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ABSTRACT

A Characterization of the Interfacial and Interlaminar Properties of Carbon
Nanotube Modified Carbon Fiber/Epoxy Composites. (May 2008)
Ryan Sager, B.S., Texas A&M University

Chair of Advisory Committee: Dr. Dimitris C. Lagoudas

The mechanical characterization of the interfacial shear strength (IFSS) of carbon
nanotube (CNT) coated carbon fibers and the interlaminar fracture toughness of wo-
ven fabric carbon fiber /epoxy composites toughened with CNT /epoxy interleave films
is presented. The deposition of multiwalled carbon nanotubes (MWCNT) onto the
surface of carbon fibers through thermal chemical vapor deposition (CVD) was used
in an effort to produce a graded, multifunctional interphase region used to improve
the interfacial strength between the matrix and the reinforcing fiber. Characteriza-
tion of the IFSS was performed using the single-fiber fragmentation test. It is shown
that the application of a MWCNT coating improves the interfacial shear strength be-
tween the coated fiber and matrix when compared with un-coated fibers. The effect
of CNT /epoxy thin interleave films on the Mode I interlaminar fracture toughness of
woven fabric carbon/epoxy composites is examined using the double-cantilever beam
(DCB) test. Initiation fracture toughness, represented by critical strain energy re-
lease rate (G¢), is shown to improve over standard un-toughened composites using
amine-functionalized CNT /epoxy thin films. Propagation fracture toughness is shown
to remain unaffected using amine-functionalized CNT /epoxy thin films with respect

to standard un-toughened composites.
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CHAPTER I

INTRODUCTION

Fiber reinforced composites have been used commercially for decades, specifically
with fiber reinforced polymer composites (FRPC) becoming more common, espe-
cially within the aerospace, automotive and recreational sports industries. Generally,
strong fabric layers or unidirectional fiber tapes are layered in a specific sequence and
bonded together by a matrix material to provide a strong and light weight composite
laminate whose mechanical properties are optimized for a specific loading configu-
ration. While laminates are usually optimized to provide a mechanical solution to
a specific loading along the fiber plane, often the out-of-plane mechanical, thermal
or electrical properties are left in a less than optimal configuration. Within FRPCs,
there exist many limiting factors, including a susceptibility to out-of-plane damage.
The reinforcing fiber is generally a carbon or glass fiber while the polymer matrix
is usually a brittle epoxy system. The brittle nature of epoxy systems can limit the
matrix toughness, often resulting in matrix cracking. Additionally, weak interfaces
can lead to fiber-matrix interfacial failure and delamination. Finally, epoxy is electri-
cally and thermally insulating, producing a large discrepancy between in-plane and
out-of-plane conductivities.

Multifunctional materials, or materials which possess both optimized mechanical
and thermal properties or mechanical and electrical properties, have been sought by
researchers and industry as a way to utilize the same bulk material for multiple uses.
While carbon fiber reinforced polymer composites offer excellent in-plane mechanical

properties as well as good in-plane thermal and electrical conductivity, the poor out-
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of-plane properties leave much to be desired. An improvement in the transverse
conductivities of composite laminates could lead to in-situ damage sensing, improved
thermal dissipation, lightning strike dissipation as well as a host of other benefits.
Similarly an improvement in the mechanical properties in the transverse direction,
such as improved matrix toughness and improved fiber-matrix interfacial strength,
would reduce the susceptibility of composite laminates to out-of-plane damage as
well as improve the overall efficiency of the composite.

With their small size and exceptional mechanical, electrical and thermal proper-
ties, carbon nanotubes (CNT) are unique materials which have come to the forefront
of today’s materials research. Their exceptional strength, stiffness and failure strain
make them attractive reinforcement materials, while their characteristic electrical re-
sponse to load make them ideal candidates for use as sensors and actuators [1-7].
Their high thermal conductivity provides an opportunity for thermal management
applications as well [8, 9]. By incorporating CNTs into traditional composites, there
exists a possibility to produce multifunctional composites. Veedu et al. [10] have
demonstrated this by measuring improvements in multiple mechanical and nonme-
chanical properties including interlaminar fracture toughness and transverse thermal
and electrical conductivity of silicon carbide fiber reinforced epoxy composites with
the addition of carbon nanotube “forests”. While impressive, a significant amount of
composites use carbon fiber as a reinforcing material instead of silicon carbide due to
carbon fiber’s lower density and higher strength. It is here that an attempt is made to
produce multifunctional carbon fiber reinforced nanocomposites using two separate
methods to disperse multi-walled carbon nanotubes (MWCNTSs) within traditional
carbon fiber reinforced polymer composites.

Due to the cost associated with the use of CNT's within traditional FRPCs, it is

desirable to process the composite in such a way that the most beneficial attributes



of the CNTs are utilized while minimizing the amount of material used. To achieve
this, novel methods of CNT placement and dispersion within the bulk composite are
needed which allow for easy processibility as well as direct control of CNT location and
orientation. In the following chapters, two methods for placing multi-walled carbon
nanotubes into traditional fiber reinforced polymer composites will be examined. The
first method will utilize chemical vapor deposition (CVD) as a method for directly
growing MWCNTSs on a carbon fiber substrate. The benefit in using this method is
that the location and orientation of the grown CNTs can be easily controlled. Addi-
tionally, the local volume fraction of CN'Ts near the fiber surface can reach close to
50%, a value much higher than can be achieved through traditional mixing techniques
[11]. In this method, a tow of carbon fiber consisting of 6000 carbon fiber filaments
is coated with MWCNTs using CVD. Individual filaments are then removed from
the tow and tested to determine both the mechanical properties as well as the inter-
facial strength of the coated fibers within an epoxy matrix. The CVD method for
depositing nanotubes onto a carbon fabric substrate could then be used to produce
entire CN'T coated carbon fabric plies for use in fiber reinforced polymer composite
laminates. These laminates would be produced through the vacuum assisted resin
transfer moulding (VARTM) method of matrix infusion however this composite fab-
rication is not presented here. The second method of introducing CNTs examined in
this study will utilize a thin MWCNT /epoxy nanocomposite interleaf film which is
easily incorporated within a standard composite laminate. The MWCNTs are first
dispersed within a bulk epoxy and then fabricated into a thin b-staged interleaf film.
This interleaf film is then easily incorporated into standard composite laminates pro-
duced using the VARTM method. The effect of MWCNT /epoxy interleaf films on
the Mode I fracture toughness of carbon fabric/epoxy composite laminates will be

investigated.



CHAPTER II

MECHANICAL AND INTERFACIAL STRENGTHS OF CNT COATED
CARBON FIBERS

With their small size and exceptional mechanical, electrical and thermal properties,
carbon nanotubes (CNT) are unique materials which have come to the forefront of
today’s materials research. Their exceptional strength, stiffness and failure strain
make them attractive reinforcement materials, while their characteristic electrical
response to load make them ideal candidates for use as sensors and actuators [1-7].
Their high thermal conductivity provides an opportunity for thermal management
applications as well [8, 9]. By utilizing one or more of these characteristics along with
other materials, truly multifunctional composites could be produced.

