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Influence of Structural Defects on the Electrical Properties
of Carbon Nanotubes and Their Polymer Composites**

By G. Dominguez-Rodriguez, A. Tapia, G. D. Seidel and F. Avilés*

The influence of carbon nanotube (CNT) structural damage (CNTSD) on the axial and transverse
electrical conductivities of CNT/polymer composites is explored through a hierarchical multiscale
modeling strategy. The composite cylinder and Mori—Tanaka’s methods are used to model effective
representative volume elements of CNT/polymer composites containing different fractions of defects.
The axial and transverse CNT conductivities are adversely influenced by CNTSD, with the decrease
being more pronounced for small radius CNTs. The predictions indicate that an 8% fraction of
CNTSD decreases the axial and transverse conductivities of composites containing randomly
oriented CNTs by 25-30%. Similar reductions in conductivity are found for both random and

clustered damage.

1. Introduction

The applications of polymer composites reinforced by
the addition of carbon nanotubes (CNTs) are numerous,
specially for situations where low density, high strength,
and multifunctionality are relevant.!'! The mechanical, and
especially electrical properties of polymers are drastically
enhanced by the addition of low volume fractions of CNTs,
creating multifunctional materials.>™# A theoretical for-
mulation based on chirality exists to predict the CNT
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electrical behavior,’®! and it is accepted that armchair
singlewall CNTs (SWCNTs) are metallic,!®” that is, without
a bandgap. Therefore, CNTs render polymer composites
with sufficient electrical conductivity to produce multi-
functional materials which may be used, for example, as
strain sensors.[®!

Different forms of structural damage have been reported
for CNTs and other graphene-like structures. One of the most
common and severe form of damage are vacancies, that is,
missing atoms in the periodic structure."%™ Vacancies can
be single (Figure 1a) or formed by more than one missing
atom (Figure 1b). Structural defects are commonly generated
during the CNT synthesis or by post-synthesis treatments
such as electron/ion irradiation or chemical methods.[!!~1¢!
Vacancies can induce a bandgap in a metallic SWCNT, which
increases the electrical resistance and renders the SWCNT
semiconductive.['”®! This feature depends on the number of
vacancies and the relative position between vacancies.”'"]
In contrast, other studies have shown that in zigzag CNTs, a
single vacancy can change the CNT electrical properties from
semiconducting to metallic.[!82] Modeling structural defects
of CNTs by breaking individual C—C bonds has been
proposed in a few works.?1?2] Structural defects such as
vacancies are able to reconstruct their topology in order to
minimize the formation energy.”>**! Vacancies reduce the
number of bonds by two or three bonds, with a correspond-
ing energy reconfiguration.”>?! Modeling the dynamic
reconstruction process after bond elimination is a complex
task which demands dedicated ab initio computations'?’!
which are very limited in the size of the molecule. For
realistic CNT length and for polymer composites, ab initio
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Fig. 1. Examples of topological defects present in CNT5. (a) Single vacancy, (b) double
vacancy.

methods are not viable due to the excessive computational
burden. A classical electrostatic alternative which seems
plausible for large scale problems consists of simply
eliminating a bond or an atom, and using multiscale
hierarchical strategies to bridge scales from that of the
individual CNT to the full macroscopic nanocomposite.”?!
This classical electrostatic approach is followed here by
considering the nanotube as a network of metallic resistors
and using the Ohm’s and Kirchhoff’s laws of electrostatics
under appropriate boundary conditions. The structural
defects are then randomly generated using two patterns
(randomly dispersed or clustered) by sequentially removing
C-C bonds allowing for a classical electrostatic prediction
of the effects of defects on armchair (metallic) SWCNTs.
In order to carry this information forward to CNT/
polymer composites, the composite cylinder®*!! and
Mori-Tanaka® methods are employed to predict the
electrical properties of axially oriented CNT/polymer
bundles and composites, respectively.

