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Abstract: The effectiveness of layered particles as processing aid agents in molten polystyrene was
studied. Three graphene grades and two clays of different lateral size were selected for this purpose.
The morphologies of the composites were observed using scanning electron microscopy. Steady
shear measurements were carried out and the Carreau—Yasuda model with yield stress was applied
to the experimental results. A decrease in viscosity was observed at 2 wt.% of particle content for
almost all composites. The most efficient particle for reducing viscosity was found to be graphene
in a loose agglomerated configuration. Graphene and clay particles with similar dispersion states
had a similar effect on the viscosity, inducing a decrease by 29% and 22%, respectively, suggesting
comparable efficiency as processing aid agents. The observed decrease in viscosity is attributed to the
phenomenon of superlubricity, which is a lubricating mechanism that is closely linked to the atomic
structure of the particles.
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1. Introduction

Processing thermoplastics requires the polymer to be molten at high temperatures,
which needs a high amount of energy because of the poor thermal conductivity of those
materials. To ease the process, some processing aid agents can be added to improve flowa-
bility, mold filing, and mold release, as well as to reduce shark skin and postpone gross
melt fracture to significantly higher shear rates [1-3]. In other words, adding a process-
ing aid agent, or lubricant, can help to increase output or decrease energy consumption
during processing.

Several types of processing agents exist, such as fluoropolymers, stearates, and boron
nitride [1]. Hexagonal boron nitride in particular was shown to reduce storage and loss
moduli and melt fracture and head pressure in extrusion [2,3]. For example, the addition
of only 0.05 wt.% of h-BN has been shown to decrease the transient shear viscosity and
extensional stress growth of HDPE [4]. On the other hand, other studies showed an increase
in complex viscosity upon the addition of 5 to 30 wt.% of h-BN in PEI and PEEK, indicating
that low contents of h-BN are necessary to act as a processing aid [5,6]. As with many 2D
particles, it is also a solid lubricant that can be encountered in tribology studies as it helps
in reducing friction and wear between two parts [7,8].

Other layered nanoparticles of great interest in tribology are carbon-based fillers such
as graphene, which is also a 2D layered nanoparticle. Their low-friction behavior was
discovered in 1928 [9,10]. First attributed to low shear resistance between adjacent atomic
layers, it is now believed to be due to what is called the superlubricity phenomenon.
Indeed, the interlayer shear strength of graphite was estimated to be between 0.2 MPa and
7 GPa, values which are not reached during common rheological tests [11]. On the other
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hand, superlubricity, occurring when friction between two surfaces vanishes or nearly
vanishes, depends on the angle between two particles and does not require high shear. More
specifically, this variation in friction has been shown to depend on the commensurability
of the contact surfaces [12,13]. It means that depending on the atomic structure of the
two surfaces, there are angles between two particles, known as commensurate angles, for
which the atomic structure is aligned, leading to friction, and there are also incommensurate
angles where ultra-low friction, and thus superlubricity, can be achieved [14]. Because
of this interesting capacity, graphite and graphene are nowadays used as solid lubricants
as well as additives in oil and water for lubricating fluids. To our knowledge, graphene
is not commonly used in molten polymers as a processing aid agent or lubricant, but
it could be an interesting candidate given its tribological properties [15]. In addition,
it would complement the unique combination of functionalities of graphene, such as
high mechanical strength, electrical conductivity [16-18], UV resistance [19], piezoelectric
response enhancement [20], as well as the valorization of recycled plastics and mixed
plastic waste streams [21,22]. Furthermore, recent toxicity studies performed on few-layer
graphene industrial grades produced by the mechanochemical exfoliation of graphite have
much lower health and safety concerns than other nanocarbons such carbon nanotube and
carbon black [23].

