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Transferring graphene from copper foil to a target substrate should ideally be a nondestructive process, but

cracks, holes, and wrinkles have proved difficult to prevent. Here we report a method in which we use

a commercially available copolymer in addition to poly(methylmethacrylate) (PMMA) to obtain 99.8%

continuous centimeter-scale transferred graphene. Our findings are based on characterization using

Raman spectroscopy, quantitative image analysis, scanning electron microscopy, and terahertz time-

domain spectroscopy. Compared to conventional methods, this copolymer-assisted approach not only
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results in fewer holes, but also effectively eliminates cracks and wrinkles. We attribute this to a more

thorough relaxation of the initially deposited PMMA by solvent contained in the thicker copolymer layer.
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rsc.li/rsc-advances copper substrate.

1 Introduction

Continuous graphene is a necessity for many electrical and
optical applications." These applications, however, are built
upon substrates that are not suitable for graphene growth. As
a result, graphene must be transferred from its growth substrate
(usually copper foil) to a different substrate (such as a silicon
wafer) for use in applications. Several transfer methods have
been investigated for this purpose. One general approach—
known as ‘dry transfer’—typically uses thermal release tape
(TRT). This method is relatively straightforward, but maintain-
ing graphene continuity has proved to be very difficult. Graphene
transferred using TRT is also prone to contamination by residual
adhesive.> Similarly, hot pressing and roll-to-roll processes are
reportedly prone to introducing cracks, holes, and wrinkles.?
Because of the drawbacks associated with dry transfer, so-
called ‘wet transfer’, or polymer-assisted transfer, is more
widely used. As with TRT, contamination by polymer residue is
an issue, but there are many reports describing ways to mitigate
this problem.*” The most commonly used polymer for wet
graphene transfer is poly(methylmethacrylate) (PMMA).
Numerous studies have demonstrated differing degrees of
success with PMMA-based graphene transfer processes, but the
continuity tends to be better than can be achieved by dry
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This results in improved contact at the PMMA—graphene interface before removal of the underlying

transfer. Adding a second PMMA layer after transferring gra-
phene has been shown to improve the graphene continuity.®
This second layer is thought to mechanically relax the first
PMMA layer, thereby reducing the occurrence of cracks. More
recently, Barin and coworkers* showed that the concentration of
the second PMMA layer is important in determining the trans-
ferred graphene quality. However, addition of this second layer
did little to prevent large folds and/or wrinkles. A method to
reduce wrinkles in graphene by baking the PMMA/graphene
film after transfer was reported by Liang and coworkers.®
Although this thermal treatment improved the contact between
graphene and the substrate, the problem of significant holes
still remained. Alternative polymers, such as polyethylene'®
have recently been used as a supporting layer, but wrinkles and
D peak are visible in the transferred graphene sample. Despite
these advances, eliminating small cracks and holes to yield
completely continuous graphene remains a challenge.

Here we report a wet graphene transfer method in which we
add a copolymer to PMMA prior to transfer. Unlike previously
reported bilayer PMMA methods,*® we show that adding
a copolymer layer atop a PMMA layer before transfer improves
graphene continuity by virtually eliminating cracks and holes.
The result, as determined by quantitative image analysis, is
99.8% continuous graphene over a 1 cm X 1 cm area.

2 Experimental procedure
2.1 Graphene synthesis

We grew monolayer graphene from methane using low-pressure
chemical vapor deposition (LPCVD). Before growth, we cleaned
as-received copper (Cu) foil (25 um thick, Sigma-Aldrich, Lot #
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MKBP8380V) in acetone, isopropyl alcohol (IPA), and deionized
(DI) water. In order to suppress graphene nucleation," we
placed the clean Cu foil on a 300 °C hot plate for 40 min to
oxidize the surface. After oxidation, we placed the Cu foil in the
center of a 90 cm horizontal split furnace, then heated the
furnace to 1000 °C while continuously supplying a mixture of
5% hydrogen (H,) in 95% nitrogen (N,) at a flow rate of 500
sccm. After reaching the growth temperature, we continued the
gas flow for 60 min to anneal the Cu foil. After annealing, we
synthesized graphene by introducing methane gas (99.97%
purity) in three stages: 0.1 sccm for 15 min, 1 sccm for 10 min,
and then 10 sccm for 5 min. We maintained a pressure of 2.4
kPa throughout the growth process.

