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The structural and electronic properties of graphene grown on catalytic metal surfaces are significantly
modified via graphene-substrate interaction. To minimize the influence of the metal substrate, a dielectric
buffer layer can be introduced between the graphene and metal substrate. However, the catalytic syn-
thesis of graphene limits the potential alternatives for buffer layers. The intercalation of atoms below the
graphene layer is a promising method that does not require the chemical treatment of graphene or the
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substrate. In this study, the electronic and structural properties of single-layer graphene (SLG) on the Cu
(111) substrate intercalated with ultrathin NaCl thin films were investigated using scanning tunnelling
microscopy. The intercalation of the NaCl monolayer decoupled SLG from the metal substrate, thereby
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Introduction

Graphene has attracted considerable interest owing to its
unique electronic and optical properties. The chemical vapor
deposition (CVD) growth on transition metal substrates is a
promising method for growing high-quality large-area gra-
phene films.> The metal substrate acts as a catalyst that con-
verts hydrocarbon species into graphene. However, the strong
interaction between graphene and the substrate alters the
intrinsic properties of graphene. For example, charge transfer
changes the work function of graphene, and the scattering
of the charge carrier reduces the high-quality transport pro-
perties of graphene.>* Additionally, a structural corrugation is
observed, which indicates an increase in strain within the gra-
phene layer.” In order to minimize the effect of the substrate
and for certain applications, graphene is transferred onto insu-
lating substrates, such as hexagonal boron nitride (h-BN).*’
However, it is difficult to avoid corrugation or contamination
during the transfer process. The direct growth of graphene has
been demonstrated on insulating substrates.®'° However, the
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producing quasi-freestanding graphene.

limitations of low growth rate and small grain size persists.’
Recently, Li et al. reported the preparation of a single-layer
graphene (SLG) on the electrically insulating sapphire wafer."®
After growing graphene at the interface between sapphire
and Cu film, the Cu layer was peeled off from the surface of
graphene.

Introducing foreign atoms between graphene and the metal
substrate via intercalation is an alternative method used to
decouple graphene from the substrate."""* Several interca-
lants, such as B, O, Si, Pb, In, Au, and Ce, have been used for
the separation of epitaxial graphene and metal substrates at
the nanoscale level.”*™'® These intercalants decouple graphene
from the substrate, which can be observed by the suppressed
surface state of the substrate. However, most intercalants still
alter the properties of graphene. For example, boron-interca-
lated-graphene is modified to possess a threefold linear
feature by the underlying borophene sheets, and the interca-
lated Si or Ce induces moiré superlattice in graphene. Alkali
metal and Pb intercalations lead to the doping of graphene
through charge transfer.”'® Therefore, intercalants with strong
decoupling effects are required to develop freestanding gra-
phene. Previous studies have demonstrated that “quasi-free-
standing graphene” does not exhibit an additional super-
structure, except the graphene honeycomb lattice.>'*?°

In this study, the intercalation of NaCl at the interface
between SLG and Cu(111) was investigated using scanning tun-
nelling microscopy (STM) and scanning tunnelling spec-
troscopy (STS). A clean graphene surface was ensured before
the NaCl films were deposited on the SLG/Cu(111). NaCl was
diffused between the graphene and Cu substrate after anneal-
ing at 600 K. The intercalated region was higher than the SLG/
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Cu region, and the specific features in the topography originat-
ing from the Cu substrate disappeared. The STS results exhibi-
ted a higher local density of state (LDOS), work function, and
dielectric constant compared to those of SLG/Cu(111). These
observations demonstrated the structural and electronic
decoupling of graphene from the Cu substrate, due to the
intercalation of a NaCl film between graphene and Cu(111). As
a result, the NaCl-intercalated graphene behaved as freestand-
ing graphene.