Carbon nanotubes are essentially graphene sheets in the shape of a tube whose
diameter is on the order of nanometers [12]. Various morphologies exist, includ-
ing armchair and zigzag which define the orientation of the lattice with the tube
axis (chirality). Other variations such as double walled and multiwalled carbon nan-
otubes (MWCNT) exist, which are defined by two or more nested SWCNTs. Carbon
nanotubes are commonly produced through three types of processes: carbon-arc dis-
charge, laser ablation of carbon, and chemical vapor deposition (CVD) [13]. While all
three methods are used to produce bulk amounts of CN'Ts, only chemical vapor depo-
sition provides a method to produce CNTs which are grown directly onto reinforcing
fibers, which can then be used in traditional fiber-reinforced polymer composites
(FRPC). The CVD process provides direct control of location, alignment, morphol-
ogy and packing density of CNTs while providing strong bonds with a substrate [14].
For FRPCs, this eliminates problems associated with dispersion of CNTs within a

matrix material as well as problems of orienting them within a matrix material. Di-



rect growth of CN'Ts on reinforcing fibers therefore promises to be a useful method
of producing multifunctional nanocomposites where control of dispersion, alignment,
length and morphology of CNTs within a composite is desired.

The mechanical behavior of composites depend not only on the properties of
the constituent materials, but on the characteristics of the interface(s) between the
constituents as well. In continuous fiber reinforced composites, the load is transferred
from the matrix to the fiber through shear. With poor interfacial strength, less shear
stress is capable of being transferred to the fiber, creating a weaker, less efficient
composite. The interfacial strength can be improved through various methods, the
most common being through improving the chemical adhesion of the fiber with the
matrix, removing the weak outer layer of the fiber produced during fiber fabrication,
or by producing an interphase region through the use of a thin polymer sizing [15, 16].
The application of a surface treatment during initial processing is useful in applying a
surface chemical group to enhance the interaction of the fiber surface with the matrix.
Additionally, the surface treatment is also effective at removing a weak outer surface
layer [15]. Drzal et al. showed that the most effective result of applying a surface
treatment is the removal of the weak outer layer produced during fiber fabrication.
The application of a thin polymer coating, referred to as sizing, is useful in producing
an interphase region which has material properties different than the surrounding
bulk matrix. Typically, in epoxy sizings, a higher elastic modulus and lower fracture
toughness interphase region is produced by non-stoichiometric chemistry. This results
in increasing the shear stress transfer to the fiber while providing an alternative for
cracking to proceed into the matrix as opposed to failing the fiber interface [16, 17].
While not seen by Drzal et al., the thin polymer sizing may also provide a protective
function for the fiber surface during handling.

CNT coated fibers have the potential to increase composite mechanical properties



while providing for additional electrical or thermal multifunctionality; however the
primary role of fiber-reinforced composites is still structural. As such, it is important
to ensure that the structural performance of the composite is maintained or improved
along with the improvement in multifunctionality. This study focuses on the effect
of CVD applied CNTs on the mechanical properties of carbon fiber-reinforced epoxy
composites.

Thostenson et al. [18], have previously demonstrated an improvement in interfa-
cial shear strength of carbon fibers coated with MWCNTs. However, in their paper
they assumed the strength of the fibers would not be affected during the CVD pro-
cess even though the processing temperatures associated with the growth of CNTs
studied in their paper exceeded 650°C. It has been shown that the high tempera-
tures and reactive conditions used during CNT processing can significantly degrade
the mechanical properties of carbon fiber. In fact, degradation of mechanical prop-
erties of carbon fiber can occur when subjected to oxygen at temperatures as low as
400°C [19]. By assuming a constant strength between as-received fibers and fibers
which had been subjected to CVD processing, the interfacial strength of the pro-
cessed fibers could be overestimated using the standard Kelly-Tyson [20] method of
calculating interfacial shear strength. Additionally, only one orientation of CNTs,
appearing to be randomly oriented, was studied by Thostenson. With the ability to
control the orientation of the CNTs with respect to the fiber axis, an examination
into the effect of CNT orientation is possible.

In this study, T650 carbon fibers are coated with multi-walled carbon nanotubes
through the use of thermal chemical vapor deposition in both a random and radially
aligned morphology. The fiber tensile strength and modulus of CNT coated fibers are
then examined using the single-fiber tensile test. These results are then compared

to those of untreated sized and unsized T650 carbon fibers in an effort to determine



to what degree the fiber mechanical properties are degraded due to thermal CVD
growth of CNTs. Additionally, the effect of the presence as well as the orientation of
CNTs on the interfacial shear strength of CNT coated carbon fibers is studied using
the single-fiber fragmentation test. The interfacial shear strength is calculated using

the Kelly-Tyson method.

A. Experimental

A series of single-fiber tensile tests were initially performed on fibers with each type
of fiber treatment to determine the effect each treatment had on the axial properties
of the fibers. Once the tensile data was compiled, a series of single-fiber fragmenta-
tion tests were performed in order to determine the effect of the treatments on the

interfacial shear strength between the fiber and the epoxy matrix.

1. Specimen materials

The resin used in this study was EPIKOTE 862 resin (Hexion Specialty Chemi-
cals, Inc.) with EPIKURE Curing Agent W (Hexion Specialty Chemicals, Inc.).
EPIKOTE 862 is a bisphenol-F epoxy resin with an aromatic amine. Resin was
mixed with the curing agent at 100 : 26.4 by weight. Curing temperature and pro-
cedure were 2 hours at 121°C followed by 2 hours at 177°C. EPIKOTE 862/W was
used in this test due to its high strain to failure, its transparency, and its ability to
adhere well to carbon fiber reinforcement.

The carbon fibers used in this study were Thornel T650 (Cytec Industries), a high
modulus polyacrylonitrile (PAN) based fiber used extensively within the aerospace
industry with high strength and low strain to failure. It is commercially available in

two variants, sized and unsized. The sized fibers are coated with a thin (typically



lwt. %) epoxy surface coating which is specifically formulated to adhere well with an
epoxy matrix, as well as improve handling and decrease damage during processing
and handling. The unsized fibers do not have this surface coating. Neither fiber type
was subjected to an oxidative surface treatment. Once received, various samples of
the unsized fibers were further treated through CVD processing in which MWCNTs

were grown on the fiber surface.

2.  Surface treatments

Two CVD treatments were used; one produced MWCNTs which were radially aligned
with respect to the fiber surface, and another which produced randomly oriented
MWCNTs with respect to the fiber surface. Growth conditions for the radially aligned
MWCNTs included a pretreatment of the fiber surface with M ¢SO, in alcohol fol-
lowed by exposure to Iron Phthalocyanine Fe(CO); powder at 900°C for 15 minutes
in an Ar/Hs environment. In this configuration, iron is used as the catalyst while
the phthalocyanine is used as the carbon source. Growth conditions for the randomly
oriented MWCNTs included a pretreatment of the fiber surface with M ¢SO, in alco-
hol followed by exposure to a carbon source of xylene and a catalyst of ferrocene at
800°C for 30 minutes in an Ar/H, environment. High resolution SEM images were
taken of both morphologies to verify orientation and coverage, which can be seen in

Fig. 1.



