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Abstract: A simple and scalable fabrication process of graphene nanoplatelets (GnPs)-reinforced
polyether ether ketone (PEEK) filaments with enhanced mechanical and thermal performance was
successfully demonstrated in this work. The developed PEEK–GnP nanocomposite filaments by
a melt-extrusion process showed excellent improvement in storage modulus at 30 ◦C (61%), and
significant enhancement in tensile strength (34%), Young’s modulus (25%), and elongation at break
(37%) when GnP content of 1.0 wt.% was used for the neat PEEK. Moreover, the GnPs addition to
the PEEK enhanced the thermal stability of the polymer matrix. Improvement in mechanical and
thermal properties was attributed to the improved dispersion of GnP inside PEEK, which could
form a stronger/robust interface through hydrogen bonding and π–π* interactions. The obtained
mechanical properties were also correlated to the mechanical reinforcement models of Guth and
Halpin–Tsai. The GnP layers could form agglomerates as the GnP content increases (>1 wt.%),
which would decline neat PEEK’s crystallinity and serve as stress concentration sites inside the
composite, leading to a deterioration of the mechanical performance. The results demonstrate that
the developed PEEK–GnP nanocomposites can be used in highly demanding engineering sectors like
3D printing of aerospace and automotive parts and structural components of humanoid robots and
biomedical devices.

Keywords: graphene nanoplatelets; melt-extrusion; polymer nanocomposites; PEEK; storage modu-
lus; thermal stability

1. Introduction

Polyether ether ketone (PEEK) is a high-performance, robust, semi-crystalline, and
chemically inert thermoplastic polymer [1,2], with high impact damage resistance com-
parable to epoxy resins [1,3], which maintains its mechanical properties even at high
temperatures ~300 ◦C [4,5]. Therefore, PEEK-based components are found in demanding
engineering applications, such as piston parts, bearings [6], aircrafts structures [7], biomed-
ical implants [8], to name a few. In the past, the virgin PEEK polymer has been frequently
reinforced with carbon-based nanofillers, such as carbon nanotubes (CNTs) and carbon
nanofibers (CNFs), to enhance its mechanical [9,10], tribological [6,11], thermal [12,13],
and electrical properties [14,15] and displayed substantial improvements. However, these
nanomaterials (CNFs and CNTs) are expensive (e.g., multiwall CNTs cost 50 to 100 $/gram)
and add a high value to the final composites [16]. In contrast, graphene’s role (another
carbon-based nanofiller [17]) in the PEEK reinforcement is rarely mentioned in the lit-
erature [6,18–20]. Graphene, with its unprecedented mechanical (Young’s modulus can
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reach 1 TPa) [21], thermal (3080–5150 W/m K) [22] and electrical (order of 108 s/m) [23]
properties, has outperformed its fillers counterparts (metallic/ceramic nanofillers) in other
polymer composites [24]. Therefore, it is worth investigating the reinforcement of PEEK
using graphene fillers to develop high-performance composites.

Previously, Tewatia et al. [18] disclosed dynamic thermomechanical properties of
graphene (bi/tri-layers)-filled PEEK nanocomposites prepared by melt mixing. The au-
thors have reported a ~29% improvement in the storage modulus at 5.0 wt.% of graphene
loading. However, the tensile strength and Young’s modulus of the prepared nanocom-
posites did not show any noteworthy improvements. In another study, Puértolas et al. [6]
have fabricated multilayer graphene (≥ 8 layers)-based PEEK nanocomposites using melt-
blending and injection molding techniques. The authors have studied the effect of filler
concentration (1.0–10.0 wt.%) on the prepared nanocomposites’ tribological and mechani-
cal properties. The graphene-filled PEEK nanocomposites demonstrated ~2% and ~44%
improvement in Young’s modulus for 1 wt.% and 10 wt.% of graphene, respectively. On the
other hand, they have noticed a decline in ultimate tensile strength and elongation at break
upon graphene loading. Apart from pristine graphene, graphene oxide (GO) has been stud-
ied for PEEK reinforcement. For instance, in a recent work, He et al. studied mechanical
properties of the GO-integrated PEEK nanocomposites [20]. The GO-based PEEK nanocom-
posites were prepared by a twin-screw extruder using 0.1 to 5.0 wt.% filler contents and at
2.0 wt.% concentration demonstrated ~4% and ~34% improvements in Young’s modulus
and maximum elongation at break, respectively. Further, an increase in the GO content
up to 5.0 wt.% could not produce any significant improvement, although the maximum
elongation at break was reduced by ~11%. The authors have attributed this degradation to
the agglomeration of the GO fillers at higher concentrations. Hwang et al. [25] also studied
the incorporation of carboxylated multiwall carbon nanotubes (MWCNTs) together with
GO in the PEEK. The storage modulus of the hot-pressed MWCNTs/GO-PEEK hybrid
nanocomposites showed significant improvement in the thermomechanical properties. The
storage modulus reached ~3.3 GPa from ~2.2 GPa, corresponding to ~50% enhancement.
The so far reported works indicate that GO is advantageous for its composites’ mechanical
properties compared to pristine graphene [26]. However, the known methods to pre-
pare the GO include strong chemicals (nitric or sulfur acids and potassium chlorate) [27]
and produce noxious emissions [28]. In contrast, the multilayer graphene or graphene
nanoplatelets (GnPs, >8 carbon layers) [29] can be directly prepared by liquid-phase exfoli-
ation (in organic solvents, ionic liquids or water/surfactant) in large quantities [30,31], are
inexpensive (<2 $/gram) [32,33], and therefore, would be ideal fillers for the improvement
of mechanical and thermal properties of PEEK nanocomposites.

In this work, an optimized reinforcement of PEEK polymer with GnPs, using the
GnP fillers’ physical adsorption onto PEEK polymer followed by a melt-extrusion process,
is reported. The extruded nanocomposite filaments were studied for their mechanical
properties concerning the filler concentration. Mechanical properties of the developed
nanocomposites were compared to theoretical models to better explain the behavior of the
prepared PEEK–GnP system. Furthermore, the effect of GnP loading on the PEEK polymer
chain mobility/confinement is discussed in detail concerning the thermal properties of the
prepared nanocomposites. The improvement of all the mechanical and thermal properties
of the optimized nanocomposites for the neat PEEK indicates that they can be used in highly
demanding engineering sectors, i.e., robotics, constructions, aviation, etc., by developing
durable structural parts using common technologies like injection molding or 3D printing.

2. Materials and Methods
2.1. Materials

GnP powder (grade- Pure G+) was kindly provided by Directa plus, Milan, Italy.
For detailed characterization of the GnP powder, refer to [34]. Briefly, the GnP fillers are
composed of >8 atomic layers, have an average lateral size of ~600 nm and an aspect ratio
(Øf, ratio of lateral size over thickness) of ~75. PEEK (Larpeek 50) granules were obtained
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from Ultra Polymers, Milan, Italy. Ethanol was received from Sigma-Aldrich, St. Louis,
MO, USA, and was used without further purification.

2.2. Fabrication of PEEK–GnP Nanocomposites
2.2.1. Adsorption of GnPs on the Surface of PEEK

GnP powder (0.5, 1.0 and 3.0 g) was initially dispersed in 200 mL ethanol with the
help of a bath sonicator (at 59 kHz, 135 W, and amplitude of 100%, Savatec-Torino, Italy)
for 2 h. PEEK polymer pellets (diameter ~3 mm) were ground to powder form (grain
size ~1 mm) using an IKA Pilotina dry mill (IKA, Königswinter, Germany). Next, the
PEEK powder (99.5, 99.0 and 97.0 g) was added to the beaker containing GnPs dispersion
(200 mL) in ethanol and stirred for 24 h using a mechanical mixer rotated at 200 rpm until
the mixture was semi-dry. Then, before extrusion, the whole mixture was further dried in a
convection oven at 60 ◦C for 48 h to eliminate the trapped solvent. Using this procedure,
the GnP flakes were physically deposited or adsorbed onto the PEEK powder resulting
in a core–shell structure (see an illustration of the fabrication process in Supplementary
Figure S1). The neat PEEK powder was also treated in the same way. The percentages of
the PEEK and GnP fillers in the prepared compositions are listed in Table 1.

Table 1. Composition of PEEK–GnP nanocomposites.

