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Abstract

Two-dimensional (2D) materials offer a variety of novel properties and have shown
great promise to be used in a wide range of applications. Recently, hexagonal boron
nitride (h-BN) has attracted significant attention due to its suitability for integra-
tion into heterostructures with other 2D materials. In particular, van der Waals het-
erostructures combining h-BN and graphene offer many potential advantages, but
remain difficult to produce as continuous films over large areas.

This thesis presents an investigation regarding the growth of h-BN and vertical het-
erostructures of graphene and h-BN on Ni substrates using molecular beam epitaxy
(MBE). Various techniques such as Raman spectroscopy, atomic force microscopy,
scanning electron microscopy, and X-ray photoelectron spectroscopy were used to
characterize the grown films and gain insight into their growth behavior.

The growth of h-BN from elemental sources of B and N was investigated initially
by using Ni foils as the growth substrate. The presence of crystalline h-BN was con-
firmed using Raman spectroscopy. Growth parameters resulting in continuous and
atomically thin h-BN films were obtained. The morphology of h-BN islands has been
found to evolve upon increasing the growth temperature. These investigations were
complemented by growth experiments in which Ni films, deposited on MgO(111)
substrates, were used as growth template. It was found that h-BN films grown on
these templates are compressively strained. Decreasing the growth temperature led
to formation of a h-BN film with lower structural quality. Nucleation and growth
behavior of h-BN were studied by systematically varying the growth temperature
and time. Corresponding observations such as changes in preferred nucleation site,
crystallite size, and coverage of h-BN were discussed.

Growth of h-BN/graphene vertical heterostructures (h-BN on graphene) over large
areas was demonstrated by employing a novel MBE-based technique, which allows
both h-BN and graphene to form in the favorable growth environment provided by
Ni. In this technique, graphene forms at the interface of h-BN/Ni via the precipita-
tion of C atoms previously dissolved in the thin Ni film. The experimental results
show that h-BN film in the heterostructure is strain-free, consistent with it being
decoupled from the Ni substrate due to the interfacial graphene growth, while the
graphene’s lattice is contracted, most likely due to the incorporation of N in its struc-
ture. No evidence for the formation of BCN alloy could be found. Additionally, the
suitability of ultraviolet Raman spectroscopy for characterization of h-BN/graphene
heterostructures was demonstrated.

Finally, growth of large-area graphene/h-BN heterostructures (graphene on h-BN)
was demonstrated via the direct deposition of C on top of MBE-grown h-BN. The
lateral continuity of the constituents was examined using Raman spectroscopy. Fur-
thermore, the surface morphology of the heterostructures and the structural quality
of the overlying graphene were investigated and discussed.

Keywords: hexagonal boron nitride, h-BN, graphene, heterostructures, synthesis,
molecular beam epitaxy, MBE

iii





Zusammenfassung

Zweidimensionale (2D) Materialien bieten eine Vielzahl von neuartigen Eigen-
schaften und sind aussichtsreich Kandidaten für ein breites Spektrum an Anwen-
dungen. Da hexagonales Bornitrid (h-BN) für eine Integration in Heterostrukturen
mit anderen 2D Materialien geeignet ist, erweckte dieses in letzter Zeit großes In-
teresse. Insbesondere van-der-Waals-Heterostrukturen, welche h-BN und Graphen
verbinden, weisen viele potenzielle Vorteile auf, verbleiben in ihrer großflächigen
Herstellung von kontinuierlichen Filmen allerdings problematisch.

Diese Dissertation stellt eine Untersuchung betreffend des Wachstums von
h-BN und vertikalen Heterostrukturen von Graphen und h-BN auf Ni-Substraten
durch Molekularstrahlepitaxie (MBE) vor. Unterschiedliche Techniken wie Raman-
Spektroskopie, Rasterkraftmikroskopie, Rasterelektronenmikroskopie und Röntgen-
photoelektronenspektroskopie wurden eingesetzt um die gewachsenen Schichten zu
untersuchen und einen Einblick in deren Wachstumsverhalten zu erlangen.

Zuerst wurde das Wachstum von h-BN mittels elementarer B- und N-Quellen
auf Ni-Folien als Wachstumssubstrat untersucht. Kristalline h-BN-Schichten konnten
durch Ramanspektroskopie nachgewiesen werden. Wachstumsparameter für konti-
nuierliche und atomar dünne Schichten wurden erlangt und eine sich mit der Tem-
peratur entwickelnde Morphologie der h-BN Inseln konnte festgestellt werden. Die-
se Untersuchungen wurde durch Wachstumsexperimente ergänzt, in welchen Ni-
Schichten auf MgO(111)-Substraten als Wachstumssubstrat verwendet wurden. Eine
kompressive Verspannung konnte in den h-BN-Schichten auf diesen Substraten er-
mittelt werden. Eine Verringerung der Wachstumstemperatur führte zur Bildung ei-
ner h-BN-Schicht mit reduzierter struktureller Güte. Das Keimbildungs- und Wachs-
tumsverhalten von h-BN wurde mittels einer systemischen Veränderung der Wachs-
tumstemperatur und -dauer untersucht. Die entsprechenden Beobachtungen wie der
Änderungen der bevorzugten Keimbildungszentren, der Kristallgröße und der Bede-
ckung des h-BN wurden diskutiert.

Ein Wachstum von großflächigen vertikalen h-BN/Graphene-Heterostrukturen
(h-BN auf Graphen) konnte mittels einem neuartigen, MBE-basierenden Verfahren
demonstriert werden, welche es h-BN und Graphen jeweils erlaubt sich in der vor-
teilhaften Wachstumsumgebung, welche von Ni bereitgestellt wird, zu formen. In
diesem Verfahren formt sich Graphen an der Schnittstelle von h-BN und Ni durch
Präzipitation von zuvor in der Ni-Schicht eingebrachtem C-Atomen. Passend dazu,
dass die h-BN-Schicht in der Heterostruktur durch die Zwischenschichtbildung von
Graphen von dem Ni-Substrat entkoppelt ist, zeigen die experimentellen Ergebnis-
se das sie spannungfrei ist, während Graphens Kristallgitter verspannt ist, was am
wahrscheinlichsten auf einen Einbau von N in die Struktur zurückzuführen ist. Kein
Nachweis für die Bildung einer BCN-Legierung konnte gefunden werden. Zusätzlich
konnte die Eignung von ultravioletter Raman-Spektroskopie zur Charakterisierung
von h-BN/Graphen-Heterostrukuren nachgewiesen werden.

Schließlich konnte noch ein großflächiges Wachstum von Graphen/h-BN-
Heterostrukturen (Graphen auf h-BN) durch das direkte abscheiden von C auf
MBE-gewachsenen h-BN gezeigt werden. Die laterale Kontinuität der Bestandteile
wurde mittels Raman-Spektroskopie untersucht. Des Weiteren wurde die Oberflä-
chenmorphologie der Heterostruktur und die strukturelle Qualität des aufliegenden
Graphens untersucht und diskutiert.

Stichwörter: Bornitrid, h-BN, Graphen, Heterostrukturen, Graphen-Bornitrid-
Heterostrukturen, Synthese, Wachstum, Molekularstrahlepitaxie, MBE
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1 Introduction

1.1 Graphene

Graphene is the name attributed to a single layer of carbon atoms, bonded in a two-
dimensional (2D) hexagonal crystal lattice, with sp2-hybridized covalent bonds. [1]

The discovery of graphene has ignited a firestorm of activities across the scientific com-
munity and the corporate research world. Andre Geim and Konstantin Novoselov, physi-
cists of the university of Manchester, were awarded the Nobel Prize in Physics in 2010
"for groundbreaking experiments regarding the 2D material graphene".

The history of research on 2D materials has its roots in the 20th century. As noted by
Geim and Novoselov [2], the earliest theoretical investigation on graphene dates back to
1947, when the band structure of one-atom-thick graphite was calculated by Philip Wal-
lace. [3] In 1962, Boehm et al. [4] for the first time reported the synthesis of graphene flakes,
which were obtained through reduction of graphene oxide dispersions. Since then, there
were some successful reports for the production of graphene. [5–7] However, it was only
in 2004, that physicists in Manchester were able to exfoliate graphene flakes from highly
oriented pyrolytic graphite (HOPG) using adhesive tape and report some of its unique
electronic properties. [8] This discovery motivated the researchers to investigate the pecu-
liar properties of graphene and its synthesis techniques.

This one-atom-thick sheet of carbon possesses remarkable properties, which have made
it exceptionally attractive for various fields of research in physics, materials science,
chemistry, and biology. Excellent electronic properties such as charge carrier mobility as
high as 200000 cm2V-1s-1, [9,10] and sustainability of high current densities, orders of mag-
nitude better than copper (assuming the same thickness), [11] superior mechanical prop-
erties even comparable to those of diamond [12,13], excellent thermal conductivity [14,15],
and its high optical transparency in a broad range of wavelengths from near infrared to
ultraviolet (UV), [16] give graphene the potential to compete with conventional materials
in several research and industrial branches. However, it should be noted that, in addi-
tion to one-atom-thick perfect single crystals of hexagonally sp2-bonded C atoms, the
term graphene is also frequently used for the C materials composed of few or multiple
graphene layers stacked on top of each other, as well as graphene layer(s) with diverse
range of crystalline perfection. For more detailed information on advances in graphene
research, one can refer to several studies, in which the properties of graphene and the
latest improvements in its synthesis techniques are reviewed (for example References [
2,17,18]). Following a brief summary of graphene properties and its synthesis techniques
are provided.