2.2 Graphene transfer

In preparation for transfer, we spin-coated a PMMA solution
(4% in anisole, MicroChem 495PMMA A4) onto as-grown gra-
phene. After depositing this PMMA layer, we proceeded with
one of the following transfer methods, which are shown dia-
grammatically in Fig. 1.

M1. 1L PMMA (conventional method): transfer as-is.

M2. 2L PMMA: spin-coat a second layer of PMMA identical to
the first, then transfer.

M3. PMMA + copolymer: spin-coat a copolymer film at one of
the following times.

(a) Before transfer to the silicon wafer (immediately after
soft-baking the PMMA).

(b) After transferring the PMMA/graphene film onto the
silicon wafer.

PMMA PMMA
M1—) graphene graphene graphene
— ltransfer————remove| ——
Cu foil SiO,/Si SiO/Si

PMMA

v PMMA

M2 PMMA PMMA
—>| graphene >| graphene >| graphene

transfer remove
PM_MA Cu foil SiO/Si SiO/Si
A4
graphene
copoly

@ copoly

PMMA PMMA
M3ap—>| graphene raphene > graphene
grap — transfer 9 _p — remove 9 .p -
Cu foil SiO/Si SiO/Si

v

PMMA PMMA
—> graphene raphene >| graphene
M3b grep — transfer 9 _p — remove 9 .p -
Cu foil SiO/Si SiO,/Si

Fig. 1 Schematic diagram of graphene wet transfer. M1, M2 and M3
denote method 1 [monolayer (1L) PMMA], method 2 [bilayer (2L)
PMMA], and method 3 (PMMA + copolymer) described in the text.
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The copolymer we used is commercially available (Micro-
Chem, MMA(8.5)MAA EL9), and contains PMMA and poly(-
methacrylic acid) (MAA) at a concentration of 9% in ethyl lactate
(EL). We soft-baked the copolymer at 150 °C for 3 min after
deposition.

Before the transfer step for all methods (see Fig. 1), we
etched away any graphene from the back side of the Cu foil
using oxygen plasma as described by Chen et al.*> We then
dissolved the Cu foil by placing it in a 0.1 M solution of
ammonium persulfate (Acros Organics, 98+%, UN1444), fol-
lowed by a two-stage DI water bath (30 min each) to rinse the
remaining polymer-supported graphene film and remove any
residual Cu etchant. After rinsing, we scooped the floating
polymer + graphene film onto a clean Si wafer and baked on
a hot plate at 60 °C for 5 min. This was followed by an additional
bake at 135 °C for 10 min to improve interfacial contact.’ In the
final step, we removed any residual polymer by immersion in
warm (55 °C) acetone for at least ten hours.

3 Results and discussion
3.1 Transfer method comparison

We characterized the transferred graphene films using optical
microscopy, Raman spectroscopy (Renishaw inVia Reflex,
488 nm excitation), scanning electron microscopy (SEM, Carl
Zeiss AURIGA), and terahertz time-domain spectroscopy (THz-
TDS, Advantest TAS7500TS). To quantify the graphene conti-
nuity, we processed the optical micrographs as follows. First, we
manually filled all visible holes with a color very dissimilar to
the rest of the image. This step was not automated because
image processing software can not reliably discern holes from
other features such as residual PMMA or bilayer graphene
regions. We then used the Image] software package™ to calcu-
late the coverage of graphene regions and holes in each image
from the percentage of pixels above or below a color threshold.
Processing Fig. 2(a), (b) and (c) in this way yields the images
shown in Fig. 2(d), (e) and (f) respectively. Black areas represent
holes in the graphene, whereas white areas represent contin-
uous graphene. We performed this analysis for nine separate
areas within each transferred graphene sample (see ESI, S17),
and for all three methods shown in Fig. 1. We describe the
results specific to each transfer method below.

