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Abstract

The goal of this chapter is to provide a general introduction about graphene nanocom-
posites studied by Raman spectroscopy. The chapter will therefore begin with a brief
description of the major Raman bands of carbon allotropes. In the following chapter a
concise comparison between single walled carbon nanotubes (SWCNTs), multi-walled
carbon nanotubes (MWCNTs), fullerenes and graphene is exposed. The characteristic
features in Raman spectra of carbon allotropes, namely the intense signals D and G are
investigated. In particular, the chapter will outline the Raman spectrum of graphene and
different types of graphene oxide. The last part of the chapter is devoted to graphene
nanocomposites.

Keywords: carbon allotropes, carbon nanotubes, graphene Raman bands,
graphene oxide, polymeric nanocomposites

1. Introduction

As a nondestructive chemical analysis technique, Raman spectroscopy has become a power-
ful research tool providing detailed information about chemical structure and identity, phase
and polymorphism, molecular interactions and crystallinity. Raman spectrum is a distinct
chemical fingerprint for a particular molecule or material and it can be used to quickly iden-
tify the sample, or distinguish it from others. Therefore, Raman spectroscopy may be used in
any application where nondestructive, microscopic chemical analysis or imaging is required.
The use of Raman spectroscopy initially originating in physics and chemistry analysis has
now spread to a variety of applications in materials science [1] or even in biology for ultrafast
reveling of bacteria [2] and medicine [3].
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180 Raman Spectroscopy

Recently, carbon materials have revolutionized the field of material science. In order to illus-
trate the importance of Raman spectroscopy in the field of carbon nanocomposites a short
description of some representative carbon allotropes will be exposed. Due to its unique elec-
tronic structure, carbon is an element available in a variety of structural forms being able to
form sp®, sp? and sp hybridization networks more stable than any other element. Carbon
nanomaterials offer a wide range of useful properties such as large specific area [4], excellent
electrical conductivity [5], high Young’s modulus [6] and thermal conductivity [7]. Raman
spectroscopy is an important tool for the characterization of carbon nanomaterials offering
valuable information about the existence of structure defects or further functionalization.

Although carbon materials are all entirely made of C-C bonds, the orientation of these bonds
is different for each type of carbon allotrope. All these materials are exclusively composed
of pure carbon but are different structural forms and exhibit quite different physical proper-
ties and chemical behavior. Carbon exists in two allotropic forms: crystalline allotropes (dia-
mond, graphite, fullerene, carbon nanotubes) and amorphous allotropes (carbon black, coke,
charcoal).

Diamond is the hardest material on earth and finds applications in cutting, drilling, and jew-
elry. In diamond structure each carbon atom undergoes sp® hybridization and it is linked
with four other carbon atoms in a tetrahedral structure. Diamond does not conduct electricity
because it does not exhibit any delocalized electrons.

Graphite has a layered structure and all these layers are held by Van der Waals forces. In
graphite structure each carbon atoms is sp? hybridized and each layer is composed of hexago-
nal rings of carbon atoms.

Fullerenes are made by heating graphite in an electric arc in the presence of inert gas. These
carbon allotropes are cage like structures, with all carbon atoms sp? hybridized.

Carbon nanotubes (CNTs) exhibit the form of cylindrical carbon molecules and exhibit unique
features that make them extremely useful in a plethora of applications especially in nanotech-
nology, electronics, optics and many other fields of materials science. A carbon nanotube can
be defined as a tube-shaped material, entirely made from carbon, having the diameter mea-
suring on the nanometer scale. A carbon nanotube can be as thin as a few nanometers but as
long as hundreds of microns [8]. CNTs are at least 100 times stronger than steel, but only one
sixth as heavy, so nanotube fibers could strengthen almost any material [9]. Nanotubes may
conduct heat and electricity better than copper. CNT are already incorporated in polymer
composites to control or enhance conductivity. Carbon nanotubes may be classified as single-
wall (SWCNTs) or multi-wall nanotubes (MWCNTs). SWCNTs can be simply envisaged like
a regular tube entirely made of carbon atoms. In contrast to single-wall carbon nanotubes,
the MWCNTs are an assemblage of an outer and at least one inner carbon tube separated one
from another by interatomic forces.

Graphene is a thin single layer of pure carbon. Graphene was firstly isolated in 2004 by
two researchers from The University of Manchester using the “scotch-tape” technique [10].
Basically graphene consists in a monolayer of graphite. In more complex terms, graphene is a
two dimension honeycomb single layer crystal lattice formed by the tightly packed sp? bonded
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carbon atoms [11]. Having excellent thermal, mechanical, electrical and barrier properties [12],
graphene is recommended for many applications such as: electronics [13], antimicrobial mate-
rials [14], construction materials [15], battery [16] and supercapacitors etc. More details about
graphene and other graphene derivatives will be exposed in section 2 of this chapter.

