field [3], can be
achieved by means of LPE of their bulk counterparts [1, 3]. For many 2D-crystals, such as graphene, WS,
MoS;, and h-BN, just to cite a few, suitable solvents for their exfoliation, such as dimethylformamide
[1, 3, 8], N-methyl-2-pyrrolidone [1, 3, 8], and ortho-dichlorobenzene [1, 3, 8, 45], have surface tension in
the 35-40 mN m~? range [1, 3]. Unfortunately, the majority of these solvents have high boiling points, i.e.
more than 150 °C [5], experiencing also toxicological issues [3]. Pure water, due to its surface tension value
(72 mN m™1) [46], is generally not appropriate for the dispersion of 2D-crystals [3]. In fact, although a few
attempts for its use in an LPE process have been undertaken [47, 48], the achieved concentrations are very
low compared to the aforementioned organic solvents. In fact, ~0.1 mg ml~* has been reported for the case
of h-BN with 25 h sonication time [47] and ~0.0065 mg ml~ and ~0.018 mg ml ™! in the case of graphene
and h-BN, respectively, by using temperature control during the ultra-sonication process [48]. As for
example, it has been shown that the stability of exfoliated single- (SLG) and few-layer graphene flakes (FLG)
in pure water depends on the balance of repulsive (electrostatic, due to ion absorption) and attractive (van
der Waals and hydrophobic interactions) forces [49]. Attractive forces intensify with the increase of the layers
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Figure 1. Scheme of size selection of h-BN flakes. (a) Heterogeneous h-BN dispersion after exfoliation; (b) first
ultra-centrifugation step (1000 rpm for 30 min) to remove un-exfoliated and thick flakes; (c) second ultra-centrifugation step
(2400 rpm for 30 min) for the selection of h-BN flakes with different morphology.
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Figure 2. Extinction spectra of h-BN flakes in water/surfactant solution, diluted 1:10, after the ultra-centrifugations (blue curve:
supernatant after ultra-centrifugation at 1000 rpm; red curve: supernatant after ultra-centrifugation at 2400 rpm).

number, thus FLG flakes are less stable in water compared to SLG ones [49]. Exfoliation yield, defined as the
ratio between the weight of dispersed flakes and that of the starting bulk material [5], in water can be
increased using additives, such as surfactants [50], which stabilizes exfoliated flakes against re-aggregation
[50-53]. Therefore, herein we carried out exfoliation of bulk h-BN powder in a water/surfactant solution,
selecting Kolliphor® P188 as a surfactant. Kolliphor® P188, also referred as Pluronic® F68 or Lutrol® F68
according to different suppliers, is a triblock copolymer of the family of poloxamers [54, 55] composed by a
hydrophobic poly(propylene oxide) central chain, that is attracted to the h-BN basal plane through
hydrophobic interactions [53], surrounded by two hydrophilic poly(ethylene oxide) chains, which stabilize
the exfoliated flakes by steric hindrance [53]. After the exfoliation process a heterogeneous dispersion of
h-BN flakes is obtained (figure 1(a)). Consequently, a first ultra-centrifugation at 1000 rpm, corresponding
to 200 g, (figure 1(b)) has been performed in order to remove all the un-exfoliated and thick h-BN flakes

[5, 40, 41, 56]. The supernatant is collected by pipetting and subjected to a second ultra-centrifugation step
(figure 1(c)) at 2400 rpm, corresponding to 1000 g. Both supernatant and precipitate (re-dispersed in a fresh
water/surfactant solution) are collected and named as ‘h-BN-s’ and ‘h-BN-p’, in which s’ and ‘p’ correspond
to ‘supernatant’ and ‘precipitate’, respectively.

The concentration of 2D-crystal dispersions are usually measured exploiting optical extinction
spectroscopy (OES) [1, 3]. The measured extintion (A) is correlated to the concentration of the 2D-crystal
flakes by the Lambert-Beer law: A = alc, in which | (m) is the light path length, ¢ (mg ml™?) is the
concentration of dispersed flakes, and @ (ml mg™ m™?) is the extinction coefficient. The latter for h-BN has
been calculated by Coleman et al to be 2367 ml mg™* m™* at 300 nm wavelength [1]. Extinction spectra of
the collected supernatants after the ultra-centrifugations are shown in figure 2. The calculated concentration
of h-BN flakes is therefore 0.62 mg ml ! after the first ultra-centrifugation step (blue curve in figure 2) and
0.19 mg ml~* after the second one (red curve in figure 2).

