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ABSTRACT: Reliable and controllable synthesis of two-dimensional (2D) hexagonal
boron nitride (h-BN) layers is highly desirable for their applications as 2D dielectric and
wide bandgap semiconductors. In this work, we demonstrate that the dissolution of carbon
into cobalt (Co) and nickel (Ni) substrates can facilitate the growth of h-BN and attain
large-area 2D homogeneity. The morphology of the h-BN film can be controlled from 2D
layer-plus-3D islands to homogeneous 2D few-layers by tuning the carbon interstitial
concentration in the Co substrate through a carburization process prior to the h-BN growth
step. Comprehensive characterizations were performed to evaluate structural, electrical,
optical, and dielectric properties of these samples. Single-crystal h-BN flakes with an edge
length of ∼600 μm were demonstrated on carburized Ni. An average breakdown electric
field of 9 MV/cm was achieved for an as-grown continuous 3-layer h-BN on carburized Co.
Density functional theory calculations reveal that the interstitial carbon atoms can increase
the adsorption energy of B and N atoms on the Co(111) surface and decrease the diffusion
activation energy and, in turn, promote the nucleation and growth of 2D h-BN.

KEYWORDS: Hexagonal boron nitride (h-BN), molecular beam epitaxy (MBE), interstitial carbon, large domain size,
breakdown electric field

Hexagonal boron nitride (h-BN), a two-dimensional (2D)
isostructure of graphene, has gained significant attention

for its remarkable properties,1−3 as well as its potential
applications as a 2D dielectric4−7 and a wide bandgap
semiconductor material.3,8,9 To realize the technological
potential of h-BN, the key is reliable and controllable synthesis
of large-area h-BN. Toward this direction, tremendous effort
has been made on chemical vapor deposition (CVD) of h-BN
on various catalytic transition metal substrates, including
Cu,2,10−12 Co,13 Ni,14−16 Fe,17−19 Ru,20 and Pt.21 Experiments
have proven that transition metals can provide a favorable
chemical environment for the synthesis of high-quality
graphene and h-BN. In addition, rational engineering of
catalytic effects of the transition metal substrates by alloying
or incorporating additional species has been utilized in the
growth of both h-BN and graphene to enhance the control over
layer number, nucleation density, and domain size.17,19,22

Recently, CVD growth of graphene and h-BN assisted by
carbon in the form of α-C or hydrocarbon gas has been
reported by predepositing PMMA23 or simultaneously
introducing methane,24 respectively. Nevertheless, the growth
of h-BN on transition metal substrates incorporated with
carbon as interstitial atoms has not been studied. Transition
metals with high carbon solubility are commonly thought to be
detrimental for graphene growth, due to the precipitation of
low-quality graphitic structure during substrate cooling,

resulting in poor layer number controllability.25 However,
from a completely different perspective, the high carbon
solubility of metals ensures the presence of a substantial
amount of dissolved carbon atoms as interstitials. As a result,
the tuning of carbon concentration in a wide range within the
carbon solubility’s limit can bring a new dimension of control
for the growth of h-BN in addition to other regular growth
parameters such as substrate temperature, growth pressure,
surface roughness, and so on. Thus, to elucidate the effect of
interstitial carbon on the growth of h-BN, it is essential to
control the carbon concentration precisely at a trace level so
that the carbon atoms do not end up precipitating onto the
metal surface. From this standpoint, molecular beam epitaxy
(MBE), an alternative to CVD, has the ability to precisely
control solid, gas, and plasma sources and tune the growth
parameters. Some general comparison of MBE and CVD for
2D material synthesis can be found elsewhere,26−35 and MBE
has been demonstrated to be a reliable method to grow 2D h-
BN and h-BN/graphene heterostructures.26−35

In this work, we carefully prepared Co and Ni substrates with
different carburization times using acetylene gas prior to the
growth of h-BN in a plasma-assisted MBE system. The
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dissolution of carbon atoms in Co enabled and enhanced the
direct growth of h-BN on the Co surface. A scanning electron
microscopy (SEM) study of h-BN grown on Co with different
carburization levels shows that the morphology as well as the
lateral growth speed of the h-BN domains can be readily
controlled by carbon concentration. The morphology varies
from 2D layer-plus-3D islands to homogeneous 2D layers.
Comprehensive characterizations including transmission elec-
tron microscopy (TEM), Raman spectroscopy, atomic force
microscope (AFM), UV−vis absorption spectroscopy, and X-
ray photoelectron spectroscopy (XPS) were carried out to
study the structural and compositional properties of the
samples. H-BN dielectric properties were characterized based
on Co(foil)/h-BN/Co(contact) devices. Density functional
theory (DFT) studies show enhanced adsorption and diffusion
of both B and N atoms on the Co metal surface as a result of
embedded carbon interstitials, which shed light on the role of
carbon interstitials in transition metal substrates for reliable and
controllable growth of large-area 2D h-BN.
As-received Co and Ni foils were polished, cleaned, and

