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HIGHLIGHTS

ABSTRACT

e Graphene nanosheets were prepared via a
series of mechanical exfoliation methods.

e Raman spectra confirm that obtained
graphene has the fewest number of layers.

e According to the result of XRD, the
obtained graphene layer has a thickness of
0.34nm.

e The route used is a way of producing low-
cost graphene at a high production rate.
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Graphene is one of the most important forms of carbon. Due to its exceptional
physical, chemical, and mechanical properties, it’s used in different fields such as
electronic, energy storage, and medical applications. Therefore, the production of
graphene in large quantities, at a low cost, and high quality, has become critical.
Using graphite powder, a few layers of graphene sheets were prepared via a
series of mechanical exfoliation methods. the dry ball milling process by the
planetary mill was used. Thereafter, the milling was followed by shear force and
then supported by ultra-sonication to reach the lowest level of the graphene
layers. Morphological properties were examined using a scanning electron
microscope (SEM) and a transmission electron microscope (TEM). Also,
structural characterizations were investigated using Raman spectra and X-ray
diffraction measurements (XRD) and (FTIR). Findings presented in this research
highlighted that the synthesis method followed was found to have several

Keywords: advantages, including low cost and the ease of producing a few layers of
Graphgne graphene nanosheets. Subsequently, the promising efficiency of the used
Graphite methodology is important.
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1. Introduction

Carbon is one of the most common elements with structural varieties on the periodic table [1]. Because of its unique
electronic structure, each carbon atom may be linked to single, double, or triple covalent bonds with another carbon atom or
another element. The electronic configuration of the carbon atom affects its properties as well as its ability to exist in a variety
of forms known as allotropes [2]. The outcome of different hybridization states of carbon (sp, sp?, and sp®). Many allotropes
were produced, such as diamond (sp®), graphite (sp?), and graphene (sp?). As a result, carbon-based materials, particularly
graphene, have emerged as having scientific and technological significance, attracting massive funding for project initiatives
while also being researched-intensive [3]. Since Prof. A. Geim and Prof. Novoselov revolutionary discovery in 2004 [4].
Graphene has emerged to become a thrilling 2D material with distinct attributes that have attracted great interest in the fields of
chemistry, physic, as well as their related interdisciplinary [5]. Graphene, as the thinnest material existing, the thickness of one
carbon atom arranged in a hexagonal lattice resembling a honeycomb, with bonded carbon atoms distance 1.42A° has unique
properties like mechanical flexibility, electrical, and thermal conductivity [6]. Ultimately, graphene became a "rising star" on
the horizon of materials science [7]. The sp? covalent bonds (¢ C-C) give graphene its mechanical strength, and the orbitals ()
make graphene conduct. So, it has become clear that the properties of graphene strongly depend on its unique structure and
configuration [8]. Further, it is the cornerstone in the formation of carbon allotropes. graphene can compact and form three-
dimensional graphite, or it can be rolled to form a one-dimensional carbon nanotube or wound around an axis and form a zero-
dimensional fluorine ball [9].

There are several techniques used to produce graphene. Some of them belong to top-down methods such as the exfoliation
method and chemical method, usually this method tends to produce graphene in high quantity but with some structural defects
that limit its application [10]. Other techniques belong to bottom-up methods such as the chemical vapor deposition (CVD)
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method which is characterized by its ability to produce graphene with high quality and controlled properties but it is suffering
from the low—scalability and high—cost requirements [11].

W. Zhao et al. argued on graphene synthesis via exfoliated graphite by ball milling with shear forces inside the planetary
mill chamber [12]. E. Varrla et al. prepared graphene from graphite powder by shear force. The shear force leads to the
fragmentation of the graphite layers by sufficient energy to overcome (Vander Waals forces) between the graphite layers to
obtain a few layers of graphene [13]. Z. Ismail et al. Using a kitchen mixer and commercial black tea, graphene was prepared
by direct exfoliation of graphite. Meanwhile, using a kitchen mixer to exfoliate graphene does not create any basal defects. For
the exfoliated graphene, in addition, it suggests that aliphatic compounds in tea may be responsible for the exfoliation and
stabilization of graphene in water [14]. Y. Htwe et al. graphene was produced with the highest stability, best electrical
conductivity, and fewer defects. Ultra-sonication at room temperature was used to assist in the electrochemical exfoliation of
graphene. by using different types of electrolytes [15]. G. Huang et al. high-quality graphene was successfully produced by
mechanically exfoliating graphite flakes in a ball mill, and layered multi-layered graphene was produced using a 1200 r/min
vibration frequency and stainless-steel grit [16].