2. Methodology

2.1. Electrical Properties of a Transversely Isotropic SWCNT
CNTs are treated here as transversely isotropic electrical
materials which means that only two independent electrical
properties are needed to construct their electrical conductivity
tensor (agNT). Those properties are the axial electrical
conductivity (O‘%NT ) and the radial/hoop electrical conductiv-
ity (agzNT). Herein, the 1,2, and 3 subscripts represent the axial,
radial, and hoop directions of the local material coordinates of
the SWCNT, respectively, whereas, x, y, and z are the
orthogonal axes of the global Cartesian coordinates, see inset
in Figure 2. The CNT electrical conductivity tensor is defined

Fig. 2. Material coordinate system and geometric parameters of a typical armchair
SWCNT, showing a unit cell (shadowed area).

2.2. Atomistic Resistor Model of SWCNTs

Armchair SWCNTs of different chiralities were considered
ranging from (3,3) (with a radius R~2nm) to (10,10)
(R = 7nm), and a total number of 200 unit cells (a total length
of L=49.2nm). This length, albeit short, keeps the problem
computationally tractable and was proven to yield mechani-
cal properties which are independent of the CNT length in a
previously analysis.**! An equivalent wall thickness of t =3.4
A and a unit cell of height H=2.46 A were considered for
homogenization purposes, see Figure 2.

In order to simulate the electrical conductivity of SWCNTs,
an atomistic resistor model was proposed and initially
validated through the evaluation of configurations with
known solutions (series, parallel, and combinations of both).
The C-C covalent bonds were modeled as a set of resistors
following the Ohm’s law; the C—C bonds of armchair CNTs are
considered to be metallic, regardless of the adjacent bonds or
defects, that is,

_ -9

(2)
where Z;; is the electrical resistance of a C-C bond bound
by atoms (nodes) i and j, I; is the current flowing between
the carbon atoms i and j, and ®; and ®; are the voltages at
the atoms (nodes) i and j. The Kirchhoff’s circuit law is
then used at each atom/node such that the current flowing
into the node is balanced by the current leaving the node,
that is,

>l =0 ©)
=1

by,[33]
N o g
CNT
SONT _ 0 oyp 0 (1)
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where #; is the coordination number for node i. Combining
Equations 2 and 3 under the assumption that all bonds have
the same resistance (Zpong) yields,

i
I’li(bi — zq)] =0 (4)
j=1

The boundary conditions used are ®; =0 for grounded
atoms and ®; = Vcnr for atoms where voltage is supplied. A
sparse linear system is constructed from Equation 4 which is
solved for the voltages. The total effective current flowing
through the SWCNT is obtained from Equation 2 as,

I _Liq} (5)
Nt =7 — 2%

where 7y is the set of neighbors to the grounded nodes.
Thus, the effective electrical resistance of the CNT (Zcnr) is
obtained by,

[
- CNT )
CNT

Zent =

Solving Equation 6 yields Zcnt which is proportional to
Zbond~

2.2.1. Damage Generation

The approach used here to simulate structural defects was
to sequentially eliminate C-C bonds. Two configurations were
investigated depending on the sequence of bond elimination
followed: i) randomly generated (Figure 3a), and ii) clustered
(Figure 3b). Since each carbon atom has three bonds, breakage

b)

of three bonds may be considered as a vacancy in terms of
missing bonds. In the random evolution scenario, the bonds
are removed by generating random numbers following a
uniform distribution of probability from 0 to 1. The bond is
deemed broken if the randomly generated number is lower
than the fraction of broken bonds to be simulated (broken
bonds/total number of bonds). Due to the random nature of
the process, the computations were repeated numerous times
and the results averaged, reporting the average value of the
computed electrical property. A dedicated convergence
analysis showed that 40 repetitions yielded differences lesser
than 0.2% for all electrical conductivities and damage
scenarios with respect to results with 80 repetitions, and 40
iterations were thus deemed convergent.

CNT damage was also modeled following a clustering
pattern. In this approach, a 1% fraction of broken bonds was
randomly generated and subsequent broken bonds were
restricted to be chosen from the neighbors of the already
broken ones, generating clustered damage, Figure 3b.