1.1.1 Properties

As previously noted, graphene is a planar arrangement of carbon atoms in a hexagonal
lattice. Each C atom in the graphene lattice makes three σ bonds to its three nearest neigh-
bors using its three valance electrons occupying the sp2-hybridized orbitals. These strong
σ bonds are responsible for the planar structure and the unique mechanical properties

1



1 Introduction

a1
a2

A  B(a) (b)

Figure 1.1: (a) Schematic of the graphene lattice structure. The unit cell (green area) is com-
posed of two equal C atoms (sublattice A and B). (b) Brillouin zone of graphene.
The reciprocal lattice vectors b1 and b2 and the high symmetry points Γ, M, K and
K’are shown (adapted from [19]).

of graphene, such as excellent elasticity and high Young’s modulus. [12] The forth va-
lence electron occupies the half-filled 2pz atomic orbital, which is orthogonal to the plane
of graphene and forms the delocalized weak π orbitals with the adjacent 2pz orbitals.
These delocalized π electrons are responsible for the extraordinary transport properties
of graphene.[19]

The unit cell of graphene is composed of two identical C atoms, sublattice A and sub-
lattice B. The two lattice vectors, a1 and a2 can be written as:

a1 =
a
2
(3,

√
3), a2 =

a
2
(3,−

√
3), (1.1)

where a ≈ 1.42 Å is the length of the C–C bond.[19] Accordingly, the lattice parameter can
be calculated as a = |a1| = |a2| = 1.42

√
3 = 2.46 Å, which is consistent with theoretical

calculations for graphene and the one of bulk graphite. [20]

The primitive unit cell of graphene in the reciprocal space (i.e. Brillouin zone) are
presented in Figure 1.1. The reciprocal lattice vectors b1 and b2 are:

b1 =
2π
3a

(1,
√

3), b2 =
2π
3a

(1,−
√

3). (1.2)

The two points K and K’ in the corners of the Brillouin zone are called Dirac points
and are significant for specific properties observed in graphene. Their position in the
reciprocal space are:

K =


2π
3a

,
2π

3a
√

3


, K′ =


2π
3a

,− 2π
3a
√

3


(1.3)

The band structure of single layer graphene calculated based on tight binding model,
where only hoping of the electrons to the first and second nearest-neighbors are taken
into account, can be written as: [19]

E±(k) = ±h̄t


3 + f (k)− h̄t′ f (k), (1.4)

2



1.1 Graphene

Figure 1.2: Left: an illustration of the π (upper) and π∗ (lower) bands in graphene. Right: a
zoom-in of the energy band around a Dirac point. Figure is adapted from [19].

with

f (k) = 2 cos(
√

3kya) + 4 cos
√

3
2

kya


cos


3
2

Kxa


, (1.5)

where t and t′ are the hopping energy of an electron to the nearest-neighbor and next-
nearest-neighbor C atom, respectively. [19] The positive and negative signs correspond to
upper band (π) and the lower band (π∗), respectively. From Equation 1.4 it can be seen
that the band structure is symmetric around zero energy, if t′ = 0.a Near the corners of
the Brillouin zone, K (or K’) point, the dispersion relation can be simplified by expanding
the Equation 1.4 using k = K + q , where q is the momentum measured near the Dirac
point ( |q| ≪ |K|), and considering only the first term in expansion, as following:

E±(q) = ±h̄vF|q|, (1.6)

where vF is the Fermi velocity which is about 106 ms-1. [22] The dispersion relation given
by Equation 1.6 obtained for the K (and K’) point mimics the one which describes the
relativistic massless Dirac particles (i.e. photons), except for the fact that electrons move
with a speed vF, which is about 300 times smaller that the speed of the light. [19] This is
the origin of unusual electronic properties of graphene. More detailed explanations on
fundamental electronic properties of graphene can be found in References [3,19,20].

1.1.2 Synthesis techniques

High-quality single crystalline flakes of graphene can be obtained by mechanical ex-
foliation of HOPG using an adhesive tape. This technique which was developed by
Novoselov et al. [8] in 2004, is the basis of most of the pioneering as well as recent fun-
damental studies on graphene. However, besides being very time consuming, mechan-
ical exfoliation is inherently not scalable; the size of the graphene flakes are typically
in the range of several tens of microns and not attractive for technological applications.

aThe value of t′ is not quite known, and its estimation depends on the tight binding parametrization. Values
of t′ ≈ 0.1 eV have been suggested in literature. [19–21]

3



1 Introduction

Therefore, various other techniques have been developed for the scalable production of
graphene. In this Subsection, the major methods for the synthesis of large-area graphene
are briefly presented. The advantages and drawbacks of each technique are explained.

Chemical vapor deposition

Chemical vapor deposition (CVD) is perhaps the most thoroughly explored technique for
the synthesis of large-area graphene. Although some early studies report the formation of
"monolayer graphite" on the surface of metal single crystals, [5,23] the successful synthesis
of few-layer graphene on polycrystalline Ni foils has been reported for the first time in
2006. [24] Since then CVD has emerged as a promising method for the large-area synthesis
of graphene.

Generally in this method, a precursor gas (typically a hydrocarbon such as CH4) flows
over the catalytic surface of a metal at high temperatures. The precursor undergoes a
pyrolysis reaction and leaves C ad-atoms on the surface for graphene formation. Despite
many reports on successful synthesis of graphene on various metals (such as Ni [23,25,26],
Cu [27,28], Co [29], Ir [30], Pt [29,31], Pd [29,32]), Ni and Cu continue to be the most common and
well understood substrates for this purpose. However, the graphene growth mechanism
on Ni and Cu are not similar. This difference stems from the different solubility of C
atoms in the metal. In the case of Ni, C ad-atoms can diffuse on the surface as well as
into the bulk of the metal, as C has a relatively large solubility in Ni at high temperatures
(~ 0.55 at% at 727 °C, [33] and ~ 0.9 at% at 900 °C). [34] Upon cooling the solubility of C
in Ni decreases, and the C atoms near the surface regions diffuse out of the bulk and
segregate on the surface to form graphene. The graphene film thickness in this method
depends on various parameters such as growth temperature, thickness of the Ni and
cooling rate. [33,35] Although the possibility to grow few-layer graphene is considered as
an advantage of this technique, the weak control over the thickness and the uniformity
of the graphene are counted as a drawback. On the other hand, the growth of uniform
monolayer graphene on Cu substrates is more straightforward because of the negligible
solubility of C in Cu (<0.001 at% at ~ 1000 °C). [36] Therefore, formation of graphene on
Cu is a surface catalyst-assisted adsorption rather than segregation or precipitation of
C atoms upon cooling of a metastable solid solution of carbon-metal, as in the case of
Ni. However, growth of few-layer graphene film on Cu is not possible as the catalytic
effect of the substrate is no more available to the precursor, once the surface of Cu is
covered with a monolayer of graphene. Apart from thickness control, the CVD grown
graphene typically needs to be transferred onto an insulating substrate for application
purposes such as device preparation. The post-synthesis transfer process is considered
as a drawback to this method, as it might lead to degradation of the structural quality
and introducing contamination to graphene.

Graphitization of of SiC

Epitaxial graphene with high structural quality can also be produced by annealing single-
crystal SiC(0001) wafers at high temperatures (1000 °C to 1500 °C), in vacuum [37] or in an
Ar atmosphere. [38] Upon heating, the Si atoms sublimate from the surface of SiC(0001)
(the Si-face) and leave a C-rich surface behind. These C atoms rearrange to form a hexag-
onal lattice, which is called a buffer layer. The buffer layer has one third of its C atoms
covalently bonded to the substrate. By further heating the SiC, more Si atoms sublimate
and a new buffer layer forms under the first one. This results in decoupling of the first
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buffer layer from the substrate, which is the graphene layer. This method of graphene
production has been attractive specially for semiconductor industry as the graphene lay-
ers already lie on a substrate (SiC) and requires no additional transfer procedure for de-
vice processing. However, due to high synthesis temperatures (>1000 °C), this growth
technique is not directly compatible with the silicon electronics technology. Also the high
cost of SiC wafer production is considered as a major drawback for this growth method.

Molecular beam epitaxy

Large-area graphene can be grown using molecular beam epitaxy (MBE). MBE has been
a well know technique for the wafer-scale synthesis of different materials (i.e. III-V semi-
conductors) with high reproducibility. This technique provides high control over various
growth conditions (i.e. precursor fluxes, temperature, pressure) allowing precise control
over the thickness and composition. Also a variety of in-situ characterization techniques
can be available, thanks to the ultra-high vacuum (UHV) growth conditions. There are
several reports of successful growth of graphene on a wide variety of substrates includ-
ing metals, [39] semiconductors [40,41], insulators [42] indicating suitability of MBE for large-
area synthesis of graphene. For instance, MBE growth of graphene with homogeneous
and controlled thickness on sapphire substrates has already been shown. [42] Also the pos-
sibility to use elemental C source, in principle, provides more flexibility for the choice of
substrate, as the catalytic effect of the substrate is not needed for decomposition of a C-
containing compound. These properties make MBE a promising method for growth of
graphene films. However, although MBE does not meet several constraints of the other
techniques, it is comparatively more expensive than other conventional growth methods
such as CVD.

In this thesis, MBE is used as the technique to grow graphene under and on top of
h-BN films. The former is accomplished by dissolution and precipitation of a precise
amount of C atoms from the bulk of metal through a proper modulation of temperature
(Chapter 5), while the latter is achieved by direct deposition of C atoms on top of h-BN
films (Chapter 6).

1.2 Hexagonal boron nitride (h-BN)

Boron nitride is a III-V compound that exist in various crystalline structures such as cu-
bic, hexagonal, rhombohedral, and wurzite as well as amorphous, [43] with the cubic and
hexagonal phases being the equilibrium ones. [43–45] Cubic boron nitride (c-BN) is com-
posed of sp3-hybridized B and N atoms in a zinc-blende structure (analogous to that of
diamond). The bulk hexagonal phase, h-BN, has a layered crystal structure which is sim-
ilar to graphite. The interaction between the layers are of the weak van der Waals type.
Within each layer, B and N atoms are connected with strong sp2-hybridized covalent
bonds in a hexagonal lattice.

1.2.1 Properties

The structure of monolayer h-BN is very similar to the one of graphene shown in Fig-
ure 1.1a, with B and N atoms taking the place of the two sublattices. The B–N bond in
bulk h-BN has length of about 1.446 Å, which is translated to a lattice parameter of ~ 2.504
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Å. [46]. The inter-layer distance in bulk h-BN is 3.33 Å. The typically reported stacking se-
quence of layers in bulk h-BN is described as AA’ stacking; the N atoms in one plane are
on top of the N atoms in the bottom plane and vice versa. [44,45] However, other stacking
orders have also been reported for few-layer h-BN. [47,48]

H-BN possesses unique properties such as excellent thermal and chemical stability. [49,50]

Few-layer h-BN has been reported to be stable in air up to 850 °C. [50] The 2D layers of
h-BN can also be used as oxidation protecting coatings which can withstand very high
temperatures (i.e. up to 1100 °C for the case of stainless steel and Ni). [51] It is also one of
the best thermally conductive materials; the in-plane room temperature thermal conduc-
tivity of h-BN has been measured to be as high as 400 Wm-1K-1 and up to 250 Wm-1K-1 for
few-layer h-BN), [52] which makes h-BN an attractive dielectric material also to function as
a heat-spreading layer in electronic devices. Furthermore, h-BN’s high breakdown field
(~8 MVcm-1 [53] being comparable to that of SiO2) [54] make it a promising candidate to be
used as high-quality gate dielectric layer in electronic devices. [53,55] H-BN is an insulator
with a wide bandgap of ~5.97 eV, making it a promising material for several applica-
tions such as ultraviolet lasing. [56] The surface of h-BN is very smooth and relatively free
of dangling bonds and trapped charges, which makes it a suitable substrate to support
other 2D materials such as graphene. [57]

1.2.2 Synthesis techniques

Until a few years ago, when its natural occurrence was reported, [58] boron nitride was
considered to be a synthetic material. For the first time, in 1842 Balmain reported the
synthesis of boron nitride, which was obtained from the reaction of molten boric acid
(H3BO3) and potassium cyanide (KCN). [59] However, commercial h-BN powders used
for nowadays standard applications are typically obtained with other techniques and
reactants (e.g. Reference [60]). Bulk millimeter-sized single crystals of h-BN can also be
obtained with the "high temperature high pressure" method. [61]. Two-dimensional sheets
of h-BN can be obtained by a variety of techniques. Similar to graphene, mechanical
exfoliation using an adhesive tape can be used to obtain atomic layers of h-BN from its
bulk crystal. [62] Following, the major methods for the large-area synthesis of h-BN will
introduced.