In order to exploit the solution blending technique for the fabrication of the composite, both polymer
matrix and inorganic fillers have to be dispersed in the same solvent and mixed together [29, 43]. Therefore,
h-BN-s and h-BN-p flakes have been re-dispersed in 1,3-dioxolane, the solvent used for dissolving the PC
matrix, and their aspect ratio is evaluated measuring lateral size and thickness of the flakes using transmission
electron microscopy (TEM, figure 3) and atomic force microscopy (AFM, figure 4). Figures 3(a) and (c) show
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the representative transmission electron micrographs of h-BN-s and h-BN-p flakes, respectively, whereas the
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Figure 3. Transmission electron microscopy analysis on h-BN flakes. (a) Representative TEM micrograph of h-BN-s flakes
re-dispersed in 1,3-dioxolane; (b) statistical analysis from TEM micrographs of the h-BN-s flakes lateral size; (c) representative
TEM micrograph of h-BN-p flakes re-dispersed in 1,3-dioxolane and (d) statistical analysis from TEM micrographs of the h-BN-p
flakes lateral size.
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Figure 4. Atomic force microscopy analysis on h-BN flakes. (a) Representative AFM image of BN-s flakes re-dispersed in
1,3-dioxolane; (b) statistical analysis from AFM images of the h-BN-s flakes thickness; (c) representative AFM image of h-BN-p
flakes re-dispersed in 1,3-dioxolane and (d) statistical analysis from AFM images of the h-BN-p flakes thickness.
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corresponding statistical analyses (based on 100 flakes) on lateral size are shown in figures 3(b) and (d). The
statistics are fitted by a log-normal distribution [57] with most probable values of lateral size, assessed as the
maximum measured length of the flake, peaked at 340 nm for h-BN-s flakes and 410 nm for h-BN-p flakes.

In figures 4(a) and (c), the representative AFM images are shown for the h-BN-s and h-BN-p samples,
respectively, and relative statistical analysis on thickness are shown in figures 4(b) and (d). The statistics are
fitted by a log-normal distribution with most probable values of thickness peaked at 1.6 nm for h-BN-s flakes
and 2.3 nm for h-BN-p flakes. Liquid phase exfoliated h-BN single layer has an apparent height of ~1 nm on
Si/SiO; wafer [1, 47], whereas theoretical spacing between h-BN layers is 0.33 nm [15, 47]. Based on the
aforementioned considerations, we can estimate the average number of the layer for each sample from their
AFM thickness being ~3 for h-BN-s and ~5 for the h-BN-p sample. Using the lateral size values obtained by
TEM analysis, the calculated aspect ratios are, consequently, ~350 for h-BN-s and ~250 for h-BN-p.
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Raman spectroscopy is a useful tool for characterizing 2D-crystals [3, 8, 58], In plane atomic
displacements give origin to two Raman active Exg modes in h-BN [16], a low frequency mode at
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Figure 5. Raman spectroscopy on h-BN flakes. (a) Raman spectra of bulk h-BN (black), h-BN-s sample (red) and h-BN-p sample
(blue); (b) statistical analysis on pos(Ezg); (c) statistical analysis on FWHM(Exy).

Table 1. Summary of HSPs and surface tension at 25 °C for PC [13], 1,3-dioxolane [13, 68], chloroform [13, 69], THF [13, 70], and
h-BN [1]. For h-BN is reported as surface tension the one of a solvent that matches its surface energy.

Surface tension

Materials op (MPat’?) o (MPal’?) oH (MPat’?) (MNm—1)
PC 19.1 10.9 5.1 —
1,3-dioxolane  18.1 6.6 9.3 32.6 [68]
Chloroform 17.8 3.1 5.6 27.1[69]
THF 16.8 5.7 8.0 26.4 [70]
h-BN 17-19 4-10 4-10 35