As of today, few papers deal with the possibility of using solid particles aside from
boron nitride as processing aid agents in molten polymers [24-27]. Although Yang Bai et al.
showed that the addition of 16 wt.% of graphite led to a significant decrease from 2.10°% to
7.10% Pa.s of complex viscosity whereas the addition of 30 wt.% of BN did not decrease
significantly the complex viscosity, this effect was not explicitly discussed in the paper [24].
Recently, graphite, multi-layered graphene oxide, and carbon nanotubes were shown to de-
crease the viscosity of molten polymers, thus improving flowability [25-27]. Ferreira et al. [25]
concluded that it was the superlubricity ability which promoted slipping between loose
agglomerates which in turn led to lower viscosity. In their work, graphite oxide and multi-
layered graphene oxide had the most efficient lubricant effect, whereas graphite did not
significantly decrease the viscosity of the polyolefin matrices. It was attributed to the fact
that the oxidation of graphite caused fragmentation in numerous pieces, which created
incommensurate contacts that were less numerous in graphite.

This superlubricity phenomenon is not exclusive to graphene and has been shown to
exist in other 2D particles such as Molybdenum disulfide or even mica [28,29]. In particular,
clays have been shown to display the superlubricity phenomenon as well, even if it has
been rarely discussed. In another study, it was briefly pointed out that adding different
clays into PMMA led to a decrease in viscosity in molten state. However, the mechanism
was not further investigated in that paper as it was not the main focus. The paper instead
focused on the effect of nanoclay as a compatibilizer in PMMA /PS blends [30]. Still, clay
could be an interesting candidate as a processing aid agent.

In this work, the effect of the addition of graphene of different lateral sizes on the
viscosity of polystyrene (PS) was studied. First, the morphology of graphene composites
was observed using scanning electron microscopy (SEM). The shear viscosity was then
obtained using a rotational rheometer, and Carreau—Yasuda’s model with yield stress was
applied to quantify the effect of the filler particles on the viscosity. Throughout the paper,
this model will be called modified Carreau-Yasuda. Finally, the addition of montmorillonite
and laponite, two smectic clays, was studied as well and compared to graphene.

2. Materials and Methods
2.1. Materials

In this study, a polystyrene (PS), grade Styron™ 685D from AM Styrenics, The Wood-
lands, TX, USA, was used as the matrix. Five different layered particles were added to it.
First, GrapheneBlack™ 3X and GrapheneBlack™ 0X graphene grades from NanoXplore,
Montreal, QC, Canada, were used and will be referred to as 3X and 0X, respectively. As a
means of comparison, another grade of graphene (xGnP H-25) previously acquired from
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XG Sciences, Lansing, MI, USA, currently owned by NanoXplore, was used as well. This
graphene will be designed as graphene H throughout the paper. Finally, two layered clays
were used: a laponite (L) and a montmorillonite (MMT), from BYK, Wesel, Germany. All
the information regarding the particles used is reported in Table 1.

Table 1. Properties of graphenes and clays.
Type of Particle Supplier Grade Abbreviation Primary Particle
yp PP Lateral Size (um) *
NanoXplore Inc GrapheneBlack™ 3X 3X 1-2
Graphene P ’ GrapheneBlack™ 0X 0X 0.5-1
XG Sciences Inc. xGnP H-25 H 25
Montmorillonite BYK Cloisite Na* MMT <25
Laponite Laponite RD L 0.030

* values reported by supplier.

2.2. Processing

A masterbatch of PS with 10 wt.% of each filler was prepared by melt-mixing using a
Haake Rheomix OS PTW16 twin-screw extruder (Thermo Fisher Scientific Inc., Waltham,
MA, USA) at 220 °C in all zones. The screw speed was adjusted to 100 rpm for all composi-
tions. Prior to the masterbatch extrusion, the nanoclay powders were dried to avoid the
moisture effect during processing. Then, dilutions into PS composites with concentrations
varying from 0 to 2 wt.% were prepared using an internal mixer at 220 °C and 100 rpm.
Neat PS underwent the same process in order to have the same thermomechanical history
as the composites.

The composites were compression molded into discs of 25 mm diameter and 1.2 mm
thickness at 10 MPa and 200 °C for 10 min.

The composites were named Psparticle-concentration. For example, PS0X-2 is PS
containing 2 wt.% of GrapheneBlack™ 0X.

2.3. Characterizations

The morphology was observed by scanning electron microscopy (SEM) using a Hitachi
TM3000 SEM at an accelerating voltage of 15 kV. Discs were fractured at room temperature
and coated with gold prior to observations.