Chemical vapor deposition

CVD is the most thoroughly explored method for the growth of h-BN films. As early as
1990, CVD was used to grow monolayer h-BN, which was achieved by the decomposi-
tion of borazine (B3N3H6) on the surface of Pt(111) and Ru(0001). [63] Since then, much
research effort has been assigned to develop the CVD growth of h-BN by testing vari-
ous growth conditions and parameters; successful growth of h-BN has been reported by
applying the CVD method at UHV, [64] low pressures, [65] and atmospheric pressure condi-
tions. [66] Various single precursor molecules such as borazine (B3N3H6), [63] or trichlorob-
orazine (B3N3H3Cl3), [67] as well as mixtures of two precursor molecules to provide B and
N atoms separately, such as ammonia and diborane (NH3/B2H6), [68] have been tested.
Also the surface of different metals such as Cu, [65] Ni, [64,69] Pt, [70] Ru, [63,71] Fe [72] have
been examined. The CVD method has shown to be promising for the synthesis of large-
area h-BN, and all these ongoing studies exhibit the progress being made. However, there
are still challenges to be overcome. Getting control over the thickness and homogeneity
of the grown films over large areas is a major challenge of this technique. Also the use
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of unconventional, unstable, and highly toxic precursors is considered as a drawback of
this method. Furthermore, the growth of few-layer h-BN using CVD can meet additional
complications, as the catalytic surface of the substrate is no more available for the decom-
position of the precursors after covered with the first layer, which affects the growth rate
dramatically. [71] Therefore, other techniques for the wafer-scale synthesis of h-BN have
also attracted attention recently.

Physical deposition methods

The drawbacks and challenges of the CVD method motivated the research community to
develop several physical deposition techniques for the large-area synthesis of 2D h-BN.
Examples are the successful reports on the synthesis of 2D h-BN by employing methods
such as pulsed laser deposition, [73] deposition via the direct sputtering of a h-BN target
with Ar ions, [74] and reactive magnetron sputtering of a B target in high purity Ar/N
atmosphere. [75] Besides the traditional physical vapor deposition methods, some novel
techniques were also developed for this purpose. For example, formation of atomically
thin h-BN films by segregation of B and N atoms on the surface of Co from annealing of a
Co/amorphous BN/SiO2 stack has been reported by Suzuki et al.. [76] In general, physical
deposition techniques can also be employed to grow h-BN on a variety of substrates such
as dielectrics. [75]

As mentioned previously, MBE has been widely used to grow wafer-scale high-quality
epitaxial layers of different materials, in particular the III-V compounds. However, de-
spite the advantages it offers (in general accuracy and controllability), this method has
not been explored for the synthesis of 2D h-BN, by the time of starting this thesis. The
few existing reports of the growth of boron nitride by MBE, focused on the growth of the
cubic phase (c-BN) or thick h-BN films for optoelectronic applications. [77,78] In this thesis
MBE technique was employed to investigate the growth of atomically thin 2D films of
h-BN on Ni foils (Chapter 3), and Ni thin films deposited on MgO(111) substrates (Chap-
ter 4).

1.3 Heterostructures of graphene and h-BN

The perpetual goal of the research world is to replace conventional materials and meth-
ods with better, cheaper and more efficient ones. This has been done either by testing
various alternative materials for a desired application, or by further developing existing
solutions to get the desired properties. Observation of ambipolar field effect in graphene
in 2004, [8] manifested how magnificent can be the difference between the properties of a
2D material (graphene) and its bulk counterpart (graphite). This discovery together with
its straightforward fabrication method (mechanical exfoliation), motivated researchers to
investigate the 2D scheme of several other layered materials such as h-BN, molybdenum
disulfide (MoS2), etc. [62] While the research on the isolated 2D materials has remained
intense, recently a significant attention has been attracted towards the engineering of the
properties of these materials by combining them into vertical stacks or the so-called van
der Waals heterostructures. [79] The heterostructures of the 2D materials, can be consid-
ered as new artificial materials exhibiting new physical phenomena, which may enable
novel applications.

Among these heterostructures, research on vertical stacks of graphene and h-BN has
particularly been extensive. Devices based on the graphene/h-BN material system offer
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a host of potential advantages, including high speeds, extremely low power consump-
tion, and various novel functionalities. [80] Much of this promise arises from the intrinsic
properties of graphene, although h-BN plays a crucial role in facilitating their effective
utilization. Whereas many conventional dielectrics, such as SiO2, partially mask the use-
ful properties of graphene, the atomically smooth surface and homogeneous charge po-
tential offered by h-BN allow their fullest expression. [57,81] For instance, one order of
magnitude higher charge carrier mobility was measured in graphene supported by h-
BN as compared to those supported by SiO2. [57,82] H-BN can also serve purposes beyond
that of simple passive mechanical support such as tunneling barriers. [53,83] Britnell et
al. [83] demonstrated the feasibility of using a monolayer h-BN (separating two graphene
electrodes) as a good tunnel barrier for electrons, which can withstand bias voltages as
large as 1 V without breakdown. This enables an even wider variety of device archi-
tectures such as tunneling transistors [55] and tunneling diodes. [84] These considerations
have drawn the focus of researchers towards the exploration and effective production of
heterostructures containing graphene and h-BN.

Graphene and h-BN share the same layered crystal structure and in-plane hexago-
nal symmetry, with a lattice mismatch of only ~1.7%. Despite this inherent structural
compatibility, most successful demonstration heterostructures have relied on stacked
flakes which have been mechanically exfoliated from bulk samples of the two materi-
als. [53,55,57,83–85] However, this method is inherently unscalable, and any interface contam-
ination introduced during the transfer process would adversely impact the properties of
final devices. Therefore, the direct synthesis of large-area graphene and h-BN through
additive growth will ultimately be required. Several attempts aiming at the preparation
of vertical heterostructures combining graphene and h-BN by employing different meth-
ods have been reported. [86–95] Despite the considerable progress that has been achieved,
the realization of heterostructure films (graphene on h-BN or h-BN on graphene) which
offer high crystalline quality and are continuous over large areas remains a central chal-
lenge. In particular, these results suggest that the synthesis of continuous h-BN on top
of graphene poses additional difficulties when compared to growing graphene on h-
BN. [94,95]

Among the various approaches to synthesizing heterostructures of h-BN and graphene,
MBE offers precise control over growth conditions. Whereas CVD growth relies on the
decomposition of a molecular precursor, the rate of which may change dramatically with
the exposed surface area of the catalytic substrate, [71] MBE faces no such constraints.
The absence of catalytic processes in MBE growth is crucial for vertically stacked het-
erostructures, where the non-catalytic surfaces of graphene, h-BN, or other dielectrics
will serve as substrates for growth. Furthermore, similar considerations such as precise
control over fluxes and resulting growth rates, the flexibility to chose elemental as well
as compound sources, accurate control over doping, and the possibility of in-situ charac-
terization methods make MBE ideal for fundamental studies regarding the synthesis of
heterostructures of h-BN and graphene, the results from which may also benefit synthesis
by other methods.

In this thesis, the growth of large-area 2D vertical heterostructures of h-BN/graphene
(h-BN on top of graphene – Chapter 5) and graphene/h-BN (graphene on top of h-BN –
Chapter 6) by means of MBE has been studied.
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2.1 Molecular beam epitaxy

MBE is a widely used technique for growing thin epitaxial films of semiconductors, insu-
lators, or metals. [96] In principle, the crystallization of a thin film occurs from the thermal-
energy atomic- or molecular-beams of the constituents on the surface in UHV. The sub-
strate is maintained at elevated temperatures in order to enhance the diffusion of the
atoms on its surface. Due to the extremely low pressures, the constituents do not interact
with each other until they reach the surface of the substrate, which means the absence
of parasitic growth. This is one of the most important aspects of the growth using MBE.
Thanks to the UHV growth conditions, a number of in-situ characterization techniques
such as reflection high energy electron diffraction (RHEED), mass spectroscopy using
quadrupole mass spectrometer (QMS), and Auger spectroscopy can in principle be avail-
able. The good control over the growth rate offered by the MBE technique allows the
production of abrupt heterojunctions and precise doping profiles, required for a variety
of device applications. More information about this growth technique can be found in
References [96,97].

Figure 2.1 depicts a simplified schematic of the MBE machine used in this work. The
MBE machine is composed of three vacuum chambers, namely the load chamber, the
preparation chamber, and the growth chamber. After loading, the sample is kept in
the load chamber until a pressure in the range of 10-8 mbar is reached. This pressure
is achieved by subsequent pumping of the chamber with a roughing pump (down to ~
10-3 mbar), and a cryogenic pump, by which a lowest pressure in the range of 10-9 mbar
can be reached. The substrate is then transferred into the preparation chamber with a
base pressure of 10-9 to 10-10 mbar, which is achieved by an ion pump. The preparation
chamber has a rotating block, which contains three unheated sample holders (typically
used for storing samples in UHV), and a heated holder which can reach temperatures as
high as 600 °C, as measured by a thermocouple at the back side of the heater. It is further
equipped with an Ar sputtering gun (IQE 11, SPECS GmbH). In the preparation chamber,
the substrates are degassed and bombarded with Ar ions at elevated temperatures for re-
moving the adsorbed humidity and further cleaning of the surface, respectively. Details
of substrate preparation treatment vary for the two kinds of substrates used in this work,
and are individually given in the related chapters.

