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ABSTRACT: An attempt has been made to understand the
thermodynamic mechanism study of the low-pressure chemical
vapor deposition (LPCVD) process during single-layer graphene
(SLG) growth as it is the most debatable part of the CVD process.
The intensive studies are being carried out worldwide to enhance
the quality of LPCVD-grown graphene up to the level of
mechanically exfoliated SLG. The mechanism and processes have
been discussed earlier by several research groups during the
variation in different parameters. However, the optimization and
mechanism involvement due to individual partial pressure-based
effects has not been elaborately discussed so far. Hence, we have
addressed this issue in detail including thermodynamics of the
growth process and tried to establish the effect of the partial
pressures of individual gases during the growth of SLG. Also, optical microscopy, Raman spectroscopy, and atomic force microscopy
(AFM) have been performed to determine the quality of SLG. Furthermore, nucleation density has also been estimated to
understand a plausible mechanism of graphene growth based on partial pressure. Moreover, the field-effect transistor (FET) device
has been fabricated to determine the electrical properties of SLG, and the estimated mobility has been found as ∼2595 cm2 V−1 s−1

at n = −2 × 1012 cm−2. Hence, the obtained results trigger that the partial pressure is an important parameter for the growth of SLG
and having various potential applications in high-performance graphene FET (GFET) devices.

1. INTRODUCTION

Graphene, the first two-dimensional (2D) material having sp2

hybrid carbon atoms placed in the honeycomb lattice structure,
brings boom in the electronic industry due to its astonishing
electronic, physical, chemical and mechanical properties. The
linear band structure of graphene makes it a plausible material
for approaching the stepping stone goal toward graphene-
based devices in the market for commercialization. Graphene
has electronic mobility 100 times more than that of silicon.1−4

Thus, graphene can be used for high-tech applications in the
field of electronics.5 Although several methods such as
mechanical exfoliation,6,7 chemical exfoliation (Hummer’s
method),8−10 sublimation of SiC,2,11,12 and chemical vapor
deposition (CVD)13−19 have been introduced in the research
as well as industrial field to synthesize small area (μm2) to large
area (cm2) graphene, CVD is the unsurpassed method to
produce scalable high-quality graphene. The quality of
graphene depends upon continuity of the graphene layer
with less grain boundaries. Hence, less scattering of charge
carriers occurs at defects and grain boundaries. In that respect,
however, the quality of mechanically exfoliated graphene is
high, but yield/scalability is very less, which limits the use of
mechanically exfoliated graphene for industrial applications.

Hence, mechanically exfoliated graphene is only limited to the
for study of the fundamental investigation of different
properties of graphene. On the other hand, impurity issue is
unified during graphene growth by Hummer’s method.
However, yield is more in this case; therefore, Hummer’s
method is more suitable to use for composite applications.
Among all of the synthesis methods, CVD is the most suitable
method for producing scalable high-quality graphene for
graphene field-effect transistor (GFET) applications.
Due to the self-limiting behavior of copper (Cu) and the less

solubility of carbon in a copper substrate (<0.001 atom %),
graphene growth is limited only to the surface of the copper
substrate, which insists growth of uniform single-layer
graphene (SLG). Hence, several research groups used copper
as a catalyst to get SLG during the growth of graphene.13−15

Other metals also lead to formation of graphene, but multiple-
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layer formation or uniformity is the major issue with other
catalysts.13−20 CVD graphene is polycrystalline in nature
because of coalescence of graphene nuclei formation and
growth of these nuclei during synthesis by CVD. Coalescence
of graphene grains results in formation of grain boundaries that
act as scattering sites for charge carriers and degrade the
quality of graphene. Quality enhancement can be achieved by
decreasing nucleation density during graphene growth by the
CVD method. Several efforts have been made till now to
control the nucleation density of graphene grain.21−26

Like numerous parameters (annealing temperature, growth
temperature, growth time, gas flow rates, etc.) during graphene
growth by CVD, pressure is a portentous parameter that
controls the growth and quality of graphene. Several research
groups studied both atmospheric pressure chemical vapor
deposition (APCVD) and low-pressure chemical vapor
deposition (LPCVD) methods to synthesize graphene.
Chances of getting single-layer graphene (SLG) in LPCVD
is high,27 whereas in the case of APCVD, multiple layers of
graphene are formed on the catalytic surface during growth. A
proper understanding of multiple steps involved in the growth
of graphene is the essential part of high-quality graphene
formation. Pressure is related to quality in terms of graphene
grains, which could be affected by the change in nucleation
density. Hence, in this report, we focused mainly on synthesis
of graphene on a copper catalytic surface where diffusion of
gases was involved, and the effect of the partial pressures of
both source gas (CH4) and co-catalytic gas (H2) on graphene
quality was studied.