Sample Name Polymer Weight (wt.%) Graphene Weight (wt.%)

Neat PEEK 100.0 0.0
PEEK–GnP0.5 99.5 0.5
PEEK–GnP1.0 99.0 1.0
PEEK–GnP3.0 97.0 3.0

2.2.2. Extrusion of Filaments of the PEEK–GnP Nanocomposites

The prepared PEEK powder (grain size ~1 mm) with or without deposited GnP fillers
was extruded by melt compounding in a co-rotating double-screw extruder (2C15-45 L/D,
Luigi Bandera-Busto Arsizio, Italy) using a temperature profile along the barrel from 380 to
400 ◦C, screws rotating at ~100 rpm and outlet channel size 3.30 mm. The extruded PEEK
and PEEK–GnP nanocomposites (hereafter, also filaments), with diameter ~1.05 ± 0.04 mm,
were cooled down at room temperature (see Supplementary Figure S1). The extruded
filament draw ratio (filament diameter at outlet channel/filament diameter collected) was
~3.14 ± 0.04 [35].

2.3. Characterization

Morphological analysis of the neat PEEK and PEEK–GnP filaments was done using
scanning electron microscopy (SEM, JEOL-6490AL, Tokyo, Japan). The filaments were
cryo-fractured using liquid nitrogen before the SEM analysis to preserve the structure of
the nanocomposite.

Attenuated total reflectance Fourier-transform infrared (ATR-FTIR) spectra of the
prepared composites were recorded with a Bruker Vertex 70v (Bruker, Billerica, MA, USA)
using wavenumber ranging from 1000 to 4000 cm−1 with a resolution of 2 cm−1, averaging
128 scans. Five spectra of each composition were collected.

The chemical composition of the GnP powder (grade Pure G+, DirectaPlus, London,
UK) and chemical interactions associated with GnP and PEEK was analyzed using X-ray
photoelectron spectroscopy (XPS) having an electron spectrometer (Lab2, Specs, Berlin,
Germany) equipped with a monochromatic X-ray source (set at 1486 eV) and with a
hemispherical energy analyzer (Phoibos, HSA3500, also from Specs, Berlin, Germany). The
applied voltage of the Al Kα X-ray source was set at 13 kV and the applied current at 8 mA.
The pressure in the analysis chamber was ≈1 × 10−9 millibar. The large area lens mode
was employed for both wide and narrow scans. For the wide scan, the energy pass was
90 eV, and the energy step was 1 eV. For the narrow high-resolution scan, the energy pass
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was 30 eV, and the energy step was 0.1 eV. A flood gun was used to neutralize the surface
charge, having an energy of 7 eV and a filament current of 2.2 A.

Room temperature Raman measurements were conducted using a Renishaw InVia
micro-Raman spectrometer (Wotton-under-Edge, UK )with a 50 × objective (numerical
aperture of 0.75) with an excitation wavelength of 785 nm line of a diode laser. A very low
incident power (less than 0.5 mW) was used to avoid sample damage. The scattered light
was detected in a back-scattering geometry dispersed by 1200 grooves mm−1 grating.

X-ray diffraction (XRD) analysis was conducted on a PANalytical Empyrean X-ray
diffractometer (Malvern, UK) equipped with a 1.8 kW CuKα ceramic X-ray tube, PIXcel3D
2 × 2 area detector and operating at 45 kV and 40 mA. The X-ray diffraction patterns
were recorded in the air at room temperature using a zero diffraction quartz substrate,
Parallel-Beam (PB) geometry and symmetric reflection mode.

The thermal stability of the as-prepared PEEK and of its GnPs-filled nanocomposites
was also evaluated by the Thermogravimetric Analysis TGA Q500 system (TA instruments,
New Castle, DE, USA). Each measurement was done on an 11 mg sample weighed in an alu-
minum pan and heated from 30 to 800 ◦C with a heating rate of 10 ◦C/min under a nitrogen
environment. The gas flow rate was maintained at 50 mL/min. Additionally, the fabricated
filaments’ thermal behavior was investigated through differential scanning calorimetry
DSC, S2-00579 (TA instruments, New Castle, DE, USA). The samples of 20 ± 1 mg of
neat PEEK and PEEK–GnP nanocomposites were weighed in a sealed aluminum pan and
heated from 20 ◦C to 400 ◦C with a rate of 10 ◦C/min under nitrogen environment. After
equilibrating at 400 ◦C for one minute, the samples were cooled down from 400 ◦C to 20 ◦C
with a rate of 10 ◦C/min. Again, after equilibrated at 20 ◦C for one minute, the samples
were further subjected to a second heating cycle with the same parameters concerning the
reference empty aluminum pan. The calibration of the instrument was done using Indium
before the analysis.

The prepared PEEK–GnP filaments’ tensile properties were investigated with an
Instron dual column tabletop universal testing system 3365 (Norwood, MA, USA) at a
10 mm/min strain rate. The engineering stress–strain measurements were conducted on
five different specimens for each sample. Dynamic mechanical analysis (DMA) measure-
ments were carried out using DMA Q800 V21.2 Build 88 (TA instruments, New Castle,
DE, USA)with fiber clamps under tension mode, using the temperature ramp method.
The samples (length 12 mm and diameter ~1 mm) were heated from 30 ◦C to 195 ◦C, and
frequency was maintained at 10 Hz for all the samples.

3. Results and Discussion
3.1. Morphology Observation

Photographs and SEM images of the developed PEEK filaments with and without GnP
fillers are displayed in Figure 1. The PEEK and PEEK–GnP filaments, shown in Figure 1a,
appear smooth, having a diameter ~1.05 mm ± 0.045 mm. Their corresponding SEM
images are shown in Figure 1b–e. It is clear from SEM images that all the filaments exhibit
smooth surfaces without voids or other defects. However, in the electron microscope, it
can be seen that the surface roughness slightly increases for the composite at 3 wt.% of
GnPs loading. The cross-section morphology of tensile fracture filaments was analyzed
(see Figure 2) to investigate the fracture mechanism. The filaments at lower loadings
(0.5 & 1 wt.% GnP) show drawn morphology and improved GnP dispersion (yellow
circles, see Figure 2b,c) with ductile fracture (higher elongation), indicating a high degree
of plastic deformation, whereas at higher loading at 3 wt.% exhibited aggregated GnP
structures with voids (red circles, see Figure 2d) similar to brittle fracture materials. Similar
morphology behavior has also been reported by He et al. [20] and Pascual et al. [36]. This
analysis is well correlated with the obtained mechanical properties, as is conferred in the
subsequent section. Moreover, cryo fractured surfaces were also analyzed to understand
the dispersion of GnP inside PEEK filaments deeply. The cross-section SEM image of the
extruded neat PEEK polymer also appears curvy waveforms with some irregularities due
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to its brittleness at lower (cryogenic) temperatures. (See Supplementary Figure S2a). In
contrast, cross-section SEM images of the PEEK filaments incorporating GnP fillers at
different concentrations reveal the presence of graphene layers and voids, indicated with
red and yellow arrows, respectively (see Supplementary Figure S2b–d). The voids increase
in frequency and size with increasing filler concentration. They are most likely created
as the GnPs, aggregated or not, are pulled away from the polymer matrix during the
cryo-fracturing process. One can easily notice the improved GnPs dispersion inside the
PEEK at lower loadings, such as 0.5 wt.% and 1.0 wt.% (see Supplementary Figure S2b,c)
corresponding to samples PEEK–GnP0.5 and PEEK–GnP1.0, respectively. The improved
dispersion of graphene layers at these concentrations on the cryo-fractured surfaces also
indicates a strong filler–polymer adhesion, as the fillers were rarely detached during the
fracturing process leaving very few and difficult to find voids. On the other hand, the
sample PEEK–GnP3.0 was filled with the highest GnPs concentration, e.g., 3.0 wt.% shows
aggregated nanofillers and a substantial increase in the void formation and the voids’ size
(see yellow arrows in Supplementary Figure S2d). This morphology analysis is somewhat
different from the findings of Puértolas et al. [6], where they adopted different sample
preparation methods.

Figure 1. (a) Photographs of extruded neat PEEK (left) and GnP-loaded PEEK filaments (right). Surface SEM images of
(b) Neat PEEK (c) 0.5 wt.% (d) 1.0 wt.% (e) 3.0 wt.% GnP fillers-loaded PEEK filaments.
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Figure 2. Tensile fractured cross-sectional SEM images of (a) Neat PEEK and PEEK loaded with (b) 0.5 wt.% (c) 1.0 wt.%
(d) 3.0 wt.% of GnP fillers.