The main components in the growth chamber are labeled in the simplified schematic
presented in Figure 2.1. In this work, a radio-frequency (RF) plasma source (manufac-
tured by ADDON) was used to generate active N-species. A high-temperature effusion
cell (TUBO cell, CreaTec Fischer & Co. GmbH) was used to provide the beam of elemen-
tal B. An electron beam (e-beam) evaporator (EBVV series, MBE-Komponenten GmbH)
loaded with a HOPG target was employed to provide elemental C beam. A pyrome-
ter (IS 5, LumaSense Technologies) is used to measure the temperature of the substrate
during the growth. The substrate manipulator in the growth chamber (CreaTec Fischer
& Co. GmbH) is equipped with a non-contact radiative heating system, which is able to
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Figure 2.1: Simplified schematic of the MBE used for the growth of samples in this thesis.

heat substrates to temperatures exceeding 1100 °C. Unfortunately the RHEED system ap-
peared to be not suitable for monitoring the growth of the samples studied in this work.
The QMS was used to monitor the species present in the growth chamber. A base pres-
sure of 10-10 mbar is achieved via a turbo molecular and an ion pump that are installed
to the growth chamber. The pressure in the growth chamber during the growth of h-BN
increased to ~ 1.2 × 10-5 mbar as a result of introducing N-species [obtained from 0.2
standard cubic centimeter (sccm) of N2 gas] into the chamber. Also during the growth
of graphene, the pressure increased to the order of 10-8 mbar. According to QMS data,
N-species (mostly N2) were responsible for a high portion of this pressure. The desorp-
tion of N-species (which are introduced during h-BN growth) from the heated surfaces
around the e-beam evaporator is most likely the reason for this.

2.2 Raman spectroscopy

Raman spectroscopy is powerful, fast, and non-destructive method for characterization
and analysis of various materials. This technique is widely used for studying the proper-
ties of carbon materials, in particular graphene. In this section, after a short introduction
to the fundamentals of Raman spectroscopy, the background knowledge necessary for
understanding the results of this work will be provided. More general information about
Raman spectroscopy can be found in Reference [98].

Upon interaction of light (photons) with matter, a portion of light undergoes scatter-
ing. Most of the scattered photons experience elastic scattering (or Rayleigh scattering). In
elastic scattering, the energy (frequency) of the scattered (emitted) photon remains the
same as that of the incident photon, yet its propagation direction might be different than
the incident photon. However, a small portion of the photons experience inelastic or Ra-
man scattering. In Raman scattering, the incident photon may lose part of its energy after
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Figure 2.2: Rayleigh and Raman scattering processes in resonant and non resonant condi-
tions (adapted from [99]).

interacting with the material. In a Stokes process, the energy of the incident photon is
higher than the scattered photon. The energy difference is compensated by a lattice vi-
bration (phonon), which is induced in the material and brings it to an excited vibrational
state. An incident photon may also interact with an excited vibrational state of the ma-
terial, and after this interaction, the material returns back to its ground state. Thus, the
scattered photon leaves the material with an increase in its energy, which corresponds to
the energy of the excited vibrational state of the material. This is called the anti-Stokes
process. In general, the probability of a material being it its ground state is much higher
than being in its excited vibrational state. Thus, the Stokes process occurs more frequent
than the anti-Stokes process.

Raman spectroscopy is based on the inelastic scattering of monochromatic light (pho-
tons with a certain energy provided by a laser) with a material. In a Raman spectrum,
the intensity of the scattered light is plotted as a function of the difference between its
energy and that of the incident photons. Traditionally, this energy difference, which is
called Raman shift, is shown in the units of wavenumber "cm-1", and can be converted
to the more conventional energy unit eV with the relation 1 eV= 8065.54 cm-1. When the
energy of the excitation laser is close to the energy needed for an electronic transition in
the sample, the Raman scattering is strongly enhanced and is regarded as resonant Ra-
man scattering. Figure 2.2 presents a schematic of different possible resonant and non
resonant Raman scattering processes in a sample. Unlike conventional semiconductors,
graphene has a linear gapless electronic dispersion relation (see Figure 1.2 in Chapter 1).
This implies that Raman scattering in graphene is resonant using any excitation laser in
the visible range, therefore, the Raman spectrum of graphene allows investigations of its
the atomic structure, as well as the electronic properties.

In this work, the Raman spectra were recorded using a LabRAM HR Evolution from
Horiba Scientific equipped with a solid state laser with an excitation wavelength of λ = 473
nm. For the UV Raman measurements an excitation wavelength of λ = 244 nm was gen-
erated using a frequency doubled Ar laser made by Coherent.

Raman spectroscopy on graphene

In recent years, Raman spectroscopy of carbon materials in particular graphene has been
the subject of many studies. This technique has been used to probe several proper-
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Figure 2.3: Raman spectra of pristine (top) and defective graphene (bottom). The main peaks
are labeled (adapted from [99]).

ties of graphene layers such as thermal conductivity, [15] doping, [100] defects and disor-
der, [101–103] strain, [104] and more. The basics of Raman spectroscopy on graphene will be
presented in this section, which helps understanding the results obtained in this work.

Figure 2.3 shows the Raman spectra typical of a pristine and a defected graphene
sample. The most prominent Raman peaks of graphene are the G mode appearing at
~1580 cm-1 and the 2D mode at ~2700 cm-1. As it can be seen from Figure 2.3, the
Raman spectrum of defected graphene additionally contains two defect-induced D (at
~1350 cm-1) and (D’ ~1620 cm-1) peaks and their combined modes. Figure 2.4 shows
a schematic illustration of some possible Raman processes in graphene. The G peak is
associated to doubly degenerate in-plane optical phonon mode, E2g, near the center of
the Brillouin zone, Γ point. In real-space, it corresponds to the vibrations of sublattice A
against sublattice B in graphene (Figure 2.4b). The D peak related to the transverse opti-
cal phonons around the corner of the Brillouin zone, K (or K’) point. This peak is due to
the breathing mode of the six-atom rings, which requires a defect for its activation. The
D peak is a result of resonant transition between two Dirac cones K and K’ (intervalley
process – see Figure 2.4c). [105] The other defect-induced peak, D’, has similar origin as the
D peak with the difference that the resonant transition occurs within the same Dirac cone
(intravalley process – see Figure 2.4f). The 2D peak is the overtone of the D peak. As it
can be seen from the schematic presented in Figure 2.4e, the 2D peak originates from a
process which involves two phonons with opposite directions. Therefore, the momentum
conservation is satisfied without a defect being required for its activation. Same is true
for the 2D’ peak. The 2D peak is a result of scattering between two Dirac cones, while
for the 2D’ the scattering occurs within the same Dirac cone (see Figure 2.4e and g). As
a result, these two peaks are also observed in the Raman spectrum of pristine graphene
(see Figure 2.3).

As previously noted, the activation of the defect-induced peaks, D and D’, as well
as their overtones, 2D and 2D’ is result of a resonant electronic transition. Therefore,
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Figure 2.4: Schematic illustration of some Raman processes in graphene. In k-space schemat-
ics presented in (a, c, e-g), photon absorption processes are shown by blue arrows,
photon emission by red arrows, phonon related interactions by dashed black ar-
rows, and defect related interactions by horizontal dotted arrows. The real space
depiction of lattice vibrations causing the G peak and the D peak are shown in (b)
and (d), respectively, in which the two identical C atoms, sublattice A and B, are
shown by different colors. Pleas note that for the D, D’ and 2D peaks, combina-
tions of photon, phonon, and defect scattering can also occur in a different order
than depicted here. The D and 2D peaks result from scattering processes occur-
ring between different valleys (intervalley process), while the D’ and 2D’ peaks
result from scattering within the same valley (intravalley process). All possible
combinations can be found in Reference [99].

their frequencies are correlated to the electronic band structure and consequently strongly
dispersive with the excitation energy.[105,106] Figure 2.5 shows the position of the D peak
using different excitation wavelengths. According to the experimental data, the blue-shift
of the D peak with excitation energy has a linear rate of ~ 50 cm-1eV-1. [99,106] In Chapters 5
and 6, this linear dispersion is used to estimate the expected position of the D peak, when
an excitation energy of 5.08 eV instead of 2.62 eV is used in Raman measurements. For
more detailed information of the various aspects of Raman spectroscopy on graphene, the
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Figure 2.5: Position of the D peak as function of excitation energy (adapted from [99]).

reader is referred to several insightful reviews on the topic such as References [99,107].

2.3 Scanning electron microscopy

Scanning electron microscope (SEM) is a type of electron microscope, which is used in
various fields of research. A beam of electrons (primary electron beam) is accelerated
and focused on a specimen. Upon impingement of electrons to the sample’s surface, they
undergo several scattering processes before leaving the sample. The inelastic scattering
of primary electron by the specimen, ejects electrons from the atoms of the sample, which
are called secondary electrons (SE) and commonly used for imaging the surface. Elasti-
cally backscattered primary electrons (BSE) can also be used for certain imaging purposes
as they provide useful information on material contrast. The replacement of ejected elec-
trons of an atom by the ones from outer shells produces X-rays, which can be used for
identifying the elements present on the surface.

In this project, a Zeiss-Ultra 55 system equipped with two secondary electron detec-
tors – namely the Everhart-Thornley (ET) and the In-Lens detector – was used to obtain
images from the samples. Following, a review of the working principles of the two SE
detectors will be presented, which will help understanding the images and the corre-
sponding interpretations in the thesis.

In order to explain the working principles of the two detectors, it is necessary to un-
derstand the three different types of secondary electrons produced in SEM imaging. The
primary electron beam undergoes numerous inelastic scattering processes and generates
a large number of secondary electrons. The secondary electrons which are produced
from the first scattering process, namely SE1, provide most useful information about the
surface. After the first scattering, the primary beam undergoes further scattering pro-
cesses producing more secondary electrons in the specimen, which are called SE2. The
secondary electrons being produced from the interaction of backscattered electrons with
other materials (than the specimen) in the SEM chamber are called SE3.

The traditional SE detector – also called Everhart-Thornley (ET) detector – is placed
outside the lens system and has an inclined angle relative to the primary beam (or lens
system). A positive bias is applied to the detector, which due to its position attracts
the secondary electrons of both types, SE1 and SE2, as well as backscattered electrons
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Figure 2.6: Schematic depiction of the detection of secondary electrons using ET and In-Lens
detectors in SEM. The In-Lens detector favors the secondary electrons generated
in upper regions of the surface (SE1). Figure is adapted from [108].