In order to differentiate these materials there is a strong demand for techniques that can be
used to characterize them. As a remarkably sensitive technique, Raman spectroscopy suits
perfectly on these demands, being highly responsive to symmetric covalent bonds with very
little or no dipole moment. Raman spectroscopy is capable of discerning any slight changes
in structure.

When monochromatic radiation is incident upon a carbon allotrope sample the light will
interact with the sample in a specific way. Every bond in the Raman spectrum corresponds
directly to a specific molecular bond vibration, including bonds such as C-C, C=C, C-H etc. As
a chemical fingerprint of the material, the general spectrum profile (peak position and inten-
sity) provides unique information which can be used to identify the material and distinguish
it from others.

When comparing the Raman spectra of two carbon allotropes — diamond and graphite —
significant differences between these two materials can be noticed even if both are entirely
made of C-C bonds (Figure 1). The Raman spectrum of pure diamond exhibits an extremely
sharp signal at ~1332 cm™. The Raman spectrum of graphite shows different features com-
pared to diamond. Two distinguishable peaks are revealed at ~1350 cm™ (D band) and
~1580 cm™ (G band). The G band arises from the stretching of the C-C bond in graphitic
materials and it is common to all sp? carbon systems. The presence of an additional band in
the graphite spectrum reveals that graphite is not as uniform in structure as diamond. The
D-mode in graphite is induced by disorder or defects and increases linearly with decreasing
graphite crystallite size (Figure 2).

Fullerene Cen

SWONT Graphene Graphite

Figure 1. Structure of the most representative carbon allotropes.
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Figure 2. The Raman spectra for a) natural diamond and c) synthesized diamond compared with b) Raman spectrum of
graphite (Yao K et al. (2017) copyrights) [17].

More complex structures can be also investigated by Raman spectroscopy. Fullerenes have
attracted much attention for their applications in non-linear optics [18] or biomedical devices
[19]. C60 (also called Buckminster fullerene) and C70 have been investigated in a large num-
ber of experiments because of their potential applications fabrication of nanodevices such as
field effect transistors and flat panel display devices based on field emission [20].

Figure 3 compares the Raman spectra of C60 and C70. The Raman spectrum of C60 exhibited
strong signals at 1467 cm™ and 1567 cm™. This fact reveals that C60 is composed of sp* bonded
carbon and the sharpness of the signal shows that C60 exhibits a uniform structure. On the
contrary, the Raman spectrum of C70 exhibits numerous other peaks. In case of C70 film, the
main peaks are located at 1564 and 1228 cm™ due to a reduction in molecular symmetry which
results in more Raman bands. Their relative intensities strongly depend on the excitation laser
wavelength.

Until 1980 only four carbon allotropes were known: graphite, amorphous carbon, fullerenes
and diamond. Since their discovery in 1991 by Dr. Sumio ljima, carbon nanotubes (CNTs)
have gained tremendous attention as a versatile nanomaterial with abundant applications.
Like previously mentioned, CNTs are carbon allotropes with a cylindrical nanostructure.

CNTs are essentially rolled up graphene sheets that have been sealed to form hollow tubes
(Figure 1). Depending on the number of concentrically rolled-up graphene sheets, CNTs
are classified to single-walled (SWCNT), double-walled (DWCNT), and multi-walled CNTs
(MWCNT). The structure of SWNT can be imagined by wrapping a one-atom-thick layer of
graphene into a seamless cylinder. DWCNT is considered as a special type of MWCNT wherein
only two rolled up graphene sheets are present. MWCNT consists of two or more numbers of
rolled-up concentric graphene sheets [22]. The diameter of SWCNT is generally up to 2 nm. In
case of MWCNTs the diameter varies from 5 to 20 nm, seldom exceeding 100 nm [23].
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Figure 3. Raman spectra for C60 and C70 films. The insets show the molecular structures for C60 and C70 (Zhang X et al.
(2016) copyrights) [21].

Having remarkable properties such as high electrical conductivity, very high tensile strength
and low thermal expansion coefficient, CNTs have been investigated for many applications
such as composite materials, microelectronics and electronic components, solar cells, energy
storage devices [24] etc. In addition, their one-dimensional structure makes them an ideal
platform for biomedical applications. Due to their important applications a significant num-
ber of methods to produce CNTs were developed: arc discharge method [25], laser method
[26], chemical vapor deposition (CVD) [27], ball milling [28], etc. Final properties of CNTs are
dependent on the production and purification methods.