Fig. 1. High resolution SEM images of a) carbon fiber with randomly oriented MWC-
NTs b) carbon fiber with radially aligned MWCNTs.

3. Single-fiber tensile testing

A series of tests were performed in which a single fiber is subjected to tensile loading in
accordance with ASTM D 3379-75. Force and displacement measurements are taken
which are then used to determine the ultimate tensile strength and axial modulus

of the specimen. Tests were performed on each fiber type in order to determine the
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effect each surface treatment had on the axial properties. Individual fiber diameters
were measured using an optical microscope equipped with a Vickers- A.E.I. Image
Splitting Eyepiece. Tensile testing was performed on a Sintech 3365 5kN material

test machine at a rate of 0.05in/sec. Data was collected at a rate of bpts/sec.

4. Single-fiber fragmentation testing

The single fiber fragmentation test (SFFT) has been commonly used within the lit-
erature to analyze the interfacial shear strength of a fiber embedded within a matrix
[15, 16, 18, 21-28]. In this test, a single fiber is embedded axially within a dogbone
shaped matrix specimen and subjected to a tensile load. The tensile load is trans-
ferred from the matrix to the fiber through shear stress at the interface, causing the
fiber to elongate. As the fiber elongates, it begins to fragment, failing at its weakest
points. Continued elongation results in continued fragmentation, until all the frag-
ments are too short to transfer enough load to create sufficient tensile stress to break
the fiber. By assuming a constant shear stress, the interfacial shear strength can be

determined through a simple force balance equation of the fragment:

= % (;) (2.1)

where 7 is the interfacial shear strength, o; is the ultimate fiber strength at the
critical length, d is the fiber diameter, and [, is the fiber critical length. Because a
fiber will fragment whenever its length is greater than the critical length, a range
of fragment lengths between [. and [./2 will be present upon saturation (Fig. 2).
Assuming a normal distribution, the critical length [. of a fiber can be determined

using the measured average fragment length [ through the equation [28]:

_Z 2.9
I, 31 (2.2)
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where
1 X
= — l; 2.
NZ (2.3)

with [;, the individual fragment lengths and N, the number of fragments within the
gauge length. Therefore, when comparing two fibers of equal strength and diame-
ter, the fiber with the shortest critical length will have the highest interfacial shear
strength.

The test is performed under a light microscope so that fragmentation could
be observed in-situ. Polarization is also used to view photoelastic effects such as
birefringence caused by debonding of the interface as well as fiber fracture. Under
polarization, the epoxy matrix is optically isotropic, but becomes anisotropic when
subjected to stress [26]. The presence of bright birefringence at the points of fiber
fracture is used here as a method to easily determine the fragment lengths during

testing.

Epoxy Matrix Fiber
Fragments

Fragment Lengths

Fig. 2. Schematic of saturated specimen.
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5. Specimen fabrication

Standard one dogbone molds with a lin gauge length designed using a metal template.
Molds were cast using a silicone rubber compound, GE Silicones RTV664A-1GP,
mixed with a curing agent, GE Silicones RTV664B-01P, at a ratio of 10 : 1. The
mold was then degassed for 3 hours under vacuum to remove any air bubbles and
to ensure a smooth specimen surface. The molds were then allowed to cure at room
temperature overnight. Post cure processing at elevated temperatures of 200°C for
2 hours was also performed to ensure that any remaining gasses would evacuate the
mold and not disturb the epoxy dogbone specimens during processing.

Once the molds had been prepared, single fibers were placed axially within
notches in the molds. Epoxy, which had been prepared and degassed, was then
poured into the molds, taking special care to keep the fibers from moving to either
side or in the through thickness direction. The specimens were then placed within an
oven and cured for 2 hours at 121°C and then for 2 more hours at 177°C. After the
specimens had cooled, they were removed from the molds and prepared for testing.
Preparation included sanding down the uneven top of the resin with 600 and 1000 grit
sandpaper to an even height of approximately 1.65mm. The surfaces of the specimens
were then polished with 0.5um alumina polishing solution until the embedded fiber

could clearly be seen and no surface scratches were visible.

6. Test procedure

After the specimens have been adequately prepared, they are secured in the test ap-
paratus and subjected to tensile load (Fig. 3a). The entire loading frame is placed
under an optical microscope (Nikon Microphot-FXL) equipped with polarizers so that

the fragmentation process can be observed insitu (Fig. 3b). Load is applied through
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the use of a hand screw which pulls a chain upward. This pulling of the chain is trans-
lated into a tensile load along the axial direction of the dogbone specimen. A strain
gauge is mounted to the test apparatus where the chain meets the specimen holder.
The strain gauge is connected to a strain box and was calibrated to display the load
applied. Load was originally applied to 60lbs and then held for a short time so that
fragmentation could be observed. Once the number of fragments was counted, load
was then applied in 5lb intervals, stopping with each to observe fragmentation and
record images. Fragmentation initiation for all specimens occurred between 70lbs and
1151bs, with the majority initiating around 85lbs. Sized fibers initiated fragmentation
at an average of 103lbs. Loading of the specimens continued until fragmentation of
the fibers ceased or the specimen failed.

Fragmentation of the fiber was observed in-situ using polarized light. The use of
polarizers allowed for the observance of birefringence within the epoxy matrix. As the
fibers break and the interface fails, bright colorful patterns emerged around the fiber-
matrix interface. This birefringence effect is a useful tool for observing stress patterns
as well as observing the fracture of the opaque carbon fibers. As load is transferred
to the fiber, stress will build along the fiber, creating a birefringent effect. When
the fiber breaks, the stress drops to zero in the break gap between fiber fragments,
producing an area of no birefringence. The observance of birefringent peaks separated
by areas of no birefringence can be utilized to denote fiber breaks. Because both the
fiber break gaps and the fibers themselves are dark under plain light, breaks within
the fiber are difficult to observe. The use of birefringence however, gives the observer
a useful tool for easily determining the existence of a fiber break. During testing,
fiber fragments were counted using the observance of birefringence gaps while the
specimen was under load.

After the number of fragments was counted for each loading increment, load
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Test Fixture

Fig. 3. a) Fragmentation test fixture b) Test fixture under microscope.

was then applied and the process was repeated. Average fragment length was then
determined by dividing the number of fragments at the current load by the gauge
length over which the observations were made. Once the fibers ceased to fragment
with increasing load, the specimen was said to be saturated and the average fragment
length was noted. Some specimens failed before a saturation state was achieved. In
these cases, the final fragment length was not considered to be the saturation length

and therefore the data was not used in shear strength calculations. The exception to
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this however, was in the cases of sized fiber specimens. Throughout testing, none of
the sized fiber specimens reached a critical length before the epoxy specimen failed.
This was due to the increased strain to failure of the sized T650 fibers as compared to
the other fibers tested. Because no saturation state was achieved for the sized fibers,
the final fragment lengths were taken instead, resulting in an upper bound estimation

for the fiber’s critical length.