2.2.2. Voltage Configurations

The voltage configurations used to obtain the axial and
hoop electrical conductivities of SWCNTs are depicted in
Figure 4. Adequate boundary conditions to obtain the axial
(Figure 4a) and hoop (Figure 4b) electrical conductivities were
imposed by setting specific edge nodes to constant voltage or
grounding (V; = 0).

In order to obtain the axial electrical conductivity of the
CNT (65N7), all atoms at the top edge of the SWCNT (z=L)
were set to a fixed voltage of ®; = A®cnt, whereas all atoms at
the bottom edge (z = 0) were grounded (V; = 0), see Figure 4a.
The rest of the atoms were unrestricted and their voltages

Fig. 3. Schematic representation of the two cases of damage evolution considered. (a) Random, (b) clustered.
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Fig. 4. Configurations used to determine the axial and hoop electrical conductivities of
SWCNTs. (a) Axial electrical conductivity (oGNT), (b) hoop electrical conductivity

evolved to equilibrium following the Ohm'’s and Kirchhoff’s
laws. o§NT was calculated by a homogenization process,
equating the resistance of the CNT given by Equation 6 to the

resistance of a continuous solid cylinder (ZlclNT), that is,

L
ZCNT _ 7
T oNTa(R +/2) 7

Zpona Was obtained herein by solving Equations 6 and 7
considering a SWCNT. An axial electrical conductivity of
alclNT =1x10°Sm™! was used to obtain Zpona considering
experimental values reported for CNTs.**! Other values of
Zpond calculated for different SWCNTs are in the same order of
magnitude.

For the hoop electrical conductivity (65V7), the atoms at
one side were set to a constant voltage ®; = A®cnt, whereas
the atoms at the opposite side were grounded (®; = 0), see
Figure 4b. oSNT was calculated by a similar homogenization
process to that employed for o', equating the electrical
resistance of the CNT to the transverse electrical resistance of a
continuous solid cylinder, which yields,[36]

2 4d
CNT
Zn = ngNTﬂL log( 8 ) ®)

Here, d is the chord length joining the anode and cathode
(d =2(R+1t/2)) and § is the assumed arc length of both the
anode and the cathode. In our case, § was considered equal to
the perimeter of the SWCNT divided by the number of atoms
in the unit cell (4n., where n. is the chiral number), that is,

s TR+ 1/2)
T 2n.

©)

2.3. Prediction of Electrical Properties of Axially Oriented
CNT/Polymer Composites

2.3.1. Composite Cylinder Method
The composite cylinder method (CCM) originally pro-
posed by Hashin and Rosen® was used to predict the

electrical properties of composite materials formed by
concentric cylindrical layers. In the CCM, each layer
(numbered from 1 to N) represents a phase with its own
material properties, Figure 5. Here, r is the radial position
and 6 is the angle between the x and r axes. The CCM
was employed here to predict the electrical properties of
perfectly aligned polymer composites containing CNTs,
including an interphase, whose elastic properties were
assumed to vary linearly between those of the CNT and
matrix.*!! The number of interphase layers was set to N=5,
which is enough to model the interphase without increasing
drastically the computational burden. The center (first phase)
represents the CNT, while the outermost phase (fifth phase)
represents the matrix; all phases in between represent
the interphase, see Figure 5. The matrix was considered
an isotropic material with an electrical conductivity of
1x1077Sm™" (associated with a typical epoxy poly-
mer® %8 In order to model different volume fractions in
the composite, the thickness of the outermost phase (matrix)
was varied. The first phase (SWCNT) starts at ¥=0 and
endsatr =R+ %, which represents the interface with the first
layer of interphase. The last layer of the interphase (N — 1)
ends at r=ry_1 =R+ % +t;, where t; is the interphase
thickness. The thickness of the CNT/matrix interphase
was set equal to the SWCNT wall thickness (f;=t) as
suggested by previous works.*®#! Finally, the matrix ends
at r =ry = R+ 5+t + tm, where t,, is the matrix thickness.