3.2. Characteristics of Molecular Structure

The developed PEEK–GnP nanocomposites were studied by ATR-FTIR and XPS to
understand the possible chemical interactions between the GnP fillers and the PEEK matrix.
Figure 3a presents ATR-FTIR spectra of the neat PEEK and PEEK–GnP nanocomposites.
The neat PEEK displayed characteristic peaks at 1650 cm−1, 1592 cm−1, and 1485 cm−1 cor-
responding to the carbonyl, aromatic C–C, and C–H vibrations, respectively [37]. Moreover,
the peaks obtained at 1219 cm−1 and 1184 cm−1 are due to the symmetric and asymmetric
stretching vibrations of C–O–C linkages in the PEEK structure, respectively [38,39]. In
the case of PEEK–GnP nanocomposites, -C=O and C–O–C peak positions of the PEEK
(highlighted with yellow color) are shifted towards lower wavenumbers ~4 cm−1 and
~2–3 cm−1, respectively, as seen in Figure 3b, which indicates the existence of hydrogen
bonding (H-bonding) interactions among the -C=O and -C–O–C groups of the PEEK poly-
mer and the oxygenated moieties of GnPs. XPS (X-ray photoelectron spectroscopy) analysis
of the pure GnP powder shows the presence of oxygenated groups (-O–H and –CO-O–H,
6.63%) in the GnPs (see Supplementary Figure S3a) that can interact with the PEEK polymer.
These interactions are more visible for the carbonyl and ether peaks of the PEEK polymer, as
seen in Figure 3b, and they are in good agreement with previous reports [10,20,40,41]. The
chemical composition of PEEK–GnP1.0 is illustrated by XPS spectra (see Supplementary
Figure S3b). The peaks at 284.82 eV, 286.10 eV, and 289.02 eV correspond to C–C/C–H, C–O,
and C=O chemical groups [20]. The additional peak appeared at 291.53 eV is attributed
to the π–π* interaction (see Supplementary Figure S3b), suggesting that formation π–π*
conjugated chemical structure and strong chemical interaction between PEEK and GnP,
it is well-known that, while π–π* bond (291.53 eV) is absent in neat PEEK [20]. Similarly,
chemical interactions (hydrogen bonding and π–π*) were identified among carbon-based
fillers and PEEK composites in the past [10,20]. The chemical interactions observed here
(through FT-IR and XPS) are also validated by a significant improvement in the mechanical
properties, as is discussed next.



Polymers 2021, 13, 1425 7 of 18

Figure 3. (a) ATR-FTIR spectra of the neat PEEK and PEEK–GnP nanocomposites with different filler contents. The
identification of the PEEK footprints is included. (b) FTIR stretching modes of carbonyl (-C=O) and ether (C–O–C) groups
before and after GnPs loading. (c) A schematic representation of the hydrogen bonding and π–π* interactions between
graphene and PEEK polymer.

Raman characterization of the neat PEEK and PEEK–GnP nanocomposites was also
performed to further investigate the graphene–polymer interactions. Figure 4 shows nor-
malized Raman spectra of the neat PEEK and PEEK–GnP nanocomposites. The neat PEEK’s
Raman spectrum shows peaks at 1145 cm−1, 1601 cm−1, and 1652 cm−1 corresponding to
the C–O, C=C, and C=O stretching vibrations, respectively [42,43]. The coupling peaks
of the neat PEEK that appeared at 1601 cm−1 and 1652 cm−1 are further associated with
polymer crystallinity [6]. On the other hand, the pristine GnP powder (as-received) shows
characteristic peaks at 1316 cm−1, 1580 cm−1, and 2648 cm−1, representing the formation
of D band (disordered structure of graphene), graphitic G band (C–C stretching in sp2

hybridized carbon atoms) and 2D band (the second-order of zone-boundary phonons),
respectively, whereas the position of the 2D band at 2648 cm−1 indicates that GnP contains
≥8 layers [44–46]. As the graphene loading increases, one can notice that the intensity of D
and 2D bands increases in the Raman spectra, indicating the successive loading of the GnPs
into the composites. Since the G band signal of PEEK–GnP nanocomposites overlaps with
the neat PEEK signal, as seen in Figure 4a, the overlapped peaks have been deconvoluted in
Figure 4b. The deconvoluted G bands reveal the increasing contribution of the G band (red
color) with the addition of the GnP fillers, indicating the formation of more sp2 conjugated
carbons inside the PEEK polymer.
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Figure 4. (a) Raman spectra of the neat PEEK and PEEK–GnP nanocomposites and (b) deconvolution
of the overlapped G band of the GnPs and -C=C stretching vibration of the PEEK structure. The red
peak is associated with the graphitic G band.

In addition to ATR-FTIR and Raman analysis, an XRD study was also carried out to
understand the nanocomposites’ microcrystalline structure. The XRD data of the nanocom-
posites are shown in Figure 5. The neat GnP powder exhibits a sharp peak at 2θ ≈ 27◦,
indicating the 002 planes of the crystalline hexagonal six-membered graphitic structure [47].
On the other hand, the neat PEEK exhibits XRD reflections at 2θ ≈ 18.7◦, 20.7◦, 22.6◦, and
28.7◦ corresponding to the 110, 111, 200, and 211 planes of the orthorhombic PEEK struc-
ture, respectively [6]. Scherrer equation [48] was used to estimate average crystallite size (L)
in the neat PEEK and PEEK–GnP nanocomposites (see details in Supplementary Materials,
Section SI-4). The XRD reflections at 110, 111, and 200 planes were used to estimate the
average crystallite size and are reported in Table S1 (see Supplementary Materials). The
crystallite size change is lesser than 4.1%, with the lower GnP loadings at 0.5 & 1 wt.%. In
contrast, at higher loading (3 wt.% GnP), the average crystallite size (5.63 nm) was reduced
to 12.4% than that of the neat PEEK (6.43 nm), which would be one of the factors for its
poor tensile strength and lower elongation (refer Section 3.4). Moreover, relative intensities
of peak (110) significantly changed for 3 wt.% GnP-loaded sample compared with neat
PEEK and at lower loadings (0.5 and 1wt.%). It may be concomitant with the orientation of
PEEK crystals induced by the high concentration of GnP filler and is also associated with
transcrystallanity on GnP surface, which is minimal at lower loadings (0.5&1 wt.%) of GnP.
Similarly, Puértolas and co-authors have also reported a decline in crystallite size of 12.8%
of the PEEK polymer at 3 wt.% of graphene loading [6] where they noticed lower tensile
properties (tensile strength &elongation at break).
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Figure 5. XRD patterns of the neat PEEK and GnP-filled PEEK nanocomposites.

3.3. Thermal Analyses

Thermogravimetric analysis (TGA) of the neat PEEK and PEEK–GnP nanocomposites
is summarized in Figure 6. It is evident from Figure 6 that the addition of the GnPs to the
PEEK matrix enhances its thermal stability. In particular, in Figure 6b, the first derivative
of the TGA (DTGA) curves reveals that thermal decomposition temperatures of the PEEK–
GnP nanocomposites (568 to 572 ◦C) are higher compared to the neat PEEK (565 ◦C).
The increase in the degradation temperature for the PEEK–GnP nanocomposites further
validates the chemical interactions (H-bonding & π–π*) associated with the PEEK and GnPs.
Graphene has already been proven as a thermal stabilizer in many polymers due to its
impermeable structure to gases produced during thermal decomposition [49]. In particular,
graphene can create tortuous gas diffusion pathways, thanks to its platelet geometry [50].
In the PEEK case, the common byproducts during thermal decomposition are CO, CO2,
phenols, and aromatic ethers [51]. The incorporated GnPs can hinder the escape of such
byproducts from the polymer matrix, improving its thermal stability. In addition, the
GnPs may prevent the decomposition of ketone groups via molecular association, further
stabilizing the polymer structure [18].
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Figure 6. Thermogravimetric analysis, (a) TGA and (b) DTGA, of the neat PEEK and PEEK filled
with 0.5, 1.0, and 3.0 wt.% of GnPs.