Rheological data were obtained using a stress-controlled rheometer MCR 501 from
Anton Paar; the tests were carried out at 200 °C and under a nitrogen atmosphere. Steady
shear tests were obtained using a cone-plate geometry with an angle of 0.985° and a gap of
0.048 mm. The shear rate varied from 0.001 to 100 s~! using a logarithmic ramp rate. For
all formulations, three samples were tested to obtain a mean value of viscosity over the
shear rate.

X-ray diffraction (XRD) was carried out using a PANalytical diffractometer, model
X'Pert Pro, with a cobalt radiation source of wavelength of 0.179 nm. Samples were tested
at ambient temperature with 26 ranging from 5 to 70 °C. From the obtained diffractome-
ters, Braag’s law (Equation (1)) can be used to calculate the interlayer spacing between

graphene sheets.

nA
4= 2siné M

where A is the X-ray wavelength in nanometers (nm), ¢ is the scattering angle, and n the
diffraction order.

3. Results and Discussion
3.1. Morphology of Graphene Composites

In order to study the effect of graphene nanoplatelets” average lateral size on the
viscosity of a molten polymer matrix, three graphenes of different lateral sizes were used.
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To evaluate the dispersion state of the different particles in the prepared composites, XRD
and SEM were performed on rheology disks in order to draw appropriate conclusions.

XRD was carried out on samples containing 2 wt.% of each graphene. The results are
reported in Table 2. A sharp peak at 30.9 ° corresponding to the (002) Bragg reflection of
graphene platelets was observed on the diffractograms. Using Braag’s law (1), the interlayer
spacing was calculated to be 0.335 nm for each one of the samples, which is the same as
graphite commonly found in the literature [31-33]. As the primary particles of graphene
0X and 3X were originally in stacks of 6 to 10 layers (supplier information), it indicates no
exfoliation during extrusion. In order to visualize and conclude on the dispersion state of
graphene, SEM imaging was used.

Table 2. XRD results.

20 (°O) Interlayer Spacing (nm)
PSOX—2 30.99 0.335
PS3X—-2 30.99 0.335
PSH-2 30.94 0.335

Figure 1 shows the morphology of polystyrene (PS) containing 2 wt.% of graphene
0X, graphene 3X, and graphene H. It was observed that graphene 0X tended to form loose
agglomerates and create a rich area in the sample, as shown in Figure 1b. The whole image
is a graphene-rich area with tightly packed and randomly oriented flakes. Aside from these
areas, there were also well-distributed graphene regions (see Figure 1a). In the case of
graphene 3X (Figure 1c) and graphene H (Figure 1d), the distribution was visually more
homogeneous even if the size of platelets was larger on average.

Graphene is an allotrope of carbon where sp2 carbon atoms are arranged in a hon-
eycomb lattice structure. Graphene structure is very stable and can be considered as the
minimal unit of carbon materials [34]. -7t interaction, a type of Van der Waals force, is
known to hold graphene sheets together at a distance of 0.335 nm [35,36]. Given that
polystyrene has a mer unit containing an aromatic ring, a mechanism of interaction with
graphene through 7-r and CH-m interactions is possible [37]. However, the density in aro-
matic rings in PS is less than in graphene given that they are more spaced out by the carbon
main chain of the macromolecule. This may explain why graphene keeps agglomerating
instead of dispersing in PS.

In each sample, the average lateral size of the particles or the flakes, composed of few
individual particles, was measured over fifty units. The values are reported in Table 3.
In the case of graphene 3X, the flakes distributed in PS are larger, with a D50 of 12.6 um,
compared to 8.3 um for 0X. However, the 3X was overall more homogeneously distributed:
there were no rich phases nor poor phases in PS3X-2. Graphene H resulted in a dispersion
and distribution similar to the one of graphene 3X even if graphene H had the largest
initial particle size (25 um as given by supplier in Table 1). In PS, graphene H is fairly well
distributed, with a D50 of 9.6 pm, which is lower than the one of graphene 3X. However,
the D90 of PSH-2 is higher than the one of PS3X-2. By taking into account their initial
particle size reported in Table 1 and SEM images reported in Figure 1, it seems that the
smallest graphene particles, i.e., graphene 0X, tend to form a less homogeneous distribution
and more graphene-rich areas covered with loose agglomerates.