transferred to the MBE for growth (Methods), using a growth
procedure illustrated in Figure S1 of the Supporting
Information. The Co surfaces are dominated with (111)
orientation, as can be seen from an X-ray diffraction pattern of
as-grown samples (Figure S2 of the Supporting Information).
Table S1 in the Supporting Information summarizes the growth
conditions of all h-BN samples on pristine Co (Sample A),
carburized Co substrates (Samples B1−B5, C1−C4, and D1−
D7), and carburized Ni substrates (Samples E1−E2) that are
described here. Direct growth of h-BN on pristine Co was
reported previously, however, those h-BN films were grown at a
relatively low temperature of 850 °C; thus the quality of the
films was good but not excellent, which is inferred from a
breakdown electric field of only 3 MV/cm.31 In this work, all
samples were grown at a higher substrate temperature of 900
°C in order to enhance the quality of the films. Surprisingly,
with all other growth conditions the same as or similar to that
used in ref 31, the attempt toward the growth of h-BN onto the
pristine Co substrate at 900 °C led to no growth of any material

on the surface (for example, Sample A), as verified by
characterizations such as SEM, optical microscopy, Raman,
and XPS (Figure S3 in the Supporting Information). The main
reason is associated with high desorption of B on the metal
surface, which is later confirmed by the theoretical calculation
of adsorption energy. On the other hand, h-BN has been
reliably grown onto all carburized Co substrates at 900 °C
(Samples B1−B5, C1−C4, D1−D7). Vacuum carburization has
been widely used for synthesis of carbon steel by exposing iron
in a hydrocarbon environment.36 Here, carburization of Co
substrates was performed by introducing C2H2 gas with various
flux rates and time at the growth temperature to attain different
amounts of carbon incorporation in the substrates, as detailed
in the Method section.
Figure 1a-h shows SEM images of h-BN samples grown for 1

h (Samples C1−C4) and 3 h (Samples D4-D7) on Co
carburized from 60 to 240 s, respectively. The cartoons on top
of SEM images indicate relative interstitial carbon concen-
tration in the substrates of these samples, respectively. As seen
from Figure 1a and b, high-density bright prism-shaped h-BN
multilayer features are formed on these 60-s carburized samples
grown for 1 and 3 h, respectively. The inset SEM image in
Figure 1a shows a typical prism-shaped multilayer h-BN island,
which appears as a bright feature in the SEM image due to the
charging effect. The inset SEM image of the edge area of the
sample in Figure 1b infers that the 3-h growth led to
continuous h-BN 2D film, in contrast to partial 2D h-BN
coverage in the 1-h h-BN sample, as shown in Figure 1a. The
exposed Co area appears to be brighter due to less secondary
electrons generated from h-BN/Co than from Co.37 Additional
evidence for the continuous nature of a 3-h h-BN film on the
Co substrate is shown in Figure S9 of the Supporting
Information. By fixing the Co carburization time at 60 s,
additional samples (Samples B1−B5) with other h-BN growth
times were grown, and Figure S4a-e shows SEM images of
these samples. Only sparse h-BN nuclei emerge on the surface
of a 15 min h-BN growth sample (Figure S4a), which suggests
the time to form stable nuclei (incubation time) is around 15
min. Nucleation density increases rapidly in the next 15 min

Figure 1. Morphology evolution of h-BN as a function of carburization time. Schematic shows that carbon concentration is controlled by
carburization process duration. (a-h) Large-area SEM images of (a, c, e, g) 1-h h-BN samples (C1, 2, 3, 4) and (b, d, f, h) 3-h h-BN samples (D4, 5,
6, 7) on the Co substrate carburized for 60, 120, 180, and 240 s, respectively. Inset in (a) shows a typical “prism” shaped adlayer. Insets in (b, d, f, h)
show the edge area for contrast. (i) Plot of h-BN fractional coverage as a function of h-BN growth time with carburization time fixed at 60 s, fitted
with the JMAK model in red. (j) Plot of fractional coverage and domain size of 1-h h-BN samples as a function of carburization time from 60 to 240
s. (k) Density of prism-shaped island in the 3-h h-BN samples as a function of carburization time. The scale bar in (a) inset is 10 μm, and all others
are 200 μm.
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growth following the incubation period (Figure S4b). After
certain surface coverage, the size of most h-BN domains
continues to increase as incoming adatoms are more likely to be
captured by existing h-BN flake edges and the Ostwald ripening
process also plays a dominating role (Figure S4c, d). The Co
surface is almost fully covered after 90 min of growth. Besides
the lateral growth, prism-shaped ad-layers along the vertical
direction are also formed favorably on the surface irregularities
or defective sites. The density of these prisms increases as the
growth time increases. After 3-h growth, high-density 3D
prism-shaped islands are formed on the continuous 2D layers
(Figure 1b and Figure S4e). Detailed SEM, AFM, Raman, and
absorption characterizations of the sample under a 60-s
carburization and a 3-h h-BN growth show that the 2D h-BN
film has a thickness of ∼1 nm, and the size of some prisms is
∼10 μm in edge length and ∼20 nm in height (Figure S5).
The lateral growth is further studied under the framework of