In Figure 4 a comparison of Raman spectra of graphite, SWCNTS and MWCNTs is depicted.
The stretching of the C-C bond in graphitic materials gives rise to the so-called G-band Raman
feature which is common to all sp? carbon systems. This spectral feature is similar for graphite
and nanotubes but is not used for distinguishing one carbon nanostructure from another. The
G-band is highly sensitive to strain effects in sp? carbon materials and can be used to investigate
any modification to the structure of graphene, such as the strain induced by external forces in
multiwall nanotubes, or even by the curvature of the side wall when growing a SWCNT [29].
A prominent G band can be noticed in the graphite Raman spectrum at ~1580 cm™. As one can
see the G band is present also in the SWCNT and MWCNT spectra but with different width.
The G-band of investigated SWCNTs splits in two band components because of large diameter
nanotubes and it can be used to distinguish metallic and semiconducting nanotubes.

Another important band in the Raman spectra of the investigated nanotubes at ~1350 cm™
was observed known as the D band. The D band is caused by disordered structure of gra-
phene sheets. The presence of disorder in sp*hybridized carbon systems results in resonance
Raman spectra as one can see in the Raman spectrum of CNTs making Raman spectroscopy
one of the most sensitive techniques to characterize disorder in sp? carbon materials. In case
of CNTs the D band is significantly increased compared to graphite. The increase of the ratio
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Figure 4. The Raman spectra of a) graphite, b) single wall carbon nanotubes (SWCNTs) and c) multiwall carbon
nanotubes (MWCNTs).

between the intensity of D band and the intensity of G band (In/Ic) indicates that some dis-
order of the graphene sheets is induced. As previously mentioned graphite consists of stacks
of planar sheets of graphene and carbon nanotubes are basically rolled-up graphene sheets.
Therefore the presence of the 2D band (also named G" band) is observed in all spectra of the
investigated samples which features the arrangement and the number of graphene layers
[30]. The importance of the 2D band of graphene will be better explained in section 2 of this
chapter. The radial breathing mode (RBM) is particularly important for the determination of
the diameter of CNT, its frequency being related to the aggregation state of SWCNTs. The
RBM band is unique to SWNCTs and corresponds to the expansion and contraction of the
nanotubes. Comparing the Raman spectrum of MWCNTs to that of SWCNTs some important
differences can be easily noticed: the absence of RBM mode in MWCNTs spectrum and much
sharper D peak in MWNCTs. The RBM band is not present in case of MWNCTs due to the
outer tubes that restrict the breathing mode. The presence of a more outlined D band in case
of MWCNTs is observed because of the multilayer configuration of nanotubes suggesting a
more disordered structure. In addition, a sharper D+G combination peak strongly supports
the presence of higher disorder in the MWCNTs, compared to SWCNTs.

2. Graphene and graphene oxide

Even if for several decades the isolation of single layer graphite seemed to be impossible two
researchers from Manchester University successfully managed in 2004 to isolate monolayer
graphite. The “scotch-tape” technique reported by Geim and Novoselov consisted in obtaining
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single layer of graphene on a silicon oxide substrate by peeling the graphite by microme-
chanical cleavage [10]. In 2010 the two researchers won the Nobel Prize in Physics for their
pioneering study [31]. Several methods have been established for graphene production, such
as micromechanical or chemical exfoliation of graphite [32], graphitization of silicon carbide
[33], chemical vapor deposition (CVD) growth [34], and chemical, thermal or electrochemical
reduction of graphene oxide [35].

Graphene is a one-atom-thick planar sheet of sp2-bonded carbon atoms that are densely
packed in a honeycomb crystal lattice [36]. Due to its 2D nature graphene exhibit a unique
combination of characteristics not seen in other carbon allotropes. Graphene is the thinnest,
strongest and stiffest material [37]. Graphene has extraordinary electrical properties due to the
high electron mobility at room temperature [38]. In terms of mechanical properties graphene
exhibit greater performances when single or few layer graphene are employed. Therefore, the
superior mechanical properties of graphene and its derivatives make them the ideal candi-
dates for incorporation into a large variety of materials in order to produce composites with
enhanced properties.

Graphene also exhibits other high characteristics such as large specific surface are, high trans-
parency and high thermal conductivity. Because of its high surface area graphene also finds
potential applications as support material in catalysis field as an electrode material in electro-
chemical applications such as supercapacitors and batteries [39].

Due to these extraordinary properties, graphene found already a great number of important
applications with potential used in touch screens displays, fuel cells, intelligent coatings, trans-
parent conductive films and flexible electronics [40]. In addition, once functionalized with bio-
molecules like polysaccharides [41], proteins [42], etc. or other biological systems graphene
can be integrated for developing new applications in biomedicine and bio-nanotechnology
such as biosensors [43], biocatalysis [44], biofuel cells [45], etc.