49-52.5 cm™ [16, 59], assigned to shear-type rigid layer mode of the crystal [16, 59], and a high frequency
mode at 1366 cm™* [16, 60]. For example, for h-BN monolayer produced by micromechanical cleavage
(MC), a blue shift up to 4 cm™ has been observed, due to the hardening of E,q phonons [16, 60], with
possible red shifts due to strain by the MC preparation method, which eventually further red shifts for the
bilayer h-BN (by ~1-2 cm™2) [16, 60]. In figure 5 is presented the Raman analysis carried out on the h-BN
dispersions. Figure 5(a) shows representative spectra acquired on bulk h-BN (black trace), h-BN-s sample
(red trace) and h-BN-p sample (blue trace) in which the Ez4 peaks around 1366 cm ™. The statistical analysis
on the shift in the position of high frequency E»q peak (pos(Ezg)) is reported in figure 5(b). The red shifts of
exfoliated samples respect to the bulk h-BN reveals the formation of few layer h-BN flakes [60, 61]. In
particular, the pos(Ezg) of h-BN-s sample, centred at 1365 cm™, is attributed to the presence of mostly
bilayer and tri-layer flakes for liquid phase exfoliated h-BN [61], confirming the results of AFM microscopy.
The red shift in few-layer h-BN is attributed to the elongation of B—N bonds due to interlayer interactions
that involves a softening of the phonons [16, 60, 61]. The full width at half maximum (FWHM) of the Eyq
peak (figure 5(c)) reduces with the decrease of the flake thickness, starting from 12.5 cm™? for the h-BN bulk
powder to 11 cm™t and 10 cm™ for the h-BN-p and h-BN-s samples, respectively. This reduction in Exq peak
line-shape is consistent with a decrease in the superposition of multiple peaks due to a more homogeneity of
the flakes size compared to the bulk powder, subsequent to the exfoliation and purification process [61].

Composite preparation andcharacterization
Inorder to understand the impact of the h-BN flakes morphology on the mechanical properties of PC-based
composite, we designed and produced h-BN-s/PC and h-BN-p/PC composites by solution blending
technique in 1,3-dioxolane, as detailed in the experimental section. 1,3-dioxolane is a low boiling point
solvent (78°C) with aset of solubility parameters (i.e., HPS and surface tension) that makes it promising for
the dispersion of h-BN flakes compared to, for example, tetrahydrofuran (THF) and chloroform
(see table 1). In fact, such solvents are able to dissolve PC, being generally used for the production of solution
processed 2D-crystals/PC composites [27, 62—64]. 1,3-dioxolane has HSPs that are in the range of the ones
proposed by Coleman et al for exfoliated h-BN [1] and a surface tension that is close to the exfoliated h-BN
surface energy. Considering these values, by using 1,3-dioxolane as a solvent for the blending, we expected a
thorough mixing of the exfoliated h-BN flakes inside the PC matrix.

The dispersion of h-BN flakes in PC matrix is evaluated by scanning electron microscopy (SEM) in
combination with Raman spectroscopy (figure 6). Comparison of scanning electron micrographs of cross
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Figure 6. Cross section SEM micrographs of (a) PC/h-BN-s 0.5 wt% and (b) PC/h-BN-p 0.5 wt%. (c) Raman spectra of pristine
PC (black trace), PC/h-BN-s 0.5 wt% composite (red trace), PC/h-BN-p 0.5 wt% composite (blue trace); in the green box is
displayed the high frequency E,q peak of h-BN (~1366 cm™). (d) Raman mapping on a cross section of PC/h-BN-s 0.5 wt%
composite showing the acquired Raman signals of PC (blue) and h-BN-s flakes (pink).
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Figure 7. Mechanical performances of composites with h-BN loading. (a) Young’s Modulus (E); (b) ultimate tensile strength
(ou). In the insets of (a) and (b), enlarged part of E and oy for 0-0.1 wt% of h-BN contents is presented, respectively.

(displayed in the green box) and PC, revealing the mixing of the h-BN flakes within the polymeric matrix,
further confirmed by a Raman mapping made on the film cross-section (figure 6(d)).