Table 3. Size of agglomerations of graphene 0X, 3X, and H in PS observed using SEM.

Sample D50 (1um) D90 (um)
8.3*% 15.6 *
PSO0X-2 >22 %+ >55 **
PS3X-2 12.6 40.1
PSH-2 9.6 48.8

* in dispersed area; ** in highly agglomerated area.
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Figure 1. Scanning electron microscopy images of PS with 2 wt.% of (a) graphene 0X (dispersed
phase), (b) graphene 0X (agglomerated phase), (c) graphene 3X, (d) graphene H. Platelets are indicated
by arrows and circles.

In order to associate the lubricant effect and the morphology, the viscosity of each
composite was measured using a rotational rheometer and is discussed below.

3.2. Effect of Graphene on Shear Viscosity

Figure 2 compares the viscosity as a function of shear rate obtained in steady shear
for all composites containing 0 to 5 wt.% of graphene 0X, 3X, and H. It can be seen that
the shape of the curve depends on the graphene content. For low contents, the viscosity
is similar to the one of neat PS. But more significant changes in the shape of the curve are
observed with increasing graphene loadings.
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Figure 2. Steady shear viscosity as a function of shear rate of (a) PSOX, (b) PS3X, and (c) PSH
composites at 200 °C. Lines represent the fitting of modified Carreau—Yasuda model.

To better quantify the effect of graphene on the viscosity curve, Carreau—Yasuda’s
model can be used. This model is used widely for shear-thinning polymers and can be
fitted to the shear viscosity with the following expressions:

n—1

1= 1o+ (10— 1) (14 (A1)") * )

p=m(1+ o))" ©)

where 7, is the viscosity at infinite shear, 77 the zero-shear viscosity, A the relaxation time,
n the power law index, and a the Yasuda parameter. The fit is made so that all parameters
should be positive or equal to zero. More specifically, n is fixed to 0 and 0 < A < 10.
Equation (2) is the original Carreau—Yasuda’s model developed in 1979 widely used to
describe the shear-thinning behavior of most thermoplastic polymers [38]. In most cases,
o can be set to zero as the second plateau value of the viscosity, as a very high shear rate
is difficult to reach experimentally. Simplifying the expression of Carreau-Yasuda leads
to Equation (2), which can be fitted to the pure matrix or composites of low contents. It
adequately describes the plateau region at low shear rates followed by the shear-thinning
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region at higher shear rates. The most interesting parameters for this study are the zero-
shear viscosity, 119, and the relaxation time, A. The zero-shear viscosity corresponds to the
plateau value at low shear rates, which is used as a viscosity reference value for polymers.
In this paper, the evaluation of the lubricant effect was performed by studying the reduction
in zero-shear viscosity. The relaxation time is also of interest, as the presence of particles
will affect the relaxation behavior of the molten polymer matrix.

However, Equation (3) does not take into account the increase at low shear rates that
can be observed at a higher graphene content. To take this effect into account, Vergnes
proposed adding an apparent yield stress, 7o [39]. Even though this previous work was
conducted on the model for oscillatory shear, mathematically, the same can be done for the
model in the case of steady shear.

The model becomes: -

=2 w1+ (49)) T @

This apparent yield stress is an indicator of the presence of a stiff nanoparticle network
which dominates the response at low shear rates [39-41].

The zero-shear viscosities, obtained by fitting the modified Carreau—Yasuda model
to the shear viscosities of the graphene composites, are reported in Figure 3. At 1 wt.%,
the zero-shear viscosities of the composites are similar to those of neat PS, indicating that
graphene has no significant effect at this content.
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Figure 3. Zero-shear viscosity, 779, obtained by fitting the modified Carreau—Yasuda model to the
shear viscosities of composites containing graphene 0X, 3X, and H.

At 5 wt.%, the viscosities of 3X and 0X composites are higher than those of neat
PS. In this case, the graphene platelets are numerous enough to increase the viscosity as
commonly observed in many other composites, which was predicted by Einstein to scale
with particle volume fraction [42].