the Johnson-Mehl-Avrami−Kolmogorov (JMAK) model. Fig-
ure 1i plots the h-BN coverage versus its growth time. H-BN
coverage on Co was obtained by using ImageJ software as

detailed in Figure S8 of the Supporting Information and can be
fitted by an exponential curve according to the JMAK
model38,39

= − −A k t t1 exp( ( ) )n
BN 0 (1)

where ABN is the h-BN fractional coverage, and k is the rate
constant, which depends on both the nucleation rate and the
domain growth rate. The index n is the Avrami exponent, which
is related to the dimensionality of the system and time-
dependent nucleation and growth rate. It can be expressed as n
= qd + B, where q equals 1 for linear growth (reaction
controlled) or 1/2 for parabolic growth (diffusion controlled),
d stands for the dimensionality of the growth, and B is 0 for
site-saturated nucleation and 1 for continuous nucleation with
constant rate. Figure S4f (Supporting Information) shows the
same data in Figure 1f but is plotted using Avrami coordinates.
A linear relationship is seen. The extracted Avrami exponent is
n = 1.20 ± 0.05, suggesting a 2D site-saturated nucleation.39 It
is worth noting that the JMAK model is based on the
assumption of constant nucleation rate or a fixed number of

Figure 2. Characterization of large-area h-BN 2D layers. (a-e) show results of an h-BN sample grown on the carburized Co substrate (Sample D7),
and (f-h) show results of h-BN samples grown on carburized Ni substrates. (a) Photograph of the h-BN sample transferred onto the SiO2/Si
substrate showing the uniform film with a size of 1 cm × 1 cm limited by the substrate holder. (b) Raman spectrum measured on the transferred h-
BN few-layers on SiO2/Si. The inset displays the optical microscope image of the corresponding sample. (c) AFM image scanning across the sample
edge. (d) Plane view TEM image of the h-BN sample transferred onto a holey carbon film coated copper grid, with an SAED pattern shown in the
top right corner inset and TEM image at the edge of the h-BN sample in the bottom left corner inset. (e) Plot of current density as a function of
voltage and electric field of a Co(foil)/h-BN/Co(contact) two-terminal device with the inset displaying a schematic of the device structure. (f) SEM
image of an h-BN sample grown on a 180-s carburized Ni substrate (Sample E1). Single-crystal h-BN flakes with a typical edge length up to ∼600
μm are shown. (g) Plane view TEM image of one such flake of Sample E1 transferred onto a copper grid coated with holey carbon film with the inset
displaying a TEM image at the edge of the flake. (h) SAED pattern at 4 different locations across the h-BN flake in g indicated by 1−4. (i) SEM
image of an h-BN sample grown on a 300-s carburized Ni substrate (Sample E2) with the SEM image of the edge area of the sample in the inset,
demonstrating large-area continuous uniform 2D h-BN film on carburized Ni.
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nucleation sites, circular domain geometry, and constant,
isotropic radial growth velocity.40 Some modifications to the
original JMAK model were done to apply to anisotropic radial
growth.41,42 Based on the fact that the present experimental
data fit well with eq 1, it is reasonable to apply this model for
the growth of h-BN, which does not grow isotropically.
With the change of carburization time from 60 to 240 s, the

morphology of h-BN films grown for the same growth time of 1
h is evidently different as shown in Figure 1a, c, e, and g. H-BN
flakes appear as dark features and increase in size and coverage
as the carburization time increases. Figure 1j shows the average
h-BN domain size and h-BN fractional coverage as a function of
carburization time for these 1-h h-BN samples. The domain size
increases from ∼80 to ∼144 μm as the carburization time
increases from 60 to 180 s. For the sample with a 240-s
carburization time (Figure 1g), h-BN domains coalesce and
almost fully cover the Co surface. This implies that the lateral
growth rate increases as the increase of the carburization time.
As the h-BN growth time is extended to 3 h, the entire Co

surface of all samples with different carburization times
(Samples D1−D7) is covered by continuous 2D h-BN films,
as seen from the SEM images in Figure 1b, d, f, h and Figure
S10. Additional 3D h-BN prism-shaped islands are also formed
on top of the 2D layers in some of these samples, which are
clearly dependent on the carburization time. Figure 1k shows
the density of h-BN prisms as a function of carburization time.