(BSE). Thus, the inclined angle and the applied bias voltage of the ET detector makes it
sensitive to a mixture of electrons which contain information about the depth as well as
the topography of the specimen. This can make imaging of extra-thin materials with low
atomic number (e.g. graphene or h-BN) more challenging; due to the higher penetration
depth of the primary beam in low Z materials (larger volume of interaction), electrons
(SE1, SE2 as well as BSE) scape the surface from a larger area, leading to a blurry image
recorded by the ET detector.

The relatively newer design enables placing a detector inside the lens column, the so-
called In-Lens (or In-Column) detector. This detector is located perpendicular to the pri-
mary electron beam (and the specimens surface normal) inside the lens system. In this
way, together with the very small working distance, the In-Lens detector exclusively fa-
vors the secondary electrons generated in the upper range of the interaction between the
primary beam and the specimen surface (SE1 electrons). In other words, the SE1 electrons
made at the incidence spot of the primary electron beam and the specimen are attracted,
re-accelerated and focused to the In-Lens detector. The SE1 electrons are very efficiently
detected by the In-Lens detector due to the position of the detector and the fact that SE1
electrons are directed with the help of electrostatic/electromagnetic lenses toward the de-
tector. Figure 2.6 illustrates a schematic of an SEM system and the position of the In-Lens
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and the traditional SE detector (ET detector). Imaging using In-Lens detector is typically
done at low voltages. [109] This technique of SE1 detection combined with the low acceler-
ation voltages of the primary beam is markedly important and favorable for the imaging
of extra-thin layers. Low acceleration voltage for the primary electron beam means less
depth of penetration (lower volume of interaction) resulting in higher surface sensitivity,
which is desired for imaging of 2D materials.

2.4 Atomic force microscopy

Atomic force microscopy (AFM) is a widely used method to characterize the topography
of surfaces. In this type of microscopy, an atomically sharp tip which is attached to the
free end of a cantilever scans over the sample surface. At very small distances between
the tip and the surface, the atomic forces between the tip and the surface become con-
siderable and cause a noticeable deflection or bending of the cantilever. The amount of
this deflection, is amplified and precisely measured by a laser beam being reflected at the
reflective backside of the cantilever and guided to a photodiode detector. This technique
allows imaging of the surface with a very high height resolution (sub nanometer range),
However the lateral imaging resolution is in principle limited by the radius of the utilized
tip (> 1 nm). Figure 2.7a presents a schematic of main components of an AFM system.

In general, there are two main operational modes of an AFM:
Contact mode: in this mode the tip is brought to an actual physical contact and pushed

with a constant force toward the surface (Figure 2.7b). Therefore, the tip feels the re-
pulsive forces from the surface, which can be measured by amount of the cantilever’s
deflection and its spring constant using the Hooke’s law. During the lateral scan of a
surface, the deflection of the cantilever is kept constant with the help of a feedback loop,
which controls the vertical movements of the scanner. The height information at each
measurement point is the distance that the scanner moves in vertical direction, which
is used to produce topographic images of the surface. This mode of operation can pro-
vide high-resolution topographic images in a short time. However, due to the permanent
physical contact of the tip and the surface, a frequent replacement of the tip is needed.
Furthermore, the physical contact might also lead to modifications of the surface.

Tapping mode: in this mode, the cantilever is driven to oscillate near its resonance
frequency using the piezoelectric components of the scanner. The tip to sample distance
is adjusted in a way that the tip slightly "taps" the surface at the bottom of its oscillation.
The amplitude of the oscillation is kept constant using a feedback loop, which adjusts the
mean distance of the tip to the surface (oscillation amplitude) through vertical movement
of the scanner, providing height information of each measurement point.

In this work, a Veeco Digital Instruments - Dimension 3100 AFM system, operating
at tapping mode, was employed to obtain topographic images of the samples. In addi-
tion to the standard height imaging of the surface, this system allows phase imaging. In
this type of imaging, the phase lag of the cantilever oscillation, with respect to the drive
signal is simultaneously recorded with the height data, and plotted similarly. As sug-
gested by the manufacturer (Reference [112]) this phase lag is sensitive to variations in
different material properties such as composition, adhesion, hardness, friction, viscoelas-
ticity, and more. Furthermore, the edges (sudden changes of the height) become high-
lighted in phase imaging, while large-scale height changes are not pronounced. In this
thesis, phase imaging is only used as a guide to study the topographic (height) images
(in Chapters 4 and 6), and no direct conclusion has been drawn based on phase imaging
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Figure 2.7: (a) Schematic of the AFM system used in this work (tapping mode). Nanoscope
is the name of the operating software. Figure adapted from [110]. (b) Simplified
schematic of force-distance curve. In contact mode the cantilever is pushed to-
ward the surface (repulsive regime) with a constant force (setpoint). In tapping
mode, the tip taps the surface and feels the attractive (van der Waals type) forces
from the surface (based on [111]).

technique alone. The reason is that, a reproducible quantitative correlation between the
value of the phase lag and the absence/presence or the thickness of the grown material
could not be found. For instance, the sign or the amount of the phase lag or both can
change, when a single line on the surface is scanned in two directions (left to right or
right to left). Additionally, phase images were often prone to high noise. More often than
rare, the optimization of scanning parameters for minimum noise in topographic imag-
ing could only be obtained at the expense of increased noise in phase imaging and vice
versa. However, the general comparison of the phase map with the height map could
sometimes give insight into some surface properties such as material contrast. Although
a systematic study of the phase imaging and a clear understanding of contrast mecha-
nism can be quite insightful for development of surface scanning probe techniques, it lies
out of the scope of this thesis.

Further general information about AFM can be found in Reference [111].

2.5 Grazing incidence X-ray diffraction

Grazing incidence X-ray diffraction (GID) is a technique which is used for characteriza-
tion of thin films. Similar to conventional X-ray diffraction (XRD) techniques, its principle
is based on the diffraction of X-rays by lattice planes of a crystalline sample according to
Bragg’s law. However, conventional XRD measurements with large incident angles on
thin film (i.e. 2D layers) produces extremely weak signals from the thin film itself as
compared to the substrate, due to high penetration depth of X-rays. In GID technique,
X-rays are irradiated to the sample’s surface at a grazing incident angle near or below
the critical angle of total reflection. Therefore, the incident beam is evanescent within the
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2 Methods and Background

surface layers (~10 nm),[113] which makes this technique sensitive to the surface structure
of the sample.

Figure 2.8 presents a schematic of the beam scattering geometry in a GID experiment.
The direction of the incident X-ray beam as well as its grazing angle αi are fixed. The
sample and the detector rotate with a 1:2 ratio to perform "θ/2θ" scan. Furthermore, ω
scans with the detector stationary at a fixed 2θ angle can provide information about the
in-plane rotation of crystallites in a thin film.

More information about this technique can be found in Reference [113].

ω

αd

ω

αd

2θ  
incident beam

diffracted beam

αi < 1°

Figure 2.8: Schematic of the beam scattering geometry in a GID measurement. αi and αd are
the angle of incidence and diffraction, respectively. Figure based on [113].

2.6 X-ray reflectivity

X-ray reflectivity (XRR) is a non-destructive surface sensitive technique to characterize
thin films or multilayer of materials irrespective of being crystalline or amorphous. In
general, electromagnetic waves (including X-rays) passing the interface of two materials
with different refractive indices, are partly transmitted and partly reflected. If they ir-
radiate the surface of a sample at a grazing angle θ smaller than a critical angle θc total
reflection occurs. Thus, X-ray reflectivity is related to the refractive index of the materials
being probed, as well as the X-ray wavelength. If the sample is composed of different
layers of materials, X-rays reflected from the surface and the interfaces of layers with
different refractive indices undergo constructive and destructive interference, which ap-
pear as intensity oscillations at the detector. These oscillations which were observed for
the first time by Heinz Kiessig, [114] can be employed to determine the thickness of the
layers. [115]

Generally, the experimental curve is compared with the one obtained from simulations
based on theoretical models in which, in addition to the refractive indices the roughness
at the interfaces, as well as multiple reflections at the interfaces are also considered,[116]

allowing precise analysis of deposited thin films. Further information about this tech-
nique can be found in Reference [115].
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2.7 X-ray photoelectron spectroscopy

2.7 X-ray photoelectron spectroscopy

X-ray photoelectron spectroscopy (XPS) is a widely used analysis technique in surface
science. This technique has played an essential role in development of thin films research
due to its high surface sensitivity, the precise and quantitative information it provide, as
well as its flexibility to be applied to a broad range of samples. XPS can be employed
to obtain various information about the surface of the materials such as composition,
chemical state of elements, and chemical bond strengths.

This technique is based on the emission of electrons from a material upon interaction
with photons – the photoelectric effect. High energy photons are able to eject electrons
from inner electronic shells of an atom. The principle of XPS relies on analyzing the
kinetic energy of an electron ejected from a core level of an element upon interaction
with X-rays. The energy conservation in this process can be expressed as: [117]

BE = hν − KE − φ, (2.1)

where BE is the binding energy of the electron, hν is the energy of the X-ray photon,
KE is the kinetic energy of the ejected electron (photoelectron) which is measured by
the spectrometer, and φ is the work function (related to the spectrometer and sample),
which is commonly considered as an adjustable correction factor of a spectrometer. X-
rays can be generated by standard laboratory sources (i.e. Al K-alpha radiation) or by
synchrotron sources. A monochromator may be used for reducing the line width of X-
rays. An electron energy analyzer counts the number of photoelectrons over a range
of kinetic energies. The obtained intensity is typically plotted as a function of electron
binding energies in a reverse order. The binding energy of the photoelectron peaks allow
identification of elements and their chemical state on the surface, while the intensity of
the peaks can be used for quantification analyses such as composition ratio of surface
elements.

Further general information about this technique can be found in References [117,118].
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3 Growth of h-BN on Ni foils

In this chapter, growth of h-BN on polycrystalline Ni Foils is investigated. The focus of
this study is primarily the realization of the growth of continuous and atomically-thin
(2D) h-BN on Ni substrates using MBE, which may be considered as a pioneering work
in the field. [119] The growth parameters which yield a continuous film are included. The
presence of crystalline h-BN was confirmed by Raman spectroscopy. AFM was used to
examine the surface morphology as well as the continuity of the films. Synchrotron-
based X-ray reflectivity (XRR) has been employed to estimate the thickness of the contin-
uous films. The XRR measurements have been performed at the U125/2-KMC beamline
(BESSYII Helmholtz-Zentrum Berlin) by collaboration with Michael Hanke from the de-
partment of microstructure, Paul-Drude-Institut für Festkörperelektronik, Berlin. More-
over, samples with shorter growth durations were studied using SEM, which allowed
gaining insight into the nucleation and growth behavior of the h-BN on Ni foils.