2. RESULTS AND DISCUSSION

Graphene has been synthesized by using indigenously
developed LPCVD set up as shown in Figure 1 and Table 1
shows samples with different individual gas partial pressure of
methane as well as hydrogen during graphene growth (for
more details see materials and methods section). Various
analytic tools were used to investigate the quality, surface
morphology, and electronic features of SLG grown at different
partial pressures. Estimation of the presence of SLG has been
performed by contrast (C) from the captured optical

micrographs of graphene on the Si/SiO2 substrate using the
contrast equation: C = (Isubstrate − Igraphene)/Isubstrate, where
Isubstrate is the reflected light intensity by the substrate and
Igraphene is the reflected light intensity by graphene. Here SiO2
of thickness 300 nm has been used on silicon as it gives the
maximum optical contrast in the visible range of the
electromagnetic spectrum due to constructive interference.
Visibility of graphene on the Si/SiO2 substrate also depends
upon the experience of the observer. Color contrast in our case
lies in blue color on the Si/SiO2 (300 nm) substrate having
300 nm SiO2 thickness and it can be changed from one lab to
other lab.28,29

Figure 2 depicts the optical images of SLG produced by the
indigenously developed LPCVD setup. Representative optical
images of graphene on a copper foil and Si/SiO2 substrate are
shown in Figure 2a−d. Optical micrographs of the as-received
catalytic copper foil noticeably demonstrate the presence of
processing lines generated during the rolling process (Figure
2a), annealing results in enlargement of copper grains as a
result of recrystallization of the copper foil (Figure 2b,c), and
the difference in color contrast of graphene from that of Si/
SiO2 (Figure 2d,e) shows successful transfer of clean and
wrinkle-free graphene from the catalytic copper surface to the
Si/SiO2 substrate. Uniform graphene contrast can be clearly
seen at low and high magnification, as shown in Figure 2d−f,
which depicts the growth of the large area of continuous
graphene. Edges and torn graphene are labeled in Figure 2d−f

Figure 1. Schematic of the LPCVD setup showing the temperature profile of graphene growth.

Table 1. Different Samples with Different Partial Pressure of
Gases during CVD Graphene Growth

variation of hydrogen
partial pressure

variation of methane partial
pressure

sample

hydrogen
pressure PH2

(Torr)

methane
pressure

PCH4
(Torr) sample

hydrogen
pressure PH2

(Torr)

methane
pressure

PCH4
(Torr)

SH1 0.5 ± 0.2 12 ± 0.2 SC1 13 ± 0.2 7 ± 0.2
SH2 3 ± 0.2 12 ± 0.2 SC2 13 ± 0.2 12 ± 0.2
SH3 8 ± 0.2 12 ± 0.2 SC3 13 ± 0.2 22 ± 0.2
SH4 13 ± 0.2 12 ± 0.2 SC4 13 ± 0.2 32 ± 0.2
SH5 18 ± 0.2 12 ± 0.2 SC5 13 ± 0.2 42 ± 0.2
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to show different color contrasts of graphene on the Si/SiO2
substrate.
Figure S1 shows optical micrographs of different samples

after transfer on the Si/SiO2 substrate. Figure S1a−e depicts
the optical images of graphene on increasing the hydrogen gas
partial pressure, whereas Figure S1f−j depicts the optical
images of graphene on changing the methane gas partial
pressure. No graphene is observed at the lowest hydrogen
partial pressure (sample SH1); as we increase the partial

pressure of hydrogen, there is a continuous growth of graphene
till sample SH4, and as we further increase the partial pressure
of hydrogen, etching of graphene from few areas starts, which
results in discontinuity of the graphene sheet from areas
marked by yellow arrows. On the other hand, continuous
graphene growth has been observed in all of the samples
irrespective of whether the partial pressure of graphene was
low or high.

Figure 2. Optical images of (a) as-received copper foil (resolution 20×), (b, c) graphene covered copper foil showing grain boundaries at different
resolutions (20× and 50×, respectively), and (d−f) graphene on the Si/SiO2 substrate after the transfer process at different resolutions (5×, 10×
and 20×, respectively) (sample SC2).