B. Results

1. Fiber tensile results

The fiber tensile results, which can be seen in Fig. I, clearly demonstrate the effect
on which surface treatment plays a role in tensile properties of fibers. Tests revealed
a range in ultimate strengths and moduli both within fiber types as well as between
fiber types. Sized T650 fibers were measured to have the highest tensile modulus
and strength out of all types measured, with modulus and strength values of 217 and
4.02GPa respectively. As received unsized T650 fibers demonstrated lower modulus
and strength values of 200 and 2.86GPa, respectively, a decrease of 8% in modulus and
29% in ultimate strength as compared to its sized counterpart. These decreases, espe-
cially in ultimate strength, are probably due to flaws introduced during the bundling
and weaving process as well as during the removal of individual filaments from tows
for testing combined with the lack of protection offered by a sizing.

Both nanotube coating processes significantly decreased the tensile strength of
the carbon fiber. The ultimate strength of the randomly oriented CNT coated fibers
decreased 30% from the as-received unsized values to an average strength of 1.99GPa.
The modulus also decreased by 13% to a value of 175GPa. The ultimate strength of

the aligned CNT coated fibers decreased 37% from the as-received unsized values to an
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average strength of 1.79GPa. The modulus decreased by 9%. The decreases in fiber
properties are most likely due to the presence of trace amounts of oxygen remaining
within the CVD chamber. Subsequent optimization of the growth conditions has lead
to unsized fibers coated with MWCNTs maintaining close to their original mechanical
properties [11]. However, these were unavailable at the time of this testing.

It is widely observed that typical reinforcement fibers, including carbon, exhibit
a size effect whereby shorter fibers give higher tensile strength measurements. This
is due to the presence of flaws in the fiber from the manufacturing process, handling,
and environmental effects. Longer fibers will have a greater amount, and likely more
severe defects; therefore, the gauge length will affect the measured tensile properties
of carbon fibers. A Weibull distribution often emerges as a good representation
of fiber strength distribution, and can be used to estimate the length scale effect
on tensile properties [29]. Weibull plots for each fiber type were produced using a
two-dimensional Weibull statistical method. The statistical probability quantities
Y=In(-In(1-P)) were plotted versus the logarithm of fiber strength oy to produce
a linear plot (”Weibull plot”), the slope of which is the Weibull shape parameter p.
The value P is the cumulative probability distribution of the observed fiber strengths.
The Weibull plots can be seen in Fig. 4. For all fiber types tested, few outliers were

observed. The resulting shape parameters for each fiber type are shown in Fig. 1.

2. Fragmentation results

Calculation of interfacial shear strengths were carried out for each specimen which
reached a saturation state using equations for the shear strength 7 and the critical
length [. as described previously. The average fragment length for each specimen that
reached a saturation state was used to calculate that specimen’s critical length [.. For

each specimen’s calculated critical length, the fibers ultimate tensile strength at the
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Table 1. Measured physical and mechanical properties of single fiber specimens.

Diameter Modulus opyrs € Weibull No. of

Fiber Type (um) (GPa) (GPa) (%) Shape Samples
Parameter

Unsized Fiber 7.3 200 2.86  1.43 5.21 55
Sized Fiber 7.3 217 4.02 1.86 4.32 49
Unsized w/ 7.2 182 1.79  0.99 4.02 56
Aligned CNT
Unsized w/ 6.5 175 1.99 1.13 4.27 62
Random CNT

critical length was calculated using a simple weakest-link scaling function [29]:

-1
I\ *
Of = 0yurs (E) (24)

where o is the mean fiber tensile strength at the critical length, oyrg is the measured
mean fiber tensile strength from tensile tests, [. is the fiber critical length calculated
in Equation 2.2, [ is the fiber length used in the tensile tests, and p is the Weibull
shape parameter measured from the tensile test results. The interfacial shear strength
7 was then calculated using the fiber tensile strength at the critical length, along with
the critical length value. Interfacial strength results for each fiber type can be seen
in Fig. II.

Tests revealed a large range in critical lengths as well as in calculated interfacial
shear strength values, especially within the MWCNT coated fiber types. Both of the
as-received fiber types performed consistently between their respective specimens in
terms of critical lengths. This can be expected due to a consistency in manufacturing
processes and therefore a consistency in strength once the major surface flaws were
eliminated in the initial few fragmentations. However, it should be noted that within

this set of tests, not a single sized fiber specimen achieved a true saturation state
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Fig. 4. Weibull plots of tensile strength data for various fiber surface treatments. The
slopes of the linear curves denote the Weibull shape parameter for that surface

treatment.
before specimen catastrophic failure. This can be seen in Fig. 5 by the lack of a
plateau for the sized fiber specimens. For this reason, the average fragment length
obtained immediately before specimen failure was used instead. This results in a
upper bound for both the fiber critical length and thus a lower bound calculated
interfacial shear strength.

The MWCNT coated fibers demonstrated a larger variation in their critical
lengths and thus their calculated interfacial strength values. This variation indi-
cates a non-uniformity of surface qualities among the fibers tested. One explanation
of this is a discontinuous or inconsistent deposition of MWCNTs along fibers within

the same bundle. Because the CVD process was performed on bundles of fibers, it
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Table II. Fragmentation test results for various fiber types.

ouTs Shape of le TKellyTyson
Fiber Type (GPa) Parameter (GPa) (um) (MPa)
P

Unsized Fiber 2.86 5.21 6.19 338 50.5
Sized Fiber 4.02 4.32 10.59 <383 > 101.6
Unsized w/ 1.79 4.02 5.19 362 56.2
Aligned CNT

Unsized w/ 1.99 4.27 5.98 229 86.6
Random CNT

can be expected that variations in coverage will exist between fibers which were po-
sitioned near the outer surface of the fiber bundle as opposed to fibers which were
positioned near the middle. Although a concerted effort was made to separate the
individual fibers from the same area of the bundle, variations in coverage will still
exist.

Calculations indicate that sized T650 has the strongest interfacial strength. This
is probably due both to the excellent adhesion created between the fiber and the
matrix as well as the non-stiochiometric interphase produced by the sizing. Drzal et
al. demonstrated that the main effect of a sizing is to produce a brittle interphase
region surrounding the fiber. The sizing usually contains less than a stoichiometric
amount of curing agent, creating a layer having a higher modulus along with lower
fracture toughness. The higher modulus increases the shear stress transfer to the fiber
whereas the decreased fracture strength directs the failure away from the interface
and into the matrix [16]. The effect of modulus on shear transfer has been validated
using finite element modeling [17]. Fig. 6 demonstrates the photoelastic effects of
the various fibers. It can clearly be seen that the birefringence along the sized fiber

is relatively small indicating limited interfacial debonding. Large matrix cracking is
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Fig. 5. Plot of number of fragments/mm vs. composite stress for each fiber type tested.
The fragment saturation point is determined when the number of fragments
remains constant with increasing load. Variations in critical length within

individual fiber types can clearly be seen.

also seen at the fiber break, indicative of the reduced fracture toughness interphase
region created by the sizing.

