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Abstract

In this study, analytical models and numerical finite element analysis (FEA) were used to accurately
determine the interphase properties and elastic modulus of both untreated and esterified cellulose
nanocrystals (CNC)/epoxy bio-nanocomposites. This was achieved by incorporating an interphase
region around the CNC particles, with properties that vary between those of the nanofiller and
the matrix. Experimental techniques for measuring interphase properties, such as atomic force
microscopy and nanoindentation, are useful but sensitive to sample preparation and limited to cer-
tain materials, which makes modelling a valuable alternative. Random 2D and 3D representative
volume elements (RVEs) were generated using Digimat-FE and imported into ANSYS to determine
the behaviour of nanocomposite under load. The elastic moduli values from analytical and FEA
models, which included the interphase region, fell within the range of experimental variation.
The results showed that the modulus increased with CNC loading from 2.5 wt% to 5 wt% and
that nanofiller treatment enhanced the modulus and increased the interphase thickness. For
excessive esterification, there was a weakening effect on the composite that the analytical models
failed to accurately predict. ANSYS response surface optimization was used to determine the opti-
mal geometries and material properties for the FEA model, leading to accurate behaviour. Latin
hypercube sampling (LHS) was used to explore the design space, and the optimal geometry
was identified with a 6 nm interphase thickness, an aspect ratio of 10, a CNC modulus of
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0.66 MPa, and an interphase modulus of 1.28 GPa. The 2D FEA RVE models struck a balance
between accuracy and computational costs for treated nanoparticles.

Keywords
Cellulose nanocrystals, representative volume elements, finite element analysis, interphase,
SDG 12

Introduction

Recent advancements in biomaterials research have highlighted the potential of nano-
cellulose (NC), a material with impressive properties such as biodegradability, biocom-
patibility, optical performance, strength, and surface chemistry, as an ideal candidate
for reinforcing polymer composites.' Using NC as reinforcement fillers in polymer
matrices, instead of synthetic fillers, can contribute to the UN’s Sustainable
Development Goal (SDG) 12. SDG 12 aims for sustainable consumption and produc-
tion patterns, promoting resource efficiency, waste reduction, and sustainable prac-
tices.” The use of NC aligns with these goals by promoting sustainability and
reducing reliance on synthetic fillers. Various forms of NC, including cellulose nanofi-
bers (CNF), cellulose nanocrystals (CNC), nano-fibrillated cellulose (NFC), and bacter-
ial cellulose, can be derived from a range of sources like plants, microorganisms, and
cellulose-rich aquatic animals.'® Extraction techniques, which include the use of homo-
genizers, microfluidizers, or grinders, influence the unique properties of NC. These
methods produce CNF by disintegrating cellulose fibres while maintaining their
length and crystalline structure. Acid hydrolysis is used to produce CNC by removing
the amorphous regions through acid/alkali hydrolysis, resulting in rod-like CNCs with
lengths typically ranging from 200 nm to 800 nm and diameters around 10 nm to
50 nm.** Enzymatic treatment with enzymes like cellulase offers an alternative
method for obtaining CNCs.®

Despite the favourable characteristics of NC, there are certain limitations when using it
as a nanofiller modifier for polymers. The surface chemistry of NC includes free hydroxyl
groups that attract water, leading to less favourable properties of polymer/NC composites.
Additionally, most polymer matrices exhibit hydrophobic behaviour, which hampers the
dispersion and bonding of hydrophilic NC. Furthermore, due to the substantial aspect
ratio of NC, the high surface energy results in attractive forces between adjacent NC par-
ticles, leading to agglomeration.” To mitigate these limitations, chemical treatments like
esterification,® and silanisation’ can be employed. These treatments derivatise the
hydroxyl groups on NC, making the NC more hydrophobic.

When incorporating nanofillers into a polymer matrix, the resulting composite’s
properties depend on the effectiveness of load transfer at the fibre/polymer interface.
This interaction is influenced by the relative size of the polymer chain, represented
by the ratio 2Rg/D. Here, Rg represents the radius of gyration, while D is the diam-
eter of the cylindrical nanofillers. The radius of gyration, Rg, is defined as the square
root of the average squared distance of any point in the polymer chain from its centre
of mass.'® If 2Rg/D < 1, the polymer chains fail to fully envelop the nanofiller,
resulting in poor load transfer efficiency at the interface. Conversely, when the
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nanofillers’ diameter (D) is smaller than twice the radius of the gyration of the
polymer chain (2Rg/D > 1), load transfer improves as the polymer chains can effect-
ively surround the nanofillers. Therefore, smaller particles lead to enhanced mech-
anical properties.'!

In the proximity of the nanofillers, the polymer chains experience perturbations
due to network-like structures formed around the nanofillers. These structures
arise when polymer chains adsorbed on the nanofillers’ surface create loop forma-
tions. These loops facilitate chain entanglement with neighbouring polymer
chains, restricting the mobility of the polymer chains. As a result, the packing
density increases, and the free volume between polymer chains decreases.'? This
phenomenon forms a region called an interphase, extending only a few nanometres
from the nanofillers’ surface. Beyond this region, the properties resemble those of
the bulk polymer.'*>~'> When nanofillers are surface functionalised, there are more
adsorption points between the polymer chains and nanofillers which results in a
thicker interphase. The formation of the loop structures, the subsequent entangle-
ment, and the increase in the thickness of interphase due to surface functionalisation
are shown in Figure 1.

Experimental measurement of interphase properties presents challenges, particularly
in cases involving matrix-induced phenomena. Researchers have employed techniques
such as atomic force microscopy and nanoindentation to explore this region and correlate
load—displacement curves with the matrix, nanofillers, and interphase regions. In a
study by Kim et al.,'® three interphase characterization methods—nanoindentation,
nanoscratch, and thermal capacity jump measurements—were explored. The nano-
indentation tests exhibited significant specimen-to-specimen variations and lacked
sensitivity in distinguishing the effects of different silane coupling agents in glass
fibre/polymer resin composites. On the other hand, thermal capacity jump and nano-
scratch measurements showed consistent trends, the former tended to predict larger inter-
phase thickness values. These experimental techniques, while insightful, are potentially
affected by sample preparation and are applicable only to specific material classes and
properties.
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Figure |. Formation of the interphase region when nanofillers are added to polymer matrices,
showing the loop structures that cause entanglement and the increase in interphase thickness
when the nanofillers are surface-functionalized.
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Various methods to determine the interphase properties of nanocomposites have been
attempted in the past. Molecular dynamics (MD) has been successfully used to infer the
properties of the interphase region in nanoparticles. Taheri et al.'” determined the prop-
erties of the interphase region in carbon nanocones/polyethylene (PE) composites using
molecular dynamics simulations. They then integrated these properties into a finite
element model, which yielded accurate results. Their study highlighted the significant
impact of the geometrical parameters of carbon nanocones on the interphase properties
and the overall mechanical strength of the nanocomposites. Talebi et al.'® developed a
computational library that incorporated various libraries from molecular dynamics and
finite element methods to predict the fracture and mechanical properties of multiscale
composites.

Given that MD models are time-consuming to run, researchers have been explor-
ing faster methods, such as closed-form analytical models or numerical finite
element models, to efficiently study and predict the behaviour of nanocomposites.
Various analytical models, including Halpin-Tsai'® and Takayanagi,”® have been
used to calculate the modulus of reinforced polymer composites. However, these
models overlook the interphase region present in polymer nanocomposites (PNCs),
leading to inaccurate modulus predictions. Ghasemi et al.?! incorporated the inter-
phase region into the Takayanagi model, resulting in more accurate modulus predic-
tions for nanocomposites. Furthermore, Ji et al.?* considered both agglomeration and
the interphase region in their modified Takayanagi model, achieving improved
accuracy in their results. While these models offer fast solutions, they have limita-
tions when dealing with intricate composites, particularly in simulating the
complex geometries of nanoparticles. In addition, their simplicity can sometimes
lead to calculations that violate established principles of material symmetry in stiff-
ness and compliance tensors.*>

Finite element analysis (FEA) provides a numerical approach to address these short-
comings by discretizing the problem domain into small elements and solving the govern-
ing equations. FEA enables the inclusion of interphase regions and the examination of
stress and strain fields and their distributions, along with the exploration of the mechan-
ical characteristics of the nanocomposites. FEA models are generally faster than MD
models due to the different scales and types of problems they address. FEA focuses on
macroscopic properties, using approximations to speed up computations and improve
efficiency, making it highly scalable for large systems. In contrast, MD models atomic-
level interactions in detail, requiring significantly more computational power and slowing
down as the number of atoms increases. Narita et al.** used representative volume ele-
ments (RVEs) to study the mechanical behaviour of CNF/Epoxy composites without con-
sidering an interphase between the CNF and the matrix. They found that the Young’s
modulus obtained from the RVE tends to be higher than the experimental results. Xie
et al.*> determined the flexural properties of CNF/Epoxy composites using FEA
without considering the interphase region and found that the experimental values for flex-
ural modulus were higher than the ones obtained from the FE analysis. They concluded
that existing analytical models for short-fibre-reinforced composites were not sufficiently
accurate. Vattathurvalappil et al.?® used an RVE that considered the interphase around
spherical nano iron oxide. They found that the results from FEA models with interphase
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region included agreed well with the experimental results while those without interphase
did not.