It is worth noting that the electronic properties of graphene drastically depend on the number
of graphene layers. For that reason, the graphene community distinguishes between mono-
layer graphene, bilayer or few-layer graphene. A structure composed of more than 10 gra-
phene layers exhibits the electronic properties of graphite and therefore is considered as a
thin film of graphite. Being transparent as well as a good conductor, graphene may replace
the electrodes in the indium used in touchscreens [46].

In order to integrate graphene into various functional structures or other materials for mak-
ing performant nanodevices one preliminary condition is required: graphene sheets have to
be exfoliated into individual or few-layer sheets and stabilized. Also, unwanted by-products
and structural damage can be produced while synthesizing graphene. A quick and precise
method for determining the number of layers of graphene sheets is essential for speeding
up the research and exploration of graphene. In sp2-bonded carbon species, as a highly
sensitive and non-destructive technique, Raman spectroscopy can be used to investigate
the number of layers, the type and relative quantity of defects, mechanical strain, and any
further functionalization. Therefore Raman spectroscopy is one of the most powerful tools
available for analysing graphene.
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In specific case of graphene, Raman spectroscopy can evaluate not only the number of gra-
phene layers, but also can provide a quick and non-destructive means to distinguish mono-
layer, bilayer and few layer graphene. The most prominent Raman features of graphene are
the so-called G band and 2D as easily seen in Figure 5, which depicts a typical Raman spec-
trum for graphite and graphene respectively obtained using a 514 nm excitation laser.

Graphite consists of sp> bonded planar graphene sheets stacked through Van der Waals inter-
molecular forces. When comparing the Raman spectra of graphite and graphene one can
observe a tremendous similarity. The reason for that is the fact that graphite consists in mul-
tiple stacked graphene layers. As in the case of graphite, the G mode from graphene occurs
around 1580 cm™ and the 2D signal is situated around 2700 cm™. Two further signals can be
noticed: the D band that is observed at ~1350 cm™ and 2D" band at ~3250 cm™.

In terms of vibrational behavior, the G band originates from in-plane stretching vibrations of
sp? carbon atoms in both rings and chains. Even at low intensity the D mode can be observed
in the Raman spectrum of graphene which occurs due to the breathing modes of sp? carbon
atoms rings. Generally the D mode is associated with the presence of graphene structural
defects. When the D band is higher it means that the sp? bonds are broken and new sp® bonds
are created. Consequently the increase of the ratio between the intensity of D band and the
intensity of G band (In/Ic) demonstrates that new defects are created during the modification
of pristine graphene.

The D mode is almost absent in well-ordered structure of graphene and graphite. Despite the
similarities, there are some significant differences as one can notice in Figure 5. In case of pure
graphene the 2D band situated at ~2700 cm™ is much sharper. The 2D band originates from a
two-phonon double resonance process and it is interrelated to the band structure of graphene
layers. Figure 5(b) indicates a significant change in the shape and intensity of the 2D band
of graphene compared to graphite. It can be easily observed that in case of graphene the 2D
peak is much narrower and its position is down-shifted. Another difference is observed in the
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Figure 5. (a) The Raman spectra of graphene and graphite measured at 514.5 nm. (b) 2D peaks in graphene and graphite
(Ferrari A (2007) copyrights).
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Raman spectrum of graphite in which the 2D band is formed from two elements, namely 2D,
and 2D, [45], which are roughly ¥4 and Y2 of the height of the G peak, respectively. Graphene
exhibits a single sharp 2D signal, approximately four times more intense than G band [47].
When more graphene layers are present, the 2D peak is shifted to higher frequencies due to
the interactions between the graphene layers.

Many studies showed that Raman spectroscopy can be used as an indicator for single or
multi-layer graphene [48]. As one can see the 2D peak evolves as the number of graphene
layers increases to about ten layers upon its profile resembles with that of graphite. As the
number of graphene layers increases an important reduction of the relatively intensity for the
2D, mode is noticed. Therefore graphene stacks that have more than five layers are more dif-
ficult to discriminate from graphite by Raman spectroscopy (Figure 6).

It is worth pointing out that this technique for identifying the number of graphene sheets
is precisely established only for graphene with AB Bernal stacking [49]. Graphene samples
that exhibit AB Bernal stacking features are graphene layers where half of their atoms lie
directly over the center of a hexagon in the lower graphene sheet, and half of the atoms lie
over an atom. Bernal stacked bilayer graphene exhibit much interest for functional electronic
and photonic devices due to the feasibility to continuously tune its band gap with a vertical
electrical field [50]. Such type of samples are obtained from highly oriented pyrolytic graphite
(HOPG) produced by mechanical exfoliation. Also chemical vapor deposition (CVD) or ther-
mal deposition of SiC can be used to synthetize bilayer graphene but these procedures do not
lead to homogeneously AB stacking layers.