Since all phases have the same length (L), the volume
fraction of the CNT/polymer composite (v¢) is calculated as,

t 2
R+
o= |—0—2 (10)

t
R+§+t1+tm

The maximum volume fraction (vmax) available for each
CNT is obtained when t,, = 0.

C-(;I-lc-iuctivity

Fig. 5. Schematic of the composite cylinder model used to obtain the electrical
conductivity of aligned CNT/polymer composites.
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The CCM was carried out for each armchair SWCNT
chirality investigated ((3,3) to (10,10)), as well as for the two
scenarios of damage generation depicted in Figure 3.

2.3.2. Calculation of Axial and Transverse Composite
Electrical Conductivity

Axial and transverse voltage configurations similar to those
depicted in Figure 4 for SWCNTs were used to obtain the
effective electrical conductivities of CNT/polymer composites
(011 and o2,) containing pristine and defective CNTs.

In order to calculate the axial (o11) and transverse (o22)
composite electrical conductivities, axial, and transverse
electrical potentials for r;_1 < r < r; were set as, 131401

o) =)z + Y (11a)

o) = <D§l>r +DY ;> cosf (11b)

where ®{) and @tmn xial ¢
electrical potentlal of the i-th phase and C\”, C{”,
are unknown constants.

are, respectively, the axial and transverse
Dgz), and Dé’)

The electric field first order tensor is defined as,
Ei=—-®; (12)

where @ can be either the axial (®,4) or transverse (®iran)
electrical potential and the comma denotes spatial derivation.
The electrical flux is defined as,

]i = UijEj (13)

The boundary conditions used to obtain o1; specify an
electrical potential along the SWCNT, that is,

=0 (14a)

(14b)

where A®,, is the difference of axial electrical potential
applied between z=0 and z=L.

For the transverse electrical conductivity, the boundary
condition at the outer surface of the composite (r=ry)
imposed on @,y is

(p(i)

tran| _
r=ry

= Eo7Ny1COS0 (15)

where Ej is the applied electrical field. In order to avoid a
mathematical singularity, Dé') in Equation 11b is set to O for the
first layer (i=1).

The continuity equations for electrical potential and electric
flux are

Following the approach of Hashin,®
(W) is defined over the total volume as,

1
=35 /Q J.EidQ (17)

where () is the total volume. The energy integral for the
composite cylinder assembly is set equal to the energy of an
effective continuous and homogeneous cylinder, and the axial
and transverse electrical conductivities for the composite
cylinder assembly are obtained as,

I an energy integral

N 22
o= (o1 ) (18a)
N

i=1

N

R CUNCRL AR CUNCEEN]

0 i=1

2.4. Mori-Tanaka’s Approach for CNT/Polymer Composites

The Mori-Tanaka’s (MT) method allows for the prediction
of electrical properties of a composite material constituted by
different phases, each of them with its own geometry and
material properties.”?! The MT method is used here to predict
the electrical conductivity tensor of a CNT/polymer compos-
ite containing randomly oriented CNTs with different
chiralities and fraction of broken bonds. The electrical
properties of each phase are obtained from the CCM
calculations including the CNT and interphase only (matrix
thickness approaches zero).

In the MT method, the electrical conductivity tensor
of the composite material with axially oriented CNTs is
obtained as,*?

01]70 +Zv

Tik Ai] (19)

where o7/ is the electrical conductivity tensor of the polymer
matrix, aﬁj is the electrical conductivity tensor of the I-th phase
(i.e., effective CNT and interphase for a specific chirality and
specific fraction of broken bonds), 7! is the volume fraction of
the I-th phase, and N is the total number of phases. Afj is the
non-dilute electric field concentration tensor of the I-th phase,
transferring the electric field applied to the composite to the
coordinate system of each embedded phase. One way to
obtain Agj is by using an Eshelby-like tensor.[*>*3! Using an
Eshelby-like tensor and an energetic equivalence between an
inclusion with residual electric fields and the phase to be
modeled, the non-dilute electric field concentration tensor for
the [-th phase is, 21