The homogenously dispersed h-BN flakes improved the mechanical properties of the PC matrix. Results
obtained from uniaxial tensile testings on composites are presented in figure 7. With the 0.1 wt% of loading
(corresponding to 0.06 vol%), E of PC increased from 1165 + 56 MPa of the neat polymer to 1370 £ 23 MPa
(+17%) and 1426 + 76 MPa (+22%) using as filler h-BN-p and h-BN-s flakes, respectively, see figure 7(a). It
is worth noting that a difference in an aspect ratio of 100 reflects a 5% (56 MPa) variation in the
reinforcement of the composite. By using the rule of mixtures [65], it is possible to evaluate the effective
modulus of the filler (Eg) in the composite. Herein, at this loading, h-BN-s flakes and h-BN-p flakes show an
Er of 436 GPa and 342 GPa, respectively, values that are less than half of the theoretical value of h-BN [17],
but, however, in line with the reported literature results [23—26]. A further increase in the aspect ratio of the
flakes, still keeping optimized their dispersion in the polymer matrix, can in principle approach Er to the
theoretical value [28]. Moreover, the increment obtained using the h-BN-s flakes is comparable to the one
obtained by Sainsbury et al, in which methoxyphenyl carbamate-functionalized h-BN flakes have been used
as a reinforcing agent for the PC matrix [27]. The functionalization of flakes is able to increase the interfacial
stress transfer between filler and polymer chains [27], and a proper entanglement, i.e. their interlocking, can
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be achieved when the grafted molecules on the flakes are structurally and chemically similar to the matrix
[27, 66], thus minimizing their enthalpy of mixing [66]. Nevertheless, flake functionalization requires the
addition of one or more experimental steps to the process. It is worth to mention that in the same work, the
authors report that no effective reinforcement has been found using untreated h-BN flakes [27]. The

enhancements we obtained using un-functionalized h-BN flakes can be attributed to the different solvent
used for the solution blending process, i.e. 1,3-dioxolane instead of THF used in [19], which does not match
the solubility parameters of h-BN, as previously explained (see table 1).

Furthermore, a 27% of increment in E has been found at 0.5 wt% of loading of h-BN-s flakes, while the
same increment is obtained by a two-fold loading increase for graphene [29], reaching finally a + 35% of
reinforcing at a loading of 5 wt%. For both samples, however, exceeding the 0.5 wt% of h-BN flakes loading,
the Er of the flakes suddenly decreases, e.g. is lower than 100 GPa at 1.0 wt% of loading. This behaviour,
often observed in literature for low dimensional fillers [23, 25, 28, 29], is attributed to the occurrence of
flakes agglomeration [28, 67].

The ultimate tensile strength ( oy) of the composite at 0.1 wt% of h-BN-s loading is increased of ~12%
compared to the neat polymer (60.1 £ 2.1 MPa vs. 54.5 £ 1.9 MPa), whereas composite at 0.1 wt % of
h-BN-p loading has shown an increment of ~6% (57.6 + 2.6 MPa), see figure 7(b). Exceeding the loading of
0.5 wt%, for both fillers, there is no more evidence of strength reinforcement in composites and even we
report a slight decrease for loadings higher than 1.5 wt%. This fact is consistent with the evoked
agglomeration issues found at the same loadings for E.

The h-BN-s flakes, with higher aspect ratio compared to the h-BN-p flakes, gave also the highest
reinforcements, both in terms of E and o7 for all the investigated concentrations (0.01-5 wt% range).

The differences are highlighted in the insets to figures 7(a) and (b) that focus the h-BN flake loadings up
to 0.1 wt%.

3. Conclusion

We have demonstrated the dependence of the h-BN flakes morphology, i.e. thickness and lateral size, on the
mechanical properties of PC/h-BN composites. Bulk h-BN powder has been exfoliated using LPE in a
water/surfactant solution. h-BN flakes have been sorted by aspect ratio (i.e. lateral size vs. thickness) using a
cascade centrifugation and exploiting the SBS process, obtaining two different specimens h-BN-s and
h-BN-p with aspect ratios of 350 and 250 and an average number of layers of 3 and 5, respectively, as
measured by AFM. These flakes have been used as filler for the production of composites with enhanced
mechanical properties using PC as a matrix. Composites have been produced by means of solution blending,
dissolving PC in 1,3-dioxolane, a solvent with a surface tension and HSPs that match the ones required for
h-BN exfoliation and stabilization. This allows a thorough dispersion of flakes inside the polymer matrix, as
confirmed by Raman spectroscopy and SEM. The differences in aspect ratio of the fillers reflected in
differences in the obtained mechanical reinforcements. The composites produced by using the fillers with
higher aspect ratio have shown the highest mechanical performances, both in terms of stiffness (evaluated
measuring E, e.g. +22% compared to the pristine PC matrix obtained at 0.1 wt% of loading of h-BN-s flakes
vs. +17% obtained at the same loading of h-BN-p flakes) and strength (evaluated measuring oy, e.g. +12%
respect the pristine PC matrix obtained at 0.1 wt% of loading of h-BN-s flakes vs. +6% obtained at the same
loading of h-BN-p flakes). Moreover, the combination of high aspect ratio fillers and the use of 1,3-dioxolane
as a solvent for the blending with the polymeric matrix, allow us to obtain for PC-based composites
increments in mechanical properties comparable with the ones of functionalized h-BN flakes [27] and even
higher if compared with composites having liquid phase exfoliated-graphene flakes as filler [29]. The
high-yield water/surfactant exfoliation herein proposed, together with the size selection of h-BN flakes and
their subsequent use as reinforcing agent in a polymer matrix, can boost the exploitation of 2D crystals for
large-scale commercial applications.