This work aims to synthesis two-dimensional graphene following mechanical exfoliation and using hybrid method
(mechanical exfoliation by balls, shear blades, and ultra-sonication) to achieve mass production of graphene nanosheets.

2. Materials and Methods

.1 Materials

An elemental graphite powder utilized in preparing graphene nanosheets was obtained from (central drug house/New
Delhi/India) and the ethanol was obtained from (pronto chemical Co. turkey, 96% pure).

2.2 Methods

The starting-up powder graphite was weighed (10 g). The graphite was milled via a dry ball milling process that was
carried out using a planetary ball mill. The grinding media were hardened steel balls. The ball milling was run mild milling
speed of (600 rpm) [17] for 6h. In this process, the moving balls apply their kinetic energy to the material, break chemical
bonding between the sheets, and produce new surfaces [18]. There are two possible mechanisms responsible for the exfoliation
and fragmentation effects. The first is shear force, which is thought to be a brilliant mechanical method of exfoliation that
allows graphene sheets to delaminate, While the second one is the collisions or vertical impacts applied by the balls during
rolling actions. Planetary ball milling has the advantage of having a mass production rate [19].

To ensure the generation of shear forces which play an important role in the exfoliation of graphite sheets. The rotating-
blade mixer is the second stage adopted in this study. The produced graphite powder from the ball mill method was dispersed
in 400 ml ethanol solution dispersions in a kitchen blender with a three-blade impeller (3000 rpm), 1800W for 2h. The shear
exfoliation depends on the blades of the mixer, which motion blades generate shear, turbulence, and collisions with the
assistance of fluid dynamics and its cooperative effect in the events of the exfoliation through graphite self-lubricating ability
in the lateral direction [20].

Finally, the ultra-sonication technique was used to improve the reduction of graphene sheets generated from the previous
two stages. The mixture obtained from the second stage was used by the Ultra-sonication device, (Cup Tip, 20kHz, model 300
VT), for 2h. In the solution, it will cause alternating compression and permeate cycles. During the pressure cycle, small
bubbles would form and these would grow and reach a size that could not absorb more energy and they would collapse. As a
result of this phenomenon, graphene layers will exfoliate [21]. After completing the process, the solution is dried in the furnace
at 90°C for 6h.

Figure 1 shows the stages of the whole process, starting from the stage of milling graphite powder in the planetary mill,
where the principle of balls grinds the layers from the top and bottom of graphite followed by the second stage, using a
rotating-blade mixer to obtain sufficient shear force to mill the layers of graphene to reach the lowest layers. The last stage
represents ultra-sonication to obtain graphene. The above paragraphs are characterized by low energy and also a reduction in
the use of chemicals that affect the structure of graphene.

dry ball milling Shear force ultrasonication
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Figure 1: Represents the series of steps involved in preparing graphene
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3. Results and Discussion

Raman spectrometer is one of the most important non-destructive testing techniques for the sample in addition to being
easy and fast and providing direct insight into the interaction between the electron and the photon. The spectrometer is
characterized by determining the quality and structure of carbon nanomaterials as well as defects and disorders. The
spectrometer is characterized by three bands (D), (G), and (2D) beaks nearly at (1345, 1580, and 2700) (cm) respectively, due
to the change of electron bands [22].

The band or beak (D) indicates defects and disorders in the structure. As it tends to be weak in graphite structure and high
in quality in graphene, it can be observed in Figures 2 and 3. It was also noticed the decreasing of the D intensity for the
graphite band around 1346 (cm™) and the graphene prepared for 1350 (cmt). By comparing the two planners for graphene and
graphite it was observed that the D intensity of graphene is higher than the intensity for graphite, due to the presence of some
defects that resulted from dry milling and shear force. So, the intensity of the defects is directly proportional to the presence of
defects.