DSC analysis was performed to understand the effect of GnP on the microcrystalline
structure of PEEK. The second heating melting DSC curves of the neat PEEK and PEEK–
GnP nanocomposites with 0.5, 1.0, and 3.0 wt.% of GnP fillers are presented in supporting
information (See Supplementary Figure S4). The melting temperature of the neat PEEK
(~337.4 ◦C) also does not alter much with the GnPs loading. This further clarifies that the
PEEK polymer’s core structure using polymer chain confinement has not been affected.
The degree of crystallinity Xc (%) in the PEEK polymer was also estimated before and after
GnPs inclusion using the following Equation (1) [52]:

Xc =
∆Hm

(1 − φ)∆H0
(1)

where ∆H0 is the heat of fusion of the 100% crystalline PEEK taken as 130 J/g, φ is the
weight fraction of the GnP fillers to the polymer, and ∆Hm is the heat of melting estimated
from integrating the melting peak for all the samples. The degree of crystallinity (Xc) of
the different compositions is listed in Table 2. The degree of crystallinity of the neat PEEK
slightly lowers (~5.0%) with the addition of lower loading of the GnPs (0.5 and 1.0 wt.%).
In contrast, at higher loading 3 wt.% GnP, ~10% decrease in crystallinity was noticed,
which is one of the reasons for its observed low mechanical performance (refer Section 3.4).
These results are in good agreement with the XRD analysis. Similarly, Puértolas and his
coworkers have reported a reduction in the PEEK polymer’s crystallinity when graphene
is incorporated [6]. In another report, Pascual et al. had observed that the slight decrease
in crystallinity of PEEK (less than 5%) when reinforced with carbon nanotubes at lower
loading (1 wt.%) could not decline its mechanical performance [53].

Table 2. Degree of crystallization (Xc) of the NEAT PEEK and PEEK–GnP nanocomposites.

Sample Name Xc
(%)

Neat PEEK 29.1
PEEK–GnP0.5 28.5
PEEK–GnP1.0 27.4
PEEK–GnP3.0 26.1

3.4. Thermomechanical Properties

Stress–strain curves and corresponding Young’s modulus, ultimate tensile strength,
and elongation at break of the extruded neat PEEK and PEEK–GnP filaments are illustrated
in Figure 7. In general, tensile properties (tensile strength and modulus) of the polymer
composites are influenced by graphene fillers [25,54], and, as seen in Figure 7a, the stress–
strain curves of all the composite samples appear improved with respect to the neat PEEK.
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In particular, Young’s modulus, ultimate tensile strength, and maximum elongation at
break increased from 2142 ± 58 MPa, 104 ± 6 MPa, and 192 ± 13% (for the neat PEEK)
to 2272 ± 78 MPa, 117 ± 8 MPa, and 213 ± 15%, respectively, for the nanocomposite with
0.5 wt.% concentration of GnPs (sample PEEK–GnP0.5), as shown in Figure 7b–d. Further
addition of the GnPs to the PEEK polymer, arriving at 1.0 wt.% (sample PEEK–GnP1.0),
produced substantial improvements in mechanical properties. For instance, Young’s mod-
ulus and ultimate tensile strength of the sample PEEK–GnP1.0 reached 2676 ± 166 MPa
and 139 ± 11 MPa, corresponding to ~25% and ~34% improvements (compared to the
neat PEEK), as shown in Figure 7b,c, respectively. Similarly, the maximum elongation
at break reached 253 ± 8% (from 192 ± 13% for the neat PEEK), as shown in Figure 7d.
This is due to the improved dispersion of the GnP fillers inside the PEEK matrix and the
formation of a strong interface between fillers and matrix through hydrogen bonding and
π–π* interactions. These factors contribute to optimizing the stress transfer from the PEEK
matrix to the graphene fillers, inducing a strong reinforcing action of the GnP fillers [55–57].
The improvement in elongation at break (31%) and tensile strength (34%) at 1 wt.% of
GnP loading demonstrated significantly better results than the previous reports [6,58,59].
In contrast, the samples PEEK–GnP3.0 with higher filler loading, i.e., 3.0 wt.% of GnPs,
displayed ~41% and ~9% decrease in the maximum elongation at break and ultimate tensile
strength, respectively. Nevertheless, Young’s modulus continued to increase, and it was
improved by 31%, reaching 2805 ± 83 MPa (see Figure 7b–d). This can be associated with
the enhanced aggregates of the GnP fillers that might have acted as stress concentration
sites (see Supplementary Figure S2d), resulting in a decline in the mechanical performance.
Now it is well established in the literature that at filler concentration > 1 wt.%, graphene
agglomeration is unavoidable [57,60]. Summarizing, the extruded filaments of PEEK with
1.0 wt.% of GnPs concentration (PEEK–GnP1.0) presented the best mechanical perfor-
mance compared to the other two nanocomposite samples that are PEEK–GnP0.5 and
PEEK–GnP3.0.

Figure 7. Tensile properties of the neat PEEK and PEEK–GnP nanocomposites filled at 0.5, 1.0, and
3.0 wt.% GnP content, (a) engineering stress–strain curves, (b) Young’s modulus, (c) ultimate tensile
strength, and (d) maximum elongation at break.
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Furthermore, the effect of concentration of the GnP fillers on the PEEK polymer’s stor-
age modulus was also evaluated using DMA and is shown in Figure 8. In general, a change
in any polymer’s storage modulus is associated with its rigidity, which ultimately reflects
the material’s strength. Herein, the storage modulus of the PEEK–GnP nanocomposites
increased at low filler loadings (0.5 and 1.0 wt.%) compared to the neat PEEK, followed by a
decline in modulus at higher loading, i.e., at 3.0 wt.% of GnPs. Significant improvement in
the storage modulus was observed with the addition of GnPs, revealing strong reinforcing
action of the GnP layers by effectively absorbing the load from the PEEK polymer chains.
Among all the compositions, the PEEK–GnP1.0 nanocomposite (1.0 wt.% of GnPs) showed
the highest improvement ~61% in the storage modulus, at 30 ◦C concerning neat PEEK,
as shown in Figure 8a. In particular, the storage modulus of the sample PEEK–GnP1.0
increased from 2458 ± 88 MPa (for the neat PEEK) to 3958 ± 176 MPa. The increment
of 61% in the storage modulus of the sample PEEK–GnP1.0 is the highest improvement
reported for PEEK nanocomposites, to the best of our knowledge, as reported in Table 3
(refer to Table 3). The plausible reason for such an improvement in the storage modulus
of the PEEK–GnP1.0 nanocomposite could be explained by the improved GnP dispersion
and more robust interface of GnP-PEEK via the sophisticated chemical hydrogen bonding
and π–π* interactions, which can oppose the PEEK molecular motions at the interfaces,
thus improving the interfacial contacts causing greater stress transfer between GnP and
PEEK interfaces [20]. Figure 8b shows the tanδ curves of the neat PEEK and PEEK–GnP
nanocomposites. Enhancement in glass transition temperature (Tg) was noticed from tanδ
curves in the presence of GnPs than the pristine PEEK. It indicates that the unconstrained
segments of the PEEK polymer retain the Tg of bulk polymer, whereas the PEEK segments
in the vicinity of GnP fillers are less mobile due to enhanced interfacial interactions (hy-
drogen bonding and π–π*) leading to an increase in the Tg with the maximum shift being
from 162.5 ◦C to 168.2 ◦C at 1.0 wt.% of GnP loading (see Figure 8c).

Figure 8. DMA properties of the neat PEEK and PEEK–GnP nanocomposites, (a) storage modulus vs.
temperature, (b) tan δ curves and (c) storage modulus at 30 ◦C and glass transition temperature (Tg)
with respect to GnP loading.
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Table 3. Literature review of mechanical properties of the previously reported PEEK nanocomposites.

Polymer Filler Type Concentration
(wt.%)

Improvement in
Ultimate Tensile

Strength
(%)

Improvement in
Young’s

Modulus
(%)

Storage Modulus
(%) Reference

PEEK GnP 1.0 34 25 61 Present study
PEEK
PEEK
PEEK

GnP
GnP

MWCNT

10.0
5.0
2.5

−16 *
4

10

44
23
6

-
25
-

[6]
[58]
[59]

PEEK Modified GnP 3.0 10 39 - [61]
PEEK bi/tri-layer graphene 5.0 - - 29 [18]
PEEK GO 2.0 0 4 - [20]
PEEK CNF 10.0 40 25 12 [9]
PEEK Modified SWCNT 1.0 39 14 38 [36]
PEEK CNF 15.0 50 40 - [62]

PEEK Nano-hydroapatite rods +
CNF 32.0 −14 * 67 - [63]

PEEK MWCNT 17.0 - 50 - [13]
PEEK Modified SWCNT 1.0 - - 34 [12]

PEEK Modified GO + modified
MWCNT 1.5 - - 50 [25]

* The negative sign shows a decrease in the mechanical properties.

3.5. Theoretical Modeling of the Mechanical Properties of the PEEK–GnP Nanocomposites

Many theoretical models are employed to predict mechanical properties (modulus
of elasticity) of the polymer nanocomposites based on the properties of the individual
constituent materials (fillers and matrix) [64]. Furthermore, the filler’s geometry (i.e., aspect
ratio), the volume fraction of the filler, orientation, and filler–matrix compatibility play an
essential role in the polymer composite’s mechanical enhancement. In particular, the aspect
ratio and volume fraction of the fillers are key parameters in such models to correlate
theoretical predictions with the experimental results [65–67].