The density of h-BN prisms decreases from 1.9 × 105 cm−2 to
roughly zero as the Co carburization time increases from 60 to
240 s. In contrast, the density of prisms increases gradually for
shorter carburization time from 15 to 60 s. As discussed later,
the incorporation of interstitial carbon in Co essentially enables
the nucleation and growth of h-BN. As the interstitial carbon
content is low in these samples with the carburization time less
than 60 s, the adsorption of both B and N atoms is weak, and
the nucleation mainly relies on defects and imperfection sites
on the surface, which facilitates vertical growth of prisms. As the
interstitial carbon content increases in the samples with
carburization time larger than 60 s, the abundance of B and
N atoms on the surface as a result of the enhanced adsorption
facilitates the nucleation of h-BN domains. As shown later, the
diffusion of these atoms is also enhanced as a result of the
carbon interstitial effect. These factors are responsible for an
increased lateral growth rate and domain size, thus prism-like
island formation is further suppressed, leading to the dominant
growth of 2D layers.
Figure 2a shows a photograph of a homogeneous few-layer h-

BN sample (Sample D7). Figure 2b shows Raman spectrum of
the transferred sample showing a sharp E2g phonon mode at
1368 cm−1 and a fwhm of ∼16 cm−1. The inset shows an
optical microscopy image of the transferred film onto a SiO2/Si
substrate, indicating large-area uniform film. Figure 2c shows an
AFM image of the transferred film with a scan profile across a

Figure 3. XPS of 1-h h-BN samples with different carburization times. (a-c) XPS spectra of surface resolved (a) B 1s, (b) N 1s, and (c) subsurface C
1s after removal of the h-BN layer and surface contamination by 60-s Ar ion sputtering of the h-BN samples with 60-, 120-, 180- and 240-s
carburization time from bottom to top. a and b are plotted with a normalized range. c is normalized at the background of each spectrum.
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flake edge in the inset. The thickness of the h-BN film can be
estimated as ∼1.2 nm despite the undulating signals in the scan
profile due to residual PMMA contamination from the
transferring process. AFM images of several other samples
after transferring can be found in Figure S11 of the Supporting
Information, showing similar thickness. Figure 2d shows a plane
view TEM image of the h-BN film transferred onto a holey
carbon grid, and the top right inset is its corresponding 4-spot
SAED pattern, indicating high crystallinity. Further TEM
analysis of the film edge in the bottom left inset shows that
the film consists of three layers.
Figure 2e shows current density versus voltage/electric field

(J-V/E) of a Co(metal contact)/h-BN/Co(foil) two-terminal
device with a metal contact size of 200 × 200 μm2 based on a
240-s carburized h-BN sample (Sample D7). The thickness of
the 2D h-BN is considered as ∼1 nm according to the
observation of a 3-layer film by TEM imaging (AFM result
gives a slightly larger thickness of ∼1.2 nm due to the tip
effect). The J-V characteristic clearly exhibits a quasi-linear
relationship at the low and moderate voltage regions due to
direct tunneling43 and a dielectric breakdown. The statistical
study of J-V characteristics of 20 devices in Figure S13 in the
Supporting Information leads to an average breakdown electric
field of 9 MV/cm. This number is three times as large as that of
our earlier devices based on h-BN films without carburization31

and is comparable to those of exfoliated h-BN layers by a high-
temperature high-pressure method,44 suggesting significantly
improved quality of the h-BN here.
The concept of carbon interstitial assisted growth of h-BN

applies to other transition metal substrates. To avoid
redundancy, we briefly show some results on carburized Ni
substrates. Figure 2f shows the SEM image of a 6-h h-BN
sample grown on a 180-s carburized Ni substrate (Sample E1).
Discrete h-BN single-crystalline domains with an edge length of
∼600 μm are evident, which are among the largest h-BN flakes
ever reported.16 The flakes grown near the edge of the substrate
show an even larger size of ∼700 μm in edge length (Figure
S15 in the Supporting Information). The single-crystallinity is
confirmed by recording SAED patterns at different locations
across the h-BN domain, which are identical (Figure 2g,h).
Additional information on TEM measurements showing the h-
BN domain before and after transferring onto a TEM grid as
well as additional SAED patterns at different spots can be found
in Figures S14 and S15 in the Supporting Information. TEM
imaging also reveals that the large h-BN domain is monolayer
(Figure 2g). A large-area continuous uniform 2D h-BN film
(Sample E2) was also achieved by the same 6-h h-BN growth
on a Ni substrate with an increased carburization time of 300 s,
as shown in the SEM image and inset of Figure 2h. To further
confirm the continuous nature and thickness uniformity of the
large-area h-BN film, large-area OM images together with large-
area Raman mapping across a 1 cm × 1 cm area of the h-BN
sample transferred on to a SiO2/Si substrate are shown in
Figure S16 of the Supporting Information.
Figure 3a and 3b show B 1s and N 1s XPS spectra of h-BN