Figure 3. (a, b) Raman spectra of CVD graphene after transfer on the Si/SiO2 substrate at different (a) hydrogen partial pressures (SH1−SH5)
and (b) methane partial pressures (SC1−SC5). (c−f) Raman mapping of the marked area (250 μm × 250 μm) in (c) optical image of graphene,
(d) intensity ratio map, (e) 2D peak position map, and (f) 2D full width half maxima of graphene (sample SC2).
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Raman spectroscopy is a primary flexible technique to
ensure the graphene quality. For further quality observations,
all of the samples were analyzed by Raman spectroscopy. First-
order Raman scattering occurs at the Brillouin zone (BZ)
center and due to the E2g doubly degenerate phonon mode,
gives the G band at 1580 cm−1 and signifies the presence of sp2

symmetry in the graphene sheet.30 Further, interruption in
breathing of six atomic rings of hexagon present in graphene
gives the D band at 1350 cm−1, which is generated as a result
of the transition from transverse optical (TO) phonons around
the BZ corner K. Furthermore, the 2D band at 2700 cm−1 is
the overtone of the D band, and it is totally independent of
crystal disorderness. D band intensity signifies the presence of
defects in the graphene crystal structure, whereas 2D band
intensity or broadness is truly related to the number of layers
present in graphene.30,31 Moreover, the ID/IG and I2D/IG ratios
give the measure of the presence of the amount of defects and
number of layers respectively. The I2D/IG ratio > 2 signifies the
presence of single-layer graphene, the I2D/IG ratio = 1 signifies
the presence of bilayer graphene, and the I2D/IG ratio <1
signifies the presence of trilayer/few-layer/multilayer graphene.
The full width half maxima (FWHM) of both the peaks of G
and 2D ensure the results as the FWHM for single-layer
graphene is <35 cm−1 where only one transition is possible and
the FWHM for bilayer or multilayer graphene is >35 cm−1

where four transitions are possible. Figure 3a,b demonstrates

the Raman spectra of graphene with varying partial pressures of
H2 and CH4. It is found by the I2D/IG ratio that the quality of
graphene grown is high for samples SC2 and SH4 (at 13 ± 2
and 12 ± 2 Torr partial pressures of H2 and CH4, respectively).
Moreover, at low hydrogen partial pressure and at high
methane partial pressure, the quality of graphene degrades.
Raman spectroscopic results and graphene uniformity were
confirmed by Raman mapping of graphene sample SC2 where
the Raman map was performed on 250 μm × 250 μm area with
a step size of 5 μm, as shown in the black square area in Figure
3c. Figure 3d−f shows the signature of uniformity of SLG on
the Si/SiO2 substrate as the I2D/IG ratio >3, 2Dpeak position
2680−2684 cm−1, and 2DFWHM ∼27−29 cm−1.
Optical micrographs and Raman spectrum manifested that at

very low hydrogen partial pressure there is no growth of
graphene on the substrate. In other cases, like for different
hydrogen and methane partial pressures, there is growth of
graphene; however, the quality varies as shown by the I2D/IG
ratio in Raman spectra (Figure 3). Calculated peak positions,
I2D/IG, ID/IG, and 2DFWHM values for each Raman spectrum are
given in Table 2, where the ID/IG ratio in all cases is <0.5,
which signifies negligible defects in graphene grown by
LPCVD.
After optical and Raman examination, samples SC2 have

been explored using atomic force microscopy (AFM). The
thickness and uniformity of the graphene film are confirmed by

Table 2. Comparative Raman Data Analysis of Graphene at Different Hydrogen Partial Pressures (SH1−SH5) and Methane
Partial Pressures (SC1−SC5)

P(H2) (Torr) P(CH4) (Torr)

sample position I2D/IG 2D (FWHM) ID/IG sample position I2D/IG 2D (FWHM) ID/IG

SH1 SC1 G ∼ 1585, 2D ∼ 2681 ∼3.99 ∼31 ∼0.1
SH2 G ∼ 1587, 2D ∼ 2691 ∼2.05 ∼37 ∼0.1 SC2 G ∼ 1585, 2D ∼ 2680 ∼4.08 ∼29 ∼0.1
SH3 G ∼ 1588, 2D ∼ 2687 ∼2.60 ∼35 ∼0.4 SC3 G ∼ 1585, 2D ∼ 2681 ∼3.58 ∼31 ∼0.1
SH4 G ∼ 1586, 2D ∼ 2681 ∼4.04 ∼30 ∼0.1 SC4 G ∼ 1585, 2D ∼ 2681 ∼2.60 ∼34 ∼0.1
SH5 G ∼ 1587, 2D ∼ 2690 ∼2.16 ∼36 ∼0.1 SC5 G ∼ 1585, 2D ∼ 2687 ∼2.47 ∼36 ∼0.1