Two models from Guth [65] and Halpin–Tsai [66,67] are extensively used for polymer-
based composite or nanocomposite materials. The Guth model assumes that an ideal state
of the filler–matrix interfacial interaction is present [65]. In comparison, the Halpin–Tsai
model is used when fillers’ dispersion is excellent throughout the polymer matrix [66,67].
However, in the real polymer–filler system, these two factors (ideal dispersion and filler–
matrix interaction) are difficult to control. Herein, these two models’ theoretical predictions
are fitted with the experimental outcomes (modulus values) of the neat PEEK and PEEK–
GnP nanocomposites and are plotted in Figure 9. The theoretical details on these models
are given in Supplementary Materials, Section SI-5. Both Halpin–Tsai and Guth equa-
tions predicted very well the experimental values at lower volume fractions of the fillers
(≤0.006 vol%, corresponding to 1.0 wt.%), indicating an improved dispersion of the GnPs
inside the PEEK (see SEM images in Supplementary Figure S2b–c) and filler–matrix interac-
tion through H-bonding (see Figure 3). However, the experimental value at higher volume
fraction (i.e., 0.018 vol%, corresponding to 3.0 wt.%) deviated from both Halpin–Tsai and
Guth equations. In the case of Halpin–Tsai model, a small deviation of the experimental
data from the predicted values is observed. It can be associated with the formation of GnP
aggregates at a higher concentration of the GnPs, as confirmed from the SEM analysis (see
Supplementary Figure S2d).
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Figure 9. Comparison of experimental modulus with theoretical predictions of nanocomposite models.

In contrast, the Guth model displayed a large deviation from the experimental values.
This indicated that at a higher GnPs loading (i.e., 3 wt.%), filler–filler interactions [68–70]
through weak Van der Waals forces dominate concerning the H-bonding and π–π* interac-
tions with the polymer at the interfaces (refer Section 3.2), leading to filler agglomerates.
These agglomerates not only create weakly bonded spots within the polymer matrix but
also can cause voids upon pulling (see Supplementary Figure S2d). When the nanocompos-
ites are pulled apart, the formed voids reduce matrix–filler stress transfer efficiency and the
nanocomposites show a significant reduction in the mechanical performance. Therefore,
a slight agglomeration of the fillers causes a huge deviation from the predicted values in
the Guth model. In Figure 9, both conditions of the high filler dispersion and filler–matrix
interaction are fulfilled at only 0.5 wt.%, and 1.0 wt.% of GnP loading (confirmed with
SEM and FTIR analysis) and consequently, the experimental values of Young’s modulus for
the PEEK–GnP nanocomposites show perfect match with the predicted ones. To conclude,
the PEEK–GnP nanocomposite, optimized at 1.0 wt.% of GnPs loading, has demonstrated
uniform surface morphology, good thermal stability and excellent mechanical performance
and can be used for structural applications in robotics, transportation, aviation and medical
instrumentation through 3D printing or injection molding techniques.

4. Conclusions

Nanocomposites of the high-performance thermoplastic PEEK polymer with GnPs
were developed by initially dispersing the GnP powder in ethanol by sonication and
mixing it with pulverized PEEK particles (size ~1 mm) using a mechanical homogenizer
until dry. The GnPs-decorated PEEK powder was subsequently melt-extruded using a
twin-screw extruder. The extruded PEEK–GnP nanocomposite filaments with 1.0 wt.% of
GnPs (sample PEEK/GnP1.0) demonstrated excellent mechanical properties, with signifi-
cant improvement in Young’s modulus (25%), tensile strength (34%), elongation at break
(31%), and storage modulus (61%) compared to the neat PEEK polymer. In particular,
Young’s modulus, tensile strength, elongation at break, and storage modulus increased
from ~2002 MPa, ~104 MPa, ~192% and ~2458 MPa (for neat PEEK) to ~2529 MPa, ~139
MPa, ~253%, and ~3958 MPa, respectively, due to the enhanced dispersion of the GnP
fillers and formation of strong interfaces via H-bonding and π–π* interactions with the
PEEK matrix. On the top, the addition of GnPs to the PEEK matrix enhances its thermal
stability. Halpin–Tsai and Guth theoretical models verified the improved dispersion and
the optimized reinforcement of GnP inside PEEK, respectively, at lower loadings (0.5 and
1.0 wt.%). The extruded PEEK–GnP nanocomposite can find practical implications in the
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transportation sector, robotic technology, and other demanding engineering sectors by
developing highly resistive structural body parts using scaled-up technologies like injection
molding 3D printing.

Supplementary Materials: A supplementary material document is provided with this manuscript
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https://www.mdpi.com/article/10.3390/polym13091425/s1, Figure S1: Step-by-step fabrication
process of the neat PEEK and PEEK–GnP filaments by the melt-extrusion process, Figure S2: Cross-
sectional SEM images of (a) Neat PEEK and PEEK loaded with (b) 0.5 wt.% (c) 1.0 wt.% (d) 3.0 wt.%
of GnP fillers (red arrows indicate GnP layers and yellow arrows indicate voids), Figure S3: De-
convoluted C1s XPS spectrum of (a) GnP, (b) GnP (1.0 wt.%) reinforced PEEK (PEEK–GnP1.0)
composite., Figure S4: DSC curves (melting) of the neat PEEK and sample PEEK–GnP0.5, PEEK–
GnP1.0 and PEEK–GnP3.0, Table S1: Crystallite size of the neat PEEK and PEEK/GnP composites.
Referencess [34,48,65–67,71–74] are cited in the Supplementary Materials.

Author Contributions: Conceptualization and design, A.A., N.T. and R.C.; Realization of the experi-
ments and data collection, S.Y.; Data curation and analysis of results, M.Z. and S.Y.; Software analysis,
J.K.P.; Results interpretation, A.A., S.Y.; Writing—original draft preparation, S.Y.; Writing—review
and editing, A.A.; Supervision and project administration, A.A.; All authors have read and agreed to
the published version of the manuscript.

Funding: This research received no external funding.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Acknowledgments: The authors would like to thank Ultra polymers for providing PEEK (LarPEEK
50) polymer and Directa Plus spa (Italy) for providing graphene nanoplatelets. Special thanks to
Giorgio Manchini and Lara Marini for assisting in the extrusion process and thermal measurements.

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

References
1. Gao, S.L.; Kim, J.K. Cooling Rate Influences in Carbon fibre/PEEK Composites. Part III: Impact Damage Performance. Compos.

Part A Appl. Sci. Manuf. 2001, 32, 775–785. [CrossRef]
2. Li, E.Z.; Guo, W.L.; Wang, H.D.; Xu, B.S.; Liu, X.T. Research on Tribological Behavior of PEEK and Glass Fiber Reinforced PEEK

Composite. Phys. Procedia 2013, 50, 453–460. [CrossRef]
3. Cantwell, W.J.; Morton, J. The Impact Resistance of Composite Materials—A Review. Composites 1991, 22, 347–362. [CrossRef]
4. Kumar, D.; Rajmohan, T.; Venkatachalapathi, S. Wear Behavior of PEEK Matrix Composites: A Review. Mater. Today Proc. 2018,

5, 14583–14589. [CrossRef]
5. Zhang, Z.; Breidt, C.; Chang, L.; Friedrich, K. Wear of PEEK Composites Related to Their Mechanical Performances. Tribol. Int.