Due to the computational cost associated with simulating an entire PNC microstruc-
ture, RVE homogenisation techniques are commonly used to model PNCs. These
RVEs have the capability for studying a material’s macroscopic behaviour at its micro-
structure level. Through the analysis of an RVE that is statistically representative of the
entire material, effective properties such as modulus, conductivity, or strength can be
extracted for application at macro scales. To the author’s best knowledge, studies that val-
idate finite element analysis results using interphase properties derived from closed-form
analytical solutions, supported by experimental data from nanocomposite tests, were
either lacking or non-existent in the literature. Additionally, research on the effects of
esterification treatment on the interphase and nanocomposite properties of nanocellulose
was also scarce. Therefore, this study aimed to investigate the impact of the interphase
region on the accuracy of two-dimensional (2D) and three-dimensional (3D) FEA
RVE models of CNC/Epoxy. It also explored how esterification treatment influences
interphase properties and the relative modulus of the nanocomposite while addressing
the limitations of analytical models and how FEA can overcome these challenges. The
results showed that both analytical and finite element analysis (FEA) models, which
included the interphase region, provided more accurate results in comparison with the
experimental data. However, for high degrees of esterification, the analytical models
failed to accurately predict the modulus of the nanocomposite, whereas the FEA RVE
models provided accurate predictions. It was shown that the 2D FEA models provided
a balance between accuracy and computational costs for PNCs modified with treated
particles.

Methods for calculating the elastic modulus of nanocomposites
Analytical methods

Modified Takayanagi model. The elastic modulus of polymer nanocomposites depends on
various factors associated with both the polymer and reinforcements. These factors
include nanofiller loading, nanofiller aspect ratio, particle alignment, and the interphase
region. Several models have been proposed to effectively predict the elastic properties
of PNCs. One of these models is the Takayanagi model,”® which expresses the
Young’s modulus of composite as follows:

-1

B

E=E, (1_A)+—Ef (1)

1-A)+B—

( )+ E.

where E; and E,, are the tensile modulus of the filler and matrix, respectively, and
A =B =,/ ¢; where ¢; represents the nanofillers volume fraction. In this model it
was assumed the nanofillers and matrix are perfectly bonded and when the composite
is subjected to tension, some of the lines of force within the sample pass exclusively
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through the matrix, while others traverse both the matrix and the nanofillers in
S22
series.
Considering the interphase region and the aspect ratio of the particle, Ghasemi
et al.?" developed the following relationship for Young’s modulus using the rule of
mixtures:

E=En|(—0+P 1%y
- H a

B

— @)
E¢
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where:(xz\/gzg, B =, H:E%

In equation (2), a = [/ d represents the aspect ratio of the particle where / is the length
and d is the particle diameter, ¢, is the nanofillers loading (wt%), and E; represents the
interphase modulus. The interphase volume fraction can be obtained from the following
function®':

b= (1+25) 1] @)

where 7 is the interphase thickness.

When calculating the effective loading of cellulose nanocrystals (CNCs), it is crucial
to account for both the volume fractions of CNCs and the interphase. These factors sig-
nificantly influence the reinforcement of nanocomposites. ¢ is effective loading and
can be determined using the following expression:

2
et = P¢ + ¢ = ¢f(1 + 22) “4)

by substituting equations (3) and (4) into equation (2), the relative modulus E; = % can
be expressed as?':

1425
| (a2

-1 5)

Vér

+

Ji model. Another model derived from the Takayanagi model is the Ji model?? presented
in equation (6).
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o; depends on the shape of the particles. o, o, and a3 are for nanofillers with spherical
(i = 1), platelet i = 2), and cylindrical (i = 3) shapes and they are defined by:

o = ,/(§+ 1)3<1>f (7)

% =‘/<%+1)<1>f ®)
t 2
w=\/(C+1) o ©)

The volume fractions of the interphase region for a sphere, platelet, and cylinder were
given by Yanovshy et al.>’ in equation (10) to (12), respectively.

®; = q>f[(rjt)3 - 1} (10)

O, = cpf@) (11)

@, :qnf[(r:”)z— 1} (12)

The relationship between Young’s modulus of PNCs and the volume fractions of the
interphase proposed by Yanovshy et al.?” assumed that the interphase region surrounded
the outer surface of the nanofiller. They also proposed an equation for the relationship
between the relative Young’s modulus of PNCs and the volume fraction of the interphase
and nanofillers which considers the nonlinearities due to agglomeration.

E =1+ 11(¢; + ¢’ (13)

By substituting equation (10) to (12) into equation (7) to (9), a for all nanofillers shapes
can be represented as:

=it = Vor + i (14)
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Rearranging equation (13) and substituting into equation (14) gives:

E 1)\
(x=< - ) (15)

where E; is the experimental relative Young’s modulus.

The interphase layer between the polymer matrix and nanoparticles can be seg-
mented into n layers. Within these layers, the mechanical properties gradually tran-
sition from the nanoparticle properties to the polymer matrix properties. Assuming
a constant thickness for all interphase layers, the thickness of the kth layer is
given by:

t
e =~ (16)
n
X is defined as the distance from the nanoparticle surface (x=0) to the polymer
matrix
(x=1). The distance x for the central point of the k-th layer to the nanoparticle surface

can be expressed as:

_ k-1

> a7

Xk
Zare et al.”® assumed that Young’s modulus of the interphase is varying according to
a power function Y represented as:

Ee= B — B~ En () (18)

The parameter Y depends on various characteristics of the interphase between
polymer and nanofillers. A higher value of Y indicates a thicker interphase between
the polymer and nanofillers, resulting from more adsorption points between the
polymer chains and nanofillers. Additionally, a higher value signifies stronger inter-
phase interaction and more robust interphase regions. Conversely, when Y equals 0,
it implies that there are no interphase regions present between the particles and the
matrix and E; =E,,.

By assuming that E; varies linearly between the nanofiller and matrix, the average
value of E; can be found by substituting x; = § into equation (18) to give the following
expression:

E, = E; — (Ef — E)0.5" (19)

Therefore, the ratio of interphase module to matrix modulus, H = g—i, can be expressed
by:

Y
g B — (EfE— En)0.57] (20)

By substituting equations (15) and (20) into equation (6), the final equation for the
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relative Young’s modulus for the Ji model is obtained as shown in equation (21).

E— 1\
(EH) -vm
Er— 1)“9“ ([Ef —(Er—En)0.5"] ])

<Er—1>0'294 ( 11 Em
1-(=— + -
11 1n((Ef—(&—Em)O.S ))

En

0.294
E.—1
el (-(5) )

Jbr
E -1\ [Ef — (Ef — En)0.5"]
>0.294> (( 11 ) _\/¢Tf)< : fEm +1) Ef
+

2 ' Em

2n

Numerical method

Homogenisation process. Homogenisation theory relies on the assumption that continuum
mechanics theory provides an appropriate framework for describing the overall mechan-
ical behaviour of a heterogeneous medium. Although the medium is microscopically het-
erogeneous, its heterogeneities are much smaller than a relevant macroscopic
characteristic length. From a macroscopic perspective, these heterogeneities are indistin-
guishable, leading to the medium exhibiting macroscopically homogeneous behaviour.
As a result, it is reasonable to assume periodicity in this context.”* For an equilibrium
problem involving complex heterogeneities, the media is redefined as a boundary
value problem using Representative volume elements (RVEs) involving stress and
strain tensor fields. Subsequently, this redefined behaviour is transferred back to the
macroscopic scale, where it is treated as an equivalent homogeneous medium shown
in Figure 2. The RVE can be defined as a small volume within the macroscopic body.
However, it must still be large enough to account for microstructural features.>