samples C1, C2, C3, and C4 which were grown for 1 h with
carburization time from 60 to 240 s, respectively. The B 1s (N
1s) peak can be fitted into two peaks at a slightly different
binding energy (BE), with a dominant peak at a lower BE of
190.1(397.6) eV as well as a small peak at a higher BE of
190.7(398.2) eV. The difference between the lower-BE and
higher-BE peaks of the B 1s/N 1s peaks is ∼0.6/0.6 eV, which
is consistent with the reported values of 0.6 eV for B and 0.5 eV

for N.45 The dominant lower-BE peak can be assigned to the
sp2 B−N bond for hexagonal phase BN, and the higher-BE
peak can be assigned to local cubic-like sp3 bonds.45−49 This
assignment rather than other effects is discussed in detail in the
Supporting Information. As seen from Figure 3a and 3b, the
intensity of the 190.7(398.2) eV pair is the largest in the 60-s
carburized sample. As the carburization time increases from 60
to 240 s, the intensity of the high-BE peak decreases. This result
suggests the decrease of sp3 bonds as the increase of the
carburization time. Complementarily, the intensity of the lower
BE pair (sp2 bond phase) is inversely correlated to the prism
density of each sample. This implies that the sp3 bonds possibly
exist in the prisms, seeding the vertical growth of multilayer
prism-shaped islands, in particular in the low-carburized
samples. The increase of interstitial carbon suppresses the
formation of sp3 type bonds and promotes the lateral growth of
h-BN layers in higher-carburized samples. The stoichiometry of
these as-grown films was calculated to have a B:N ratio between
1.05:1 and 1:1.06, which are essentially ∼1:1 within the
experimental error of the XPS sensitivity factors and peak
fitting.
Figure 3c shows XPS C 1s spectra of samples C1, C2, C3,

and C4 after 60-s Ar ion sputtering. This sputtering was used to
completely remove h-BN layers and surface carbon contami-
nation. Discussion on the depth-resolved XPS of the 240-s
carburized sample is detailed as an example in Figure S17 of the
Supporting Information. As seen from Figure 3c, a major peak
at 283.3 eV is close to the assignment for interstitial carbon or
carbide,50−52 which indicates the presence of interstitial carbon
atoms in the Co substrates. Compared with the XPS spectra of
a reference pristine Co substrate and a pristine Co annealed at a
temperature of 900 °C in H2 environment for 1 h (Figure S18
in the Supporting Information), the increase of interstitial
carbon atoms as a result of increased carburization is evident.
However, it is noted that these results are collected at room
temperature, under which Co has very low solubility of carbon,
and the excessive carbon atoms over the solubility level would
precipitate as α-C in between Co grains (Figure S6 in the
Supporting Information). As a matter of fact, the solubility for
carbon at the growth temperature is much higher, ∼1.5 at % at
900 °C,53 especially at the subsurface,54−56 which will impact
the growth mostly. Thus, with different C2H2 flux rate and
treatment time, the interstitial carbon concentration can vary
between 0 and 1.5 at % in different samples at the growth
temperature, leading to different morphology of the synthesized
films. The peak at 284.5 eV can be assigned to the C−C
bond,57 which possibly originated from the α-C structure
embedded in Co grain boundaries (Figure S6 in the Supporting
Information). B−C58 and N−C59 bonds are not detected in B
1s, N 1s, and C 1s spectra, which confirms the formation of h-
BN without C incorporation or contamination.
To understand the effect of Co and carburized Co on the

growth of h-BN at the molecular level, ab initio DFT
simulations were performed. The simulation methodology is
summarized in the Methods section. The surface energy of the
substrate σ is defined as60−62

σ
μ

=
− ∑E N

A

[ ]

2
i islab

(2)

where Eslab is the total energy of the substrate calculated from
first-principles, μi is the chemical potential of species i in the
slab structure, Ni is the number of particles of the i-th element
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in the slab, and A is the area of the slab. The DFT calculations
show that the Co(111) surface has a surface energy of 2037.87
mJ/m2, compared to that of Cu(111), which is 1231.08 mJ/m2.
Cu(111) is used as a reference since h-BN can be grown on
it.2,10,11,12 The higher surface energy of Co(111) suggests better
wettability of Co(111) as substrate.
The adsorption energy of B and N atoms on the Co substrate

is calculated from the difference in total energies

= + −E E E Eads B/N surface B/N on surface (3)