However, at 2 wt.%, the viscosities of composites containing graphene 0X and 3X
are consistently lower than those of neat PS, while the decrease due to graphene H seems
to be less significant. It can be concluded that there is a processing aid effect occurring
at an optimal graphene concentration and that the efficiency of the particles, i.e., their
ability to decrease viscosity, depends on the graphene used. As shown by SEM imaging, the
distribution of graphene 0X is less homogeneous compared to the other graphene grade and
forms significantly, yet it is the most efficient at decreasing viscosity. Also, graphene 3X was
shown to agglomerate less than 0X but more than H. As graphene 3X has a lubricant effect
in between 0X and H, it leads to the idea that the state of dispersion combined with the
actual agglomerates’ size may be the key factor to control the lubricant effect.
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Ferreira et al. [25,43] suggested that the superlubricity property of graphene and
graphite plays a role in the reduction in viscosity. As discussed in the introduction,
graphene, like many other 2D particles, is known to exhibit this superlubricity effect,
which makes it a suitable lubricant in diverse applications. Superlubricity is when friction
vanishes or nearly vanishes, and it is currently believed to be due to the atomic structure of
graphene. As illustrated in Figure 4, when two flakes are in commensurate contact, i.e., at
angles of 0°, 60°, 120°, 180°, 240°, and 300°, the flakes align in a structured manner, caus-
ing friction. When the flakes are in incommensurate contact (all other angles), the flakes’
structures do not align and there is slipping between the flakes. This is due to the 60 ° re-
currence in the structure of the graphene layer. In a random distribution of graphene in a
molten polymer, there is a much higher chance of being in incommensurate contact rather
than commensurate contact. When particles slip suddenly, free volume increases, resulting
in higher chain mobility and thus a lower viscosity.

Maximum Maximum
Friction Friction
(Commensurate angle) (Commensurate angle)

Figure 4. Superlubricity phenomenon in graphene as a function of flake-to-flake angle, 6. Flake 1 in
black, flake 2 in gray. One carbon of flake 2 is in red as a reference point.

It is worth mentioning that the 7-7t interactions discussed earlier seem to play an
additional role at particular spatial arrangements, such as in the local friction phenomena
described by the superlubricity theory. The presumptive additional noncovalent interaction
could corroborate the superlubricity mechanism and be part of the explanation of why
there is friction at specific angles.

In this study, the agglomeration of graphene seems to promote the lubricant effect,
which is what was also observed in Ferreira et al.’s work [25]. It is believed that in-
commensurate contacts are promoted in between agglomerates rather than in between
well-distributed particles. It can also be concluded that the concentration of graphene
should be high enough to promote agglomeration but not so high as to create a particle
network which would lead to an increase in viscosity. In terms of the size of graphene, in
this case, the smallest initial lateral particle led to the bigger reduction in viscosity because
it was more prone to agglomeration and not creating a network. Also, at the same weight
of particles, the efficiency of slipping may be more significant for smaller particles, as the
number of particles, and thus the quantity of slipping, will be greater.
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Aside from the zero-shear viscosity, two other parameters from the modified Carreau-
Yasuda model are of interest when investigating the effect of particles in a molten polymer
matrix. The first one is the yield stress, 0. This parameter allows the increase of viscosity to
be taken into account at low shear rates only. It is commonly associated with the formation
of a stiff particle network opposing the flow at low shear rates. At higher shear rates,
the particle network can break, gradually releasing the particles that in time orient in the
flow direction.

The yield stresses, obtained by fitting the modified Carreau-Yasuda model to the
composite shear viscosities, are reported in Figure 5. It can be seen that even a minor
increase in viscosity at low shear rates, as reported in Figure 2 for 2 wt.% of graphene 0X
and H, induces a significant increase in yield stress. At 5 wt.%, graphene 3X induces the
highest increase in yield stress, indicating that a stiff network of particles is created. It is
expected that 5 wt.% of graphene H would lead to a significant increase in yield stress as
well given its good distribution. It can be noticed that at 2 wt.% graphene 0X induces a
decrease of viscosity as well as an increase in yield stress, indicating a competition between
the lubricant effect and network stiffness in the viscosity curve.

] T T T I T I ]
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{ A PSOX ]
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e ] ]
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o .
B 1r X E
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0 1 2 3 4 5

graphene content (wt.%)

Figure 5. Yield stress, 0, obtained by fitting the modified Carreau—Yasuda model to the shear
viscosities of composites containing graphene 0X, 3X, and H.