Size of RVE. While the size of the RVEs is inconsequential for a homogeneous material, it
becomes crucial for heterogeneous materials. The primary premise of the homogenisation
theory using RVEs is the statistical homogeneity of the medium. Statistical homogeneity
implies that the characteristics of the microstructure remain consistent throughout the
material at the macroscale. When particles are dispersed randomly within a medium,
the medium can be considered homogeneous. The implication of this random distribution
is that the macroscale attributes of a material, which has a statistically uniform
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Homogenous Medium

Heterogenous Medium

Boundary value Problem

Figure 2. Homogenisation process showing applied boundary condition to the heterogenous
medium to obtain the homogeneous medium.

microstructure, are assumed to be unaffected by the specific location at the macroscale
where the material’s properties are examined.”’ The appropriate size of an RVE
depends significantly on material characteristics, including the number of phases and
their spatial distribution. The chosen RVE must strike a balance: it should include
enough heterogeneities to be statistically representative, yet remain small enough to func-
tion as a volume element of continuum mechanics.*”

Equivalent constitutive relation. To characterise a macroscopically uniform medium,
macro-stress and macro-strain are calculated by averaging the stress and strain tensor

across the volume of an RVE.?%33
1
Gj=—— j o;(x)dV, x € Vryg (22)
VRvVE
VRvE
B 1
gi=—— | €AV, x € Vryg (23)
VRvVE
VRvE

where 6;; and &; are the average stresses and strains in the RVE and Vgryg is the volume
of the RVE and i, j=1 to 3.

The homogenised macroscale constitutive behaviour of a 3D composite with
reinforcement can be described as:

6y = Cijugy i, j, k, 1 =1, 2, 3 (24)
The necessary condition for the equivalence between the heterogeneous composite
medium and the homogeneous composite medium, as expressed in equation (24), is
known as the Hill condition™*:
1 Vi
3 j aie,-dv:%a.e—,- i=1,2 ...,6 (25)

VRrvE
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This ensures that the strain energy between the homogeneous and heterogeneous media is
equivalent. Equation (24) defines the elastic properties from an elastic point of view.

Periodic boundary conditions. To determine homogenized mechanical properties such as
Young’s modulus, periodic boundary conditions (PBCs) were applied to the RVEs.
PBCs simulate a structure as an infinite system by ensuring identical deformation
across opposite boundaries, effectively eliminating boundary or edge effects. While
real materials have boundaries and experience edge effects, a finite system with numerous
repeating units behaves similarly to an infinite one as discussed in the ‘Finite element ana-
lysis’ section. This assumption is based on the premise that in a system with many repeat-
ing units, the proportion of boundary units to internal units is small. Consequently, the
overall deformation behaviour and mechanical properties of the system are primarily
determined by the deformation of the internal units that constitute the bulk material.
This method is particularly useful for studying structures with large periodic patterned
systems which can be represented by RVEs, as it minimizes computational resources
and time.>

The strain fields within heterogeneous materials are broken down into two compo-
nents: a microscale contribution denoted as & (%), and a macroscale contribution repre-
sented by &;. The overall strain field can be expressed as>

gij(x) = &; + eij(x) (26)

The microscopic fluctuation, e;j (x), arises from the presence of a second phase such as
fibres or particles at the local scale. When analysing a structure obtained by periodically
replicating an RVE in space, the displacement field can be expressed as®

u,_exj—f—v,, x € VRye 27

In the context of an RVE, 82. represents a predefined strain field. The dimension of the
RVE is denoted by L, and the displacement fluctuation v exhibits periodicity over this
length. Consequently, the displacement fluctuation at one boundary (v;|,_) is equal to
that at the opposite boundary (v;|,_;). The boundary condition for displacement is
expressed as

Uileer, = Uilimo + €L (28)

The implementation of periodic boundary conditions gives:

j oiwidV = 0 andg; = ¢ (29)
VRvE

Which satisfies the Hill condition.

The periodic boundary conditions were applied using displacements and strains in
ANSYS Mechanical. A schematic of the applied boundary conditions on a 2D and 3D
geometry can be seen in Figure 3. For the 2D RVE, at X=0, the X direction was fixed
with the Y direction free, and at Y=0 the Y direction was fixed with the X direction
free. In addition, at Y=L the edge nodes were coupled using ANSYS mechanical
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Figure 3. Schematic of the applied boundary conditions to a 2D and a 3D geometry.

remote points with only the Y direction active. This was to ensure that the edge at Y=L
deforms the same as the edge at Y=0. Finally, a strain of 3%, using displacements
adjusted to match the appropriate length of the RVE, was applied to the edge at X=L
to stay in the elastic region of the composite as constituent materials are defined as
linear elastic. An applied tensile strain simulates real-world tensile testing of materials.
The resulting force was determined using a force reaction probe applied to the face at
X = L. This procedure was repeated by applying the strain at the Y=L face and coupling
the nodes at the edge at X=L while the other boundary conditions remained the same.
The modulus for the X and Y directions was calculated using equation (30) and averaged
to obtain the final modulus value. A similar procedure was applied to the 3D RVE with
the modulus in the X, Y, and Z directions being averaged to obtain the final modulus
value.

6 F/A
E= = (30)

where F, A, and Al/l are the reaction force, cross-sectional area, and strain,
respectively.

2D and 3D finite element modelling of nanocomposites. 2D RVEs for nanocomposites were
generated using Digimat-FE. The aspect ratio of nanofillers was set to 20, the inclusion
shape to ellipsoid, the inclusion size to 500 nm, and the orientation to random 2D.
Periodic geometry was employed without allowing interpenetration between the inter-
phases and nanofillers. Enforcing periodic boundary conditions ensured that when the
nanofillers were cut at one end of the RVE, they continued and entered the RVE at the
parallel opposite surface. The interphase was modelled with a constant thickness
around the nanofillers using the interphase thickness values obtained from the Ji
model. Three random seeds produced unique RVEs for 2.5 wt% and 5 wt% particle load-
ings. These RVEs corresponded to different experimental treatments: untreated particles
with and without interphase, and particles with 0.2 degree of substitution (DS) and
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Figure 4. Three different RVEs obtained from three random seeds for 1500 nm 2D (a) and
500 nm 3D (b) geometries with matrix, 5 wt% CNC fillers, and interphases as they are labelled.

0.8 DS CNC esterification, which was represented by the inclusion of the interphase.
Figure 4(a) shows the generated 1500 nm RVEs with 5 wt% particle loading and
0.2 DS esterification. The RVE geometries were then exported to ANSYS Mechanical,
where periodic boundary conditions as described in the ‘Equivalent constitutive relation’
section were applied. A plane strain problem was defined, and material properties for the
matrix, nanofillers, and interphase were obtained from the Ji equation and applied to the
relevant geometries in the RVEs. The interphase Poisson’s ratio was assumed to be equal
to the matrix. The constituents of the RVE were assumed to be linearly elastic, isotropic
materials with perfectly bonded contacts. A global conformal mesh of 15 nm with three
steps of edge refinement was generated as shown in Figure 5(a). The number of elements
ranged from 58,000 to 115,000 for 2.5 wt% and 5 wt% CNC particle loading, respect-
ively. The moduli in X and Y directions were calculated for each RVE, and the calculated
moduli were compared to experimental results.

The random 3D RVE geometries were also created using Digimat-FE with an aspect
ratio of 20, inclusion size of 500 nm, sphero-cylindrical inclusion shape, and random 3D
orientation using periodic geometry without allowing interpenetration between nanofil-
lers and interphase/nanofillers. Three random seeds produced unique RVEs for each of
the experimental treatments: an untreated particle with and without Interphase, and an
RVE with 0.2 DS and 0.8 DS CNC esterification at 2.5 wt% and 5 wt% CNC particle
loadings. The generated 500 nm RVEs for 0.2 DS CNC esterification at 5 wt% CNC
loading are shown in Figure 4(b). The geometries were then exported to ANSYS mech-
anical, and the periodic boundary conditions described in the ‘Equivalent constitutive
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A

Figure 5. Generated meshes and close ups for 1500 nm 2D geometry (a) and 500 nm 3D
geometry (b) with 5 wt% CNC particles loading and interphases.

relation’ section were applied. The procedure and assumptions about the material prop-
erties for the 2D RVEs were applied to the 3D RVEs. A 4-nm mesh with contact sizing of
2 nm between the matrix, interphase, and nanofillers was applied to the RVE to reduce
computational cost seen in Figure 5(b). The number of elements for the 3D model
ranged from 3,700,000 for 2.5 wt% CNC particle loading to 6,500,000 for 5 wt%
CNC patrticle loading. The moduli in X, ¥, and Z directions were calculated for each
RVE and the results were compared to experimental results.