where EB/N on surface is the total energy of the adsorbed system,
in which a boron or nitrogen atom is adsorbed on the Co(111)
surface, EB/N is the chemical potential of the adsorbed B or N
atom, and Esurface is the energy of the Co(111) surface. A larger
adsorption energy indicates stronger adsorption of an atom
onto a surface, and a positive adsorption energy corresponds to
stable adsorption. Figure 4 summarizes the DFT calculated

adsorption energies of B and N atoms on Co(111) with and
without embedded interstitial carbon and on Cu(111)
substrates. Top view and side view schematic of the atomic
positions is shown in Figures 4a−4d. Positions to hold either B
or N atoms include those directly above the hexagonally aligned
Co (or Cu) atoms and the six voids within the Co (or Cu)
hexagon, three of them designated as Face Centered Cubic
(FCC) sites and the other three designated as Hexagonal
Closely Packed (HCP) sites. On the Cu(111) surface, the
adsorption energy of B and N is small and negative for all sites.
Negative adsorption energies for B and N on the Cu(111)
surface suggest that h- BN should not be formed on Cu(111)
unless the growth is triggered through other mechanisms. The
experimental demonstration of the growth of h-BN on
Cu(111) was explained by the presence of preferential
nucleation sites, for example, atomic steps and defects,
including extended defects such as grain boundaries and
point defects.60−62 On the Co(111) surface, as seen from
Figure 4e, the adsorption energies of B and N on the three sites
are significantly higher compared to the Cu(111) surface. In
addition, the adsorption energies of N on both the HCP and
FCC sites of the Co surface are positive, suggesting enhanced

adsorption of N atoms onto these sites of the substrate. The
above comparison between Co and Cu substrates indicates that
h-BN would be more likely to grow on Co under certain
conditions such as at a relatively low growth temperature
assuming both substrates are free of surface irregularities as
preferential nucleation sites.
As the growth temperature is raised to a certain point such as

900 °C in this case, the desorption rates of both B and N atoms
on the Co(111) surface become higher, leading to zero growth
as shown earlier. The central theme of this work is to enable the
growth of h-BN at these conditions by enhancing the
adsorption and diffusion of B and N atoms on Co(111)
using carbon interstitials in the substrate. In the XPS studies in
Figure 3, we have shown the existence of interstitial carbon in
Co. It was also reported that the octahedral sites in Co(111)
are the most stable sites for interstitial carbon.63 Thus, with the
assumption of an interstitial carbon at the octahedral site in a
supercell of Co(111), which is 0.6 Å below the surface,
adsorption energies of different sites for B and N were
calculated using the same DFT calculation method summarized
in the Methods section. As seen from Figure 4e, except for the
top site where both B and N are pushed away and hence can be
considered unstable, the adsorption energies of B and N are
further increased for HCP and FCC sites compared to no
interstitial carbon. In particular, both B and N atoms prefer to
adsorb at the HCP sites with the highest adsorption energy of
−0.08 and 1.06 eV/atom, respectively.
From the above experiment and simulation results, we can

rationalize the growth control from the perspective of
adsorption energy. According to the framework of the
Robinson and Robins model regarding nucleation,39,64 when
nucleation is limited by the desorption of surface adatoms, the
saturation nucleation density Ns can be expressed as

∝ −⎜ ⎟⎛
⎝

⎞
⎠N N

E
kT

exp
2s s0

a

(4)

where Ea = Ediff − Eads − Eatt is the nucleation activation energy,
and it is related to the adsorption energy Eads, diffusion
activation energy Ediff, and energy barrier of attachment for the
capture of a surface adatom by a supercritical nucleus Eatt. Ns0 is
a pre-exceptional term, which is related to the impinging rate of
B/N atoms onto the surface and the density of nucleation sites.
As seen from eq 4, at a given temperature and source flux, the
increase of adsorption energy (Eads) and attachment energy
(Eatt) and reduction of diffusion activation energy (Ediff) can
promote the nucleation of h-BN. As seen from Figure 4, Eads for
B and N are 0.609 and 0.562 eV higher when interstitial carbon
is present, which in turn have enhanced the nucleation of h-BN
through eq 4.
To elaborate the carbon interstitial effect on diffusion

activation energy (Ediff), simulation using the climbing image
nudged elastic band (CI-NEB) method was carried out65

(Methods). As seen from Figure S19 in the Supporting
Information, Ediff is reduced by 0.079 and 0.207 eV for B and N
atoms, respectively, after the interstitial carbon is present in the
substrate, leading to the increase of nucleation of h-BN as well
according to eq 4. The carbon interstitial effect on the
attachment energy (Eatt) remains elusive. Hypothetically, the
change of Eatt may not be as significant as the other energy
terms since it is largely correlated to the formation energy of
the B−N bond, which is assumed to be constant.