2004, 37, 271–277. [CrossRef]
6. Puértolas, J.A.; Castro, M.; Morris, J.A.; Ríos, R.; Ansón-Casaos, A. Tribological and Mechanical Properties of Graphene

Nanoplatelet/PEEK Composites. Carbon 2019, 141, 107–122. [CrossRef]
7. Soutis, C. Carbon Fiber Reinforced Plastics in Aircraft Construction. Mater. Sci. Eng. A 2005, 412, 171–176. [CrossRef]
8. Li, C.S.; Vannabouathong, C.; Sprague, S.; Bhandari, M. The Use of Carbon-Fiber-Reinforced (CFR) Peek Material in Orthopedic

Implants: A Systematic Review. Clin. Med. Insights Arthritis Musculoskelet. Disord. 2014, 8, 33–45. [CrossRef]
9. Sandler, J.; Werner, P.; Shaffer, M.S.P.; Demchuk, V.; Altsta, V.; Windle, A.H. Carbon-Nanofibre-Reinforced Poly (Ether Ether

Ketone ). Composites 2002, 33, 1033–1039. [CrossRef]
10. Hassan, E.A.M.; Yang, L.; Elagib, T.H.H.; Ge, D.; Lv, X.; Zhou, J.; Yu, M.; Zhu, S. Synergistic Effect of Hydrogen Bonding and π-π

Stacking in Interface of CF/PEEK Composites. Compos. Part B Eng. 2019, 171, 70–77. [CrossRef]
11. Lin, L.; Ecke, N.; Huang, M.; Pei, X.-Q.; Schlarb, A.K. Impact of Nanosilica on the Friction and Wear of a PEEK/CF Composite

Coating Manufactured by Fused Deposition Modeling (FDM). Compos. Part B Eng. 2019, 177, 107428. [CrossRef]
12. Zhu, S.; Qian, Y.; Hassan, E.A.M.; Shi, R.; Yang, L.; Cao, H.; Zhou, J.; Ge, D.; Yu, M. Enhanced interfacial interactions by

PEEK-grafting and coupling of acylated CNT for GF/PEEK composites. Compos. Commun. 2020, 18, 43–48. [CrossRef]
13. Bangarusampath, D.S.; Ruckdäschel, H.; Altstädt, V.; Sandler, J.K.W.; Garray, D.; Shaffer, M.S.P. Rheology and Properties of

Melt-processed Poly (Ether Ether Ketone)/Multi-Wall Carbon Nanotube Composites. Polymer 2009, 50, 5803–5811. [CrossRef]
14. Mohiuddin, M.; Hoa, S.V. Temperature Dependent Electrical Conductivity of CNT-PEEK Composites. Compos. Sci. Technol. 2011,

72, 21–27. [CrossRef]

https://www.mdpi.com/article/10.3390/polym13091425/s1
http://doi.org/10.1016/S1359-835X(00)00189-5
http://doi.org/10.1016/j.phpro.2013.11.071
http://doi.org/10.1016/0010-4361(91)90549-V
http://doi.org/10.1016/j.matpr.2018.03.049
http://doi.org/10.1016/j.triboint.2003.09.005
http://doi.org/10.1016/j.carbon.2018.09.036
http://doi.org/10.1016/j.msea.2005.08.064
http://doi.org/10.4137/CMAMD.S20354
http://doi.org/10.1016/S1359-835X(02)00084-2
http://doi.org/10.1016/j.compositesb.2019.04.015
http://doi.org/10.1016/j.compositesb.2019.107428
http://doi.org/10.1016/j.coco.2020.01.008
http://doi.org/10.1016/j.polymer.2009.09.061
http://doi.org/10.1016/j.compscitech.2011.08.018


Polymers 2021, 13, 1425 16 of 18

15. Tishkova, V.; Raynal, P.I.; Puech, P.; Lonjon, A.; Le Fournier, M.; Demont, P.; Flahaut, E.; Bacsa, W. Electrical conductivity and
Raman imaging of double wall carbon nanotubes in a polymer matrix. Compos. Sci. Technol. 2011, 71, 1326–1330. [CrossRef]

16. Díez-Pascual, A.M.; Ashrafi, B.; Naffakh, M.; González-Domínguez, J.M.; Johnston, A.; Simard, B.; Martínez, M.T.; Gómez-Fatou,
M.A. Influence of Carbon Nanotubes on the Thermal, Electrical and Mechanical Properties of Poly (Ether Ether Ketone)/Glass
Fiber Laminates. Carbon 2011, 49, 2817–2833. [CrossRef]

17. Yaragalla, S.; Rajendran, R.; AlMaadeed, M.A.; Kalarikkal, N.; Thomas, S. Chemical Modification of Graphene with Grape Seed
Extract: Its Structural, Optical and Antimicrobial Properties. Mater. Sci. Eng. C 2019, 102, 305–314. [CrossRef] [PubMed]

18. Tewatia, A.; Hendrix, J.; Dong, Z.; Taghon, M.; Tse, S.; Chiu, G.; Mayo, W.E.; Kear, B.; Nosker, T.; Lynch, J. Characterization of
Melt-Blended Graphene—Poly (ether ether ketone) Nanocomposite. Mater. Sci. Eng. B 2017, 216, 41–49. [CrossRef]

19. King, J.A.; Tomasi, J.M.; Klimek-McDonald, D.R.; Miskioglu, I.; Odegard, G.M.; King, T.R.; Sutherland, J.W. Effects of Carbon
Fillers on the Conductivity and Tensile Properties of Polyetheretherketone Composites. Polym. Compos. 2018, 39, E807–E816.
[CrossRef]

20. He, M.; Chen, X.; Guo, Z.; Qiu, X.; Yang, Y.; Su, C.; Jiang, N.; Li, Y.; Sun, D.; Zhang, L. Super Tough Graphene Oxide Reinforced
Polyetheretherketone for Potential Hard Tissue Repair Applications. Compos. Sci. Technol. 2019, 174, 194–201. [CrossRef]

21. Lee, C.; Wei, X.; Kysar, J.W.; Hone, J. Measurement of the Elastic Properties and Intrinsic Strength of Monolayer Graphene. Science
2008, 321, 385–388. [CrossRef] [PubMed]

22. Ghosh, S.; Calizo, I.; Teweldebrhan, D.; Pokatilov, E.P.; Nika, D.L.; Balandin, A.A.; Bao, W.; Miao, F.; Lau, C.N. Extremely High
Thermal Conductivity of Graphene: Prospects for Thermal Management Applications in Nanoelectronic Circuits. Appl. Phys. Lett.
2008, 92, 151911. [CrossRef]

23. Nirmalraj, P.N.; Lutz, T.; Kumar, S.; Duesberg, G.S.; Boland, J.J. Nanoscale Mapping of Electrical Resistivity and Connectivity in
Graphene Strips and Networks. Nano Lett. 2011, 11, 16–22. [CrossRef]

24. Kuilla, T.; Bhadra, S.; Yao, D.; Kim, N.H.; Bose, S.; Lee, J.H. Recent Advances in Graphene Based Polymer Composites. Prog.
Polym. Sci. 2010, 35, 1350–1375. [CrossRef]

25. Hwang, Y.; Kim, M.; Kim, J. Improvement of the Mechanical Properties and Thermal Conductivity of Poly (Ether-Ether-Ketone)
with the Addition of Graphene Oxide-Carbon Nanotube Hybrid Fillers. Compos. Part A Appl. Sci. Manuf. 2013, 55, 195–202.
[CrossRef]

26. Sarno, M.; Baldino, L.; Scudieri, C.; Cardea, S.; Ciambelli, P.; Reverchon, E. SC-CO2-Assisted Process for a High Energy Density
Aerogel Supercapacitor: The effect of GO loading. Nanotechnology 2017, 28. [CrossRef]

27. Dideikin, A.T.; Vul’, A.Y. Graphene Oxide and Derivatives: The Place in Graphene Family. Front Phys. 2019, 6. [CrossRef]
28. Serrano-Luján, L.; Víctor-Román, S.; Toledo, C.; Sanahuja-Parejo, O.; Mansour, A.E.; Abad, J.; Amassian, A.; Benito, A.M.; Maser,

W.K.; Urbina, A. Environmental Impact of the Production of Graphene Oxide and Reduced Graphene Oxide. SN Appl. Sci. 2019, 1.
[CrossRef]

29. Kauling, A.P.; Seefeldt, A.T.; Pisoni, D.P.; Pradeep, R.C.; Bentini, R.; Oliveira, R.V.B.; Novoselov, K.S.; Castro Neto, A.H. The
Worldwide Graphene Flake Production. Adv. Mater. 2018, 30, 1803784–1803789. [CrossRef] [PubMed]

30. Del Rio Castillo, A.E.; Pellegrini, V.; Ansaldo, A.; Ricciardella, F.; Sun, H.; Marasco, L.; Buha, J.; Dang, Z.; Gagliani, L.;
Lago, E.; et al. High-Yield Production of 2D crystals by Wet-Jet Milling. Mater. Horiz. 2018, 5, 890–904. [CrossRef]

31. Xu, Y.; Cao, H.; Xue, Y.; Li, B.; Cai, W. Liquid-Phase Exfoliation of Graphene: An Overview on Exfoliation Media, Techniques, and
Challenges. Nanomaterials 2018, 8, 942. [CrossRef] [PubMed]

32. Kovtun, A.; Treossi, E.; Mirotta, N.; Scidà, A.; Liscio, A.; Christian, M.; Valorosi, F.; Boschi, A.; Young, R.J.; Galiotis, C.; et al.
Benchmarking of Graphene-Based Materials: Real Commercial Products Versus Ideal Graphene. 2D Mater. 2019, 6. [CrossRef]