Since the graphene flakes have small dimensions it is important to select a Raman instrument
with high microscopy performances. Consequently for more accurate results most Raman
measurements are performed using an optical microscope which allows a better localization

Figure 6. (a) and (b) The evolution of G band by increasing the number of layers, (c) and (d) The evolution of the 2D
band by increasing the number of graphene layers using 514 and 633 nm excitation laser (Ferrari A (2007) copyrights).
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of the graphene layers. Raman microscopy couples a Raman spectrometer to a standard opti-
cal microscope, allowing high magnification visualization of graphene and Raman analysis
with a microscopic laser spot.

However, the addition of a microscope to a Raman spectrometer does not provide full 3D spa-
tial resolution. More recently, confocal Raman microscopy (CRM) was used in order to investi-
gate graphene layers [51]. As the name suggests confocal Raman microscopy refers to the ability
to spatially filter the analysis volume of the sample, in the XY (lateral) and Z (depth) axes. A
confocal microscope practically designs clear images of a sample by removing most of the light
from the investigated sample [52]. Apart from allowing better observation of fine details of the
sample CRM gives rich information concerning the distribution of individual chemical com-
ponents, and variation in other effects such as phase, polymorphism, stress/strain, and crystal-
linity. Based on thousands of Raman spectra acquired from different positions on the sample
Raman spectral mapping can be created generating detailed chemical images.

Moreover, the substrate on which the graphene samples are deposited and the Raman equip-
ment performances has a significant role for graphene investigation. Monolayer graphene
can be observed on many types of substrates like sapphire, single crystal quartz, glass, metal
alloys like NiFe, or polymers like polytetrafluoroethylene (PTFE), but the most popular sub-
strate surface used to discriminate the monolayer graphene is the silicon wafer with a silicon
dioxide layer (SiO,/Si). The Si/SiO, substrate usually with 300 nm thickness was reported in
many studies as the most appropriate for visual detection of single layer graphene (SLG) [53].
Additionally, it is important to study the interaction between monolayer graphene and the
substrate because possible interaction may appear due to defects or surface changes between
the two interfaces. In case of monolayer graphene obtained by epitaxial growth from SiC
substrates a strong interaction between graphene and SiC substrate appears by strong blue-
shifting the G and 2D signals (~11 cm™ and ~34 cm™, respectively) due to covalent bonding
of the two interfaces [54]. On the other hand, the interactions between graphene produced
by micro-cleaving and standard SiO,/Si substrate do not influence the physical structure of
graphene because only weak Van der Waals forces could appear [55].

It was found that the Raman spectrum depends not only on the substrate, but also on the wave-
length of the excitation laser. Regarding the laser excitation energy for graphene investigation
usually the visible lights laser are employed (from 633 to 473 nm). The near infrared (NIR) or
ultraviolet (UV) sources are not frequently used. When analyzing graphene layers placed on
silicon wafers with silicon dioxide (SiO,/Si) strong fluorescence signals are observed using a
NIR laser (780 or 785 nm). Also, graphene layers are difficult to investigate using a UV excitation
laser (from 244 to 364 nm) due to the fact that the obtained Raman spectrum exhibits differences
concerning relative intensities of the characteristic graphene signals. Not least the selection of
the excitation source is important. In order to avoid sample damaging usually powers between
0.04 to 4 mW are employed. At higher laser power it was observed that the laser may burn the
graphene sample leading to graphitization and therefore to spectral variations. Also, if lower
laser power is used the ratio between the Raman signal and noise is very poor [56].

Graphene oxide (GO) is another graphene material that can be intense characterized by Raman
spectroscopy. By chemical oxidation of graphite in the presence of strong oxidizing agents
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and ultrasonic cleavage graphite oxide is obtained, at the end presenting on its surface a
significant number of functional groups such as hydroxyl, carboxyl and epoxy [57]. The intro-
duction of oxygenated functionalities not only expands the layer separation, but also makes
the material hydrophilic and relatively easy to disperse in aqueous media or other polar sol-
vents [58]. This property enables graphite oxide to exfoliate in hydrophilic medium under
sonication and finally to produce single or few layer graphene oxide (GO). Consequently the
main difference between graphite oxide and graphene oxide is the number of layers.