The material Ni is chosen as the growth template because a number of studies show
its suitability for synthesis of large area h-BN, [64,68,120] as well as being a relatively well-
known environment for the growth of graphene (and graphite). [33,121,122] For the begin-
ning, we chose Ni foils mainly because they are inexpensive and easily accessible through
commercial suppliers. This helped saving considerable amount of time and effort during
the initial part of the project which involved many trial and error steps. Moreover, using
foils as the growth substrate can be specially attractive for certain research aspects, for
example where mechanical flexibility is desired, as well as industrial applications where
cost plays a role.

3.1 Experimental

Polycrystalline Ni foils (Alfa Aesar, 99.994% pure, 100 µm thick) were cut into 1×1 cm2

pieces and cleaned using conventional solvents (acetone and isopropanol) and water
prior to loading into the UHV chamber. The foils were then annealed in UHV for 20
minutes at 600 °C followed by an Ar sputtering step with a 2 kV acceleration voltage,
and 10-4 mbar Ar pressure for another 20 minutes at the same temperature. The anneal-
ing and Ar sputtering steps are designed for desorbing water (caused by handling of the
substrate in air) and further cleaning of the surface of the foils (from contaminations or
Ni oxide). After cooled down in the preparation chamber, the foils were transferred into
the growth chamber and annealed at 1000 °C for 30 minutes, before starting the h-BN
deposition. This annealing step helps increasing the grain size of Ni crystallites as well
as further cleaning of the surface from possible remaining Ni oxide. Figure 3.1 shows an
AFM image of a Ni foil after annealing in the growth chamber. Although the image was
taken immediately after unloading the sample from UHV, due to the fast oxidation of the
Ni in air, the surface features such as atomic Ni steps do not appear sharp in the AFM
image.

A high-temperature effusion cell (TUBO cell, CreaTec Fischer & Co. GmbH) operat-
ing at 1850 °C was used to provide the beam of elemental B with a flux of ~2.7 × 1012
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3 Growth of h-BN on Ni foils

Height scale = 50 nm

2 μm

Figure 3.1: AFM of the Ni foil, after annealing in the growth chamber and prior to the growth
of h-BN.

atoms/cm2s. The B flux was obtained by calculating the number of atoms in a B film de-
posited at room temperature on a sapphire substrates over 600 minutes, with considering
the density of B [123] and ex-situ AFM measurement of the deposited B film thickness. This
B flux corresponds to a h-BN growth rate of ~5.3 monolayers per hour, if it is assumed
that all the B atoms can remain on the surface and form h-BN. Active N-species were
generated using an RF plasma source operating at 350 W with 0.2 sccm of N2 flow, which
resulted in a chamber pressure of 1.2×10-5 mbar during the growth. Films were synthe-
sized over 180 to 300 minutes at two different substrate temperatures: 730 °C and 835 °C,
as measured by an optical pyrometer.

3.2 Continuity and structural quality of h-BN films

The growth of crystalline h-BN on the Ni foils was initially confirmed using Raman spec-
troscopy. Figure 3.2a depicts a representative Raman spectrum of a h-BN sample syn-
thesized over 300 minutes at 730 °C. The Raman spectra measured from the as-grown
h-BN films are superimposed to a relatively strong background originating from the Ni
substrate. For the spectrum shown in Figure 3.2a, this background signal has been sub-
tracted. A spectrum before background subtraction as well as the Ni background spec-
trum is illustrated in Figure 3.2b. The sharp peak observed at ~1365 cm-1, which arises
from the doubly degenerate in-plane optical phonons of h-BN with E2g symmetry, is in-
dicative of high-quality h-BN. [124] The Raman signal was detected in all measurements
over the surface, which can be considered as a first confirmation for the film continuity.

The surface morphology resulting from a synthesis at 730 °C over 300 minutes was
evaluated by AFM. Figure 3.3 illustrates two AFM images typical of the growth with the
mentioned growth parameters. The root-mean-square (RMS) roughness of the h-BN film
was measured to be 1.0 and 0.3 nm over 1×1 µm2 and 0.1×0.1 µm2 areas, respectively.
Uneven regions of the underlying Ni surface resulted in higher RMS values in some ar-
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Figure 3.2: (a) Raman spectrum collected from a continuous h-BN film on Ni synthesized at
730 °C over 300 minutes. The substrate-related background signal is subtracted.
(b) The Raman spectrum from the continuous film before background subtraction
(black) as well as the spectrum from a bare Ni substrate (green). An offset is
applied for better visualization. The spectra were excited at a wavelength of 473
nm with the laser beam focused onto the sample surface to ~1 µm diameter spot.

eas. Profile measurements from edges of the h-BN film showed 0.5–1.5 nm steps down
to the bare Ni, revealing that the film is composed of few atomic layers of h-BN (the in-
terlayer distance in h-BN is ~0.3 nm). [45] AFM also allowed the continuity of the h-BN
films to be confirmed, as described following. In addition to the topographic features of
the underlying Ni foil, such as step edges and terraces, a cellular array of linear features
is easily discernible which are identified as wrinkles (Figure 3.3, red arrows). The h-BN
film is expected to develop wrinkles during sample cooling due the relaxation of com-
pressive strain in the h-BN arising from the unequal expansion coefficients of h-BN [44]

and Ni. [125] In other words, due to the negative expansion coefficient of h-BN, [44,46] it
tends to expand during cooling from growth temperature, while the Ni foil shrinks. As
the h-BN does not freely slide on the Ni surface (i.e. due to pinning at grain boundaries
or non-zero interaction with Ni), wrinkles are formed. Such wrinkles have been observed
previously in both h-BN and graphene grown on metal substrates. [27,65,70] These wrinkles
were not present on the bare Ni surface. The ubiquity of the wrinkle structure in numer-
ous AFM scans, together with the uninterrupted observation of the h-BN Raman signal,
offers strong evidence of a continuous h-BN film.

AFM scans also show a second distinct type of feature in the h-BN films. Rather than
having a smooth profile along their length as the h-BN wrinkles do, these rougher raised
regions appear to be decorated with a line of discrete “dots”. The “dotted” features also
protrude higher out of the plane of the film than the wrinkles (typically ~15 nm versus
~5 nm – see inset in Figure 3.3a) and are sufficiently pronounced to be evident even
in larger area AFM scans (Figure 3.3b). These distinctions are sufficient to suggest that
the two types of features form due to different mechanisms. Although this alternative
mechanism is not yet clear, we speculate the dotted ridges may mark grain boundaries
in a polycrystalline h-BN film. For instance, surface contaminants (e.g., from Ni foil) [126]

or excess surface B (e.g., due to B-rich growth conditions) could be pushed by the growth
front of the expanding h-BN crystal, with the consequent accumulation of material at
grain boundaries leading to the formation of the observed “dots”.
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Figure 3.3: AFM images from a continuous h-BN film on Ni foil (300 minutes, 730 °C). (a) Two
distinct types of ridges, marked with red and blue arrows, are observed across the
entire area of the film. The smooth, continuous ridges are wrinkles in h-BN (red
arrows), while the objects marked with blue arrows are discontinuous and appear
dotted. The inset shows the line scans (1) and (2) obtained across a wrinkle and
a dotted feature, respectively. The dotted features are ~15 nm high, while the
wrinkles ~5 nm. (b) Larger area AFM scan of the same sample region. The blue
and red arrows indicate the same features as in (a).

3.3 Thickness estimation by synchrotron-based X-ray reflectivity

Synchrotron-based XRR has been employed to estimate the thickness of the continuous h-
BN films. The extremely (i.e., atomically) thin layer, in conjunction with low-Z, and thus
weakly scattering constituents (boron and nitrogen) on one hand, and the unevenness
of the foils (in millimeter and centimeter scale) on the other hand, necessitated a highly
brilliant radiation combined with long signal acquisition for the successful application of
this technique. Figure 3.4a shows the reflectivity curve as measured at the U125/2-KMC
beam-line (BESSYII, Helmholtz-Zentrum Berlin). An X-ray energy of 10 keV has been
selected by a double Si(111) monochromator, which yields an energy resolution (∆E/E)
of about 10-4. Due to the roughness of the underlying Ni foil, as well as the out-of-plane
wrinkles and dotted features, the reflected intensity rapidly decreases with increasing
the angle of incidence, αi. Nevertheless, thickness oscillations are clearly traceable in the
experiment. Figure 3.4b depicts three kinematic scattering simulations for h-BN layer
thicknesses between 0.8 and 1.0 nm on a Ni substrate, in which the refractive indices of
the materials and interface roughness were taken into account. From a direct comparison,
we can conclude that the averaged h-BN layer thickness is close to 0.9 nm. This shows
that the h-BN film is about three atomic layers thick (a single layer corresponds to ~0.3
nm),[45] in agreement with the AFM profile measurements taken at edges of the h-BN
film.
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Figure 3.4: XRR measurement and h-BN film thickness estimation. (a) Experimentally ob-
served specularly reflected X-ray intensity collected from a continuous h-BN film
on Ni synthesized at 730 °C over 300 minutes. (b) Kinematic scattering simula-
tions for a h-BN layer with the thickness (dh-BN) varying between 0.8 and 1.0 nm
on a Ni substrate.

3.4 An insight into nucleation and growth of h-BN on Ni foils

Using shorter duration depositions, we were able to gain insight into the nucleation and
growth behavior of h-BN. Growth times of 180 minutes or shorter showed islands of h-
BN, which were identifiable by SEM (Figure 3.5). Raman spectroscopy confirmed that
these regions are crystalline h-BN.