Another interesting parameter to discuss is the relaxation time, A. This parameter
represents the transition between the Newtonian plateau and the power law behavior
in shear viscosity. In other words, it is the transition between the entangled state and
the disentanglement of polymer chains due to the flow [44]. In neat polymer matrices,
entanglement and disentanglement states are known to depend on the molecular weight
and polydispersity of the polymer chains. The relaxation times extracted from the fitting of
the modified Carreau—Yasuda model on composites are reported in Figure 6. It can clearly
be seen that adding 2 wt.% of graphene of any type decreases the relaxation time. It means
that the addition of graphene leads to a faster relaxation of the polymer chains. It means
that, while it is not obvious in Figure 2, the transition between the plateau region and
power law behavior shifts from 16 s~ to 50 s~!. Contrary to the reduction in viscosity, this
decrease seems to be independent of the type of graphene added.
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Figure 6. Relaxation time, A, obtained by fitting the modified Carreau-Yasuda model to the shear
viscosities of composites containing graphene 0X, 3X, and H.

Of course, the addition of graphene cannot change the chain length, but it could help
to disentangle molecular chains or increase free volume, as suggested in works where the
incorporation of cross-linked PS nanoparticles to linear PS reduced viscosity [42,45]. In
our case, the hypothesis that superlubricity is responsible for the viscosity decrease could
be explained by the effect of increasing free volume: the sudden slipping of the graphene
particles has the potential to create more free space, resulting in higher chain mobility and
thus a smaller relaxation time.

Finally, the standard deviations of the zero-shear viscosity and yield stress are signifi-
cantly larger in composites compared to neat PS. It is especially true for PS0X-2, where it
was shown that the morphology is not homogeneous. It can also be noticed that for lower
concentrations, the standard deviation is smaller, such as the PS standard deviation. The
presence of loose agglomerates randomly distributed may be the key for obtaining the
lubricant effect, but it leads to less stable measurements as well.

This superlubricity phenomenon is not exclusive to graphene and has been shown to
exist in other 2D particles such as Molybdenum disulfide or even mica [28].

3.3. Effect of Smectic Clays on Shear Viscosity

Clays such as micas or smectites are sheet-like materials with a tetrahedral outer layer
and they differ by their inner layers and interlayers. The outer layer is composed of a
tetrahedral arrangement of oxygen atoms inside of which a Si, Al, or Fe atom is placed [46].
In particular, micas have been shown to display the superlubricity phenomenon because
of the structure of their outer tetrahedral layer composed of SiOy4 [28]. As all clays” outer
layers have the same structure composed of tetrahedra, the superlubricity effect due to
the structure of the Si layer of mica should also be present in smectite clays such as
montmorillonite or laponite.

Moreover, the structure of the base of the tetrahedra constitutes the outer layer that will
be in contact with another clay particle. This structure is shown and compared to the one of
graphene in Figure 7. Even if it is composed by oxygen atoms rather than carbon atoms, the
structure is similar to graphene as it has the same 60° orientation recurrence. As a means
of comparison for graphene and clays, Figure 7 presents two commensurate contacts: in
AA stacking, so a perfect alignment (Figure 7a,d), and AB stacking, so a shifted alignment
(Figure 7c,f). Those stackings correspond to commensurate contact angles of 0, 60, 180,
240, and 300°. Figure 7 also shows an example of incommensurate contact in Figure 7b,e.
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Because the structure is similar, it is believed that clays could also act as lubricants in molten
polymer if the superlubricity phenomenon is really the main lubrification mechanism.

Figure 7. Two outer layers of (a) graphene and (d) clays in commensurate contact, AA stacking. Two
outer layers of (b) graphene and (e) clay in incommensurate contact. Two outer layers of (c) graphene
and (f) clay in commensurate contact, AB stacking.

As a matter of fact, a previous work of Genoyer et al. [30] showed a decrease in
the magnitude of the complex viscosity when montmorillonite (MMT) and laponite (L)
were added in PMMA. The complex viscosities obtained by oscillatory shear in this
study are shown in Figure 8, showing that some of the PMMA composites displayed this
lubricant phenomenon.