Figure 4. (a, b) AFM image with the height profile of (a, b) graphene grain and (c, d) continuous graphene on the Si/SiO2 substrate (sample SC2).
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AFM, as shown in Figure 4a,b and 4c, d, respectively. Figure 4a
shows graphene grains, and Figure 4b shows the height profile
of graphene, which shows two dips at the edges of graphene
grain and the height of these dips shows the thickness of
graphene. Theoretically, the thickness of graphene is 0.345 nm,
but here results show the thickness of ∼1 nm. The theoretically
and experimentally extracted thickness difference is due to
adsorption of air or water molecules on graphene during the
transfer process and change in cohesive forces between the
substrate and graphene films. AFM instrument offset also has
an added impact toward showing more than the expected
thickness of the graphene film. Figure 4c and 4d shows
uniformity of graphene as there is no dip shown in the height
profile of continuously grown graphene.
In the LPCVD process, nucleation and growth are the main

steps that control the graphene size and quality. In this
LPCVD process, graphene is synthesized by decomposition of
methane on a catalyst in the presence of H2 at high
temperature. Here, methane is used as a source rather than
ethane, propane, acetylene, and ethylene as it has the lowest C
atom among all of the hydrocarbons and has higher
decomposition temperature.32 This elicits the methane bid-
dable gas source for deposition of single-layer graphene rather
than multilayer formation. the understanding of both
thermodynamics and kinetics of the CVD process is equally
important for graphene growth. In our study, both kinetics and
thermodynamics of graphene growth have been studied to
enhance the graphene quality by LPCVD. During the LPCVD
process, nucleation occurs when carbon atoms diffuse on the
catalytic surface having low surface energy. Diffusion of gases
depends upon the number of collisions occurring during the
reaction.27 Surface energy helps in dominating the nucleation
process of graphene during growth. In other words, nucleation
rate is determined by surface energy. Low surface energy leads
to formation of a fewer number of nuclei. It further leads to the
growth of graphene with less grain boundaries that act as
scattering sites for charge carriers and hence promote the
growth of high-quality graphene. Further, diffusion totally
depends upon collision of gases on the surface of the copper
substrate. Methane decomposes on the catalytic surface at high
temperature to form carbon radicals, and these carbon radicals
diffuse onto the copper surface to form graphene lattice.
Diffusion coefficient at given temperature T and pressure P
depends on the number of moles of gas molecules or on
molecular weights of gas species.33 Other than the number of
moles, diffusion collision integral is another factor on which
diffusion coefficient depends. Diffusion coefficient for each
sample has been calculated using the equation33

σ
=

Ω
D

T
PM

0.0026
C,H

3/2

C,H
1/2

C,H
2

D (1)

where MC,H = 2[(1/MC) + (1/MH)]
−1. MC and MH are

molecular weights of gas species methane and hydrogen,
respectively. σC,H = (σC + σH)/2, with σC and σH being
characteristic Lennard-Jones lengths of methane and hydrogen
species, respectively. ΩD is the dimensionless diffusion collision
integral. The calculated diffusion coefficient values of gas
species are given in Table 3.
Further, nucleation is followed by growth where carbon

atoms get accumulated on the edges of graphene and cover the
copper surface to give continuous graphene as it takes less time
to coalesce two graphene domains. Both steps, nucleation and

growth, affect the continuity of graphene and formation of
grain boundaries. Hence, nucleation activation energy becomes
pretentious by the copper orientation as well as by the H2/CH4
ratio but perceptibly affected by change in pressure. Many
processes occur on the copper surface during graphene growth
that is accountable for different nucleation density34 including
the following steps:27

(i) precursor gases diffuse via the boundary layer in the
range of the catalytic surface,

(ii) adsorption of precursor gases on the copper substrate,
(iii) dehydrogenation or decomposition reaction results in

creation of active carbon species,
(iv) diffusion of resulting carbon atoms on the copper surface

to custom graphene lattice,
(v) formation of critical size nuclei, and
(vi) originated critical sized nuclei strive with desorption

followed by diffusing away residue gases.