The randomly oriented MWCNT coated fibers provided the next best interfacial
shear strength, followed by aligned MWCNT coated fibers and finally the untreated
fibers. Randomly oriented MWCNT and aligned MWCNT coated fibers demon-
strated a 71% and 11% increase in calculated shear strength, respectively over that
of the untreated fiber from which it was processed. This increase is most likely due
to the presence of the nanotubes along the interface producing a strengthening effect.
This can be seen in Fig. 6. The birefringence along the MWCNT coated fibers is
small indicating limited interfacial failure and therefore good adhesion. The differ-
ence in interfacial shear strength observed between the aligned and randomly oriented

MWCNT coated fibers is probably due to a strengthening effect of tubes oriented
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along the loading direction within the randomly oriented specimens. Observations of
the unsized fiber demonstrate a long, flat region of birefringence. This is indicative of
a weak interface and corroborates the low interfacial shear strength values obtained
from testing. These low values are most likely due to a weak bond between the fiber

surface and the matrix.

Fig. 6. Birefringence effects of fragmented specimens at 10x magnification. a) Sized
T650 b) Unsized T650 ¢) Aligned CNT d) Random CNT.



22

C. Conclusions

Tensile and single-fiber fragmentation tests were performed on single T650 carbon
fibers which had been coated with multi-walled carbon nanotubes through chemical
vapor depositon (CVD). Results were compared to commercially treated and unsized
fibers in an effort to determine what effect MWCNTSs have on the tensile and inter-
facial properties of a fiber embedded within a polymer matrix. Tensile tests revealed
that CVD processing has a major effect on the mechanical properties of the fiber,
decreasing the ultimate tensile strength of the fiber by an average of 37% in the case
of the radially aligned MWCNTSs and by 30% in the case of randomly oriented MWC-
NTs. Similarly, a slight reduction in the average tensile modulus of the fiber by 9%
and 13% was observed in the radially aligned and randomly oriented MWCNT coated
fibers, respectively. Reductions in mechanical properties of the fiber due to process-
ing can be attributed to the addition of surface flaws to the fiber through thermal
degradation and surface oxidation. Decreased processing temperatures as well as the
elimination of oxygen within the processing chamber have been shown to decrease
this degradation in mechanical properties [11].

Single fiber fragmentation tests were performed on each fiber type in an ef-
fort to determine the effect of surface treatment on interfacial shear strength. The
Kelly-Tyson model was used to calculate interfacial shear strength based on a fiber’s
critical fragment length as well as its ultimate tensile strength at said length. Results
indicated that commercially sized fibers have the highest interfacial shear strength.
Randomly oriented MWCNT and aligned MWCNT coated fibers demonstrated a
71% and 11% increase in interfacial shear strength over untreated fibers. This can
be attributed to an increase in the interfacial strength due to the presence of the

nanotubes. The difference in shear strength values between the two MWCNT coated
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fiber types is most likely due to reinforcement provided by nanotubes aligned in the

loading direction.
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CHAPTER III

EFFECT OF CARBON NANOTUBE/EPOXY INTERLEAF FILMS ON THE
INTERLAMINAR FRACTURE TOUGHNESS OF WOVEN FABRIC
CARBON/EPOXY COMPOSITES
Woven fabric carbon/epoxy composites have been embraced by the aerospace, auto-
motive, and sporting goods industry due to their high in-plane specific strength and
stiffness. However, like other laminate materials, they are most vulnerable to out-
of-plane loading, often failing in delamination. Efforts to improve the interlaminar
strength of laminate composites have met with some success, including 3-D reinforce-

ment and improvements in the toughness of the matrix through additives.

Through-thickness reinforcement through 3-D weaving and Z-pinning has shown
promising gains in interlaminar toughness; however due to damage caused to the
reinforcing fibers from the weaving process, as well as through the insertion of the
Z-pins, in-plane properties are reduced [30]. Most successful attempts to improve the
toughness of the matrix have focused on the addition of modifiers to the matrix such as
thermoplastic resins, rubbers, and particles. However, the addition of thermoplastics
and rubbers may result in significant degradation of the matrix properties, such as
strength, stiffness and glass transition temperature [31].

Due to their high specific stiffness, strength, and electrical and thermal con-
ductivity, along with their low density, small size, high surface area to volume ratio
and high aspect ratio, carbon nanotubes (CNTs) can have a significant effect on the
bulk material properties of resins even when mixed in low weight percents. This
improvement includes greater resin toughness while still maintaining or even improv-
ing other basic properties, especially strength, stiffness, and electrical and thermal

conductivity [32-34]. One of the greatest difficulties in using CNTs, however, is dis-
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persing them effectively within a matrix. Due to their high surface area and large
aspect ratios, CNTs have a strong tendency to agglomerate, resulting in poor disper-
sion throughout the matrix. Conventional methods of dispersion, such as sonication,
are only effective on small batches of material due to the extreme reduction in vi-
brational energy with increasing distance from the sonic tip [32], thus making large
scale mixing of nanotubes both difficult and time consuming. Surface modification,
especially through functionalization, has led to improvements in the ability of raw
CNTs to disperse throughout a matrix. The functionalization has also been shown
to increase the interfacial bond between the CNTs and the matrix [34, 35]. The
combination of good CNT-matrix adhesion, dispersion, and the entanglement effect
of embedded nanotubes within the matrix have been attributed to increased fracture
toughness values of the bulk material by up to 18% over neat epoxy with only 0.1wt.%
amino-functionalized double-wall carbon nanotubes (DWCNT) and a 26% increase in
fracture toughness using only 1.0wt.% functionalized DWCNTSs [32]. Similarly, tensile
strength and Young’s Modulus were also improved with the addition of functionalized
CNTs [32].

Although effective methods of dispersing CNTs into resins have been devised, the
addition of CNTs to the resin, even in small weight fractions, can lead to dramatic
increases in resin viscosity. This increased viscosity can make common composite infu-
sion molding techniques such as Vacuum Assisted Resin Transfer Molding (VARTM)
difficult or impractical. Therefore a procedure which combines the effective laminate
processing techniques such as VARTM with effective CNT-resin mixing techniques
is needed. To that end, thin adhesive interleave films have been shown to improve
the interlaminar fracture toughness and impact resistance of laminate composites
[36-38]. Interleave films are easily positioned and incorporated within a laminate

composite using standard processing techniques. With the incorporation of CNTs
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within a thin epoxy interleave film, there exists an opportunity to specifically place
a well-dispersed, CNT toughened layer within a composite laminate. The placement
of a well-dispersed CNT toughened layer will also serve as an opportunity to provide
additional benefits in out-of-plane thermal and electrical conductivity.

In this research, we have investigated the Mode I interlaminar fracture behavior
of woven carbon fiber-epoxy laminates that have been reinforced with CNTs by the
incorporation of thin, b-staged CNT-epoxy nanocomposite interleaf films. Double
cantilever beam (DCB) specimens are used for the measurement of Gy, the critical
strain energy release rate (fracture toughness) and the generation of resistance curves.
Post-fracture microscopic inspection of the fracture surfaces is performed to determine

crack paths and crack morphology.