Figure 4. DFT calculation results of adsorption energies of B and N
on Co(111) with and without embedded interstitial carbon. (a-d) Top
view and side view schematic of (a) B/N atoms on FCC sites, (b) B/
N atoms on HCP sites, (c) B/N atoms on top of substrate atoms, and
(d) interstitial carbon on an octahedral site of the substrate. (e) A
summary of adsorption energies of B and N on a reference Cu(111)
substrate and on Co(111) substrates with and without an embedded
interstitial carbon.
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On pristine Co substrates, the low and negative adsorption
energy of B atoms on the Co surface means a low B atomic
sticking coefficient, leading to a low h-BN growth probability
and reliability. Higher desorption of both B and N atoms on the
Co surface at higher substrate temperatures further reduces the
possibility of the growth. The existence of interstitial carbon
atoms in Co assists the adsorption and diffusion of B and N
atoms on the Co surface and thus enhances the nucleation of h-
BN. As interstitial carbon concentration in Co is low, the h-BN
nucleation relies mostly on imperfections such as defects, grain
boundaries, and local valleys/protrusions on the surface. This
condition results in the formation of both 2D h-BN and 3D
prism-shaped islands, as discussed in the XPS analysis. The
competition between 2D and 3D growth modes is clearly
demonstrated from the effect of the carburization level on the
density of prism-shaped islands (Figure 1k). On the other hand,
as interstitial carbon concentration is high, h-BN nucleation
happens uniformly across the surface as a result of abundant B
and N atoms on the surface. In addition, an increased mobility
of B and N atoms suppresses the vertical growth of 3D islands
and promotes the 2D growth of uniform few-layer h-BN films
through the preferential nucleation at the edges of growing
flakes and Ostwald ripening processes. There is also negligible
possibility that the h-BN would have been formed through
precipitation growth mode under the current experimental
condition (section 23 in the Supporting Information).
In conclusion, a new dimension of control in the growth of

h-BN by modifying the transition metal substrates via
carburization has been achieved. A systematic SEM study of
MBE grown h-BN on carburized Co foils is presented to reveal
the h-BN nucleation and domain growth and evolution of
morphology as a function of carbon interstitial concentration in
Co. The interstitial carbon atoms in Co trigger and enhance the
growth of h-BN at the given condition. A further increase of the
carbon concentration promotes lateral growth of h-BN few-
layers and eliminates the prism-shape island formation. The
lateral h-BN growth is fitted with the JMAK model.
Characterizations were carried out on a few-layer h-BN sample
grown on a 240-s C2H2 treated Co substrate, revealing that a
trilayer h-BN film with good uniformity in thickness and a
breakdown electric field of 9 MV/cm is formed. Single-
crystalline h-BN flakes of ∼600 μm and large-area uniform h-
BN monolayer were achieved on carburized Ni substrates. The
growth mechanism is further studied by DFT calculations. The
adsorption and diffusion of both B and N atoms are enhanced
by the existence of interstitial carbon atoms in the substrate,
resulting in a reliable and controllable growth of 2D h-BN in
contrast to no growth on pristine Co. The concept proposed
and demonstrated here, namely interstitial-assisted growth of h-
BN 2D films, not only paves the way for reliable synthesis of
high-quality, large-area, uniform 2D h-BN for various
applications but also can be applied to advance the synthesis
of other 2D crystal materials.
Methods. Substrate Preparation. Co and Ni foils with a

thickness of 0.1 mm and a purity of 99.995% from Alfa Aesar
were polished on a SBT 920 Lapping and Polishing workstation
and cut into 1 cm × 1 cm pieces as substrates. These pieces
were degreased and deoxidized with acetone, IPA, and diluted
hydrochloric acid (10%), rinsed in deionized (DI) water, blown
dry, and finally loaded into an MBE chamber. A negligible
amount of carbon impurities existed in as-received Co foils (0−
6 ppm according to Alfa Aesar’ glow discharge mass

spectrometry report). Co substrates without the carburization
process are referred to as pristine Co.

Hydrogen Annealing and Carburization. A redesigned
PerkinElmer MBE system with a background pressure of ∼10−9
Torr was used for the sample growth. The substrate was heated
to 900 °C and annealed at this temperature under a 10-sccm
flow of hydrogen gas for 10 min. Then, 0.5-sccm C2H2 gas was
introduced into chamber with a pressure of 5 × 10−5 Torr for
15 to 240 s to enrich Co with carbon prior to h-BN growth. H-
BN growth step started after the carburization process.