Figure 3.6 presents a summary of the representative Raman spectra observed for h-BN
samples grown over 180 minutes at 730 °C and 835 °C as well as the continuous h-BN film
discussed above (synthesized over 300 minutes at 730 °C) after Ni originated background
subtraction. For comparison, a Raman spectrum obtained from commercially available
h-BN powder is also included. This peak showed slight width variations in numerous
Raman measurements, ranging from 10 cm-1 to 18 cm-1. The width observed for the
MBE-synthesized h-BN is comparable to the those reported for h-BN single crystals (9-
12 cm-1), [127] grown by K. Watanabe and T. Taniguchi et al., [56,61] which are widely used
in research as standard high-quality h-BN. The intensity of the peak exhibits some vari-
ations, likely as a result of an inhomogeneous thickness distribution. Previous studies
suggest that for first several layers, h-BN’s E2g peak intensity increases (almost) linearly
with the number of probed layers. [127,128] The average peak height to background ratio
for the continuous films is ~0.18, while for the ramified and triangular islands this value
is ~1.1 and ~3.7, respectively. Since the intensity of the background originating from the
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Figure 3.5: SEM micrographs of h-BN grown over 180 minutes (a) and (b) at 730 °C and (c)
at 835 °C. The growth at 730 °C results in star-shaped h-BN islands – bright con-
trast in (a) and (b). When the substrate temperature is raised to 835 °C for growth,
much larger islands form, which have a smoother, more compact shape (c). The
contrast fluctuations in (c) clearly show that the island is composed of few layers
of h-BN. However, contrasts observed in SEM do not provide enough evidence
to verify formation of isolated islands. for example in (c) the contrast observed
around the triangular island, is very similar to the second bright contrast from the
edge of the island. In the other words, these bright regions, which are referred to
as islands, can be few-layer h-BN forming on top of a more homogeneous under-
lying h-BN film. The field of view in (a) is 30 µm, 15 µm in (b), and 70 µm in
(c).

underlying Ni is always on the same order of magnitude, the variation in the relative in-
tensity of the characteristic h-BN peak to the background reflects a change in the volume
of h-BN being probed, suggesting that the islands are composed of few h-BN layers. This
is consistent with the few-layer character of the triangular island shown in Figure 3.5.
Finally, we also observed small shifts in the peak position for the different types of h-BN
structures. Variation in strain is a potential explanation for the observed shifts. [127,128]

The few-layer islands are speculated to lie on top of an extended and thinner (i.e.
monolayer) h-BN film. While the atomistic growth mechanism of h-BN on Ni is un-
known, a close examination of the few-layer island structures offers some clues to their
origin. For instance, the h-BN islands typically include a small region of prominent con-
trast at the approximate geometric center of the island, possibly marking a surface defect
at which the island nucleated heterogeneously. Heterogeneous nucleation has also been
observed previously during the growth of other 2D materials, such as graphene. [129] The
surface imperfections at which nucleation occurs here may be clusters of excess surface
B, or possibly isolated regions of the intermetallic Ni3B phase.

The morphology of the h-BN islands changes dramatically with the growth tempera-
ture (Figure 3.5). Hexagonal boron nitride islands grown at a substrate temperature of
730 °C have a distinct “star” shape, with multiple elongated lobes extending from a com-
mon nucleation site over few micrometer. With the same growth duration but a 835 °C
substrate temperature, the h-BN instead forms smooth, compact, approximately trian-
gular islands which are almost an order of magnitude larger. However, isolated regions
with shapes other than those depicted in Figure 3.5 have also been observed, possibly due
to changes in h-BN growth behavior on different crystallographic orientations of Ni. [130]

Possible explanations for the observed “star” shape can be the formation and propa-
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Figure 3.6: Raman spectra collected from a continuous h-BN film on Ni synthesized at 730 °C
over 300 minutes (blue), and from h-BN islands grown for 180 minutes at 730 °C
(black) and 835 °C (magenta). The substrate-related background signal was sub-
tracted for all three spectra. A Raman spectrum from h-BN powder (green) is
plotted for comparison. An excitation wavelength of 473 nm is used for the given
spectra.

gation of two (or more) non-parallel triangular islands from the respective two (or more)
closely located nucleation sites. Another explanation may be the dendritic growth be-
cause of the diffusion-limited aggregation of B and N ad-atoms at low temperatures.
Indeed, the dramatic transformation in island morphology and size with growth temper-
ature is more consistent with this possible explanation. On the other hand, it is also in-
teresting to note the superficial similarities between the star-shaped h-BN islands formed
on Ni and the morphology of graphene growing on (001) oriented grains in Cu foils. The
fairly consistent orientation of the long-axes of the h-BN island lobes is a particularly
striking detail to have in common with graphene islands on Cu. In the case of graphene
on Cu, the island shape results from a complex interplay between the attachment limited
growth mode, the polycrystalline island structure, and the substrate surface crystallog-
raphy.[129] Whether the h-BN island shape observed here is caused by analogous growth
phenomena remains an open question.

The morphology of the larger, compact h-BN structures grown at higher substrate tem-
peratures also has precedent in the literature. Triangular h-BN islands have been reported
for CVD grown h-BN on both Ni[67,69] and Cu[65] substrates, and theoretical calculations
suggest this is due to the lower free energy of the N-terminated crystal edge.[131] How-
ever, because of their significantly larger size, few-layer thickness, random orientation,
and deviation from perfectly triangular shapes (for some islands), it is unlikely that the
preference for a given edge termination fully explains the morphology presented in Fig-
ure 3.5c. Rather the dramatic change in island morphology likely results from an inter-
play between kinetic factors, such as increased ad-atom diffusion, in combination with
the energetic anisotropy of the edge structure. Contrast variations in the interior of the
large island in Figure 3.5c reveal its layered structure. As the secondary electron intensity
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emitted from h-BN scales linearly with the number of layers, [132] each observable varia-
tion likely marks the perimeter of an additional layer. The few-layer thickness imaged by
SEM corroborates the Raman analysis (see Figure 3.6), in which the highest peak height
to background ratio (~3.7) was obtained for this type of island.

3.5 Summary and conclusions

In summary, we report the growth of atomically thin h-BN films on Ni foils by MBE using
elemental B and N. In these experiments, films were synthesized at substrate tempera-
tures ranging from 730 °C to 835 °C over 180 to 300 minutes. The presence of crystalline
h-BN was confirmed by Raman spectroscopy, which revealed a sharp peak at ~1365 cm-1.
AFM was used to examine the surface morphology of the grown films, and revealed two
distinct features which were omnipresent over the entire film: a cellular array of linear
features identified as wrinkles, and a second rougher type of ridge. The rougher, “dotted”
ridges appear to originate from a different, as yet unknown mechanism. Using shorter
growth times, we were able to gain insight into the nucleation and growth behavior of
h-BN islands. According to SEM imaging, the morphology of h-BN islands evolves from
ramified and “star”-shaped to much larger, smooth, and triangular islands with increas-
ing growth temperature. Scanning electron micrographs also clearly show a small region
of prominent contrast in the center of the grown islands, suggesting that the h-BN may
have nucleated heterogeneously.
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4 Growth of h-BN on Ni films

In this chapter, the results obtained from the h-BN growth experiments on thin Ni films,
evaporated on MgO(111) substrates, are presented. Here, besides the optimized growth
parameters yielding a continuous h-BN film, effect of the substrate temperature as well as
growth duration on the synthesized h-BN will be investigated. The samples are studied
using scanning electron microscopy, AFM, Raman spectroscopy. In addition, grazing
incidence diffraction measurements were performed at beamline BM25B (SpLine) at the
European Synchrotron Radiation Facility, Grenoble, France by collaboration with Michael
Hanke and Thilo Krause from the department of microstructure, Paul-Drude-Institut für
Festkörperelektronik, Berlin. These experiments helped to analyze the growth behavior
and structural quality of the synthesized h-BN films.

Ni films with a thickness of 300 nm were deposited at room temperature on MgO(111)
substrates using electron-beam evaporation of a Ni target. The Ni/MgO(111) templates
were produced by the technology department of Paul-Drude-Institute. In comparison to
Ni foils, better macroscopic evenness and smoothness as well as enhanced mechanical
stability of the substrates [provided by the relatively thick MgO(111) crystal] facilitated
performing characterization techniques such as GID and AFM. Furthermore, besides the
precise control over thickness of the deposited Ni films, presence of possible contamina-
tion due to the industrial Ni foil preparation procedure (i.e. the cold-rolling) can be ruled
out. In principle, MgO(111) allows the growth of fully epitaxial Ni(111) mono-crystalline
films, if certain growth recipe and temperature treatment is applied, [133] and thus, can of-
fer an extra-smooth surface for the growth of 2D materials such as graphene. [39] Initially,
it was tried to grow the Ni films on MgO(111) substrates in our MBE system. However,
due to the low flux obtained from the Ni effusion source, extremely long deposition dura-
tion was needed to obtain the desired thickness (as it will become clear in Chapter 4, rela-
tively thick Ni film is needed for the growth of h-BN/graphene heterostructures). There-
fore, in order to put more focus on the growth of the 2D materials (h-BN in this chapter
and heterostructures in the next two chapters), we decided to use the Ni/MgO(111) tem-
plates produced by the technology department of the Paul-Drude-Institut, and enhance
the surface quality by in-situ sputtering and annealing treatment of the templates before
h-BN growth.

4.1 Experimental

Substrates were prepared by depositing at room temperature 300 nm of Ni on 1×1 cm2

pieces of MgO(111) (purchased from CrysTec GmbH, single-side polished) by electron
beam evaporation, and back-coating them with 1 µm of Ti. The Ti coating layer at the
back side of the transparent MgO(111) substrate is necessary, as the sample is heated
radiatively during annealing and growth. For the sake of simplicity, from here on, this
stack will be referred to as Ni/MgO(111). The Ni/MgO(111) templates were transferred
through air to the MBE system. In the preparation chamber (~1 × 10-9 mbar) the template
is outgassed at 300 °C for 60 minutes, and sputtered with Ar (~1 × 10-4 mbar, 2 kV, 10 mA
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Height scale = 50 nm

2 μm

Figure 4.1: AFM image of a Ni/MgO(111) after annealing in growth chamber and before start
of the h-BN growth. The topographic features of the Ni film such as step edge
clusters, boundaries can be observed. Please note that due to the quick oxidation
of Ni in air, the surface features (i.e. atomic steps) do not appear sharp in the
image.

emission current) for 10 minutes. The annealing and Ar sputtering steps are designed
for desorbing water (caused by handling of the substrate in air) and further cleaning
of the surface of the Ni film. The Ni/MgO(111) substrate was subsequently transferred
into the growth chamber and annealed at 850 °C for 20 minutes. An AFM image of a
Ni/MgO(111) template after this annealing step is given in Figure 4.1. The annealing
step in addition to the previous Ar sputtering step, helps cleaning the surface from the
native oxide as well as smoothing the surface of the Ni. [39] The Ni/MgO(111) stack was
subsequently cooled to the growth temperature to start the deposition of h-BN. In this
chapter, we study h-BN samples synthesized at three substrate temperatures ~600 °C,
730 °C, and 835 °C over a deposition duration ranging from 10 to 300 minutes. The B
and N fluxes are maintained similar to the optimized synthesis parameters used for the
growth of continuous h-BN films on Ni foils (see Section 3.1 in Chapter 3 for details).