3.1.1 Single-layer PMMA transfer (M1). Although we baked
the PMMA/graphene after transfer to improve interfacial
contact between the graphene and the substrate,® large cracks,
holes and wrinkles were still present, as can be seen in Fig. 2(a)
and (d). The Raman spectrum in Fig. 2(g) is representative of
graphene transferred using this method.

3.1.2 Bilayer PMMA transfer (M2). In the case of bilayer
(2L) PMMA/graphene transfer, the second layer of PMMA leads
to partial dissolution and softening of the first layer.®* However,
despite baking at above 100 °C to evaporate residual water
trapped between graphene and the substrate,” we still observed
cracks and holes after PMMA removal [Fig. 2(b) and (e)]. Note
the presence of PMMA residue, evidenced by features in the
vicinity of 1200 cm ™" to 1400 cm™ " in Fig. 2(g) and (h).**"

This journal is © The Royal Society of Chemistry 2018
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(a—c) Optical micrographs of graphene film transferred using 1L PMMA, 2L PMMA and PMMA + copolymer (Method 3a) respectively. (d)—(f)

Results of image analysis of optical micrographs in (a)—(c). White (black) areas indicate graphene (holes). (g)—(i) Representative Raman spectra
corresponding to graphene shown in (a)—(c). Scale bars are 25 um for all images.

3.1.3 Copolymer assisted transfer (M3). Fig. 2(c) shows
graphene transferred using Method 3a (Fig. 1). Optical micro-
graphs show only the occasional small hole in the transferred
graphene, but no other apparent damage [Fig. 2(f)]. Fig. 2(i)
shows a representative Raman spectrum of the same sample.
The absence of a D peak confirms the graphene quality,*®
no PMMA signals are evident.

Based on our analysis of these three methods, we find that
copolymer-assisted transfer (Method 3a) yields 99.8% contin-
uous graphene, compared to 98.4% for 2L PMMA and 98.3% for
1L PMMA methods. In addition to having the highest average
continuity, Method 3a also yields the most consistent results.
The coverage standard deviation for the copolymer assisted
method is 0.06% (see ESI, S17), suggesting that the transferred
graphene is highly continuous throughout the entire 1 cm x
1 cm transferred area.

We attribute the small holes in Fig. 2(c) to pinhole defects,
which occur during CVD growth of graphene on rough Cu
surfaces.'” Using a surface profilometer, we measured the RMS
surface roughness (R) of our Cu foil at different positions after
the CVD process. The roughness was approximately 150 nm,
which is reasonable for commercially available unpolished Cu
foil.'®** We note that the Ry value is on the order of the thick-
ness of the spin-coated film. Hence, it is likely that PMMA
coverage and/or adhesion between the graphene and PMMA is
inconsistent, which could lead to the few wrinkles or holes we
did observe. This would also explain why graphene film trans-
ferred using Method 3b (copolymer added after transfer) was

This journal is © The Royal Society of Chemistry 2018

less continuous than graphene transferred using Method 3a
(ESI, S21). Based on these results, we determine that it is critical
to add the copolymer layer prior to transfer.

When applied by spin-coating under identical conditions,
the copolymer used here will form a film that is approximately
twice the thickness of a PMMA film.?° As a result, the amount of
residual solvent contained in the soft-baked copolymer layer
will be considerably more than in an identically prepared
PMMA layer. Moreover, relative evaporation rates are 0.22 for
ethyl lactate and 0.32 for anisole, which means the copolymer
solvent evaporates a bit slower than the PMMA solvent. This
combination of greater solvent volume and slower evaporation
rate means the underlying PMMA layer can be softened/relaxed
to a greater extent by a copolymer layer than it could be by
a second PMMA layer. Hence, the presence of copolymer before
transfer (Method 3a) leads to improved contact between the
graphene and PMMA® resulting in continuous transferred
graphene as shown in Fig. 2(c). Conversely, if the copolymer is
not added to the PMMA until after transfer (Method 3b), the
solvent in the copolymer cannot effectively relax the PMMA
because is has had more time to cure. Pits and pinholes can
form in the PMMA as it cures,* resulting in considerably more
cracks, holes, and wrinkles in the transferred graphene.