Results and discussion
Analytical models

The values of E; and Y for the Ji model in equation (21) were unknown, so Python’s opti-
misation library was used to determine them. The pseudo-code in List I provides an
outline of the Python script used for this purpose:
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List 1. Pseudo-code used for estimating the modulus of CNC/epoxy nanocomposite in
the Ji model.

Algorithm Minimise
La+ L/d
2: initial_guess « [1,143]
3: procedure Loss(x, i, Er, ¢5, Em)
4 Y,Bf=x
5. Er_calculated = equation 21 with Er[i] and ¢;[i]
6: return (Er_calculated - ER[i]) **2
7: end procedure
8: Br_values < [Er_Pure,Er_Ester2,Er_Ester8,Er_Ester24]
9: for index, Er in enumerate (Er_values) do
10:  bnds = ((0, None), (0, 143))
11:  Result = minimise(Loss, initial_guess, args=(i, Er, ¢, Em), bounds=bnds)
12:  ifindex == 0 then

13: Y _values_Pure + results.z[0]

14: Ef_values_Pure + results.z[1]
15:  else ifindex == 1 then

16: Y _values_Ester2 + results.z[0]
17: Ef_values_Ester2 « results.z[1]
18:  else if index == 2 then

19: Y _values_FEster8 « results.z[0]
20: Ef_values_Ester8 « results.z[1]
21:  elseifindex == 3 then

22: Y _values_Ester24 « results.z[0]
23 Ef_values_Ester24 « results.z[1]
24:  end if

25: end for

The experimental results were taken from Trinh and Mekonnen® for untreated and
esterified treated CNC with DS of 0.2, 0.8, and 2.4 in an epoxy matrix, having a +6%
experimental variation for each observation. For the esterification modification, CNC
was dispersed in toluene and homogenised. This dispersion was then heated to 90 °C,
after which lauroyl chloride and pyridine were added. The reaction was carried out at
110 °C for 1 hour, followed by quenching with ethanol and washing with ethanol and
acetone. The modified CNCs were characterized using FTIR spectroscopy, elemental
analysis, X-ray diffraction, and contact angle measurements. For the preparation of
epoxy biocomposites, epoxy resin was mixed with CNC, homogenized, degassed, and
cured at 60 °C for 12 hours, followed by post-curing at 120 °C for 2 hours. They
tested epoxy nanocomposites at 2.5 wt% and 5 wt% CNC loading and reported the elong-
ation at break, tensile strength, and tensile modulus.

The data in Table 1 shows that CNC esterification treatment increased the thickness of
the interphase as the improved bonding facilitated more adsorption points between
polymer chains and the CNC particles. This resulted in more entanglement of polymer
chains and CNCs and thicker interphases.

Considering the analytical models’ assumption that the CNCs are perfectly bonded
with the epoxy matrix, there exists variation between the predicted and experimental
results of the E;, depicted in Figure 6(a) when unmodified CNCs are incorporated into
the epoxy matrix. While both Ji and Takayanagi models with interphase fell within the
experimental variations, the Ji model was closer to the average values. At 2.5 wt%
CNCs loading, the Takayanagi model without interphase was outside of the experimental
variation while at 5 wt% CNC loading it was within the experimental range. This shows
the importance of including the interphase region in the modelling for accurate results.
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Figure 6. Comparison of the Takayanagi model and its modifications with experimental results
for 2.5 wt% and 5 wt% particle loading with no CNC particle treatment (a), 0.2 DS esterified CNC
(b), 0.8 DS esterified CNC (c), and 2.4 DS esterified CNC (d).

When CNCs were treated with 0.2 DS esterification, the bond between the CNCs and
the epoxy matrix improved due to increased hydrophobicity.® This enhanced compatibil-
ity with non-polar polymer matrices leading to improved bonding. As a result, the
assumption of perfect bonding in the analytical models become more valid. In this
case, the Ji model was more accurate in the prediction of the E; than the modified
Takayanagi model. In addition, the modified Takayanagi model exceeded the experimen-
tal variation at 5 wt% CNC loading. The unmodified Takayanagi model failed to accur-
ately predict E; due to the absence of the interphase as shown in Figure 6(b).

When 0.8 DS CNC esterification is introduced, the E. experienced a slight decrease
compared to the 0.2 DS ester treatment, and both the Ji and modified Takayanagi models
showed the variation depicted in Figure 6(c), but both were within the experimental
range. This decrease can be attributed to higher degrees of esterification, which disrupted
the crystalline structure of CNCs, resulting in a loss of inherent strength and stiffness.
Furthermore, high levels of esterification hindered the CNCs’ ability to disperse effect-
ively within the epoxy matrix.®
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When the CNC esterification level reached 2.4 DS, a negative impact on the E. was
observed. According to Trinh and Mekonnen,® the crystallinity of the CNC did not
change significantly due to the 0.2 and 0.8 DS esterification treatments. However, the
2.4 DS treatment caused a significant reduction in crystallinity because the cellulose
chains separated from their tightly packed crystalline structure resulting in an amorphous
structure. This reduction in crystallinity caused a reduction in the modulus of the CNC
particles. An additional variable representing the change in CNC modulus, Ef, was
added to the minimisation algorithm in List 1 for the 2.4 DS esterification to account
for this reduction in modulus. In addition, a variable to calculate aspect ratio (a) was
also added to the Takayanagi model. From Figure 6(d), both the Ji and Takayanagi
models failed to accurately predict the reduction in E, . Figure 7(b) showed that, for
the Ji model, the minimisation algorithm initially kept the modulus of CNC constant
and then reduced the Y value. Subsequently, it reduced the modulus of the CNC to the
lower bound of 7.6 MPa and increased the Y value. One specific issue with the Ji
model is that the (E'IT')O'2 term, which governs the nonlinearities due to agglomeration,
results in a complex number when E; is less than 1. This is the case with the 2.4 DS ester-
ification treatment for both 2.5 wt% and 5 wt%. The resulting complex number prevents
the Ji model from predicting the reduction in E; due to the 2.4 DS esterification modifi-
cation as casting complex values to real ones discards the imaginary part. The results
obtained from the analytical models demonstrate their inability to predict the nonlineari-
ties associated with excessive fibre treatment.

In conclusion, the Ji model was the most accurate analytical model for the untreated,
and 0.2, and 0.8 DS esterification treated CNCs. The values obtained for the interphase
thickness and modulus from the Ji model were used as input for the FEA models.

Finite element analysis

Verification of boundary conditions using material designer. The accuracy of the periodic
boundary conditions was verified by comparing the results from the manually applied
periodic boundary conditions with the results from material designer module in
ANSYS. The 500 nm RVE with 5 wt% CNC particles loading, and 0.2 DS CNC esteri-
fication was imported into material designer as a user defined geometry and material
properties were applied to the relevant geometries. Conformal meshing with a
maximum size of 4 nm that adapted towards the edges was applied to the RVE shown
in Figure 8. The difference between the elastic modulus from both models in the X, Y,
and Z directions was less than 1.5% as shown in Table 2, indicating that the manually
applied boundary conditions were behaving as expected.

Size of 2D and 3D RVE. Mesh sensitivity analyses for 2D and 3D models were conducted,
and the results are presented in Figure 9. When the edge refinement was increased from 1
to 3 for the 2D geometry, the number of elements increased from 41,000 to 115,000, and
the average von Mises stress converged to 286.6 MPa. A similar trend was observed for
the 3D geometry when the contact mesh size was decreased from 10 nm to 2 nm. The
edge refinement of level 3 was chosen for the 2D model because there was a negligible
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Figure 7. Comparison of the convergence of calculated E, values (a) and Y and E; values (b) from
the minimisation algorithm used for the Ji model.

difference in solution time among the three edge refinements. The same applied to the 3D
geometry with a 2 nm contact size.

2D RVEs with dimensions ranging from 2500 nm to 10,000 nm for 2.5 wt% CNC
loading and 1000 nm to 1750 nm for 5 wt% CNC loading were generated using
Digimat-FE for 0.2 DS CNC esterification treatment. The generated geometries for
5 wt% CNC loading are shown in Figure 10(a). RVEs of nanocomposite with 2.5 wt%
CNC nanofillers loading exhibited a similar trend. For RVE with 2.5 wt% CNC
loading to achieve results within the experimental variation, the minimum size of the
RVE must be 7500 nm as shown in Figure 11(a). This result is expected as less fillers
are present in the 2.5 wt% particle loading RVE, therefore a larger RVE is needed to
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Figure 8. Mesh of the imported geometry to ANSYS material designer with and without matrix
visibility.