Methods

A large-area continuous single-crystal SLG film was grown
using the CVD method on a single crystalline Cu(111) foil,
which was prepared via the contact-free annealing
method.?"** Once SLG film covered the whole surface of Cu
(111), we couldn’t find any oxide layer at the interface.>® The
SLG/Cu(111) sample was transferred from ambient to ultrahigh
vacuum (UHV) STM chamber, followed by annealing at 800 K.
The Nacl films were deposited by thermal evaporation. When
the substrate was maintained at room temperature (RT) during
deposition, NaCl islands of two-monolayer (ML) thickness
were formed. The intercalation of NaCl islands was achieved
by annealing the sample at 600 K. The STM experiments were
performed using a low-temperature STM. The sample tempera-
ture and base pressure were 1.1 K and 4.0 x 10~ *" Torr, respect-
ively. The df/dV and dz/dV spectra were measured using a lock-
in technique with a bias voltage modulation of 50 mV at
727 Hz.

Results and discussion

Fig. 1(a) shows the SLG grown on a single crystalline Cu(111)
foil using the CVD method. In the STM topography, the Cu
vacancy-induced Kekulé distortion is observed on the gra-
phene. Kekulé distortion is originated in the long-range elec-
tronic interaction between Cu vacancies and SLG.>* The
Kekulé order manifests with a larger honeycomb pattern with
a darker depression, and it exhibited a (v/3x+/3) R30° super-
cell (labelled as R3, a red diamond) in addition to the gra-
phene unit cell (a blue diamond). The magnified STM image
clearly shows the Kekulé-ordered structure in SLG (Fig. Siaft).
The Cu vacancies underneath the graphene appeared as bright
dots in STM topography, which had a uniform height of ~80
pm (Fig. S1bt). A large-area topography revealed a spiral
pattern, which was a reconstruction of the underlying Cu(111)
surface and vacancies near the node of the spiral [bottom in
Fig. 1(a)]. The spirals and Kekulé distortion were structural
variations that originated from the Cu substrate. The thermal
evaporation of NaCl on an SLG/Cu(111) sample formed rec-
tangular NaCl islands [Fig. 1(b)]. Although the lattice mis-
match between NaCl(001) and graphene was over 10%, the
majority of the NaCl islands grew with specific orientation,
which indicated commensurate growth. Due to a higher DOS
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Fig. 1 NaCl films on SLG/Cu(111). (a) STM topography images of the
SLG on Cu(111). Top: atomically resolved STM topography represents
the graphene honeycomb lattice (blue diamond) and R3 supercell (red
diamond) (Vs = 50 mV: sample bias, /i = 0.7 nA: tunnelling current);
bottom: a large-area topography depicts the presence of a spiral pattern
with a wavelength of 6.0 nm (Vs = 0.1V, /; = 1.0 nA). (b) Top: after NaCl
deposition, (001) oriented NaCl islands cover the graphene surface (V =
4.0 V, It = 50 pA); bottom: zoomed-in STM image of the NaCl island
indicated by the dashed rectangle in the top shows the bright Cl™ ions
(Vs = 3.0 V, Iy = 50 pA). (c) Fourier transforms of the STM images,
showing graphene lattice (blue circles), R3 supercell (red circles), and
Cl™ ions (green circles). Left and right images are obtained from the top
panel of (a) and the bottom panel of (b), respectively. (d) Height profile
along the black arrow in (b).