The quality of SLG depends upon grain boundaries present
in graphene, which act as scattering sites for charge carriers.
Grain boundaries play a crucial role in scattering of charge
carriers. Hence, controlling grain density leads to high-quality
graphene,35,36 which can be analyzed by Raman spectroscopy.
Nucleation and growth are major steps during decomposition
of methane in CVD growth of graphene. The continuous
uniform layer of graphene with the less number of nuclei is
more favorable for high-quality graphene growth. Further,
nucleation of 2D graphene grains depends on Gibb’s free
energy ΔG, which is given by37

μΔ = + × − × ΔG E N E N(6 )0 Edge C (2)

where E0 is constant that represents the difference in energy
between sp2 hybridized carbon in a perfect graphene lattice
and in the carbon cluster, EEdge is the energy of formation for
each edge carbon atom, N is the number of carbon atoms in
the cluster, and Δμ is the chemical potential difference of
atoms in the carbon cluster and atoms in the graphene lattice.
Hence, nucleation of the graphene domain having the

nucleation size r* and energy barrier for graphene nucleation
ΔG* is

μ
Δ * = +

Δ
G E

E6

40
edge
2

C (3)

and

μ
* =

Δ
r

E3

2
edge
2

C (4)

and nucleation rate I is given by

Table 3. Calculated Diffusion Coefficient DC,H for Different
Hydrogen Partial Pressures (SH1−SH5) and Methane
Partial Pressures (SC1−SC5)

P(H2) (Torr) P(CH4) (Torr)

sample diffusion coefficient DC,H sample diffusion coefficient DC,H

SH1 10.19 SC1 0.72
SH2 1.69 SC2 0.42
SH3 0.63 SC3 0.23
SH4 0.39 SC4 0.15
SH5 0.28 SC5 0.12

ACS Omega http://pubs.acs.org/journal/acsodf Article

https://dx.doi.org/10.1021/acsomega.0c02132
ACS Omega 2020, 5, 22109−22118

22113

http://pubs.acs.org/journal/acsodf?ref=pdf
https://dx.doi.org/10.1021/acsomega.0c02132?ref=pdf


∝ − Δ *i
k
jjj

y
{
zzzI I

G
kT

exp0 (5)

where I0, k, and T are nucleation constant, Boltzmamm
constant, and growth temperature, respectively.
Chemical potential is the main factor, as indicated in eqs

2−4, that affects Gibb’s free energy and hence nucleation
during graphene growth. Again, chemical potential (Δμ)
depends on pressure (P) and temperature (T) as given by the
expression Δμ = μ0 + kT ln(P/P0).

37 In the LPCVD process,
temperature and pressure are two main parameters that affect
the chemical potential and hence the nucleation rate of
graphene formation.
Several reports focused on the temperature effect on

graphene growth, and there are very few reports where a
pressure-based study has been reported. The temperature
effect on graphene growth has been reported previously.38

Therefore, in the present work, our main emphasis is on the
pressure-based graphene growth study. Here, methane gas
pressure and hydrogen gas pressure been varied to observe the
effect of partial pressures of both gases on the growth and
quality of graphene, and it has been found that the quality
increases slightly by increasing hydrogen pressure whereas it
decreases by increasing methane pressure, as shown in Figure
4. This can be explained on the basis of the chemical potential
of hydrogen as well as the chemical potential of methane. An
expression for the chemical potential of hydrogen is given by39

μ = − +
P

P
0.975 0.056 lnH

H

0

2

(6)

and that of the chemical potential of methane is

μ = − +
P

P
12.102 0.112 lnCH

CH

0
4

4

(7)

where P0, PH2
, and PCH4

are the reference pressure, partial
pressure of hydrogen, and partial pressure of methane,
respectively. If χ is the PCH4

/PH2
ratio, then under equilibrium

conditions, the chemical potential of C and H is given by the
relationship39

μ μ χΔ = − − +2 10.152 0.112 lnC H (8)