Table 2. Comparison of elastic modulus in the x, y, and z directions obtained from the manually
applied periodic boundary conditions (FEA) and ANSYS material designer.

Young’s modulus FEA (MPa) ANSYS material designer (MPa) % diff
E. 38373 3782.0 1.44
E, 3868.1 3845.0 0.60
E, 3897.7 3917.0 0.49
2D Geometry 3D Geometry
300 100 (b) 50
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Figure 9. Mesh sensitivity analysis for 2D (a) and 3D (b) geometries, showing the increase in
edge refinement for the 2D geometry and the contact mesh sizing for the 3D geometry. The
solution time for both geometries is also presented.
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(b) I
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Figure 10. Different sizes of RVE for 0.2 DS CNC esterification treated 5 wt% particle loading in
2D (a) and 5 wt% particle loading in 3D (b) FEA models with interphase.

be a statistical representation of the nanocomposite. Similarly, in Figure 11(b), the
1000 nm RVE, with 5 wt% CNC nanofillers loading, underestimated the experimental
modulus, while the 1250 nm RVE overestimated it. This discrepancy arose because
the smaller RVEs lacked sufficient nanofillers to be a statistically representative
sample of the entire system. However, when the RVE size increased to 1500 nm, the dif-
ference between experimental and numerical results fell within the variation in the experi-
mental data. At this size, there were enough nanofillers in the RVE to accurately represent
the composite system at the macro level. Further increasing the RVE to 1750 nm showed
negligible changes in the modulus, indicating convergence of the results. Consequently,
the RVE with the size of 1500 nm was chosen for simulating both treated and untreated
composites due to its lower computational cost compared to the RVE with the size of
1750 nm, while maintaining accuracy.

Similarly, four different sizes of 3D RVEs with 5 wt% CNC particle loading, with
0.2 DS CNC esterification treatment, were modelled using Digimat-FE and simulated
in ANSYS Mechanical. The sizes of RVEs ranged from 250 nm to 625 nm as shown
in Figure 10(b). As seen in Figure 11(c), the smaller RVEs lacked sufficient nanofillers
to be statistically representative of the macro-scale system, resulting in either overesti-
mated or underestimated elastic modulus. The different sizes of the RVE for 5 wt%
CNC particle loadings are shown in Figure 10. Figure 11(d) shows that the results con-
verged when the RVE size increased from 500 to 625 nm. Consequently, the optimal
RVE size for the 5 wt% CNC particle loading was determined to be 500 nm, striking a
balance between computational cost and accuracy. In the 500 nm RVE, there were suf-
ficient nanofillers resulting in a homogenised material model. However, the 250 nm
and 375 nm RVEs could not accurately predict the modulus. For the 2.5 wt% CNC par-
ticle loading, an RVE of 750 nm was necessary to accurately represent the modulus.

At smaller sizes, the RVEs in Figure 11(b) and (c) exhibited large fluctuations in
elastic modulus. This was due to the size of the RVE not capturing proper distributions
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Figure I 1. Variation of Young’s modulus versus RVE size for 2D and 3D FEA models for 0.2 DS
CNC esterified particles.

of the 500 nm particles. Consequently, anisotropic behaviour was observed, with high
values of elastic moduli in one direction increasing the average elastic modulus. As
the size of the RVE increased above 500 nm, the particle distribution became more rep-
resentative of the macro model, causing the RVE to behave in an isotropic manner with
less fluctuations in the values.

Comparison of 2D and 3D FEA models. Table 3 compares the experimental elastic
modulus results to the elastic modulus calculated from the 2D and 3D finite element ana-
lysis. In the case of the untreated composite, incorporating an interphase into the 3D FEA
model led to improved accuracy in the results. For the 2.5 wt% CNC particle loading
nanocomposite, the difference decreased from 5.3% to 0.8%, bringing the value closer
to the experimental modulus. When the volume fraction was increased to 5 wt% CNC
particle loading, the difference reduced from 3.3% to 1.2% with the addition of the inter-
phase, although both values were within the experimental variation. For the 2D FEA
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model, at 2.5 wt% CNC particle loading both models with and without the interphase
were within the experimental variation. However, at 5 wt% CNC particle loading, both
models overestimated the elastic modulus and exceeded the experimental range.
Therefore, for untreated PNC, 3D FEA models are more accurate as they consider the
interactions between the nanofillers better than the 2D models. Also, as discussed in
the ‘Analytical methods’ section, untreated nanofillers are not perfectly bonded to the
matrix which explains the discrepancy between the experimental and the FEA results.

When the treatment of nanofillers was considered in the modelling, the 2D and 3D
FEA models encountered challenges in making accurate predictions without the inclusion
of the interphase. Specifically, for the 0.2 DS CNC ester treated 2.5 wt% CNC particle
loading nanocomposite, the discrepancy of the calculated elastic modulus from the
experimental results was reduced from 12.5% to 5.3% upon the inclusion of the inter-
phase in the 3D RVE models and it was reduced from 12.2% to 6.0% for 2D RVE
models. A similar improvement was observed for 5 wt% CNC particle loading when
the discrepancies reduced from 12.6% and 4.5% to 1.4% and 1.0% for 3D and 2D
RVEs models, respectively. According to the Ji analytical model, the esterification treat-
ment of CNCs led to an increase in the thickness and modulus of the interphase. These
increases resulted in the models incorporating the interphase to accurately predict the
modulus of the PNC. For RVEs without the interphase, the increase in the thickness
and modulus of the interphase cannot be simulated as they lack the geometries represent-
ing the treatment. Nevertheless, the 5 wt% CNC particle loading 2D RVE without the
interphase fell within the experimental variation due to the presumption of perfect
bonding between the nanofillers and the matrix. The esterification enhanced this
bonding, as discussed in the ‘Analytical methods’ section. A similar trend was seen
for 0.8 DS CNC esterification treatment. In general, the 3D RVEs were more accurate
than the 2D RVEs, however, for predicting the modulus for treated CNC, 2D geometries
offer sufficient accuracy at a fraction of the computational cost and time.

Table 3 also contains the standard deviations, represented by STDEVx, STDEVy, and
STDEVz, of the calculated directional elastic modulus between the three different gener-
ated 3D RVEs. These values were obtained when the uniaxial strain was applied indi-
vidually in the X, Y, and Z directions. The deviations were all below 6% indicating
that there were no significant differences between each of the directional moduli for
the different generated 3D RVEs. Thus, the method used to generate the 3D RVEs
was able to capture the elastic behaviour of the nanocomposites accurately without sig-
nificant deviation irrespective of the loading direction. STDEVxyz in Table 3 represents
the standard deviation among the modulus in X, Y, and Z directions for each of the indi-
vidually generated 3D RVEs. The deviation was less than 5% indicating that the material
behaved in an isotropic manner. When short CNC particles are uniformly distributed
within a matrix, their random orientation in three dimensions ensures that they are not
preferentially aligned in any specific direction. Consequently, the material behaves as
an isotopic material. If the particles are randomly distributed concerning both orientation
and position, samples of the material containing statistically significant numbers of par-
ticles tend to exhibit isotropic behaviour, meaning the material behaves in a similar
manner in all directions due to the random arrangement of particles.’”*® Babu et al.*’
found that completely random 3D orientation of microscopic short fibres behaves like
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Figure 12. 2D von-Mises equivalent stress when strain was applied in the X (a) and Y (b)
direction showing a close up view of the area with the highest stress concentration.

an isotropic material at the macroscale. They simulated five different RVEs with different
distributions of fibres and found that the values of elastic modulus, shear modulus and
Poisson’s ratio obtained in the X, Y, and Z directions only differed by 4%. The values
obtained in our study varied by less than 6% which is within the experimental variation.
Zhao et al.*® also observed similar behaviour for short fibres that are randomly
distributed.

Overall, for the 2D RVEzs, the standard deviations remained below 4%, indicating the
efficacy of the method used to generate the RVEs. The standard deviation in 3D RVEs
models did not exceed 6 experimental range, indicating that the 3D RVEs also exhibited
isotropic behaviour.

2D and 3D stress fields. Figure 12 compares von Mises stress contour plots obtained when
the strain was applied in the X and Y directions to the 5 wt% CNC particles loading 2D
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Figure 13. 3D von-Mises equivalent stress when the strain was applied in the X (a), Y (b) and Z
(c) direction. Ai, Bi, and Ci shows the RVE with the matrix, nanofiller and interphase. Aii, Bii, and
Cii shows the nanofiller only and Aiii, Biii, and Ciii shows the interphase only.