33. Zahid, M.; Masood, M.T.; Athanassiou, A.; Bayer, I.S. Sustainable Thermal Interface Materials from Recycled Cotton Textiles and
Graphene Nanoplatelets. Appl. Phys. Lett. 2018, 113, 44103. [CrossRef]

34. Cataldi, P.; Bayer, I.S.; Nanni, G.; Athanassiou, A.; Bonaccorso, F.; Pellegrini, V.; del Rio Castillo, A.E.; Ricciardella, F.; Artyukhin, S.;
Tronche, M.A.; et al. Effect of Graphene Nano-Platelet Morphology on the Elastic Modulus of Soft and Hard Biopolymers. Carbon
2016, 109, 331–339. [CrossRef]

35. La Mantia, F.P.; Dintcheva, N.T.; Scaffaro, R.; Marino, R. Morphology and Properties of Polyethylene/Clay Nanocomposite
Drawn Fibers. Macromol. Mater. Eng. 2008, 293, 83–91. [CrossRef]

36. Díez-Pascual, A.M.; Naffakh, M.; González-Domínguez, J.M.; Ansón, A.; Martínez-Rubi, Y.; Martínez, M.T.; Simard, B.; Gómez,
M. A High Performance PEEK/Carbon Nanotube Composites Compatibilized with Polysulfones-II. Mechanical and Electrical
Properties. Carbon 2010, 48, 3500–3511. [CrossRef]

37. Li, D.; Wang, L.; Liu, S.; Ren, X.; Han, X. Preparation of Sulfonated Poly (Ether Ether Ketone)/Graphene Oxide Blend Membranes
and Their Application in Vanadium Redox Flow Battery. ACTA Polym. Sin. 2015, 1280–1287.

38. Li, H.; Zhang, B.; Liu, W.; Lin, B.; Ou, Q.; Wang, H.; Fang, M.; Liu, D.; Neelakandan, S.; Wang, L. Effects of an Electrospun
Fluorinated Poly (Ether Ether Ketone) Separator on the Enhanced Safety and Electrochemical Properties of Lithium Ion Batteries.
Electrochim. Acta 2018, 290, 150–164. [CrossRef]

39. Yang, L.; Ohki, Y.; Hirai, N.; Hanada, S. Aging of Poly (Ether Ether Ketone) by Heat and Gamma Rays–Its Degradation Mechanism
and Effects on Mechanical, Dielectric and Thermal Properties. Polym. Degrad. Stab. 2017, 142, 117–128. [CrossRef]

http://doi.org/10.1016/j.compscitech.2011.05.001
http://doi.org/10.1016/j.carbon.2011.03.011
http://doi.org/10.1016/j.msec.2019.04.061
http://www.ncbi.nlm.nih.gov/pubmed/31147003
http://doi.org/10.1016/j.mseb.2016.05.009
http://doi.org/10.1002/pc.24250
http://doi.org/10.1016/j.compscitech.2019.02.028
http://doi.org/10.1126/science.1157996
http://www.ncbi.nlm.nih.gov/pubmed/18635798
http://doi.org/10.1063/1.2907977
http://doi.org/10.1021/nl101469d
http://doi.org/10.1016/j.progpolymsci.2010.07.005
http://doi.org/10.1016/j.compositesa.2013.08.010
http://doi.org/10.1088/1361-6528/aa67d9
http://doi.org/10.3389/fphy.2018.00149
http://doi.org/10.1007/s42452-019-0193-1
http://doi.org/10.1002/adma.201803784
http://www.ncbi.nlm.nih.gov/pubmed/30209839
http://doi.org/10.1039/C8MH00487K
http://doi.org/10.3390/nano8110942
http://www.ncbi.nlm.nih.gov/pubmed/30445778
http://doi.org/10.1088/2053-1583/aafc6e
http://doi.org/10.1063/1.5044719
http://doi.org/10.1016/j.carbon.2016.08.026
http://doi.org/10.1002/mame.200700204
http://doi.org/10.1016/j.carbon.2010.05.050
http://doi.org/10.1016/j.electacta.2018.08.075
http://doi.org/10.1016/j.polymdegradstab.2017.06.002


Polymers 2021, 13, 1425 17 of 18

40. Alhwaige, A.A.; Alhassan, S.M.; Katsiotis, M.S.; Ishida, H.; Qutubuddin, S. Interactions, Morphology and Thermal Stability of
Graphene-Oxide Reinforced Polymer Aerogels Derived from Star-Like Telechelic Aldehyde-Terminal Benzoxazine Resin. RSC
Adv. 2015, 5, 92719–92731. [CrossRef]

41. Mitra, M.; Kulsi, C.; Chatterjee, K.; Kargupta, K.; Ganguly, S.; Banerjee, D.; Goswami, S. Reduced Graphene Oxide-Polyaniline
Composites—Synthesis, Characterization and Optimization for Thermoelectric Applications. RSC Adv. 2015, 5, 31039–31048.
[CrossRef]

42. Puhan, D.; Wong, J.S.S. Properties of Polyetheretherketone (PEEK) Transferred Materials in a PEEK-Steel Contact. Tribol. Int.
2019, 135. [CrossRef]

43. Berer, M.; Major, Z.; Pinter, G. Elevated Pitting Wear of Injection Molded Polyetheretherketone (PEEK) Rolls. Wear 2013,
297, 1052–1063. [CrossRef]

44. Childres, I.; Jauregui, L.A.; Park, W.; Caoa, H.; Chena, Y.P. Raman Spectroscopy of Graphene and Related Materials. New Dev.
Phot. Mater. Res. 2013, 1, 1–20.

45. Ferrari, A.C.; Meyer, J.C.; Scardaci, V.; Casiraghi, C.; Lazzeri, M.; Mauri, F.; Piscanec, S.; Jiang, D.; Novoselov, K.S.; Roth, S.; et al.
Raman Spectrum of Graphene and Graphene Layers. Phys. Rev. Lett. 2006, 97, 187401. [CrossRef] [PubMed]

46. Masood, M.T.; Zahid, M.; Goldoni, L.; Ceseracciu, L.; Athanassiou, A.; Bayer, I.S. Highly Transparent Polyethylcyanoacrylates
from Approved Eco-Friendly Fragrance Materials Demonstrating Excellent Fog-Harvesting and Anti-Wear Properties. ACS Appl.
Mater. Interfaces 2018, 10, 34573–34584. [CrossRef]

47. Yazdani, B.; Xia, Y.; Ahmad, I.; Zhu, Y. Graphene and Carbon Nanotube (GNT)-Reinforced Alumina Nanocomposites. J. Eur.
Ceram. Soc. 2015, 35, 179–186. [CrossRef]

48. Muniz, F.T.L.; Miranda, M.A.R.; Morilla Dos Santos, C.; Sasaki, J.M. The Scherrer Equation and the Dynamical Theory of X-ray
Diffraction. Acta Crystallogr. Sect. A Found. Adv. 2016. [CrossRef]

49. Cui, Y.; Kundalwal, S.I.; Kumar, S. Gas Barrier Performance of Graphene/Polymer Nanocomposites. Carbon 2016, 98, 313–333.
[CrossRef]

50. Yang, J.; Huang, Y.; Lv, Y.; Zhao, P.; Yang, Q.; Li, G. The Intrinsic Thermal-Oxidative Stabilization Effect of Chemically Reduced
Graphene Oxide on Polypropylene. J. Mater. Chem. A 2013, 1, 11184. [CrossRef]

51. Patel, P.; Hull, T.R.; McCabe, R.W.; Flath, D.; Grasmeder, J.; Percy, M. Mechanism of Thermal Decomposition of Poly (Ether Ether
Ketone) (PEEK) from a Review of Decomposition Studies. Polym. Degrad. Stab. 2010, 95, 709–718. [CrossRef]

52. Alvaredo, Á.; Martín, M.; Castell, P.; Guzmán de Villoria, R.; Fernández-Blázquez, J. Non-Isothermal Crystallization Behavior of
PEEK/Graphene Nanoplatelets Composites from Melt and Glass States. Polymers 2019, 11, 124. [CrossRef]

53. Díez-Pascual, A.M.; Naffakh, M.; Gómez, M.A.; Marco, C.; Ellis, G.; González-Domínguez, J.M.; Ansón, A.; Martínez, M.T.;
Martínez-Rubi, Y.; Simard, B. The Influence of a Compatibilizer on the Thermal and Dynamic Mechanical Properties of
PEEK/Carbon Nanotube Composites. Nanotechnology 2009, 20, 315707. [CrossRef] [PubMed]