(1) _ g (i+1)
(I)t'ran |r:y‘ q)tran — (163)
N -1
1 _ ~1 . 0 ~ 0
]27)| g1 (16b) Ajj =Ty (Mkl + E;v Tkj) (20)
T:VI 0=
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S — : : :
where M;; is the 3 x 3 identity matrix, S is the 1.00f® Random domoge 1008 Clustored damage
Eshelby-like tensor for the o-th Eloiase assumed 0.95 ~a i 0.95 -
as a cylindrical inclusion, and Tj; is the dilute o gg0 Y < 090 \\a\
. . . . zZ \@‘ Zz
electric field concentration tensor defined as, 5 FRtS 2
5" 085 @33 V(77 ;\br 085" @ @3 V(7))
1 . %5 080" W 44)  (88) \ 6 080 W4 @8 | N
~0 - TN
T;= [Mij + S (o)) (aﬁ} - af?)} (21) 075" @ (55 ' (9,9) _E 075. & (55) (9.9 N
070+ A (66)  (10,10) 1 070+ A (6,6)  (10,10) |
In order to specify the total CNT volume 0 2 4 6 8 0 2 4 6 8
fraction including the whole Variety of CNTs Fraction of broken bonds (%) Fraction of broken bonds (%)
a) b)

used in the Mori-Tanaka formulation (Vy), initial
volume fractions for each SWCNT varying the
chirality and fraction of broken bonds are
randomly generated following a uniform distri-
bution of probability. A vector is formed by the
randomly generated volume fractions (7in;). The vector of the
individual volume fractions of the phases (9) to be used in the
MT method is defined as,

ViOini

5= (22)

=
Oini * Umax

where Umax is the vector containing the maximum volume
fractions of each SWCNT (when the thickness of the matrix
approaches zero).

In order to compute the electrical conductivity tensor of
composites containing randomly oriented SWCNTs, a rota-
tional transformation is applied to both the dilute electrical
field concentration tensor and the electrical conductivity
matrix of each phase. Then, a volumetric average is applied to
Equation 19 to obtain,

N_ i 2t pm
[ .
Oij = Ggl + El 4—7[/0 A (Qimaﬁko, — UI’Z) Z] Sll’l¢d¢d9 (23)
o=

where Q; is the rotational transformation matrix. The
volumetric average is applied to Equation 20 to obtain
the diluted electric field concentration tensor, which is
given by,

-1

N .o
~0 (% 7 o P .
AZ- = Qikalle Mm] + E 47{‘[02 j;’ QMnT,,oQ,oSIH ¢d¢d9
p=1

(24)

3. Results

3.1. Transversely Isotropic Electrical Properties of Defective
CNTs

The electrical properties of the investigated SWCNTs were
computed for the eight studied chiralities, varying from 0 to
8% fraction of broken bonds. This range is based on a
fragmentation analysis as a function of the fraction of broken
bonds, which suggested that after 8% fraction of broken bonds
the probability of CNT fragmentation is higher than 0.9, and
thus not statistically suitable for simulation. Figure 6 shows

Fig. 6. Normalized axial electrical conductivity of defective CNTs as a function of fraction of broken bonds.
(a) Random damage, (b) clustered damage.

normalized plots of the axial electrical conductivity of the
studied SWCNTs with both random (Figure 6a) and clustered
(Figure 6b) damage. o${NT represents the axial electrical
conductivity of the CNT, while O’CNT represents that of the
pristine (defect-free) one. The axial electrical conductivity of
all investigated armchair (metallic) SWCNTs decreases as the
fraction of broken bonds increases. For randomly generated
defects (Figure 6a), the reduction in axial electrical conduc-
tivity is similar for all chiralities with a slope of approximately
3.1. For 8% broken bonds the electrical conductivity is reduced
by approximately 25%. SWCNTs with smaller radii are
slightly more affected by structural defects because their unit
cells have less C-C bonds (18 bonds for a (3,3) CNT) than
SWCNTs with larger radii (60 bonds for a (10,10) CNT);
therefore, breakage of one bond contributes more significantly
to the structural integrity of smaller radius SWCNTs. The
knockdown on the axial electrical conductivity as a function of
the fraction of broken bonds for clustered damage (Figure 6b)
presents slightly more variation among different chiralities,
but similar reductions.