at CI~ than Na*,>® Cl anions were imaged as protrusions in the
STM topography, which formed a square unit cell in the atom-
ically resolved image [bottom in Fig. 1(b)].>® The straight step
edges were formed along the nonpolar directions of NaCl
islands. The Fourier transform (FT) of the SLG/Cu(111) topo-
graphy exhibited two distinct sets of periodicities in the SLG/
Cu(111) system [left in Fig. 1(c)]. The outer six spots corre-
sponded to the graphene reciprocal lattice (blue circles), and
the inner six spots corresponded to the Kekulé R3 super cell
(red circles). After deposition of NaCl, FT of the topography
[right in Fig. 1(c)] featured only four spots corresponding to Cl
lattice (green circles). Even though there is a large mismatch
owing to the lattice constants of NaCl and graphene, for the
NaCl islands we have observed, there was no moiré pattern.
Most NaCl islands were 2 ML and their apparent height varies
as a function of the imaging bias (Fig. S21). The thickness of
the films (5.5 A) measured at the sample bias above the con-
duction band minimum (3.6 V) was close to the theoretical
value (5.76 A) [Fig. 1(d)]. However, the apparent height
measured at lower bias (inside of its band gap) was reduced to
about 3.0 A owing to its low DOS.?°° The islands were easy to

This journal is © The Royal Society of Chemistry 2022
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crack and move (Fig. S31) while imaging the NaCl islands on
SLG/Cu(111) with the STM tip, which indicated the weakly-phy-
sisorbed state of NaCl on the graphene surface.””*° Although
previous density functional theory (DFT) calculations predicted
that SLG/NaCl/Cu(111) structure is more stable than NaCl/
SLG/Cu(111),” Palacio et al. reported that the NaCl film is des-
orbed from the surface of graphene without intercalation by
annealing at 823 K on the graphene surface.?” In this study,
the NaCl/SLG sample was annealed at 600 K for 5 h in an
attempt to achieve intercalation of NaCl films under UHV. It
was not easy to achieve a large-scale intercalation in the UHV
system. Since the vapour pressure of NaCl was reported to be
1.4 x 107> Torr at 760 K,*' most NaCl films under UHV con-
ditions evaporated rather than intercalated through SLG at
this temperature. The intercalation on a large scale would
likely be possible by using a heat treatment under higher
pressure. In the NaCl-deposited SLG, the SLG inhibited a spon-
taneous intercalation of NaCl at RT. We speculate that the
temperature window is very narrow for the intercalation. NaCl
was diffused between SLG and Cu during annealing, which
formed crystalline NaCl films between graphene and Cu.

Only the bare graphene region (labelled as SLG/Cu) and the
bright region which is identified as NaCl-intercalated gra-
phene (labelled as SLG/NaCl) remained on the surface
(Fig. 2a). The bright regions were oriented in the <100> direc-
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tions of NaCl (Fig. S51). The honeycomb lattice observed in the
bright region confirmed the presence of graphene. The d1/dV
spectrum at the region exhibited a V-shaped curve, where the
Dirac point was located near zero bias, which is a hallmark
of a two-dimensional (2D) Dirac material [Fig. 2(b), red
curve].*>*? Compared with the relatively broad STS curve
measured on SLG/Cu, the sharp V-shaped dI/dV spectrum was
attributed to the suppressed electronic screening effect
from the metal substrate. It demonstrated that graphene
was electronically decoupled from the metal substrate after
intercalation."*'®

Fig. 2(c) depicts the one-dimensional (1D) dI/dV mapping
across the SLG/Cu and SLG/NaCl boundary. A drastic elec-
tronic transition from SLG/Cu to SLG/NaCl without the evol-
ution of an interface state is observed. Additionally, as indi-
cated by the zoomed-in image of the SLG/Cu-SLG/NaCl bound-
ary and FT images [Fig. 2(d) and (e)], the graphene lattice
remained continuous across the boundary with the same
lattice orientations. Furthermore, Cu vacancies, Kekulé distor-
tion and moiré structure at SLG/NaCl could not be determined
(Fig. S61), which indicated that the intercalation of NacCl
caused the structural decoupling from the substrate. A dis-
appearance of the spiral pattern implies that NaCl intercala-
tion alleviated the distortion within the SLG layer and made
it flat. We can observe that the boundary is not distorted
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Fig. 2 Intercalation of NaCl between SLG and Cu(111). (a) STM topography image of SLG/Cu and NaCl-intercalated graphene (Vs = —-0.3 V, I, = 50
pA). (b) Differential conductance (d//dV) spectra of SLG/Cu and NaCl-intercalated graphene. (c) One-dimensional d//dV map across the boundary of
domains along the blue dashed arrow in (a). (d) Zoomed-in topography indicated by the yellow dashed square in (a) (Vs = =5 mV, Iy = 0.3 nA). (e) FT
images obtained from SLG/NaCl (left) and SLG/Cu (right) (see Fig. S4+ for topography).
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severely. The spacing between graphene and copper surface is
wide enough to accommodate 1 ML Nacl film with low strain
in graphene.