In the last decade GO attracted the researchers attention due to its many important properties
which can be used to tailor novel applications. Graphene oxide sheets exhibit high design flex-
ibility. GO is decorated with a significant number of carboxyl groups (-COOH) and most of
them are located at the GO edges. These carboxyl groups are extremely useful as they can eas-
ily react for attachment of various functionalities. Thus, reactions may be established with (a)
amines and various organic molecules or polymers which exhibit in their composition amino
groups, by forming an amide linkage, (b) alcohols, phenols or epoxy groups to form ester bond,
(c) various other organic reactive macromolecules, resulting in the functionalization of GO.

Functionalization of GO can fundamentally change graphene oxide’s properties and conse-
quently, graphene oxide’s applications. Graphene oxide flakes can be used to remove radioac-
tive ions from water for disposal [59]. Also, graphene oxide can be used to develop sensors that
can detect tumorous cells by attaching to GO surfaces molecules that contain antibodies that
are further linked to the cancer cells. The cancer cells are then tagged with fluorescent mol-
ecules to make the cancer cells stand out in a microscope [60]. Withal graphene oxide is used to
obtain anodes for rechargeable lithium-ion batteries. The graphene oxide is thermally treated
in order to extract the oxygen form the film and driven to cause pores in the film which are
rapidly filled with lithium ions, resulting in quicker charge-discharge process for batteries [61].

With respect to electrical conductivity, graphene oxide behaves as an electrical insulator,
because of the disruption of its sp? bonding networks. It is important to reduce the graphene
oxide so as to restore the honeycomb hexagonal lattice of graphene, in order to recover elec-
trical conductivity. The product of this reduction reaction has been named in different ways,
including: reduced graphene oxide (rGO), chemically-reduced graphene oxide (CRGO), and
graphene. For the purposes of clarity, we will refer to the product as reduced graphene oxide
(rGO). Chemical reduction of graphene oxide is mostly employed in the presence of hydra-
zine (N,H,) where the majority of the oxidized groups of GO are reduced. But the use of
anhydrous N,H, demands a dry environment which creates difficulties for the large-scale
production. Usually chemical reduction agents are classified as toxic or corrosive. The electro-
chemical method to reduce graphene oxide in order to produce large rGO films is a greener,
safer and more convenient procedure for reducing graphene oxide films. Also the thermal
expansion of graphite oxide can be used for exfoliating graphite layers and finally to produce
functionalized graphene sheets. Temperatures around 550°C or higher can break the Van der
Waals forces that stack the graphene layers together and exfoliation occurs. After the reduc-
tion of graphene oxide defect sites within the lattice are produced which provide new routes
for chemical functionalization. Chemical modification of the graphene oxide by functional-
ization with different other molecules or polymers opens new routes for the incorporation of
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Figure 8. Raman spectra of various graphene oxides.

graphene in other matrices and surfaces to enhance its applicability, that which would other-
wise be more difficult using pristine graphene.

Being a derivative of graphene, the graphene oxide structure and functionalized graphene oxide
can be also successfully characterized by Raman spectroscopy. For this study different struc-
tures of commercial graphene oxide (Figure 7) were investigated using a Raman spectrometer
equipped with confocal microscope.



Graphene Nanocomposites Studied by Raman Spectroscopy
http://dx.doi.org/10.5772/intechopen.73487

In the Raman spectra of the studied graphene oxide structures one can observe that the G
band is much broader than in case of graphene and also blue-shifted to ~1590 cm™ (Figure 8).
The D band from graphene oxide Raman spectra is also modified exhibiting a much higher
intensity due to the disorder in the sp® structure induced after the oxidation of graphite and
also due to the attachment of hydroxyl and epoxide groups on the planar carbon structure.
Depending on the functionalization degree of graphene oxide, the Raman spectrum may
exhibit sometimes even stronger D band than G band. Regarding the 2D band its intensity is
very small compared to the D and G peaks, but may be enhanced by reducing the number of
graphene oxide layers. The D+G combination peak is also observed which strongly supports
the presence of a higher disorder structure for graphene oxide.

3. Raman investigation of graphene and graphene oxide
nanocomposites

Polymeric composites are biphasic materials consisting essentially of a continuous phase,
commonly referred to as polymer matrix, and a reinforcing or filler agent, which is the dis-
crete phase. The purpose of this association is to obtain materials with enhanced properties,
superior to those of individual components, capable of replacing natural materials (wood,
rocks, etc.), aluminum and its alloys, and other metallic materials. Polymeric composites are
obtained from a wide range of matrices (epoxy resins, polyester resins, phenol-formaldehyde
resins, vinyl polymers, elastomers, polyimides, etc.) with reinforcing materials (boron fibers,
glass fibers, or filler materials (wood flour, starch, silica, talc, asbestos, etc.).