The hoop electrical conductivity of SWCNTs (oSVT) was
also calculated for different chiralities and fractions of broken

bonds. oSNT

also presents a decreasing trend with increased
fraction of broken bonds (Figure 7, where ogz is the transverse
electrical conductivity of pristine SWCNTs) for all chiralities
with a slope of approximately 1.8-2.5. For an 8% fraction of
broken bonds, this decrement is approximately 20% with
respect to the value of pristine CNTs. This behavior is more
prominent for defective SWCNTs of larger radius whose unit
cells have more C-C bonds. Therefore, the probability that a
missing bond impedes the current flow in the transverse
direction is higher if the bonds are randomly removed
(Figure 7a). The situation between random and cluster is
opposite for o$NT (Figure 6), since not all bonds contribute to
o$NT and there are two hoop electrical conductive paths from
cathode to anode for oSNT. Notice that the CNT damage

influences more o$NT (Figure 6) than oS)NT (Figure 7).

3.2. Axially Oriented CNT/Polymer Composites with
Defective CNTs

The electrical properties of CNT/polymer composites
containing axially oriented CNTs were first obtained by the

1902 http://www.aem-journal.com
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1.00 [ 8 Random damage | 100/@__ Clustored damage conductivity as a function of the volume
095) @ ] 095 @ fraction, and thus the clustered distribution is
L 0'90-} a 1 ¢ 090° ; - not shown.
o ; 8 | g ] The transverse electrical conductivity of
2 0% @3 vy 2 2 %% eas va X e v e uctivity
5§ 080 44 O (G6) ; 8 080 49 O @) % CNT/polymer composites was also computed
0‘75; ’(5:5) (919) 075: ’(5:5) ©99) by the CCM and MT methods, varying the
0700 A (66)  (10,10) ] 070 A@8)  (1010) volume fraction of CNTs as shown in Figure 8b.
o > 1 p . 0 5 4 6 g The four CCM predictions and the MT one

Fraction of broken bonds (%)

a) b)

Fig. 7. Normalized hoop electrical conductivity of defective CNTs as a function of fraction of broken bonds.

(a) Random damage, (b) clustered damage.

CCM for each damaged SWCNT investigated. The compu-
tations were also conducted using the Mori-Tanaka (MT)
method to simulate a CNT/polymer composite containing
different axially oriented SWCNTs, including the eight
studied chiralities and a random distribution of fractions of
broken bonds. The normalized axial electrical conductivity
(axial electrical conductivity of the composite divided by the
axial electrical conductivity of the polymer matrix) as a
function of the SWCNT volume fraction is plotted in
Figure 8a for axially oriented CNT/polymer composites.
Pristine and SWCNTs containing 8% randomly generated
defects are considered in Figure 8a for the thinnest (3,3) and
thickest (10,10) SWCNTs investigated. The normalized axial
electrical conductivity linearly increases as the volume
fraction of SWCNTs increases. The axial electrical conductiv-
ity of the composite material for a volume fraction of 15% of
(3,3) pristine CNTs is approximately 5 x 10" times the axial
electrical conductivity of the polymer. The axial electrical
conductivity is lower for polymer composites with damaged
CNTs than for those with pristine ones. As shown in Figure 8a,
the normalized axial electrical conductivity of composite
materials with pristine CNTs presents a higher slope
(approximately 2.2 x 10'*) than that for composites contain-
ing CNTs with a fraction of broken bonds of 8% (approxi-
mately 1.6 x 10'*). Both random and clustered damages
produce a very similar impact on the axial electrical

Fraction of broken bonds (%)

present an increasing non-linear trend in 0, as a
function of the SWCNT volume fraction. The
CCM predictions for polymer composites con-
taining damaged and pristine SWCNTs present
very similar values of the transverse electrical
conductivity as a function of the volume
fraction. The composites containing (10,10) SWCNTs present
a lower transverse electrical conductivity than those contain-
ing (3,3) ones, following a similar trend than that found in the
computations of SWCNTs (see Figure 7b).