A. Experimental Setup

The laminates under investigation were fabricated using EPIKOTE 862 resin cross-
linked with EPIKURE W curing agent, with twenty layers of Hexcel four-harness satin
weave carbon fiber fabric (SGP203) with identical warp and fill yarns. The fabric is
comprised of Hexcel IM7 carbon fiber, an intermediate modulus fiber commonly used
in the aerospace industry, and have a 6K yarn fiber count. The fiber and resin
properties from the manufacturer’s data sheets are summarized in Table III [39, 40].
Balanced, symmetric laminates were laid up with the yarns aligned with the panel
x and y directions. The stacking sequence has the direction of the yarns facing the
panel mid-plane alternating between 0 and 90 degrees.

Panels were fabricated incorporating a single b-staged EPIKOTE 862/W inter-
leaf film at the mid-plane, as well as four panels without any film referred here as

“standard” panels. The b-staged interleaf films were fabricated in the Polymer Tech-
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Table III. Fiber and matrix properties.

Property Hexcel IM7 EPIKOTE 862/W
Density (g/cm?) 1.79 1.2
Modulus (GPa) 276 2.72
Tensile Strength (M Pa) 5480 78

nology Center at Texas A&M University. XD grade CNTs (Carbon Nanotechnologies,
Inc.) were incorporated into bulk EPIKOTE 862/W to produce two separate XD
CNT/epoxy mixtures. These mixtures included amino-functionalized and untreated
(as-received) XD CNTs. Amine functionalization was performed using PAMAM-
0 dendrimer. PAMAM-0 is a dendrimer with four surface groups and a molecular
weight of 517. A schematic of PAMAM-0 can be seen in Fig. 7. Surface modifica-
tion to the CNTs as well as their incorporation into the bulk resin to produce the
CNT/epoxy mixtures followed the procedures outlined by Sun et al. [41]. Once the
CNT /epoxy materials had been produced, thin epoxy interleaf films were fabricated
using a modified Elcometer 4340 automatic film applicator. The thin films were then
cured to a B-stage of 50%. All CNT modified films contained 0.5 weight percent XD
grade CNTs and ranged in thickness from 28 — 137um. An additional neat EPIKOTE
862/W interleaf film was also prepared for use as a control. Parameters for all films

used can be seen in Table IV.

Table IV. Interleave film properties.

CNT Type and Wt. % CNT T (°C) Thickness (um)

Neat Epoxy 0 38.1 28
As-Received 0.5 45.6 43
Functionalized 1 0.5 36.2 122

Functionalized 2 0.5 36.2 137
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Fig. 7. Schematic of PAMAM-O0.

The films were too fragile to handle without the backing paper, and therefore
had to be thermally transferred to the lower of the middle fabric layers to place it
into the lay-up. This was accomplished by laying the film on an aluminum plate face
up with the fabric on top. A vacuum bag was then placed over the film and fabric,
and vacuum applied while the aluminum plate was heated to between 15 and 20°C
above the film T},. The backing paper could then be peeled off, leaving the film intact,
adhered to the fabric layer. This transfer process did not affect the T of the films.

The laminates were fabricated using a heated vacuum assisted resin transfer
molding process (H-VARTM) developed by Bolick and Kelkar at North Carolina
A&T University [42]. A schematic of the complete lay-up is shown in Fig. 8. Two
vacuum bags, an inner bag and an outer bag, are used. The purpose of the outer bag
is two-fold. First, it acts to constrain expansion of the inner bag during resin infusion,
and then it acts as a fail-safe should the seal of the inner bag become compromised
during the infusion process, or during subsequent curing. The reinforcement was laid
up on a glass plate mold, which lies on top of temperature-controlled heating pads.

Vacuum is maintained on the inner bag for a minimum of twelve hours (overnight)
to remove as much adsorbed air and water vapor as practical before resin infusion.

Vacuum is then applied to the outer bag, and the bottom surface of the glass plate
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Fig. 8. Schematic of heated VARTM lay-up.

mold is brought to 65°C. After mixing, heating, and degassing of the resin/curing
agent mixture, the resin reservoir is attached to the inlet tube (lower right in the
figure), which is pinched closed with a clamp. The resin reservoir is maintained at
50°C during the infusion process. The outlet tube, to which the vacuum pump is
attached, is then pinched closed to prevent direct application of vacuum to the resin
during infusion (which can cause bubbling of the resin). The inlet tube clamp is then
opened and adjusted to achieve a flow of resin into the lay-up of approximately 6mm
per minute. Once the flow front of the resin has reached the end of the lay-up, the
resin inlet tube and outer vacuum bag line are pinched shut with clamps. The resin
reservoir and vacuum lines are then removed, and the lay-up is transferred to an oven
at 122°C. The outer bag vacuum line is then reattached to the vacuum pump. The
panel is then cured for two hours at 122°C, after a 15 minute heat up time, and then
for two hours at 177°C, after another 15 minute heat-up time. Once the cure schedule
is complete, the oven is turned off and the lay-up is allowed to cool down in the oven

overnight while the vacuum is maintained on the outer bag.
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B. Experimental Procedure

Specimen dimensions and the test parameters were in compliance with ASTM Test
Method D 5528 [43]. The DCB fracture specimens were 170mm long and 25mm wide.
Hinged aluminum loading tabs (cut from piano hinge) were bonded to the outer faces
of the specimens at the cracked end using an epoxy paste adhesive, placing the loading
point nominally 25mm from the end of the specimen and giving a nominal initial crack
length of approximately 51mm. The edges of the specimen were painted with a white
spray enamel primer to improve the visibility of the crack tip. To provide a means
of measuring the crack length, a scale printed on a self-adhesive label was applied to
the painted edge of the specimen. The prepared specimen is shown in Fig. 9. After
the specimen was loaded into the test frame grips, the position of the scale zero point
was measured using a video camcorder mounted on a translatable stage. During the
test, the crack advancement was videotaped. In this way, the crack length prior to
each instance of crack growth could be measured by replaying the videotape. The
timing of the video and data collection were easily correlated.

The specimen were loaded on a 100kN capacity MTS® servo-hydraulic load
frame in displacement control at a rate of 3.0mm/min. The specimens were unloaded
after the initial crack advancement, and also after the second crack advancement. This
procedure would help to ensure that fracture toughness data was obtained starting
at the end of the film if the initial observed crack growth was not actually from the
end of the film. In most cases, the second measured toughness value would be from
the first “sharp” crack, with minimal fiber bridging.

Data reduction to obtain Gy, the critical strain energy release rate, or fracture

toughness, is based on the empirical compliance method proposed by Berry [44], and
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Fig. 9. DCB specimen after testing.

suggested in ASTM D 5528. The beam compliance, C' = §/P is expressed as

C = (3.1)

an
H
where a is the crack length, and n and H are experimentally determined parameters.

For an ideal beam,

n=23 (3.2)
Euwt?