Nanocomposites represent a new class of composites, characterized by the coexistence of two
distinct phases (an organic one which is the polymer as the continuous phase and an inor-
ganic phase dispersed in the continuous phase, the latter exhibiting nanometric dimensions).
The advantages of these structures consist in global properties superior to the individual
components such as improved optical clarity, high mechanical resistance, better conductivity,
leading to important uses in electronics, optics, constructions, etc. In order to obtain nano-
composites, two important aspects should be considered: firtsly, the nanoparticle must be
compatible with the polymer and to show satisfactory interfacial interaction; secondly, the
most convenient way to uniformly disperse the nanoparticles in the polymer matrix should
be chosen. In most cases polymeric nanomaterials exhibit multifunctionality by combining
more than one properties.

When the polymer is unable to intercalate between the graphene layers, a phase separation
(two distinct phases) is obtained, the properties of which resemble the microcompounds. In
addition to this class, two other types of composites can be prepared: intercalated structures
where most of the time a single polymer chain is interposed between layers of graphene,
resulting in a multilayered structure in which the polymer-graphene layers alternate and
exfoliated structures in which the graphene layers are completely dispersed in the continuous
polymer matrix (Figure 9).
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Figure 9. Schematic structure of graphene —based polymer composites.

Graphene nanosheets—polystyrene nanocomposites (GNS-PS) were prepared by in situ emul-
sion polymerization and reduction of graphene oxide using hydrazine hydrate [62]. The
nanocomposites displayed high electrical conductivity, and a considerable increase in glass-
transition temperature and good thermal stability of PS are also achieved. Raman spectros-
copy was employed as an efficient tool to probe the structural characteristics and properties
of graphene and graphene-based materials.

Figure 10 shows a schematic diagram for the formation of the GNS-PS nanocomposites.
TEM images revealed polystyrene microspheres with diameters ranging from 90 to 150 nm
attached to the graphene surface, particularly along the edges of the stacked nanosheets with
a thickness of several nm. This suggests that the compatibility between PS microspheres and
GNS is sufficient to obtain nanosized dispersion without an additional surface treatment.

Regarding the Raman spectrum of GNS, two intense features are assigned to the D band at
1331 cm™ and the G band at 1594 cm™. The G peak was assigned to vibrations of sp* carbon
atoms. The peak intensity ratio In/Ic of GNS nanocomposites was calculated as 1.156. This
fact demonstrated the presence of localized sp’ defects within the sp* carbon network, which
shows the chemical grafting of polymers to the GNS surface.

The prominent D peak revealed some structural defects are created during the reduction
process of the oxidized functional groups, while GNS synthesized through the exfoliation
method is considered a more effective route for graphene sheets production. The G band from
the GNS Raman spectrum was noticed at 1594 cm™ and upshifted by 5 cm™ in the composites
of GNS-PS. By combining the XRD and Raman spectroscopy, Hu and co-workers proved that
the substantial structure of the GNS has been maintained after PS microspheres were linked
to the edges of the stacked graphene nanoplatelets, which is advantageous for improving the
electrical and thermal properties of polymer.

Interest in graphene oxide has increased significantly due to its epoxy, hydroxyl, carbonyl
and carboxyl functional groups, allowing its functionalization and the formation of various
monomers on its surface. Dispersibility of graphene oxide in water and other solvents makes
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Figure 10. a) Synthesis of GNS-PS nanocomposites; (b) TEM image of CNS-PS nanocomposites; (c) Raman spectra of the
pristine GNS and GNS-PS nanocomposites (Hu H et al. (2010) copyrights).

it more attractive compared to graphene for the manufacture of electronic components or in
use for nanocomposites synthesis. Polymer reinforced with graphene oxide has been reported
in the literature [62].