100,000 . T T T
| 0 PMMA
] B PMMA-MMT
1 Il PMMA-MMMT

0 PMMA-L

g | I PMMA-mL

(2

3

£ 100004

= ]

®

=

1,000 T

0 ' 1 2 5
clay content (wt.%)
Figure 8. Magnitude of complex viscosities at 0.1 rad /s and 200 °C of PMMA containing 0 to 5 wt.%

of clay particles: montmorillonite (MMT), modified montmorillonite (mMMT), laponite (L), and
modified laponite (mL) [30].

In particular, 1 and 2 wt.% of MMT and L led to a significant decrease in viscosity by
10 to 12%, respectively. However, mMMT (modified montmorillonite) and mL (modified
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laponite) at the same concentrations led to an increase in viscosity. The only difference
between neat clays (MMT and L) and modified clays (mMMT and mL) is the chemical mod-
ification. Clays are modified using di(hydrogenated tallow)dimethylammonium chloride,
which intercalates in between the silicate sheets and helps to exfoliate and thus to improve
the particles’” dispersion. Based on the analysis, it can be inferred that a higher degree of
dispersion results in a decreased lubricating effect. Such an observation provides further
evidence for the conclusion drawn for graphene and supports the idea that clays can also
induce a lubricant effect.

As this previous study was carried out with a different polymer matrix and the
rheological measurement was in oscillatory mode instead of the constant shear used in the
present study, it was necessary to verify the clay’s ability in the exact same condition as
graphene. To do so, MMT and L, which were the most efficient at reducing viscosity in
the previous study, were added to the same PS matrix as the studied graphene grades and
underwent the same processing history.

Figure 9 shows the steady shear viscosities of PS composites containing 1 and 2 wt.%
of MMT and L. At first glance, it can be seen that the increase at low shear rates is more
significant for clays, indicating that they produce a particle network with lower contents
than graphene does.

T T T T T T T T T T
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]
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g rlle_.a (] g FEEEame .
o 'Uﬂ** My o i S
; 939 ® OV'\B ; ‘u\"!
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3 .o
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Figure 9. Steady shear viscosity as a function of shear rate of (a) PSMMT and (b) PSL composites.
Lines represent the fitting of modified Carreau—Yasuda model to shear viscosities.

To better assess the clays’ effect, the Carreau—Yasuda with yield stress model, Equation (3),
was fitted to the shear viscosities. The zero-shear viscosities, relaxation times, and yield
stresses obtained are reported in Figure 10. It can be seen that the viscosities are all close
to those of neat PS; however, a slight decrease is achieved for 2 wt.% of MMT and 1 wt.%
of L. The relaxation times of all composites are lower than those of neat PS. Finally, the
yield stresses (Figure 10b) of those composites clearly indicate that a network of particles
is created starting at 1 wt.% of L and 2 wt.% of MMT. Those results seem to point out
a very good distribution of L which percolates at a lower content. Also, at 2 wt.% of
MMT, the zero-shear viscosity decreases while the yield stress value increases, indicating a
competition between the lubricant effect and network formation.
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Figure 10. (a) Zero-shear viscosities, (b) yield stresses, and (c) relaxation times obtained by fitting

modified Carreau—Yasuda model to shear viscosities of PS composites containing MMT and L.

SEM was used to observe the dispersion state of MMT and L in PS, and the pictures
are shown in Figure 11. The lateral size of the particles was measured, and it is reported in
Table 4. L particles did aggregate, and the lateral size measured by SEM was larger than the
one given by the supplier. Figure 11 illustrates some agglomerates of L and MMT found
within the samples. The overall size of L agglomerates is smaller than for MMT as the
D50 of PSL-2 is significantly lower than that of PSMMT-2. Contrary to the observations
made in 0X composites, for both MMT and L composites, no rich zones of particles were

encountered in the matrix.

Table 4. Size of agglomerates of MMT and L in PS observed using SEM.

Sample D50 (um) D90 (um)
PSMMT-2 11.8 35.2
PSL—2 4.0 37.2




C 2023, 9,96

14 of 17

(b)

Figure 11. Scanning electron microscopy images of PS with 2 wt.% of (a) MMT and (b) L.