We have calculated the values of μH, μCH4
, and ΔμC for all of

the samples, which are tabulated in Table 4.
As indicated in Table 4, the partial pressure ratio χ for

samples varies with the change in the partial pressure of
hydrogen as well as the change in the partial pressure of
methane. It can be observed that as we increase the partial
pressure of hydrogen, the χ ratio decreases. Hence, the
nucleation size increases as calculated from eqs 4 and 8. On the
other hand, the χ ratio increases as we increase the partial
pressure of methane. Hence, the nucleation size decreases as

calculated from eqs 4 and 8. Elliptically, nucleation density
decreases as the hydrogen partial pressure increases and
nucleation density increases as the methane partial pressure
increases.
Experimentally, SLG grain nucleation density has been

calculated by reducing growth time to 2 min. The scanning
electron microscopy (SEM) of all samples has been performed
on CVD-grown graphene grains for the growth time 2 min
(optimized time duration). Figure S2 shows the SEM
micrographs of graphene grains of different sizes in various
samples after graphene nucleation. Nucleation density has
been calculated from these SEM micrographs (Figure S2) and
is tabulated in Table ST1. Further, Figure S2 shows the growth
of different grains with different grain shapes and sizes up to
the maximum grain size of ∼100 μm. The grain size increases
after increasing the hydrogen partial pressure from SH2 to
SH3 and then to SH4. With a further increase in the hydrogen
partial pressure to SH5, the grain size starts decreasing (Figure
S2a−e). This may be due to the etching effect of hydrogen gas
during growth. In another set of samples, with increasing
methane gas partial pressure, the size increases from SC1 to
SC2 and then to SC3 (Figure S2f−h). Afterwards, with a
further increase in the methane gas partial pressure, the
number of grains increases and the grain size decreases, and a
very small grain size of around 3−4 μm has been observed, as
shown in Figure S2j. Decomposition of methane gas at high
temperature leads to formation of active species CH*, CH2*,
and CH3* either as carbanion or radicals. All of these active
species lead to formation of graphene nuclei up to certain
methane partial pressure depending upon undersaturation,
saturation, and oversaturation of the copper substrate. In the
undersaturation condition of copper, no nucleation occurs
even in the presence of methane. Further, nucleation starts
when the copper surface gets saturated. After that, these nuclei
grow further when the copper surface gets oversaturated. All of
the CH*, CH2*, and CH3* radicals are responsible for the
growth of graphene in the present case (Figure S2f−h). But
after a certain limit of the methane partial pressure, these
conditions are not responsible for the growth of graphene as
under high pressure of methane gas these CH2* and CH3*
radicals come out as residue gases without reacting with the
copper substrate, which leads to a decrease in the grain size of
graphene. Only the CH* radical is responsible for graphene
growth in that case. Hence, there is a decrease in graphene
grain size, as shown in Figure S2i,j. In other words, we can say
that number of moles of gas molecules is responsible for the
growth of graphene grains on the copper substrate. In our
experiments, growth temperature remains constant and the
pressure of gases varies. The number of moles of gas molecules
can be varied by changing gas pressure as the number of moles
of gas molecules is directly proportional to gas pressure and
calculated as shown in Table 5.40

Table 4. Calculated Values of μH, μCH4
, χ, and ΔμC for Graphene Samples

P(H2) (Torr) P(CH4) (Torr)

sample μH2
χ ΔμC sample μCH4

χ ΔμC
SH1 1.01 3.18 −11.82 SC1 −11.89 −0.62 13.56
SH2 −0.91 1.39 −8.17 SC2 −11.83 −0.08 13.50
SH3 −0.85 0.40 −8.39 SC3 −11.76 0.53 13.43
SH4 −0.83 −0.08 −8.50 SC4 −11.72 0.90 13.39
SH5 −0.81 −0.40 −8.57 SC5 −11.69 1.17 13.36
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When we increase the methane gas partial pressure, more
methane molecules diffuse on the surface of copper and growth
of graphene grains increases (Figure S2f−h). But this growth is
limited up to certain level due to the available surface area of
the copper catalyst. As we further increase the methane gas
partial pressure, diffusion becomes so fast that more secondary
nuclei start to form and leads to an increase in nucleation
density. Hence, no more surface of copper remains free for
further growth of nuclei, which leads to a small size of
graphene grains (Figure S2i,j). High-quality graphene requires
less grain boundaries originated due to the large grain size of
graphene that has been obtained in sample SH4 or SC2.
Further these graphene nuclei have been characterized using
Raman spectroscopy and Raman spectra, as shown in Figure
S3. It is found that the trend of quality of graphene grains is the
same as shown by Raman spectroscopic results of continuously
grown graphene, as shown in Figure 3a,b, and the I2D/IG ratio
is above 2 in all samples, which reveals about the growth of
single-layer graphene. The single layer of graphene grains is
attributed from peak positions, I2D/IG, ID/IG, and 2DFWHM
values for each Raman spectrum, as calculated in Table S2.
Figure 5 shows the variation of nucleation density with the