H = 3.3

ol (3.3)

Compliance, C', for each crack length, is calculated using the critical load, P., and the
corresponding critical displacement, d.. The critical load and critical displacement
are defined as the load and displacement associated with the propagation of the crack,
respectively. The exponent n, in equation 3.1, is determined from the slope the plot

of log C' versus log a. The fracture toughness, Gy., at each crack length, a, is

Gy, = "0 (3.4)

2wa

where w is the specimen width.
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C. Results

A minimum of four specimens each from the standard, neat, as-received and amino-
functionalized XD CNT film panels were tested. Fig. 10 shows the typical load-
displacement (P-6) curves for each panel type tested. Initial response for all specimens
was linear indicating elastic loading followed by a small but sudden decrease in load.
Visible cracking was also observed simultaneously with the decrease in load. In all
specimens, an increase in load was then observed after which larger sudden decreases
in load occurred throughout the remainder of the tests. This saw-toothed response is
commonly observed in woven composites and is characterized by a stick-slip behavior
as the crack is first arrested by the fiber microstructure until sufficient load is achieved
to further propagate the crack [45-50]. Further toughening is achieved through fiber
or ply bridging behind the crack tip and was seen throughout the specimens tested.
This crack bridging mechanism serves to further accentuate the unstable, large drops
in load demonstrated in the saw-tooth nature of the P-§ curves. The initial small
load decrease observed at the initial crack is indicative of the initial crack propagating
from the crack starter film within the matrix up to the fiber microstructure where it
is arrested.

Because of the unstable nature of the crack growth within the woven composites,
interlaminar fracture toughness was calculated based on the maximum load achieved
just prior to each sudden load drop. Gp. vs. a curves (R-curves) for all panels are
shown in Fig. 11. G|, generally increased over the initial 5mm before reaching a
plateau region. This behavior is due to the effect of fibers bridging the crack as it
grows, acting to support more load. The large amount of scatter in the data is typical
of a woven fabric composite, and is attributable to the variation in microstructure

due to the fabric weave as the crack tip advances as well as the effect of fiber/ply
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Fig. 10. Representative load-displacement curves for DCB specimens.

bridging [47].

Table V shows the average (Gp. initiation values for all specimens tested. The
average initiation value for the standard panels was calculated as 249.J/m? with a
coefficient of variation (CoV') of 29%. This agrees well with results of similar materials
seen in other studies [46]. The large variation in initiation values is also not uncommon
and has been attributed by Martin to the variation of placement of the crack starter
insert with respect to fiber yarns [46, 47, 50]. The average initiation value for the
neat epoxy interleaved panel was calculated as 216.J/m? with a CoV of 7%, a 13%
reduction with respect to the non-interleaved panels. The average initiation value for
the as-received XD CNT/epoxy interleaved panel was 230.J/m? with a CoV of 12%.
This indicated a decrease in initiation fracture toughness of 8% for the as-received
XD CNT panel with respect to the non-interleaved panels. The amino-functionalized

XD CNT/epoxy interleaved panels produced the highest initiation fracture toughness
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Fig. 11. Representative R-curves for DCB specimens: (a) Standard panels; (b) Neat
and As-received XD CNT panels; (¢) Amino-functionalized XD CNT panels.

with an average value of 293J/m? and a C'oV of 16%. This demonstrates an increase

in initiation fracture toughness of 18% over non-interleaved panels and an increase of

36% over the neat epoxy interleaved panel.

Although the neat epoxy interleaved panel demonstrated a lower average initia-

tion fracture toughness than the standard panels, t-test analysis of the data indicated

that the neat film panel results were not statistically distinguishable from the stan-

dard panels. Similarly, there were no statistically significant differences between the

standard panels and the as-received XD CNT/epoxy interleaved panel. This indi-

cates that the toughness associated with the neat and as-received CNT interleaved

panels are essentially the same as that observed with the standard non-interleaved
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Table V. Initiation fracture toughness values.

Initiation Gy,

(J/m?)
Interleaf Type Mean Std. Dev. CoV (%)
Standard Panel 248 71 29
Neat Epoxy 216 15 7
As-Recieved XD CNT/Epoxy 230 27 12
Functionalized XD CNT/Epoxy 293 48 16

panels. Sun et al. [41] demonstrated no increase of fracture toughness (Kj.) for
1.0 weight percent as-received XD CNT/epoxy nanocomposites compared to neat
EPIKOTE 862/W. They also demonstrated an increase of 18% in K. values for
PAMAM-0 functionalized XD CNT /epoxy nanocomposites as well as an increase of
34% for PAMAM-0/epoxy specimens. This correlates well with the 18 — 36% in-
crease in (G, of the functionalized panels with respective to the standard and neat
interleaved panels observed in this study. However, the improved toughness of the
PAMAM functionalized CNTs as well as the PAMAM modified epoxy shown by Sun
et al. indicates that it is the addition of the dendrimer to the polymer which creates
an increased fracture toughness and not the presence of the CNTs.

Table VI shows the average Gij. plateau propagation values for all the panels. The
average propagation for the standard panels was calculated as 459.J/my with a CoV
of 22%. The average propagation for the neat epoxy interleaved panel was calculated
as 375J/m? with a CoV of 9%, a 18% reduction with respect to the non-interleaved
panels. The average propagation value for the as-received XD CNT /epoxy interleaved
panel was 380J/m? with a CoV of 20%, a decrease in initiation fracture toughness
of 17% relative to the non-interleaved panels. The amino-functionalized XD CNT

produced the highest propagation fracture toughness of the interleaved panels with
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an average value of 438J/m?* and a CoV of 21%. This demonstrates a decrease in
propagation fracture toughness of 5% with respect to non-interleaved panels and an

increase of 17% over the neat epoxy interleaved panel.

Table VI. Propagation fracture toughness values.

Propagation Gy,

(J/m?)
Interleaf Type Mean Std. Dev. CoV (%)
Standard Panel 459 100 22
Neat Epoxy 375 35 9
As-Received XD CNT/Epoxy 380 76 20
Functionalized XD CNT/Epoxy 438 93 21

While the propagation fracture toughness for the standard and functionalized
XD CNT/epoxy interleaved panels remained roughly equal, on average, there is a
slight decrease in the propagation toughness for both the neat epoxy and as-received
XD CNT/epoxy interleaved panels. This difference is due to a combination of both
the type of failure as well as the amount of fiber bridging present within each specimen
seen in Fig. 12.

Cohesive failure, or failure within the matrix, is evident within both the as-
received and the second functionalized F P2 panels. Additionally, there is little ob-
served fiber bridging within the as-received panel and almost no fiber bridging ob-
served within F'P2. As the crack propagates, it tends to progress through the resin
rich area between the fiber plies. As such, the failure is mainly Mode I and the com-
posite toughness is entirely dependent on the local matrix toughness which the crack
is propagating through. As seen in both the initiation fracture toughness results as
well as in [41], the as-received XD CNT/epoxy interleave film demonstrated a frac-

ture toughness roughly equal to that of the un-toughened bulk resin. This result,
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Fig. 12. Representative failure surfaces for various panels: a) Standard panels; b) Neat
epoxy interleaved panel; ¢) As-received XD CNT /epoxy interleaved panel; d)
Amino-functionalized XD CNT/epoxy interleaved panel 1; e) Amino-func-
tionalized XD CNT /epoxy interleaved panel 2.

along with the limited amount of fiber bridging, explain the low propagation fracture
toughness of the as-received interleaved panel. Fig. 13 demonstrates the difference
in propagation toughness values between the first and second functionalized panels
(FP1 and F P2, respectively). F'P2 under-performs F'P1 by 25%. This is explained
by the lack of fiber bridging within the panel. Although the F'P2 showed little, if
any bridging, the toughness roughly equalled the as-received panel toughness. This is

most likely due to the improved fracture toughness associated with the functionalized
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Fig. 13. Propagation fracture toughness values for functionalized panels 1 & 2.