RVEs and Figure 13 compares von Mises stress contour plots obtained when the strain
was applied in the X, Y and Z directions to the 5 wt% CNC particles loading 3D RVEs
models. The stresses were distributed throughout the PNC with the highest stresses con-
centrated around the ends of the nanofillers between the nanofiller/interphase interfaces.
Compared to the matrix, the fillers and interphase experienced higher stresses, confirming
their reinforcing effect. The stresses present in the nanofillers, and the matrix remain
below their respective yield strength, confirming that the applied strain was within the
elastic region of the PNC. Additionally, the difference in stresses between all the direc-
tions is less than 3%, indicating isotropy in the RVEs.

In practice, the 2D RVEs can be used for their computational efficiency; however, they
may not capture local stress and strain distributions as accurately as 3D RVEs. The 3D
RVEs offer a more precise representation of the material’s microstructure, making
them essential for detailed local analysis, but at a higher computational cost. The
choice between 2D and 3D RVEs depends on the specific requirements of the simulation.
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Figure 14. Comparison of elastic moduli values obtained from analytical, 2D and 3D FEA models
for untreated nanofillers (a), 0.2 DS esterified CNC nanofillers (b) and 0.8 DS esterified CNC
nanofillers (c).

If the goal is to understand the overall material behaviour under certain loading condi-
tions, 2D RVEs offer sufficient accuracy at a fraction of the computational cost of 3D
RVEs. However, for applications requiring detailed insights into local phenomena like
crack propagation and initiation, 3D RVEs are more appropriate. Another option is to
use a hybrid approach where 2D RVEs are used for preliminary analysis and 3D
RVEs for detailed studies which would balance the accuracy and speed of simulations.

Comparison of analytical and FEA models. Figure 14 compares the E; values derived from
both analytical and FEA models. The untreated nanofillers’ outcomes are depicted in
Figure 14(a). At 2.5 wt% CNC nanofillers loading, the results from all models, except



28 Science Progress 108(1)

for the Takayanagi model without interphase, fell within the experimental variation.
However, as the CNC nanofillers loading increased to 5 wt%, the 2D FEA models over-
estimated the PNC relative modulus and it fell outside the experimental range. The 3D
FEA model demonstrated superior accuracy at both 2.5 wt% and 5 wt% CNC nanofillers
loadings, attributable to its ability to simulate intricate interactions among the nanofillers,
interphase, and matrix.

Figure 14(b) illustrates the E; values for 0.2 DS CNC esterification. The 3D and ana-
Iytical models, in the absence of interphase, underestimated the modulus, whereas, for the
5 wt% CNC particle loading, the 2D model without the interphase yielded acceptable
results. The Ji model exhibited optimal performance at 2.5 wt% CNC particle loading,
and the 3D model with interphase was the most accurate at 5 wt% CNC particle
loading. The Ji analytical model assumed agglomeration, which was not modelled in
the FEA models in this work, resulting in the analytical model’s superior accuracy at
2.5 wt% CNC particle loading.

A similar trend is observable for the nanofillers treated with 0.8 DS CNC esterification
shown in Figure 14(c).

To increase the accuracy at 2.5wt% loading for the 2D and 3D model so that it would
be on par with the Ji model would involve simulating a larger RVE. As discussed in the
‘Size of RVE’ section the RVE must be statistically representative of the whole medium.
At lower particle loading, a larger RVE is needed to capture the properties of the whole
medium. However, increasing the size of the RVE too much would prohibitively increase
the computational cost. In addition, in practice, every CNC would not be evenly distrib-
uted in the epoxy matrix. Therefore, modelling agglomerates in the RVE can increase
accuracy. However, since the modulus increased from 2.5 wt% to 5 wt% it was
assumed that agglomeration was negligible and not modelled in this paper.

To increase the accuracy at 5 wt% loading for the Ji model for it to be closer to the 3D
FEA model, modifications of the equation are needed. From equation (14), the Ji model
made a simplification for the shape of the nanoparticles. If the equation for the shape of
the CNC was used in the Ji model, then the accuracy may improve and be closer to the 3D
model at 5 wt% loading. However, modifying the existing analytical models was outside
the scope of this project. In addition, using more powerful optimization algorithms, other
than Python’s minimization, can further increase accuracy at the 5 wt% loading condi-
tion. However, more powerful optimization techniques would be incompatible with the
simple Takayanagi and Ji models and thus would need to be modified which was
outside the scope of this paper. These more powerful optimization algorithms can
however be used on the FEA methods which will be discussed in the next section.

Parametric analysis. Since the analytical models failed to accurately predict the E; values
for the 2.4 DS esterification treatment, their values for interphase modulus and thickness
were not used. Instead, the design of experiments (DOE) with ANSYS response surface
optimisation was used to find the optimal interphase thickness and modulus as well as the
modulus of CNC after the crystallinity reduction due to 2.4 DS esterification. It works by
first creating a set of experiments through the DoE method, which systematically varies
the input parameters to understand how changes affect the outputs. Using the results from
these experiments, a mathematical model called the response surface is generated. This
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model approximates the system’s behaviour and predicts output responses based on the
input parameters. The response surface is then used to find the optimal set of input para-
meters that achieve the desired output, considering objectives like minimizing or maxi-
mizing the modulus.*

Since it was established in Table 3 that different random distributions of the RVE and the
E. obtained from the X, Y, and Z directions are statistically the same, only one RVE with a set
random particle distribution and force applied in the X direction was used for the parametric
analysis. Parametric analysis was performed on 2D geometries as they were found to be suf-
ficiently accurate with much lower simulation time compared to 3D geometries.

ANSYS Response Surface optimisation was used with Latin hypercube sampling
(LHS) (n=10) and user defined results to explore the design space. LHS was chosen
because it helps explore the design space with a smaller number of samples and
reduces spurious dependencies compared to completely random Monte Carlo methods.
Since the imported geometry from DIGIMAT-FE could not be parameterized in
ANSYS, 30 different RVEs with interphase thicknesses ranging from 0 nm to 12 nm
and aspect ratios of CNC ranging from 5 to 20 were generated. These sizes of the inter-
phase were selected to optimize computational costs and minimize meshing errors. An
interphase thickness below 3 nm prohibitively increases the computational time and
the likelihood of meshing errors. Due to the presence of excess fatty acids for 2.4 DS
esterification, it can be assumed that the interphase would be larger than the 0.8 DS treat-
ment. There are several different reported values for interphase thickness including a few
nanometres,13 half the diameter of the particle,40 or 0.5 to 3.25 times the diameter.*' As
stated earlier, the excessive 2.4 DS esterification caused delamination of the crystalline
cellulose structure. Therefore, it can be assumed that swelling of the nanocellulose
would occur and the aspect ratio would decrease. Due to the increased diameter due to
swelling, the interphase would increase according to Qiao et al..*'

Since no reinforcement effect was observed for the 2.4 DS esterified composites, it
was assumed that the modulus of the CNC was below that of the epoxy matrix
(2.62 GPa). Therefore, the upper and lower bounds of the LHS search were set at
2.62 GPa and 0 GPa, respectively. Similarly, the modulus of the interphase must lie
between that of the CNC and the matrix. Consequently, the same upper and lower
limits were applied to the modulus of the interphase.

After the design space was explored, the ANSYS optimisation module was used to
determine the optimum CNC modulus and interphase modulus, and thickness to obtain
results closer to the experiment. Ansys includes the option for three different optimisation
algorithms, namely Multi-Objective Genetic Algorithm (MOGA), Non-Linear
Programming by Quadratic Lagrangian (NLPQL), and Mixed-Integer Sequential
Quadratic Programming (MISQP). MOGA was chosen as it is ideal for problems
where multiple material properties need to be optimised simultaneously as is the case
with the 2.4 DS esterification process. MOGA works by finding a set of optimal solutions
known as the Pareto front, where no single solution is superior to another across all objec-
tives. The process begins with the initialisation of a randomly generated population of
solutions that are evaluated based on how well they meet the multiple objectives resulting
in a vector of values. Selection methods such as ranked-based selection are used to choose
solutions for the next generation. This process continues until the desired interphase
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Figure 15. Convergence of relative modulus from ANSYS optimisation process for 2.5 wt% (a)
and for 5 wt% (b) in 2D models. Surface plot of interphase thickness against CNC aspect ratio
with the resulting E, for 2.5 wt% and 5 wt% in 2D geometries (c). Comparison of relative elastic
moduli values obtained from analytical, 2D, and 3D FEA models for 2.4 DS esterified CNC
nanofillers (d).

thickness and modulus and CNC aspect ratio are met.*> MOGA with 9600 evaluations
was used. MOGA is a type of algorithm that is used to solve problems with multiple
objectives. The constraints were as follows: The interphase modulus and CNC
modulus were set to minimize their values with a target of 1 Pa. For 2.5 wt% particle
loading geometries, the variables were set to seek a target for force reaction of 519 N
with upper and lower bounds of 550 N and 488 N, respectively. For the 5 wt% particle
loading geometry, the variables were set to seek a target for a force reaction of 99.5 N
with upper and lower bounds of 10.5 N and 93.5 N, respectively. These values corre-
sponded to the upper and lower experimental bounds.