54. Yaragalla, S.; Meera, A.P.; Kalarikkal, N.; Thomas, S. Chemistry associated with natural rubber–graphene nanocomposites and its
effect on physical and structural properties. Ind. Crops. Prod. 2015, 74, 792–802. [CrossRef]

55. Papageorgiou, D.G.; Kinloch, I.A.; Young, R.J. Mechanical Properties of Graphene and Graphene-Based Nanocomposites. Prog.
Mater. Sci. 2017, 90, 75–127. [CrossRef]

56. Manikas, A.C.; Pastore Carbone, M.G.; Woods, C.R.; Wang, Y.; Souli, I.; Anagnostopoulos, G. Stress Transfer at the Nanoscale on
Graphene Ribbons of Regular Geometry. Nanoscale 2019, 11, 14354–14361. [CrossRef] [PubMed]

57. Androulidakis, C.; Sourlantzis, D.; Koukaras, E.N.; Manikas, A.C.; Galiotis, C. Stress-Transfer from Polymer Substrates to
Monolayer and Few-Layer Graphenes. Nanoscale Adv. 2019, 1, 4972–4980. [CrossRef]

58. Wang, P.; Ma, R.; Wang, Y.; Cao, W.; Liu, C.; Shen, C. Comparative Study of Fullerenes and Graphene Nanoplatelets on the
Mechanical and Thermomechanical Properties of Poly (Ether Ether Ketone). Mater. Lett. 2019, 249, 180–184. [CrossRef]

59. Li, S.; Li, J.; Ma, N.; Liu, D.; Sui, G. Super-Compression-Resistant Multiwalled Carbon Nanotube/Nickel-Coated Carbonized
Loofah Fiber/Polyether Ether Ketone Composite with Excellent Electromagnetic Shielding Performance. ACS Sustain. Chem. Eng.
2019, 7, 13970–13980. [CrossRef]

60. Young, R.J.; Kinloch, I.A.; Gong, L.; Novoselov, K.S. The Mechanics of Graphene Nanocomposites: A Review. Compos. Sci. Technol.
2012, 72, 1459–1476. [CrossRef]

61. Yang, L.; Zhang, S.; Chen, Z.; Guo, Y.; Luan, J.; Geng, Z.; Wang, G. Design and Preparation of Graphene/Poly (Ether Ether Ketone)
Composites with Excellent Electrical Conductivity. J. Mater. Sci. 2014, 49, 2372–2382. [CrossRef]

62. Altstaedt, V.; Werner, P.; Sandler, J. Rheological, Mechanical and Tribological Properties of Carbon-Nanofibre Reinforced Poly
(Ether Ether Ketone) Composites. Polímeros 2003, 13, 218–222. [CrossRef]

63. Chan, K.W.; Liao, C.Z.; Wong, H.M.; Yeung, K.W.K.; Tjong, S.C. Preparation of Polyetheretherketone Composites with Nanohy-
droxyapatite Rods and Carbon Nanofibers Having High Strength, Good Biocompatibility and Excellent Thermal Stability. RSC
Adv. 2016, 6, 19417–19429. [CrossRef]

64. Nan, C.-W.; Shen, Y.; Ma, J. Physical Properties of Composites Near Percolation. Annu. Rev. Mater. Res. 2010, 40, 131–151. [CrossRef]
65. Wu, Y.-P.; Jia, Q.-X.; Yu, D.-S.; Zhang, L.-Q. Modeling Young’s Modulus of Rubber–Clay Nanocomposites Using Composite

Theories. Polym. Test 2004, 23, 903–909. [CrossRef]
66. Mittal, V. Modeling of Tensile Modulus of Polyolefin-Layered Silicate Nanocomposites: Modified Halpin Tsai Models. Adv.

Compos. Lett. 2012. [CrossRef]

http://doi.org/10.1039/C5RA16188F
http://doi.org/10.1039/C5RA01794G
http://doi.org/10.1016/j.triboint.2019.02.028
http://doi.org/10.1016/j.wear.2012.11.062
http://doi.org/10.1103/PhysRevLett.97.187401
http://www.ncbi.nlm.nih.gov/pubmed/17155573
http://doi.org/10.1021/acsami.8b10717
http://doi.org/10.1016/j.jeurceramsoc.2014.08.043
http://doi.org/10.1107/S205327331600365X
http://doi.org/10.1016/j.carbon.2015.11.018
http://doi.org/10.1039/c3ta11989k
http://doi.org/10.1016/j.polymdegradstab.2010.01.024
http://doi.org/10.3390/polym11010124
http://doi.org/10.1088/0957-4484/20/31/315707
http://www.ncbi.nlm.nih.gov/pubmed/19597256
http://doi.org/10.1016/j.indcrop.2015.05.079
http://doi.org/10.1016/j.pmatsci.2017.07.004
http://doi.org/10.1039/C9NR03166A
http://www.ncbi.nlm.nih.gov/pubmed/31332419
http://doi.org/10.1039/C9NA00323A
http://doi.org/10.1016/j.matlet.2019.04.092
http://doi.org/10.1021/acssuschemeng.9b02447
http://doi.org/10.1016/j.compscitech.2012.05.005
http://doi.org/10.1007/s10853-013-7940-2
http://doi.org/10.1590/S0104-14282003000400005
http://doi.org/10.1039/C5RA22134J
http://doi.org/10.1146/annurev-matsci-070909-104529
http://doi.org/10.1016/j.polymertesting.2004.05.004
http://doi.org/10.1177/096369351202100501


Polymers 2021, 13, 1425 18 of 18

67. Halpin, J.C.; Kardos, J.L. The Halpin-Tsai Equations: A Review. Polym. Eng. Sci. 1976, 16, 344–352. [CrossRef]
68. Lu, H.; Min Huang, W. Synergistic Effect of Self-Assembled Carboxylic Acid-Functionalized Carbon Nanotubes and Carbon

Fiber for Improved Electro-Activated Polymeric Shape-Memory Nanocomposite. Appl. Phys. Lett. 2013, 102, 231910. [CrossRef]
69. Zhou, H.; Heyer, P.; Kim, H.-J.; Song, J.-H.; Piao, L.; Kim, S.-H. Reversible Macroscopic Alignment of Ag Nanowires. Chem. Mater.

2011, 23, 3622–3627. [CrossRef]
70. Lu, H.; Liang, F.; Gou, J. Nanopaper Enabled Shape-Memory Nanocomposite with Vertically Aligned Nickel Nanostrand:

Controlled Synthesis and Electrical Actuation. Soft Matter. 2011, 16. [CrossRef]
71. Yaragalla, S.; Rajendran, R.; Jose, J.; Almaadeed, M.A.; Kalarikkal, N.; Thomas, S. Preparation and characterization of green

graphene using grape seed extract for bioapplications. Mater. Sci. Eng. C 2016, 65, 345–353. [CrossRef] [PubMed]
72. Dave, K.; Park, K.H.; Dhayal, M. Characteristics of ultrasonication assisted assembly of gold nanoparticles in hydrazine reduced

graphene oxide. RSC Adv. 2015, 5, 107348–107354. [CrossRef]
73. James, W. The Optical Principles of the Diffraction of X-rays. In The Crystalline State; Bragg, W.L., Ed.; G. Bell and Sons Ltd.:

London, UK, 1962; Volume II.
74. Gómez-Navarro, C.; Burghard, M.; Kern, K. Elastic Properties of Chemically Derived Single Graphene Sheets. Nano Lett. 2008,

8, 2045–2049. [CrossRef] [PubMed]

http://doi.org/10.1002/pen.760160512
http://doi.org/10.1063/1.4811134
http://doi.org/10.1021/cm200848h
http://doi.org/10.1039/c1sm05765k
http://doi.org/10.1016/j.msec.2016.04.050
http://www.ncbi.nlm.nih.gov/pubmed/27157761
http://doi.org/10.1039/C5RA23018G
http://doi.org/10.1021/nl801384y
http://www.ncbi.nlm.nih.gov/pubmed/18540659

	Introduction 
	Materials and Methods 
	Materials 
	Fabrication of PEEK–GnP Nanocomposites 
	Adsorption of GnPs on the Surface of PEEK 
	Extrusion of Filaments of the PEEK–GnP Nanocomposites 

	Characterization 

	Results and Discussion 
	Morphology Observation 
	Characteristics of Molecular Structure 
	Thermal Analyses 
	Thermomechanical Properties 
	Theoretical Modeling of the Mechanical Properties of the PEEK–GnP Nanocomposites 

	Conclusions 
	References