The band (G) is the main range in the Raman spectrometer, through which it expresses the thickness of the layer of
graphene compared to the graphite, as it is a vibration band within the plane related to the sp2 hybrid carbon atoms that consist
of the graphene sheets, and their examination gives an accurate indication of the thickness of the layer. The G range for
graphite is about 1572 (cm™) higher than 1576 (cm™) for graphene. This indicates the thickness of the graphite layers
compared to graphene. The results showed the efficiency of the graphene preparation that used in this work.

The band (2D) is twice the frequency of the D-band in the Raman spectrometer, as it is 2705 (cm™) in graphite and 2703
(cmt) in graphene. The measurement refers to the thickness of the graphene layers, which indicates according to the mentioned
ranges and shown in the diagram that graphene is the least number of layers of graphite. Therefore, it is deduced from the
ability of the technique to produce graphene.

It is well documented that the use of different chemicals in the preparation of two-dimension graphene is avoided because
they could affect the structure and physico-chemical properties of graphene, especially electrical and conductivity. Further, it is
also reported to avoid the use of high speed in dry milling as it also affects the structure and fracture of planes. On the other
hand, to examine the morphological structure of graphite, and graphene prepared, graphene was examined by scanning electron
microscope (SEM). Figure 4 refers to the (SEM) micrographs of the graphene obtained from the graphite flakes. The
micrograph (a) graphite flakes are different from the thin, paper-like shape of the produced graphene in (b). Figure 5 displays
the typical result of the transmission electron microscopy (TEM) image of the prepared graphene, from this figure the wide,
flat, thin, and paper-like shape of the prepared two-dimensional material via the simple and facial method. Also, the presence
of the graphene structure can be observed as a single-layer sheet and in other areas as a double-layer sheet. So, from this
analysis result, the used route can be regarded as a route to produce graphene with a single and few layers.
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Figure 2: Raman spectra of the used graphite
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Figure 3: Raman spectra of the prepared graphene
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Figure 6 shows X-ray deflection (XRD): In the case of graphite, a strong XRD peak at 26= 26.6° and a slight peak at 26=
54.5° were observed specific to the (002) and (004) planes with d-spacing of 0.34 nm and 0.19 nm, respectively. And a peak is
barely visible at about 26= 4.3° which corresponds to the refection in the (100) plane of aromatic sheets of graphite. The (002)
peak is attributed to the tendency of the aromatic ring carbon reticulated sheets in a three-dimensional configuration, while
(100) is attributed to the degree of intensification of the aromatic ring, that is, the size of the carbon mesh slice of the aromatic
ring [23].

Figure 7 shows the pattern of graphene depicts a distinctive peak of (002) at 26.2° with a weaker compared to graphite's
peak. The decrease in the intensity of (002) a plane peak indicates large exfoliation of graphite to graphene nanosheets [24].

Fourier transform infrared spectroscopy (FTIR) is a method for obtaining an infrared spectrum of absorption, emission,
and photoconductivity of solids, liquids, and gases. It is used to detect various functional groups in the structure of a substance
[25].

The (FTIR) patterns of graphite and as-exfoliated graphene are identical, as shown in Figure 8, with only a few absorption
signals due to differences in the state of charges between carbon atoms, indicating that no oxygen-containing groups or
additional groups were added during the exfoliation process. Consequently, the obtained graphene is relatively free of defects

[26].
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Figure 4: (a) SEM image of Graphite (b) SEM image of graphene
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Figure 5: TEM images of the prepared graphene
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Figure 6: (XRD) pattern of the graphite sample
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Figure 8: Represents FTIR spectra of graphite and graphene

4. Conclusions

Multilayered graphene sheets were synthesized via a series of mechanical exfoliation methods. The dry ball milling
process was used. Thereafter, the milling was followed by shear force and then supported by ultra-sonication to reach the
lowest level of the graphene sheets.

1) SEM and TEM The images showed the paths involved in the mechanical exfoliation series having enough energy to
overcome the Van der Waals forces between the graphene sheets. The thickness of the examined multilayer graphene
sheet was estimated at nano-size as well.

2)  When compared to graphite, Raman spectra emphasize the production of graphene with the fewest number of layers.

3)  Obtained results used both XRD and FTIR characterization, graphene prepared from graphite flakes has the fewest
number of layers and relatively few defects.

Overall, the methodology used in this research illustrated a potential approach of the production of low-cost graphene at a
high production rate, which is suited for a variety of prospective future applications.
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