partial pressure of gases where minimum nucleation density

has been observed for SC1 and SH4. For sample SH1, no
graphene nuclei formation occurs due to the high χ ratio, as
indicated in Table 4. Again, for sample SH5, nucleation density
slightly increases due to the dual nature of hydrogen. In this
case, hydrogen acts as both co-catalyst and etchant.41,42 The
methane partial pressure enhances the nucleation density by
increasing partial pressure, and experimental results are in
accordance with the calculated values of nucleation density
according to Table 4 and eq 4. In totality, this process is in
favor of high-quality graphene growth at low methane partial
pressure due to a lower deposition rate, decreasing nucleation
density centers followed by grain growth and suppression of

formation of multilayer graphene. Hence, it leads to growth of
high-quality graphene after complete coverage on the surface
of the copper catalyst after 15 min of growth time, which is
confirmed by Raman spectroscopy in Figure 3. Figure 5 shows
nucleation density variation with respect to the partial pressure
of hydrogen and the partial pressure of methane. It can be
observed that there is a slight change in nucleation density as
the hydrogen partial pressure increases from SH2 to SH5, and
a large change in nucleation density can be observed by
increasing the partial pressure of methane from SC1 to SC5.
Hence, the most important step during growth is to carefully
control the methane partial pressure for getting fewer nuclei on
the substrate to get high-quality SLG.
For the measurements of electrical properties, the FET

device has been fabricated using electron beam lithography and
oxygen plasma etching techniques with dimensions 6 μm x 2
μm. The SEM image of the device is shown in the inset of
Figure 6.

Resistance measurement is performed at room temperature
using the lock-in technique, and a gate voltage of ±40 V is
applied. The sheet resistance varies with application of gate
voltage, as displayed in Figure 6. The shift in Dirac point at
∼18 V indicates hole doping of graphene, which may be
incorporated during transfer using the wet chemical etching
process. This indicates that not only grain boundaries affect the
scattering of charge carriers43 but also transfer or any chemical
process involved is responsible for degradation of the quality of
graphene.43,44 The carrier mobility calculated by the Drude
model μ = 1/(neρ), where n denotes carrier density, e denotes
charge carrier, and ρ denotes resistivity.45 The calculated
carrier density n is plotted with application of gate voltage, as
shown in Figure 6, and hence the calculated carrier mobility is
found to be ∼2595 cm2 V−1 s−1 at n = −2 × 1012 cm−2.

■ 3. CONCLUSIONS
High-quality single-layer graphene has been successfully
synthesized by the LPCVD method. First, the effect of
individual partial pressure during the growth of graphene has
been discussed and optimized to get high-quality single-layer
graphene. A detailed thermodynamic study of graphene growth
while controlling partial pressure of precursor and co-catalytic
gases has been carried out. Furthermore, optical microscopy,
Raman spectroscopy, and atomic force microscopy (AFM)
have been demonstrated to confirm the quality of single-layer
graphene. The high quality of single-layer graphene with the
I2D/IG ratio ∼4 with FWHM at ∼29 cm−1 has been confirmed
by Raman spectroscopy. Furthermore, results are evidenced
and demonstrated using the diffusion mechanism. The quality

Table 5. Calculated Number of Moles n for Different
Hydrogen Partial Pressures (SH1−SH5) and Methane
Partial Pressures (SC1−SC5)

P(H2) (Torr) P(CH4) (Torr)

sample number of moles of gases
species, n (×10−5)

sample number of moles of gases
species, n (×10−5)

SH1 2.06 SC1 28.85
SH2 12.36 SC2 49.47
SH3 32.98 SC3 90.70
SH4 53.59 SC4 131.93
SH5 74.21 SC5 173.16

Figure 5. Nucleation density of graphene with variation in hydrogen
partial pressure (SH1−SH5) and methane partial pressure (SC1−
SC5) (sample SC2).