4. Methods

Materials

PC pellets (MAKROLON®?2405), h-BN powder (Sigma Aldrich, ~1 um particle size, 98%), Kolliphor®
P 188, acetone (ACS Reagent, >99.5%) and 1,3-dioxolane (Reagent Plus®, 99%) are purchased from
Sigma-Aldrich and used as received.

Production of the h-BN dispersion in 1,3-dioxolane
About 500 mg of h-BN powder are dispersed in 50 ml of water/Kolliphor® P188 solution concentrated at
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2 wt% and exfoliated in an ultrasonic bath (VWR) for 6 h at full power. Then, the dispersion is
ultracentrifuged at 1000 rpm (200 g) for 30 min at a temperature of 15 °C with an ultra-centrifuge
(Beckman Coulter Optima™ XE-90, which is equipped with an SW32 Ti rotor), to remove thicker and/or
un-exfoliated flakes. The supernatant is collected and ultra-centrifuged again at 2400 rpm (1000 g) for
30 min at 15 °C. A process of solvent exchange is carried out for the re-dispersions of the exfoliated flakes in

1,3-dioxolane, using a rotary evaporator (Heidolph Hei-Vap). After the evaporation of water/surfactant
solution, powders are collected and washed for three times with acetone to remove the surfactant residual.
This process is carried out using a compact centrifuge (Sigma). The washing step is repeated and the flakes
are finally dispersed in 50 ml of 1,3-dioxolane, fine-tuning its concentration at 10 mg ml2.

h-BN flakes characterization
The morphological characterization (lateral size and thickness) of h-BN dispersions is performed by TEM
(Jeol JEM 1011) and AFM (Bruker Innova®) on the samples once drop-casted onto holey carbon coated
copper grids and Si/SiO, wafers, respectively. Statistical analyses on thickness and lateral size are performed
measuring ~100 flakes from both AFM and TEM images, respectively, and they are fitted with log-normal
distributions [57]. The concentration of flakes is investigated by OES using a spectrophotometer (Agilent
Cary Varian 5000 UV-Vis). Raman spectra of h-BN dispersions, drop casted on Si/SiO, wafers, are carried
out using a confocal Raman microscope (Renishaw inVia), with an excitation line of 532 nm (2.33 eV), a
50x% objective and a controlled incident power of 1 mW on the sample. For the statistical analysis, 15 spectra
are collected and peaks are fitted with the Lorentzian function.

Composite preparation
The h-BN/PC composites are produced by using solution blending technique, exploiting a reported
procedure [29]. Briefly, PC pellets are dissolved in 1,3-dioxolane, at a concentration of 150 mg ml %, by
stirring for 3 h using a magnetic stirrer. Specified amounts of dispersion are mixed with either h-BN-s or
h-BN-p flakes dispersed in 1,3-dioxolane, obtaining composite dispersions for both samples ranging from
0 to 5 wt% of filler compared to the polymer. After mixing, composite dispersions are subsequently sonicated
for 1 h obtaining a thorough mixing and then coagulated/precipitated forming pellets by pouring into water.
Composite pellets are then dried in a vacuum oven (Binder VDL 115) for 12 h at 80 °C and finally hot
pressed at 2 tons at 225 °C for 5 min using a press (Madatec Atlas T8) in order to produce composite films of
100 zm thickness.

Composite characterization
The morphology of the composite is investigated by using scanning electron microscopy (FE-SEM Joel
GSM-7500FA). Raman spectra of the composite materials are acquired using a confocal Raman microscope
and using the experimental conditions detailed in section 4.3. The mechanical properties of composite films
are measured using a universal testing machine (Instron dual column tabletop 3365), with 5 mm min~!
cross-head speed. The tensile measurements are carried out, according to ASTM D882 Standard Test
Methods for tensile properties of thin plastic film, on five different specimens for each film.
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