In the case of clays such as montmorillonite and laponite, the layers are held together
by dipole-dipole interactions of the hydrogen bonding, creating stronger interactions
than other Van der Waals bonding. The clays’ outer layer in contact with the polymer is
composed of a 5iO; tetrahedra structure with oxygen atoms on the outer line (see Figure 7),
which enable the formation of hydrogen bonds. However, PS cannot form hydrogen bonds,
so the interactions between PS and clays are limited to Van der Waals, which also explains
clays’ tendency to agglomerate instead of dispersing in PS. To help dispersion in polymers,
clay organic modification can be conducted by cation exchange with organic molecules [30].
However, chemical modification of the molecules was not considered in this work since a
certain degree of particle agglomeration is a key factor for witnessing a lubricant effect.

3.4. Comparison of Graphene and Clays

The reduction in zero-shear viscosities as a function of D50 for all composites at a
content of 2 wt.% of particles is reported in Figure 12. As discussed previously, graphene
0X leads to the largest reduction in viscosity by 49%. Meanwhile, graphene 3X and MMT
have a similar effect, leading to 29% and 22% reduction, respectively, and the least ef-
ficient lubricants are graphene H and L, which show no significant reduction in zero-
shear viscosity.

T T T T T T * T T T T T T

8- o ps ]

o * L -
/\"; ¢ H
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Figure 12. Reduction in zero-shear viscosity of composites containing 2 wt.% of particles as a function
of the D50 of agglomerates measured by SEM. The point at 0 um corresponds to neat PS.
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By plotting those reductions in viscosity as a function of the D50 of the agglomerated
particles, it becomes clear that the bigger the D50, the more reduction in viscosity. Indeed,
graphene 3X and MMT lead to similar reductions in the viscosity of the PS matrix and
similar D50 values of 12.6 pm and 11.8 pm. Graphene H and L have very different initial
primary particle lateral sizes of 25 um and 0.03 um, but as their D50s are the two lowest
D50s of the group with 9.6 and 4.0 um, respectively, their efficiency as processing aids is
also the lowest.

To conclude, the composites with clays and graphene with a similar dispersion state
have similar viscosity, thus confirming that the mechanism of lubrication is not linked to
chemistry but rather to the structure and dispersion state of particles. Because of that, the
superlubricity ability of such materials is a strong proposition. Indeed, as superlubricity
is due to slipping between layered particles, an agglomerated state of those particles will
promote the effect, because in an agglomerated state, particles are all close to one another
without being strongly linked. Furthermore, random orientation, and thus a random
contact angle, will enhance the superlubricity, as only a few specific angles induce friction,
as described in Figure 4.

It can also be concluded that in this work, graphene was more suitable than clay as a
lubricant because it was more susceptible to presenting randomly distributed agglomerations.

4. Conclusions

Introducing low contents of layered particles in polymer matrices reduces viscosity,
enabling applications related to eased thermoplastics processing, energy savings, and
improved process efficiency. In this study, we investigated the impact of adding graphene
and clays with varying lateral sizes on the viscosity of a melted polymer matrix.

First, it was shown that the optimum particle concentration to reduce the viscosity
of the molten polymer matrix was 2 wt.% for both graphene and clay. At higher contents,
the creation of a strong particle network dominates the viscoelastic response, leading to a
competition between the lubricant effect, i.e., a reduction in zero-shear viscosity, and the
creation of a network, i.e., the increase at low shear rates represented by the yield stress.

Second, at the optimum concentration, it was found that the bigger the agglomerates
of particles, the more significant the reduction in viscosity. Graphene 0X was the most
efficient particle at reducing the viscosity on the PS system by 49% because this graphene
tended to produce rich filler zones with many agglomerates in close contact during the
melt-mixing process. Overall, it was shown that the percentage of viscosity reduction
increases as a function of the agglomerates’ D50.

Finally, it was concluded that the lubricant effect mechanism of both graphene and
clay particles is similar and likely to be a so-called superlubricity phenomenon. The
phenomenon of superlubricity, where layered particles slide smoothly against each other,
creates extra space between the particles, allowing the polymer chains to relax more quickly
and resulting in lower zero-shear viscosity.
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