The local work function (LWF) of graphene can be probed
by measuring field-emission resonances (FERs) because new
current channels arise when the Fermi level of the STM
tip exceeds the vacuum level of graphene.** The 1D dz/dV
mapping over SLG/NaCl was performed to examine the change
in the LWF of the domains (Fig. 3). In the SLG/Cu region,
where Kekulé distortion was found, the first peak splits into
two subpeaks located at approximately 3.7 and 4.1 eV. Notably,
the splitting of peak was not distant from the Kekulé distor-
tion (Fig. S71). The energy splitting of FER (0.4-0.5 eV) has
been observed from borophane and InAs, which is attributed
to the surface potential corrugation.>*>° It was not observed
for high-order FERs. In the case of SLG/Cu, the local potential
corrugation from the Kekulé distortion is expected to result in
the splitting of peak in FER. The NaCl film electronically
decouples the graphene from the Kekulé-ordered Cu vacancies.
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Nanoscale

Therefore, the energy splitting of the first FER peak was not
observed for the SLG/NaCl and this implies that the surface
state disperses freely in the direction parallel to the surface.

The LWF (¢) of a combined-material system can be calcu-
lated from FERs according to the following equation:**

eV, =¢ + (3”heE) %n§ (1)
" 24/2m

where E is the electric field between the sample and tip, and
V, is the sample bias for the nth resonance (n = 1, 2, ...). The
estimated LWFs of SLG/Cu, SLG/NaCl, and 2 ML NaCl on the
SLG (labelled as NaCl/SLG) from the FER spectra were 4.38,
4.49, and 3.63 eV, respectively [Fig. 4(a)]. The graphene on Cu
was n-doped due to the transfer of electrons from the Cu
substrate.>” In contrast, SLG/NaCl had a LWF value close to
that of freestanding graphene (4.5 eV),*®?° which indicated
that the intercalation of NaCl blocked the charge transfer from
the substrate. The 2 ML NaCl film deposited on the SLG

| sLG/Cu

SLG/NaCl

NaCl/SLG
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9.3 4 6 8 10
Sample bias (V)

Fig. 3 Variation in FER spectra owing to NaCl intercalation and adsorption. (a) STM topography image of SLG/Cu and NaCl-intercalated graphene
(Vs =50 mV, Iy = 0.4 nA). (b) 1D dz/dV map along the dashed arrow in (a). (c) FER spectra measured on the SLG/Cu (black), SLG/NaCl (red), NaCl/SLG

(blue). FER peaks (n = 1) are marked by arrows in (c).
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Fig. 4 Modified work function and dielectric constant of SLG owing to NaCl intercalation and adsorption. (a) Extracted and fitted FER peak energies
versus n?® (n > 1). Black: SLG/Cu, red: SLG/NaCl, and blue: NaCl/SLG. Work function (4, eV) and electric field (E, V nm™) are obtained from the
y-intercept and the slope of the plots, respectively. Structural schematics of (b) SLG/Cu, (c) NaCl/SLG, and (d) SLG/NaCl. (e) Dielectric constants and

thicknesses of SLG, 1 ML NaCl, and 2 ML NaCl layers.
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reduced the LWF by 0.75 eV, which indicated the compressive
electrostatic effect attributed to the LWF reported for ionic
films on metal substrates."® It agreed well with the LWF of 3.5
eV for NaCl films on Ag(111).>®