The axial and transverse electrical conductivities of
SWCNT/polymer composites as function of the SWCNT
fraction of broken bonds were carried out with a fixed total
volume fraction (V) of 1% for both random and clustered
damage processes. The axial electrical conductivity of the
composite (o11) normalized by the axial electrical conductivity
the composite containing pristine SWCNTs (09, ) is plotted in
Figure 9 as a function of the fraction of broken bonds. o1
reduces linearly with increased fraction of broken bonds,
regardless of the CNT size/chirality. The composite contain-
ing (3, 3) SWCNTs shows a slightly more pronounced
influence on the SWCNT fraction of broken bonds, meaning
that the composites with CNTs of smaller radii are more
influenced by defects. For a 8% fraction of SWCNT defects, the
composite presents a knockdown in 011 of approximately 25%
for random damage. The polymer composites containing
clustered damaged SWCNTs presented similar behavior as
those with random damage but the effect of the SWCNT
radius on the knockdown on the axial electrical conductivity
is more pronounced.

The transverse electrical conductivity (o2,) of the composite
as a function of the fraction of broken bonds was also
computed for composites with axially oriented
CNTs, but the influence of the fraction of broken

bonds was minor, and it is thus not shown. For

50 — : : : 5 : ‘
Random damage Random damage axially oriented SWCNTS, the transverse electri-
40 @ 3.9) (3,38 % defects {4 ® (3.3) 1 (3,3) 8 % defects cal conductivity is an electrical property domi-
L a0l @ (1010) A (3,3)8% defects ] oo € (10,10) A (3,3)8 % defects nated by the polymer matrix, and hence the
& ¥ Random pupulation (rT) L ® 3| ¥ Randompupulation (MT) effect of CNT defects in such a property is

5 § . . .
‘g_ 20} 1°® 1 minor; therefore, o, as a function of the fraction

10 o v ; : 4 2 z I ~ 4 of broken bonds is not plotted.
e A
g 1 i gt . .
ole= : : : R : : = 3.3. Randomly Oriented CNT/Polymer
0 5 10 15 0 5 10 15 . . .
i - Composites with Defective CNTs

CNT volume fraction (%) CNT volume fraction (%) . . .

a) b) The computations of electrical conductivity

Fig. 8. Normalized electrical conductivity of CNT/polymer composites as a function of volume fraction for
composites containing axially oriented CNTs. (a) Axial electrical conductivity, (b) transverse electrical

conductivity.

of CNT/polymer composites were also con-
ducted for randomly oriented SWCNTs using
the MT method and Equation 23, considering
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4. Conclusions

A hierarchical multiscale approach based on

a classical resistors network and microme-
chanics was carried out to predict the influence
of CNT structural defects on the electrical
ﬁ properties of SWCNTs and SWCNT/polymer
composites. As a first step, the electrical

1.00 Random damage 1.00 [ Clustered damage 7
095, g 0.95 \\1
090 \! 090"
T o085 ™~ T oss ¢
§ 080 iy | § 080 Vst % *
@®(33) [ (55) N\ @ (33) [ (55) L
075" &(7.7) A (10,10) b 075" & (7.7) A (10,10)
0.70 - w Random pupulation (MT) 0.70 - w Random pupulation (MT)
0 2 4 6 8 0 2 4 6 8

Fraction of broken bonds (%)

a) b)

Fig. 9. Normalized axial electrical conductivity of CNT/polymer composite as a function of fraction of
broken bonds for composites containing axially oriented CNTs. (a) Random damage, (b) clustered damage.

pristine and defective CNTs and a fixed volume fraction of 1%.
The normalized axial electrical conductivity of CNT/polymer
composites (o711 / 0(1)1) as a function of the fraction of broken
bonds is shown in Figure 10a for axially and randomly
oriented CNTs. Both random and clustered damages present
very similar trends because the CNT electrical conductivities
at 8% fraction of broken bonds are of the same order of
magnitude (see Figure 9); thus, only plots for random damage
are shown. oy /U‘l)1 for both randomly or axially oriented
CNTs presents a decreasing trend with increased fraction of
broken bonds, with the slopes being indistinguishable. This is
a consequence of the SWCNT contributing to the increment of
the CNT/polymer composite electrical conductivity, mainly
along the axial direction.