3.2 Scanning electron microscopy analysis

We used SEM imaging to characterize the morphologies of three
graphene films transferred using 1L PMMA, 2L PMMA, and

RSC Adv., 2018, 8, 17251729 | 1727
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PMMA + copolymer. Voids and a considerable amount of
wrinkles are visible in Fig. 3(a) and (b), whereas the amount of
transfer-induced damage visible in Fig. 3(c) is negligible.

3.3 Spectroscopic analysis of copolymer-assisted transfer

We performed large area Raman mapping to further evaluate
the continuity and quality of the graphene transferred using
copolymer. Fig. 4 shows a Raman map of continuous graphene
transferred using Method 3a (copolymer added before transfer).
No cracks, holes, or wrinkles are visible in the image area.
Superimposed Raman maps from six locations show essentially
no regions with Lp/lg < 1, indicating mostly monolayer and
some bilayer graphene,'®** which is consistent with the optical
micrographs shown in Fig. 2. Similarity in the Raman
maps suggests that these six areas are representative of the
entire 1 cm X 1 cm transferred graphene.

As an additional metric, we used THz-TDS in the range of
0.5 THz to 2.5 THz to extract the complex conductivity of each

Fig. 3 Scanning electron micrographs of graphene film transferred
using (a) 1L PMMA, (b) 2L PMMA, and (c) PMMA + copolymer (Method
3a). Scale bars are 2 um for all images.
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Fig. 4 Raman map of 2D/G intensity ratio of graphene transferred
using Method 3a (PMMA + copolymer in Fig. 1).
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Fig. 5 Boxplot of the area coverage (left axis) and values of scattering
time (right axis) for graphene transferred using different methods.

of the graphene samples.”®** We do this by illuminating five
random areas on each graphene sample with THz light (1 mm
spot size), and converting the time-domain signal into
frequency-domain via Fourier transform. We then compare
the measured THz signal with that of a bare SiO,/Si reference
substrate to determine the Fresnel reflection coefficient at the
substrate-graphene interface.”® Finally, we extract the complex
conductivity and simultaneously fit the real and imaginary
parts to the Drude-Smith model.>® One of the two fitting
parameters is the scattering time,*” which we plot in Fig. 5.
Also plotted in the same figure are the statistical distributions
of area coverage calculated for graphene transferred using
each of the three methods shown in Fig. 1. We see that the
scattering time tends to be longer when the graphene coverage
is higher. Although a quantitative relation between coverage
and scattering time is not well established, qualitatively we
expect the scattering time to increase when holes, cracks, and
other scattering sites are reduced. This correlation between
higher graphene coverage and longer charge-carrier scattering
time further supports our conclusion based on Raman and
image analysis that the copolymer-assisted graphene transfer
method proposed here (Method 3a) yields nearly complete
graphene continuity.

This journal is © The Royal Society of Chemistry 2018
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4 Conclusions

In summary, we report the first copolymer-assisted graphene
transfer protocol, and demonstrate square-centimeter-scale
transfer of monolayer graphene with nearly complete conti-
nuity. We find this approach to be more effective at reducing
small holes and eliminating cracks and wrinkles than methods
that use only PMMA. We attribute this difference to a larger
volume of solvent contained in the thicker copolymer layer
which, when combined with the slightly slower evaporation rate
of the copolymer solvent, is more effective at relaxing the
underlying PMMA. This method is only effective if the copol-
ymer is added soon after soft-baking the PMMA, i.e., before the
PMMA has time to cure. We expect that the addition of copol-
ymer to an already familiar wet transfer method will help
mitigate defect formation during graphene transfer. This will
facilitate the use of high quality, continuous graphene in
applications requiring large footprints, such as those involving
arrays of graphene-based elements.
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