The apparent height and applied electric field were
different even under the same sample bias for SLG/Cu, SLG/
NaCl, and NaCl/SLG owing to the adsorption or intercalation
of the dielectric NaCl layer. According to eqn (1), the electric
field can be derived from the slope of the plots in Fig. 4(a).
The calculated electric field strengths were 2.92, 2.30, and 1.19
V nm™! at SLG/Cu, SLG/NaCl, and NaCl/SLG, respectively. The
electric field strength was decreased by 0.62 V nm™" through
the intercalation of NaCl, while that of the 2 ML NaCl on SLG
was reduced by 1.73 V nm™". Furthermore, the dielectric con-
stant, ¢, of the layer was estimated using a simple parallel
capacitor model [Fig. 4(b)-(e)]. It was assumed that the voltage
drop across the thin films is constant during the FER measure-
ments, iLe.,

Ed

— = constant

€
where d is the thickness of the film.>**3% Subsequently, the &
was derived from the obtained electric field strength and d. In
the case of the NaCl/SLG multilayer, the effective thickness of
the films was expressed as:

g _dsigou T daMLNacl

€  EsLG-Cu  €2MLNaCl

The dielectric constant of the SLG on Cu(111), esG-cu, Was
calculated to be 2.83. The value of egsig.cy is significantly
smaller than that of freestanding graphene (¢ = 15.0).*"*?
When the SLG is placed on a metal substrate, the supporting
substrate causes dielectric screening, which results in a
decreased Fermi velocity and an enhanced electron-electron
interaction in the ultrathin graphene layer.*> Therefore, the
dielectric constant of the SLG became smaller due to interlayer
electronic coupling between SLG and Cu.

Regarding the intercalated NaCl layer of SLG/NaCl, it was
expected to be a 1 ML-thick NaCl film owing to its low appar-
ent height (40 pm). The dielectric constant of bulk NaCl is 5.9,
which is reported to decrease with a decrease in the number of
layers.*>*> Hence, the intercalated 1 ML NaCl would have a
smaller dielectric constant than that of the adsorbed 2 ML
NaCl. In the case of the SLG/NaCl, the effective thickness of
the films was expressed as:

g _ diMLNacl T ds1.G-Nacl

€  &1MLNaCl €SLG-NaCl

and egrg.nact Was calculated to be 19.3 + 3.8. Thus, eg.g-naci
was 7 times as large as eg;g.cu- The dielectric constant of SLG
on NaCl layer matched with the reported dielectric constant of
freestanding graphene, indicating the disappearance of inter-
layer electronic coupling in graphene by the intercalation of
1 ML NaCl. Consequently, the intercalation of only 1 ML NacCl
at the interface between the SLG and Cu led to efficient geo-
metric and electronic decoupling of SLG.

This journal is © The Royal Society of Chemistry 2022
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Conclusions

The decoupling of an epitaxial single crystal SLG on Cu(111)
was achieved by the intercalation of 1 ML NaCl film.
Annealing NaCl films adsorbed on the SLG surface led to the
diffusion of Nacl to the interface between SLG and Cu to form
a 1 ML Nacl film. The intercalated NaCl film decoupled SLG
from the Cu substrate, and the SLG exhibited the electronic
and structural properties of quasi-freestanding graphene. The
intercalation of the 1 ML-thick NaCl film was quantitatively
verified in terms of the work function, applied electric field,
and dielectric constant. Unlike conventional techniques®®™*
for transferring graphene onto insulating substrates, our
method does not contaminate nor damage the graphene,
which also provides a chance of tuning the physical and elec-
trical properties of large-area graphene films grown on the
various catalytic substrates. It is expected that the intercalation
of ionic materials to form a vertical heterostructure to mini-
mize the effect of substrate can be used for potential appli-
cations of various 2D materials to prepare clean and economi-
cal quasi-freestanding layers for nanoelectronics.
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