Adhesive failure is the most commonly seen failure method within the tested
panels and is associated with the propagation of the crack along the fiber/matrix
interface. As the crack progresses along the fiber microstructure, it deviates more
in its path, producing a mixed-mode (Mode I/Mode II) component of failure and
thus increasing the observed Mode I toughness. However, just as in the case of cohe-
sive failure, fiber bridging acts as the main toughening agent within the panels. All
standard panels demonstrated significant fiber bridging along with nearly complete
adhesive failure. Both the neat and F'P1 panels demonstrated adhesive failure with
less fiber bridging. The presence of the films therefore reduce fiber bridging and its
beneficial toughening effects. The difference between the propagation toughness val-
ues for the neat and functionalized panels is therefore indicative of the film toughness

since fiber bridging is not present.
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D. Conclusions

The effect of XD CNT modified epoxy interleaf films on the Mode I interlaminar
fracture toughness of woven fabric carbon fiber/epoxy composites was examined and
compared to results obtained for non-interleaved standard panels as well as panels
modified with neat epoxy interleaf films. The initiation fracture toughness of panels
containing the neat epoxy as well as as-received XD CNT interleaf films showed no
statistically significant difference with respect to the non-interleaved standard panels.
Amino-functionalized XD CNT /epoxy interleaved panels demonstrated an average
18% increase in Gy, over standard panels as well as a 36% increase over the neat
epoxy interleaved panel. This is most likely due to the toughening effect produced by
the presence of PAMAM-0 dendrimer within the epoxy, and not a direct consequence
of the presence of CNTs. The propagation fracture toughness of the functionalized
XD CNT/epoxy interleaved panels was not sufficiently different than the standard
panels while the neat and as-received XD CNT /epoxy interleaved panels decreased
by 18% and 17% compared to the standard panels, respectively. This decrease in
propagation toughness is attributed to both a suppression of fiber bridging and the

inherently toughness of the interleaf films.
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CHAPTER IV

OVERALL CONCLUSIONS AND FUTURE WORK

Carbon fiber reinforced polymer composites have a proven history as an effective
structural material. However, due to a combination of both the constituent material
properties as well as the physical arrangement of the constituent materials within
a fiber reinforced composite, there exist areas which can limit the performance of
the composite. These limitations are usually in the out-of-plane direction, especially
interfacial strength, interlaminar fracture toughness, and thermal and electrical con-
ductivity. In an effort to produce better materials, researchers have looked at ways
to utilize the same material for multiple effects. This includes the use of structural
materials for thermal or electrical applications such as lightning strike dissipation,
electro-magnetic shielding, damage sensing and improved thermal dissipation. This
multifunctionality of a material would allow for reduced weight and complexity within
a system and would also possibly reduce cost as well.

Carbon nanotubes, with their small size, high electrical and thermal conduc-
tivity, and exceptional mechanical properties, are ideal candidates for producing or
improving multifunctional capabilities within standard composite materials. How-
ever, due to their high cost and difficulties in dispersion, use of CNTs within the
composite should be as efficient as possible. To this end, novel processing and in-
corporation techniques should be used to control both placement and orientation of
CNTs within the bulk material. In the previous chapters, two methods of nanotube
placement were investigated along with the effect these methods had on the inter-
facial strength and interlaminar fracture toughness of carbon fiber reinforced epoxy
composites. Chemical vapor deposition proved to be a useful technique for control-

ling the location and orientation of multi-walled carbon nanotubes on carbon fiber
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substrates. This process results in a fiber with nanotubes directly attached to the
fiber surface, producing an interphase region with a large volume fraction of carbon
nanotubes and potentially creating a stiff and highly conductive network transverse
to the fiber length. In addition, the presence of the nanotubes increased the interfa-
cial shear strength of the fiber by up to 71% over unsized fiber, thus improving the
overall efficiency of the composite. Amine functionalized MWCNTSs dispersed within
a thin epoxy interleaf film provided an easily integrated method for placing CNT's
within standard composite laminates. In addition to allowing for direct placement
control of CNTs within a composite, these CNT-modified films were able to improve
the initiation interlaminar fracture toughness by 18%. This provides not only a viable
method of producing multifunctional materials, it also provides an improvement to
one of the most significant limitations of standard composite laminates; interlaminar
fracture toughness.

The improvements seen in the interfacial strength of MWCNT coated carbon
fibers could also offer an improvement to the interlaminar fracture toughness of
MWCNT /epoxy interleaved composite laminates. It was demonstrated within this
study that the MWCNT-modified laminates produced an improved initiation fracture
toughness due to the addition of nanotubes to the epoxy mid-layer. With the initia-
tion fracture toughness being dominated by the inherent toughness of the matrix, the
toughening effect of the nanotubes was able to have a significant effect on this prop-
erty. However, once the crack began to propagate, most of the interlaminar fracture
moved strictly from within the matrix to become dominated by adhesive failure along
the fiber-matrix interface. Improvement in toughness associated with adhesive failure
should result by strengthening the interface between fibers and matrix. Within the
interfacial shear strength tests, it was shown that the presence of randomly oriented

MWOCNTSs along a fiber improved the interfacial shear strength by 71% over unsized
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fibers. Additionally, it was shown that the presence of radially aligned MWCNTSs
along the fiber improved the interfacial shear strength by 11%. The difference be-
tween these two values was determined to be due to the presence of nanotubes aligned
along the loading direction. For the randomly oriented MWCNT coated fibers, there
existed a certain percentage of nanotubes which were oriented along the shear loading
direction. These tubes were able to sustain the applied load in shear and therefore
enabled a strengthening effect. The radially aligned MWCNT coated fibers however,
had nanotubes generally aligned perpendicular to the loading direction. These radi-
ally aligned tubes could not take the shearing load and therefore did not produce the
enhancements seen within the randomly oriented specimens. Assuming that the in-
terfacial failure due to shear can be considered representative of a Mode II failure, and
observing the benefits demonstrated by the presence of nanotubes oriented along this
loading direction, it is conceivable that similar results would be obtained for MWCNT
coated fibers subjected to Mode I fracture, especially when the nanotubes are aligned
radially. In this case, both the randomly oriented MWCNT coated fibers, with some
nanotubes being aligned in the radial direction, and to a greater degree the radially
aligned MWCNT coated fibers, should produce an enhanced fracture toughness when
subjected to Mode I adhesive failure. The incorporation of CVD grown MWCNTs
on carbon fabric plies and MWCNT /epoxy interleaf films within the same composite
laminate therefore has the potential to achieve improvements in both adhesive and
cohesive interlaminar fracture toughness as well as improved load transfer efficiency
within the composite. By combining these mechanical improvements with the ben-
efits associated with the high thermal and electrical conductivity of nanotubes, a
multifunctional composite laminate is possible. It is therefore suggested that future
effort be applied to incorporating both nanotube placement techniques within carbon

fabric/epoxy composite laminates.
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