H-BN Growth. A Knudsen effusion cell filled with B2O3
powder (Alfa Aesar, 99.999% purity) was used as boron (B)
source. Nitrogen plasma (Airgas, 99.9999% purity) generated
by an electron cyclotron resonance (ECR) system and high-
purity ammonia (American Gas Group, 99.9995% purity) were
used as nitrogen (N) sources. The h-BN growth was conducted
by simultaneous introduction of B and N sources onto the Co
substrate at 900 °C. B cell temperature was maintained at 1150
°C. N sources consisting of 10-sccm N2 gas through an ECR
plasma source and NH3 gas at a flow rate of 5 sccm through a
shut-off valve were introduced to the chamber. The ECR
current was set at 60 mA with a power of 228 W. The growth
pressure was on the order of 6 × 10−4 Torr. After the growth,
the samples were cooled to room temperature at a rate of 10
°C/min. Detailed growth conditions are summarized in Table
S1 of the Supporting Information.

Transferring of h-BN Samples. The Co and Ni substrates
were etched by FeCl3/HCl solution after spin-coating PMMA
(495 A4) on as-grown samples. The PMMA/h-BN stack was
then transferred into 10% HCl, 5% HCl, and DI water
successively to rinse out the residual etchant. The floating h-BN
film was taken out by a desired substrate and left to dry for at
least 12 h. After that, a few drops of PMMA were deposited
again on the transferred film and soaked for another 2 h. The
additional PMMA is used to soften the previous PMMA layer
and enhance the attachment of h-BN on the substrate. PMMA
was removed by dipping the sample into acetone bath. Finally,
the sample was annealed at 400 °C inside a CVD furnace for 3
h in Ar/O2 flow of 300 sccm to remove any remaining organic
residue.

Characterizations. SEM images were acquired using an FEI
NNS450 system in secondary electron (SE) imaging mode with
a beam voltage of 10 kV. Raman characterizations were
performed using a HORIBA LabRam system equipped with a
60 mW, 532 nm green laser. XPS characterization was
conducted using a Kratos AXIS ULTRA XPS system equipped
with an Al Kα monochromatic X-ray source and a 165 mm
mean radius electron energy hemispherical analyzer. The fitting
of XPS data was performed using CasaXPS software. As-
measured XPS data was first calibrated by using Co 2p3/2 peak
at 778.1 eV (Lorentzian Asymmetric line shape). B 1s, N 1s,
and C 1s peaks were convoluted with Gaussian/Lorentzian line
shape after being background-corrected by Shirley type
background. AFM images were obtained using a Veeco
D5000 AFM system. TEM images and selected area electron
diffraction (SAED) patterns were acquired using a FEI
Tecnai12 system. The TEM sample was prepared by picking
a transferred h-BN film using a 200-mesh Cu grid covered with
holey carbon film with an orthogonal array of 1.2-μm diameter
holes.

Device Fabrication and Electrical Measurement. Co(foil)/
h-BN/Co(contact) two-terminal devices were fabricated by a
standard photolithography and lift-off process. A Co layer of
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100 nm was patterned as top square contacts with an edge
length of 200 μm on the surface of as-grown h-BN film.
Reactive ion etching (RIE) was performed with a 50-sccm SF6
plasma, under a power of 50 W, and for 15 s to etch the h-BN
film between devices, which ensured isolation of different
devices on the same substrate. Current−voltage (I−V)
characteristics were obtained by an Agilent 4155C semi-
conductor parameter analyzer equipped with probing tips
having a diameter of about 5 μm (Signatone, SE-TL).
DFT Calculations. First-principles density functional theory

(DFT) calculations used the projector augmented wave
method and the Perdew−Burke−Ernzerhof (PBE) type
generalized gradient approximation66,67 as implemented in the
software package VASP.68 Spin polarization was included self-
consistently in all calculations. For the unit cell calculations, a
Monkhorst−Pack scheme was adopted to integrate over the
Brillouin zone with a k-mesh of 9 × 9 × 1. A plane-wave basis
cutoff of 550 eV was used. All structures were optimized until
the largest force on the atoms was less than 0.01 eV/Å. To
model the adsorption energies of B and N atoms on the
Co(111) surface, a single B or N atom was placed on specific
sites of the surface of a supercell consisting of four atomic layers
of 4 × 4 Co atoms in the (111) plane. These sites include the
top of the Co atoms, hexagonal closely packed (HCP), and face
centered cubic (FCC) sites of the Co(111) surface, on which
the adsorption of B or N atoms would enable an epitaxial
relationship between h-BN and the Co(111) substrate. A
vacuum gap of 15 Å was introduced to avoid interactions
between the periodically repeated surfaces. To simulate the
diffusion activation energies, we adopted the climbing image
nudged elastic band (CI-NEB) method65· The spring force
between adjacent images was set to 5.0 eV/Å. The migration
energies, namely diffusion activation energies, were obtained for
the different adsorbates between the different sites of the
Co(111) surface. The initial and final positions of the adsorbed
atoms were set at two HCP sites of the surface. Eight images
were considered to calculate the activation energies between
the initial and final states.
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