The interphase and nanocellulose moduli were varied, and the relative modulus of the
different geometries was determined. The optimization found that the geometry with a
6 nm interphase thickness, an aspect ratio of 10, a CNC modulus of 1000 Pa, and an inter-
phase modulus of 0.65 GPa was the most optimal. Figures 15(a) and 14(b) show the con-
vergence of ANSYS’ optimization process of the relative modulus for 2.5 wt% and 5 wt
%, respectively.

The response surface in Figure 15(c) represents the surface plot of interphase thickness
and aspect ratio at the optimised interphase and CNC modulus of 0.65 GPa and 1000 Pa,
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Figure 16. 3D (a) and 2D (b) von Mises equivalent stress contour plots when the strain was
applied in the X direction.

respectively. It shows that when the aspect ratio was below 10 and the interphase thick-
ness was larger than 6 nm, the calculated relative modulus was below the experimental
value. The inverse relationship is also true. Since the interphase modulus was lower
than the modulus value of the matrix, an increase in interphase thickness lowered the
E. of the composite as the higher modulus matrix was replaced with the lower
modulus interphase. The same behaviour was observed when the aspect ratio of the
CNC particles was lowered.

Figure 15(d) compares the E; values calculated from the analytical and 2D and 3D
models for the 2.4 DS esterified composites. The analytical models failed to accurately
predict the reduction in E; . However, when the optimised geometry and material prop-
erties mentioned earlier were added to the 2D model, the 5 wt% fell within the experi-
mental range. The 3D geometry further improved the accuracy of prediction of the E; .
This was because the 3D geometry being able to capture the intricate interactions
among the nanofillers, interphase, and matrix. It must be noted that the RVEs for the
2.5wt% and 5Swt% for the 3D models were increased by 50 nm for them to be statistically
representative of the entire medium.

Figure 16(a) and (b) represents the von Mises stress contour plots obtained when the
optimised values were added to the 3D and 2D models. The stresses on the CNC were sig-
nificantly lower than those in the matrix and interphase. This large disparity is due to stress
concentration, which weakens the nanocellulose composite and could potentially lead to
failure. In addition, the load-bearing area was reduced, resulting in a smaller area to
support the applied forces, which further decreased the overall strength of the material.*’

Conclusion

In this study, statistical representations of a nanocomposite were developed using FEA
modelling of 2D and 3D RVEs, along with analytical models, to infer the interphase prop-
erties and predict the elastic behaviour of esterified nanocellulose/epoxy bio-
nanocomposites. FEA models, both with and without the interphase region, were
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analysed, and the accuracy of their predictions was assessed by comparing the results
with experimental data.

Experimental studies have shown that esterification treatment of CNCs increases both
the thickness and modulus of the interphase. Our findings show that incorporating the
interphase into FEA models allows precise prediction of the PNC’s behaviour. In con-
trast, RVEs without the interphase fail to accurately represent the treatment’s effects,
leading to underestimation of the material’s modulus in both 3D FEA and analytical
models.

Finite element analysis using RVEs with periodic geometry and boundary condi-
tions has proven to be an effective method for homogenization. The elastic moduli
from FEA RVE models incorporating the interphase generally aligned with experi-
mental data. In addition, the random distribution and orientation of particles in
these models led to isotropic behaviour. The Ji model performed best at 2.5 wt%
CNC particle loading, while the 3D model with an interphase was most accurate at
5 wt%. The Ji analytical model, which accounted for agglomeration, achieved superior
accuracy at 2.5 wt% particle loading, a factor not accounted for in the FEA models.
Finally, 2D RVEs provided sufficient accuracy with significantly shorter simulation
times compared to 3D RVEs.

The analytical models predicted inaccurate values of the elastic modulus for the
2.4 DS esterification treatment of CNCs. To address this, we used Design of
Experiments (DoE) with ANSYS response surface optimization, determining the
optimal interphase thickness, modulus, CNC modulus, and aspect ratio post-crystallinity
reduction. Latin hypercube sampling (LHS) identified an optimal geometry with a 6 nm
interphase thickness, an aspect ratio of 10, a CNC modulus of 1000 Pa, and an interphase
modulus of 0.65 GPa. The response surface analysis showed that an aspect ratio below 10
or an interphase thickness above 6 nm resulted in a lower modulus than experimental
values. The optimized 3D model accurately captured the interactions between nanofillers,
interphase, and matrix, with stress contour plots revealing stress concentrations around
the CNC particles, indicating potential weaknesses in the nanocomposite due to
reduced load-bearing areas.

Data availability

The raw/processed data required to reproduce these findings cannot be shared at this time as the data
also forms part of an ongoing study.

Declaration of conflicting interests

The authors declared no potential conflicts of interest with respect to the research, authorship, and/
or publication of this article.

Funding

The authors received no financial support for the research, authorship, and/or publication of this
article.



Grant et al. 33

ORCID iDs

Homayoun Hadavinia (2 https:/orcid.org/0000-0002-2324-357X
Spyridon Koutsonas https://orcid.org/0000-0002-4346-3748

References

1.

10.

11.

12.

13.

14.

15.
16.

18.

19.

20.

Isogai A and Bergstrom L. Preparation of cellulose nanofibers using green and sustainable
chemistry. Curr Opin Green Sustain Chem 2018; 12: 15-21.

United Nations. THE 17 GOALS. Sustainable development, https:/sdgs.un.org/goals (2023,
accessed 17 October 2023).

Habibi Y. Key advances in the chemical modification of nanocelluloses. Chem Soc Rev 2014;
43: 1519-1542.

Hachaichi A, Jawaid M, Asim M, et al. Nanocellulose reinforced polylactic acid bionanocom-
posites. In: Jawaid M, Khan TA, Nasir M and Asim M (eds) Eco-Friendly adhesives for wood
and natural fiber composites. Singapore: Springer Singapore, 2021, pp.181-194.

Karimi K, Shafiei M and Kumar R. Progress in physical and chemical pretreatment of ligno-
cellulosic biomass. In: Gupta VK and Tuohy MG (eds) Biofuel technologies: recent develop-
ments. Berlin, Heidelberg: Springer, 2013, pp.53-96.

Bhutto AW, Qureshi K, Harijan K, et al. Insight into progress in pre-treatment of lignocellu-
losic biomass. Energy 2017; 122: 724-745.

Hari J and Pukénszky B. 8 - nanocomposites: preparation, structure, and properties. In: Kutz M (eds)
Applied plastics engineering handbook. Oxford: William Andrew Publishing, 2011, pp.109-142.
Trinh BM and Mekonnen T. Hydrophobic esterification of cellulose nanocrystals for epoxy
reinforcement. Polymer 2018; 155: 64-74.

Ufodike C, Jackson S, Bolden N, et al. Synthesis and characterization of extruded cellulosic
fibrils for enhanced reinforced/filamentary textiles. Text Res J 2018; 88: 520-531.

Yale, Radius of Gyration, Radius Gyration, https:/www.eng.yale.edu/polymers/docs/classes/
polyphys/lecture_notes/2/handout2_wse3.html (n.d., accessed 8 December 2023).

Mu M and Winey KI. Improved load transfer in nanotube/polymer composites with increased
polymer molecular weight. J Phys Chem C 2007; 111: 17923-17927.

Zare Y and Rhee KY. Study on the effects of the interphase region on the network properties in
polymer carbon nanotube nanocomposites. Polymers (Basel) 2020; 12: 182.

Maurel G, Goujon F, Schnell B, et al. Multiscale modeling of the polymer—silica surface
interaction: from atomistic to mesoscopic simulations. J Phys Chem C 2015; 119: 4817-4826.
Wang Z, Lv Q, Chen S, et al. Effect of interfacial bonding on interphase properties in Si02/
epoxy nanocomposite: a molecular dynamics simulation study. ACS Appl Mater Interfaces
2016; 8: 7499-7508.