The transverse electrical conductivity of CNT/polymer
composites (022) normalized by the transverse electrical
conductivity of the composite containing pristine SWCNTs
(09,) as a function of the fraction of broken bonds is shown in
Figure 10b for axially and randomly oriented CNTs. The
influence of the fraction of broken bonds on o7/ agz is
important only for randomly oriented SWCNTs, and causes
no practical effect for axially oriented ones. This is a
consequence of the minimal contribution of the axially
oriented SWCNTs to the transverse electrical conductivity
of the composite.

Fraction of broken bonds (%)

properties of armchair SWCNTs were modeled
using a classical resistor network model.
Structural defects were generated in the
SWCNTs by removing carbon—carbon bonds.
SWCNT damage was produced progressively
by two configurations: i) randomly eliminating
C—C bonds, or ii) as clustered damage by
removing only the bonds that are adjacent to a small fraction
of initially eliminated bonds. The axial and transverse (hoop)
electrical conductivities of CNT/polymer composites were
computed through the use of the composite cylinder and the
Mori-Tanaka’s methods. The composite cylinder method was
used to model the electrical properties of a composite material
containing axially oriented CNTs surrounded by an inter-
phase. The Mori-Tanaka method was used to model
composite materials containing randomly oriented CNTs
with different chiralities and fraction of broken bonds. The
simulations predict that 8% SWCNT structural defects yield a
knockdown of 25-30% on the axial and transverse electrical
conductivities of SWCNTs for both damage processes. The
knockdown in axial electrical conductivity was slightly higher
for cluster damage than for random damage, whereas the
opposite trend occurred for the transverse electrical conduc-
tivity. The axial electrical conductivity of small radius CNTs
was more affected by structural defects than that of larger
radius ones, and this behavior was opposite for the transverse
electrical conductivity. A similar knockdown factor to that
found for defective CNTs was found for defective SWCNT/
polymer composites. Modeling indicates that the composite
axial electrical conductivity is the electrical property most
influenced by the volume fraction of SWCNTs, and as such,
this property is more influenced by the density of CNT defects
at practically any concentration of SWCNTs in the composite.
The transverse electrical conductivity of the
CNT/polymer composites is influenced by the

1.00 @ Random damage 1.00 @ ®
0.95 ® 1 0.95
0.90
96: ") - 6':; 0.90
T 085¢ X o085
) ] ) .
(=) ]
0.80 ¢ V=1 % (MT) ] 0.80 V=1 % (MT)
075 @ Axially oriented CNTs (= 0.75 @ Axially oriented CNTs
0.70 [T Randomly oriented CNTs i 070k D Bar?dc?mFy c‘)m‘ent‘edlCNTs
0 2 4 6 8 0 2 4
Fraction of broken bonds (%) Fraction of broken bonds (%)
a) b)

Fig. 10. Normalized electrical conductivity of CNT/polymer composites as function of the fraction of broken
bonds for composites containing axially and randomly oriented CNT5. (a) Axial electrical conductivity, (b)

transverse electrical conductivity.

Random damageJ
{ ]

presence of structural defects in a similar
fashion than the axial one, if the SWCNTs are
randomly oriented; when the SWCNTs are
axially oriented, no influence of structural
defects is observed.

Quantification of the influence of defects on the
electrical properties of CNTs and their polymer
composites is of great importance for a more
realistic assessment of the promises and limita-
tions of these novel materials, inapplications such
as electronics, automotive, and aeronautics. The
hierarchical multiscale approach presented here
allows bridging dimensional scales, starting from
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the influence of defects onan individual nanotube, and reaching
effective properties of nanocomposites, of practical use for
engineering estimations.
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