Figure 6. Conductance and number of charge carriers with
application of gate voltage on the graphene device (sample SC2).
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of single-layer graphene under different partial pressure
conditions exhibits the nucleation density ranging from ∼816
× 102 to 49 × 102 nuclei cm−2. The estimated mobility of
single-layer graphene has been found as ∼2595 cm2 V−1 s−1 at
n = −2 × 1012 cm−2. Thus, the above results suggest that the
optimization of partial pressure leads to high-quality electronic
grade reproducible graphene that has a real impact on the
design of the high-performance GFET devices.

■ 4. EXPERIMENTAL METHODS
4.1. Synthesis of Graphene. A 25 μm thick copper foil

with size 4 cm × 4 cm was positioned in the center of a quartz
reactor (diam −60 mm) placed on a quartz plate in the
isothermal zone of the indigenously developed LPCVD setup
(Figure 1). Further, the quartz tube was evacuated to 1 Torr to
maintain low pressure inside the quartz reactor, and finally, the
mixture of hydrogen and argon gases was incorporated through
one side of the tube. Here, the flow of hydrogen gas was
maintained at a flow rate of 50 ± 1 sccm through the use of a
mass flow meter, and flow of argon gas was maintained by a
rotameter, as mentioned in our previously reported paper.20

After controlling the desirable pressure inside the tube, heating
was performed at a rate of 3° min−1 up to the temperature of
1050 °C. Hydrogen gas helps to reduce the thin oxide layer
present on the copper surface, and argon acts as a carrier gas to
activate the catalytic copper substrate. Annealing of catalytic
copper was performed for 30 min in the presence of both
hydrogen and argon gases. Subsequently, methane gas was
introduced by maintaining the total background pressure of 45
Torr with the CH4/H2 ratio 1:4 (flow rate of CH4 was 50 ± 1
and that of H2 was 200 ± 1 sccm) for performing the graphene
growth for 15 min on a catalytic copper substrate. Finally, the
cooling process was performed quickly at a rate of 1° min−1 by
opening the split furnace. Methane gas flow was stopped
during the cooling process to stop the growth process.
However, the cooling process was performed in the presence
of argon and hydrogen gases. The pressure inside the CVD
reactor during the growth was varied by varying individual
hydrogen pressure or by varying individual methane pressure.
First, hydrogen partial pressure was varied as 0.5 ± 0.2, 3 ±
0.2, 8 ± 0.2, 13 ± 0.2, and 18 ± 0.2 Torr, and second, methane
partial pressure was varied as 7 ± 0.2, 12 ± 0.2, 22 ± 0.2, 32 ±
0.2, and 42 ± 0.2 Torr while maintaining the CH4/H2 ratio to
1:4. Growth time was reduced to 2 min to get graphene
domains for calculating nucleation density during the growth.
Several statistical runs were performed to validate the partial
pressure-based process to confirm the quality and reproduci-
bility of SLG. Table 1 indicates partial pressure of individual
gases inside the quartz tube during graphene growth.
4.2. Transfer of Graphene on Si/SiO2. After successful

growth of graphene by LPCVD on the copper foil, the polymer
layer of poly(methyl methacrylate) (PMMA) was spin-coated
with 4000 rpm for 60 s on the graphene obscured copper foil.
The copper foil covered with the PMMA layer floated on the
ammonium persulphate solution to carry out etching of the
beneath copper foil. Finally, the graphene-coated PMMA layer
left on the surface of the solution was washed three times with
DI water and scooped out on Si/SiO2. Eventually, the polymer
layer was dissolved by immersing the sample in acetone to
leave behind only graphene on the Si/SiO2 substrate.
4.3. Device Fabrication. The device was fabricated on

graphene after cleaning and wrinkle-free transfer of graphene
on Si/SiO2. Lithography and e-beam technique were used to

fabricate Au/Cr electrodes on graphene where thicknesses of
Au and Cr were 60 and 10 nm, respectively.

4.4. Characterization Techniques. LPCVD-grown gra-
phene was characterized using an Olympus MX51 industrial
inspection optical microscope to take optical images of grown
graphene in bright field mode. The Raman spectroscopy
technique was employed for confirming and analyzing the
graphene quality as well as number of layers present in
graphene grown by the LPCVD method. Raman experiments
were performed using a Renishaw inVia Raman spectropho-
tometer using a laser of 514.5 nm wavelength and 2.5 mW
power with a 50× resolution of the objective lens. Scanning
Electron Microscopy (SEM) with model Zeiss EVO MA-10
and resolution of 3 nm SEI MODE has been performed at 300
kV accelerating voltage on graphene grains to calculate
nucleation density of graphene nuclei.
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