Recently, graphene oxide with numerous carboxylic groups (GO-COOH) was modified
with benzoxazine rings in order to produce exfoliated graphene oxide — polybenzoxazine
[63]. The carboxylic groups from GO surface were treated with tyramine (TYR) in order
to synthesize a lot of phenolic groups using the activation of the carboxylic groups from
GO surface by 1-ethyl-3-(3-dimethylaminopropyl)-carbodiimide/N-Hydroxysuccinimide
system (EDC/NHS) and the chlorination method employing SOCI, respectively. GO-TYR
previously obtained further reacted with benzylamine and formaldehyde in order to form
the benzoxazine rings. Finally a nano structure with strong covalent bonds between the
graphene sheets and the polybenzoxazine chains was achieved (GO-Bz). The study dem-
onstrated that GO-COOH is a good candidate for the preparation of benzoxazine-based
nanocomposites due to the abundance of oxidized functional groups on its surface. Raman
spectroscopy was successfully employed to demonstrate the efoliation of the graphene
sheets through the polybenzoxazine matrix.
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In the Raman spectra for the raw material (GO-COOH), GO-TYR and final monomers GO-Bz
obtained by both methods, the characteristics of the graphene structure are noticed, namely
the intense signals D and G, which proves the presence of the graphene structure in the final
compound (Figure 11). At the same time, it is worth mentioning the appearance of the 2D band
that characterizes the arrangement and the number of graphene plans. Graphene, the two-
dimensional form of graphite, consisting of sp? hybridized carbon atoms has attracted the atten-
tion of researchers in recent years due to its excellent thermal, mechanical, electrical and barrier.
All these excellent properties have been shown to the monolayer graphene, the increase of the
number of layers leading to the decrease of its properties. For this reason graphene structure
has been extensively studied. Raman spectroscopy allows the investigation and determination
of the number of layers of the graphene, this information being extracted from the 2D spectrum
band. Thus, for products obtained by the EDC/NHS method, the band is wider even in the final
benzoxazine product, indicating aggregation in the form of multiple layers of the graphene
plans, provided that a part of the benzoxazine monomer did not polymerize and therefore,
there was no driving force needed to move the graphene aggregates into independent layers.
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Figure 11. Raman spectra of GO-COOH, GO-TYR, GO-Bz obtained by: a) EDC/NHS activation method; b) chlorination
with SOCL, (Biru [ et al. (2016) copyrights).
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In the case of thionyl chloride products, the 2D band is sharper, which proves that most of the
graphene aggregates have disintegrated due to the polymerization of the benzoxazine rings,
which has led to the cancellation of the attractions between the graphene plans.

The benzoxazine polymerization may take place either between the rings of the same GO
layer (“in-graphene” polymerization) or between the rings of two neighbors of GO layers
(“outgraphene” polymerization). The final balance between these two types of structure will
give the ratio between intercalated and exfoliated structures. Consequently the “in-graphene”
polymerization will lead to more exfoliated structures of GO-Bz (Figure 12).

4. Conclusions and outlook

Raman spectroscopy is a powerful instrument for investigating carbon nanomaterials. As a
highly sensitive technique Raman spectroscopy is recommended for detection of small changes
in structural morphology of various carbon nanomaterials playing an important role as a direct
or complementary tool in any laboratory working with carbon allotropes. Raman spectrum
shows specific signals for each carbon allotrope when the monochromatic radiation interacts
with the sample. Diamond and graphite exhibit significant differences in the Raman spectrum
even if both are entirely made of C-C bonds. The Raman spectrum of pure diamond exhibits an
extremely sharp signal at ~1332 cm™ which arises from the stretching of the C-C bond. Instead, in
the Raman spectrum of graphite two distinguishable peaks are revealed at ~1350 cm™ (D band)
and ~1580 cm™ (G band) revealing that the graphite is not as uniform in structure as diamond.

Alsomore complexstructures canbeinvestigated by Raman spectroscopy. The Raman spectrum
of C60 fullerene exhibits strong signalsat 1467 cm™ and 1567 cm ™ revealing that C60is composed
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of sp? bonded carbon. The sharpness of the signal shows that C60 exhibits a uniform structure.
On the contrary, the Raman spectrum of C70 exhibits numerous other peaks. In case of C70
sample, the main peaks are located at 1564 cm™and 1228 cm™ due to a reduction in molecular
symmetry which results in more Raman bands.

With this technique it is easily possible to distinguish graphite from diamond, SWCNTs from
MWCNTs or graphene form bulk graphite. The stretching of the C-C bond in graphitic mate-
rials gives rise to the G-band Raman feature which is common to all sp? carbon systems. The
G-band of SWCNTs splits in two band components because of large diameter nanotubes and
it can be used to distinguish metallic and semiconducting nanotubes. In case of CNTs the D
band is significantly increased compared to graphite indicating that some disorder of the
graphene sheets is induced. The radial breathing mode (RBM) is particularly important for
the determination of the diameter of CNT, its frequency being related to the aggregation state
of SWCNTs. The RBM band is unique to SWNCTs and corresponds to the expansion and
contraction of the nanotubes.

Raman spectroscopy could be even used to discriminate single layer graphene from mul-
tilayer graphene and to determine number of graphene sheets. In case of pure graphene a
sharper 2D band situated at ~2700 cm™ is observed. The 2D band originates from a two-
phonon double resonance process and it is interrelated to the band structure of graphene lay-
ers. The 2D peak evolves as the number of graphene layers increases to about ten layers upon
its profile resembles with that of graphite. Moreover, as a non-destructive characterization
technique Raman spectroscopy is frequently used to investigate graphene nanocomposites in
order to prove successfully graphene functionalization.
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