Huang J, Zhou J and Liu M. Interphase in polymer nanocomposites. JACS Au 2022; 2: 280-291.
Kim J-K, Sham M-L and Wu J. Nanoscale characterisation of interphase in silane treated glass
fibre composites. Compos Part Appl Sci Manuf 2001; 32: 607-618.

. Taheri SS and Seyyed Fakhrabadi MM. Interphase effects on elastic properties of polymer

nanocomposites reinforced by carbon nanocones. Comput Mater Sci 2022; 201: 110910.
Talebi H, Silani M, Bordas SPA, et al. A computational library for multiscale modeling of
material failure. Comput Mech 2014; 53: 1047-1071.

Affdl JCH and Kardos JL. The Halpin-Tsai equations: a review. Polym Eng Sci 1976; 16:
344-352.

Takayanagi M, Uemura S and Minami S. Application of equivalent model method to dynamic
rheo-optical properties of crystalline polymer. J Polym Sci Part C Polym Symp 1964; 5:
113-122.


https://orcid.org/0000-0002-2324-357X
https://orcid.org/0000-0002-2324-357X
https://orcid.org/0000-0002-4346-3748
https://sdgs.un.org/goals
https://sdgs.un.org/goals
https://www.eng.yale.edu/polymers/docs/classes/polyphys/lecture_notes/2/handout2_wse3.html
https://www.eng.yale.edu/polymers/docs/classes/polyphys/lecture_notes/2/handout2_wse3.html
https://www.eng.yale.edu/polymers/docs/classes/polyphys/lecture_notes/2/handout2_wse3.html

34

Science Progress 108(1)

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

Ghasemi S, Espahbodi A, Gharib N, et al. A developed Takayanagi model to estimate the
tensile modulus and interphase characteristics of polymer nanocellulose composites. Ind
Crops Prod 2023; 206: 117703.

Ji XL, Jing JK, Jiang W, et al. Tensile modulus of polymer nanocomposites. Polym Eng Sci
2002; 42: 983-993.

Benveniste Y, Dvorak GJ and Chen T. On diagonal and elastic symmetry of the approxi-
mate effective stiffness tensor of heterogeneous media. J Mech Phys Solids 1991; 39:
927-946.

Narita F, Wang Y, Kurita H, et al. Multi-scale analysis and testing of tensile behavior in
polymers with randomly oriented and agglomerated cellulose nanofibers. Nanomaterials
2020; 10: 700.

Xie Y, Kurita H, Ishigami R, et al. Assessing the flexural properties of epoxy composites with
extremely low addition of cellulose nanofiber content. Appl Sci 2020; 10: 1159.
Vattathurvalappil SH, Haq M and Kundurthi S. Hybrid nanocomposites—an efficient repre-
sentative volume element formulation with interface properties. Polym Polym Compos
2022; 30: 09673911221084651.

Yanovsky YG, Kozlov GV and Karnet YN. Fractal description of significant nano-effects in
polymer composites with nanosized fillers. Aggregation, phase interaction, and reinforcement.
Phys Mesomech 2013; 16: 9-22.

Zare Y and Rhee KY. A simple technique for calculation of an interphase parameterand inter-
phase modulus for multilayered interphase region in polymer nanocomposites via modeling of
Young’s modulus. Phys Mesomech 2020; 23: 332-339.

Kouznetsova V, Brekelmans WAM and Baaijens FPT. An approach to micro-macro modeling
of heterogeneous materials. Comput Mech 2001; 27: 37-48.

Bargmann S, Klusemann B, Markmann J, et al. Generation of 3D representative volume ele-
ments for heterogeneous materials: a review. Prog Mater Sci 2018; 96: 322-384.
Kochmann D. Multiscale modeling (Spring 2023), https:/ethz.ch/content/dam/ethz/special-
interest/mavt/mechanical-systems/mm-dam/documents/Notes/CompMultMod_Notes.pdf
(2023, accessed 16 August 2024).

Sun CT and Vaidya RS. Prediction of composite properties from a representative volume
element. Compos Sci Technol 1996; 56: 171-179.

Pan Y, lorga L and Pelegri AA. Analysis of 3D random chopped fiber reinforced
composites using FEM and random sequential adsorption. Comput Mater Sci 2008; 43:
450-461.

Hazanov S. Hill condition and overall properties of composites. Arch Appl Mech 1998; 68:
385-394.

Mizzi L, Attard D, Gatt R, et al. Implementation of periodic boundary conditions for loading of
mechanical metamaterials and other complex geometric microstructures using finite element
analysis. Eng Comput 2021; 37: 1765-1779.

Kanit T, N’Guyen F, Forest S, et al. Apparent and effective physical properties of heteroge-
neous materials: representativity of samples of two materials from food industry. Comput
Methods Appl Mech Eng 2006; 195: 3960-3982.

Babu KP, Mohite PM and Upadhyay CS. Development of an RVE and its stiffness predictions
based on mathematical homogenization theory for short fibre composites. Int J Solids Struct
2018; 130-131: 80-104.

Zhao J, Su D-X, Yi J, et al. The effect of micromechanics models on mechanical property pre-
dictions for short fiber composites. Compos Struct 2020; 244: 112229.

Accelerating design exploration with Ansys optiSLang, https:/www.ansys.com/en-gb/blog/
accelerating-design-exploration-with-ansys-optislang (n.d., accessed 13 December 2024).


https://ethz.ch/content/dam/ethz/special-interest/mavt/mechanical-systems/mm-dam/documents/Notes/CompMultMod_Notes.pdf
https://ethz.ch/content/dam/ethz/special-interest/mavt/mechanical-systems/mm-dam/documents/Notes/CompMultMod_Notes.pdf
https://ethz.ch/content/dam/ethz/special-interest/mavt/mechanical-systems/mm-dam/documents/Notes/CompMultMod_Notes.pdf
https://www.ansys.com/en-gb/blog/accelerating-design-exploration-with-ansys-optislang
https://www.ansys.com/en-gb/blog/accelerating-design-exploration-with-ansys-optislang
https://www.ansys.com/en-gb/blog/accelerating-design-exploration-with-ansys-optislang

Grant et al. 35

40. Bondioli F, Cannillo V, Fabbri E, et al. Epoxy-silica nanocomposites: preparation, experimen-
tal characterization, and modeling. J App! Polym Sci 2005; 97: 2382-2386.

41. Qiao R and Catherine Brinson L. Simulation of interphase percolation and gradients in
polymer nanocomposites. Compos Sci Technol 2009; 69: 491-499.

42. Ansys optiSLang | Process Integration & Design Optimization Software, https:/www.ansys.
com/products/connect/ansys-optislang (n.d., accessed 12 December 2024).

43. Choudhry RS, Sharif T, Khan KA, et al. Predicting the effect of voids on mechanical properties
of woven composites. IOP Conf Ser Mater Sci Eng 2018; 406: 012007.


https://www.ansys.com/products/connect/ansys-optislang
https://www.ansys.com/products/connect/ansys-optislang
https://www.ansys.com/products/connect/ansys-optislang

	 Introduction
	 Methods for calculating the elastic modulus of nanocomposites
	 Analytical methods
	 Modified Takayanagi model
	 Ji model

	 Numerical method
	 Homogenisation process
	 Size of RVE
	 Equivalent constitutive relation
	 Periodic boundary conditions
	 2D and 3D finite element modelling of nanocomposites


	 Results and discussion
	 Analytical models
	 Finite element analysis
	 Verification of boundary conditions using material designer
	 Size of 2D and 3D RVE
	 Comparison of 2D and 3D FEA models
	 2D and 3D stress fields
	 Comparison of analytical and FEA models
	 Parametric analysis


	 Conclusion
	 References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile ()
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 5
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Average
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages false
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Average
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages false
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Average
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /PDFX1a:2003
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError false
  /PDFXTrimBoxToMediaBoxOffset [
    33.84000
    33.84000
    33.84000
    33.84000
  ]
  /PDFXSetBleedBoxToMediaBox false
  /PDFXBleedBoxToTrimBoxOffset [
    9.00000
    9.00000
    9.00000
    9.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV <>
    /HUN <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken voor kwaliteitsafdrukken op desktopprinters en proofers. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents for quality printing on desktop printers and proofers.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames false
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks true
      /AddColorBars false
      /AddCropMarks true
      /AddPageInfo true
      /AddRegMarks false
      /BleedOffset [
        9
        9
        9
        9
      ]
      /ConvertColors /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure true
      /IncludeBookmarks true
      /IncludeHyperlinks true
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MarksOffset 6
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PageMarksFile /RomanDefault
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