4.2 Results and Discussion

4.2.1 Growth of continuous h-BN films on Ni/MgO(111) templates

As the starting point for the growth h-BN on Ni/MgO(111) substrates, we implemented
the exact same growth parameters which resulted in the growth of continuous h-BN layer
on Ni foils – deposition at 730 °C substrate temperature over 300 minutes. XRR mea-
surements and AFM profilometry verified that utilization of these growth parameters
resulted in a h-BN film with an average thickness of ~3 monolayers on Ni foils (see Sec-
tion 3.3 in Chapter 3). Figure 4.2 depicts AFM images of this sample. The RMS roughness
of the h-BN was measured to be ~0.3 nm in 1×1 µm2 which is an improvement to the one
measured for the h-BN on Ni foils (~1 nm in 1×1 µm2– see Figure 3.3 in Chapter 3). The
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prominent height variations observed in Figure 4.2a originate from the topographic fea-
tures of the underlying Ni film such as grain boundaries and step clusters. As expected,
a network of wrinkles is observed in the grown h-BN film which is caused by the con-
traction of the underlying metal (Ni film) during sample cooling. Interestingly, these
wrinkles are more abundant where the underlying Ni is more disordered (i.e. step clus-
ters, grain boundaries), and less abundant, where a smoother Ni serves as the growth
substrate. Figure 4.2b displays the topography of a smoother region, which is shown
with the dashed rectangle in Figure 4.2a. At this magnification, the edge of the topmost
h-BN layer can be easily distinguished. The green dashed line crosses the edge of the
topmost h-BN layer and continues on the underlying h-BN layer(s). This can be verified
with the step height of ~0.35 nm measured across the green dashed line, which is consis-
tent with the thickness of one h-BN monolayer in bulk condition. [45] Please note that it
is not possible to clearly define the number of grown h-BN monolayers from these AFM
images as the surface is fully covered with h-BN.

It is interesting to see how h-BN crosses the atomic steps of Ni. The step height ob-
served across the blue dashed line in Figure 4.2b is ~0.2 nm and consistent with the height
of an atomic step of Ni(111). [134] However, from the (blue) height profile it is inferred that
the h-BN does not necessarily follow the sharp atomic step of Ni(111), and instead, it
buckles over this step. This buckling can be interpreted as an indication that the h-BN
is able to (partly) release its strain (caused during the cooling, for instance) even on sin-
gle atomic steps of Ni, which can be a reason why we see less wrinkles in h-BN film
on smooth regions of Ni. On the other hand, a larger strain needs to be relaxed on Ni
grain boundaries or on step edge clusters (i.e. caused by rotated or slightly off-axis/out-
of-plane grains or step edge movements), which can be responsible for the observed net-
work of higher (larger) wrinkles in h-BN in such regions (see Figure 4.2a). These observa-
tions propose that, using an extra-smooth surface of Ni (i.e. polished single-crystalline),
combined with a slower cooling can greatly mitigate the formation of wrinkles in the h-
BN film, and promote the growth of (fully epitaxial) high-quality h-BN layers using MBE.
The pink dashed line in Figure 4.2b is drawn along another single step edge of Ni(111),
which continues under the topmost h-BN layer. As it can be seen in Figure 4.2b, the top-
most h-BN layer smooths the buckling of the bottom h-BN layer(s) on step edges. The
120° angle observed between the Ni step edges is consistent with the <110> directions on
the Ni(111) terrace having a 3-fold symmetry. In Figure 4.2b, we can also see that some
edges of the h-BN layers are parallel with these directions, which can be considered as
a piece of evidence for the epitaxial growth of h-BN in this region. Furthermore, obser-
vation of curved edges of h-BN on Ni grain boundaries or larger step edges (an instance
is shown by the black arrow in Figure 4.2b) suggest that h-BN growth front might have
been hindered at the end of the (larger) step edge or other Ni surface features (i.e. grain
boundaries). Please note that, here we try to gain some insight into the atomistic growth
and propagation of a single atomic layer of (most likely single-crystalline) h-BN. Fur-
ther study and characterization with other techniques such as in-situ low energy electron
microscopy or scanning tunneling microscopy (STM) may provide a better understand-
ing of the topic. In general, the AFM results suggest that Ni surface features are faded
by the growth of h-BN over-layers and a smoother surface can be obtained by growing
thicker h-BN films. Moreover, they demonstrate the significant effect of the Ni surface
morphology on the quality of the MBE-grown atomically thin h-BN layers.

Synchrotron-based grazing incidence X-ray diffraction (GID) was used to examine the
crystalline properties of the h-BN film grown on Ni/MgO(111) templates. These experi-
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Figure 4.2: AFM scans of a continuous h-BN film grown on Ni/MgO(111) (a) Over larger
areas, the topographic features of the underlying Ni film (i.e. step edge clusters,
boundaries) are predominantly responsible for the height variations observed.
Wrinkles in the h-BN film are are easily discernible on areas where the underlying
Ni film has more disorder. (b) shows the surface topography of a smoother region
shown with the dashed rectangle in (a). At this magnification, the edge of the
top-most h-BN layer can be distinguished. The green dashed line crosses the
border of the top-most h-BN layer. Black arrow shows a larger Ni step, on which
the h-BN’s growth front might have been hindered. The blue dashed line shows
h-BN layer(s) crossing a Ni(111) single-atomic step edge. Height profiles along
the green and blue dashed lines are given at the bottom of the AFM image (b).
The pink dashed line is drawn (with some distance) along a single step edge of
Ni(111).

ments were performed at beamline BM25B (SpLine) at the European Synchrotron Radi-
ation Facility (ESRF), Grenoble, France, by collaboration with Michael Hanke and Thilo
Krause from the microstructure department of Paul-Drude-Institut für Festkörperelek-
tronik, Berlin. The X-ray energy used was 20 keV, with the beam at a 0.1° angle of inci-
dence to ensure a high degree of surface sensitivity. In this technique, the grazing X-ray is
diffracted by the lattice planes orthogonal to the sample surface normal, providing infor-
mation about the in-plane lattice parameters and orientation of the surface layers. This
technique has been previously used to obtain precise information about the structural
configuration of single graphene layers. [135]

Figure 4.3 summarizes the results obtained from the GID measurements performed on
the same sample which was used in the AFM studies previously discussed. Figure 4.3a
depicts a reciprocal space map obtained from the angular and radial scans of GID mea-
surement on this sample. The more prominent features observed in this map originate
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Figure 4.3: GID measurement from continuous h-BN grown on Ni/MgO(111) templates. (a)
Reciprocal space map obtained from the angular and radial scans from the sam-
ple, and (b) radial scans along the <110> [blue direction in (a)] and a 30° az-
imuthally rotated direction [red arrow in (a)]. Contributions of different planes
of MgO, Ni and h-BN in diffraction are marked in (a) and (b). (c) The azimuthal
scan along the ring-like Ni diffraction [shown by the black arrow (a)]. There is
a preferential alignment of Ni[110] ∥ MgO[110] which is observed from the in-
tensity modulations of the Ni-related diffraction ring. (d) depicts a schematic of
h-BN lattice. The arrows show a h-BN unit cell. The measured spacing between
(10.0) planes (green dashed line) is 2.146 Å, which corresponds to a unit cell size
of 2.479 Å (red dashed line) for the synthesized h-BN film.

from the single-crystalline MgO(111) substrate and the Ni, as they contribute with more
volume in the diffraction. The two ring-like structures observed in Figure 4.3a originate
from polycrystalline Ni which is composed of (111) oriented domains. The angular scan
along the arrow in Figure 4.3a [on the more intense Ni-related ring-like contribution con-
taining the Ni(22̄0)] is depicted in Figure 4.3c. The intensity modulation along the ring
displays that although Ni(111) has a textured character, there is a preferred orientation of
Ni(220) parallel to MgO(220). Examining two radial scans – one along the <110> direc-
tion (Figure 4.3b, blue) and one rotated azimuthally by 30° (red) – allows the compara-
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tively weak h-BN reflections to be resolved. The h-BN peak shows a stronger structural
correlation with the Ni surface on the 30° rotated scan. The diffraction peak at 2.927 Å-1

results from the (10.0) reflection of the h-BN lattice, and corresponds to an in-plane lattice
spacing of 2.146 Å, which translates to a h-BN unit cell size of 2.479 Å (see Figure 4.3d).
The measured lattice parameter obtained here is slightly smaller compared to the one
previously reported for bulk h-BN (au.c. = 2.504 Å), [46] showing that the synthesized h-
BN is ~1% compressively strained. As previously also discussed, the compressive strain
is expected during the cooling of the sample from growth temperatures (730 °C here)
to room temperature, because of the relatively large positive thermal expansion coeffi-
cient of Ni (~13–20×10-6 K-1 in temperatures ranging from 300 K to 1000 K), [125] and the
negative one of h-BN (~ -2.9×10-6 K-1 to zero in the 300–1000 K temperature range). [44]

These results suggest that formation of wrinkles and buckling can only partially relax
the strain in the h-BN film. This observation can be evidence of a non-zero interaction
between Ni and h-BN, responsible for the pinning of the two materials at their inter-
face and subsequently affecting the h-BN’s lattice parameter by the Ni lattice contraction
upon cooling. This is in agreement with several previous studies reporting on the strong
interaction between h-BN and Ni. [136–139] The interactions between h-BN and Ni will be
further discussed in more details in Chapter 5, and will be further complemented by
XPS results (see Figure 5.7 in Chapter 5). Furthermore, the GID measurements on a h-
BN/graphene/Ni/MgO(111) sample reveal that the h-BN grown in the heterostructure
(not in contact with the Ni) is strain-free, while the graphene in contact with the Ni expe-
riences compressive strain (see Figure 5.8 and its discussion in Chapter 5). It should be
noted that, Ni contraction is not responsible for all the strain observed in graphene lattice
in the heterostructures discussed in Chapter 5. The reader is referred to the correspond-
ing discussion in Chapter 5 for more details.

4.2.2 Growth of h-BN films at low temperatures

In this section, the influence of the substrate temperature on the growth of h-BN will
be presented. However, the Ni/MgO(111) templates introduce limitations, which also
need to be considered for the temperature studies presented here; heating the sample to
very high temperatures (> 850 °C) or even keeping the sample at elevated temperatures
(~835 °C) for a long time adversely influenced the Ni film continuity. This is mainly be-
cause of the ~16% lattice mismatch between the MgO(111) and the Ni(111) lattice, which
means that, there is an accurate thermal budget, which leads to a desired compromise be-
tween the Ni crystalline quality, continuity and formation of twins in the Ni film. [133] For
instance, if the films are kept for 30 minutes (instead of 20) at 850 °C during the anneal-
ing step in the growth chamber, the Ni film starts dewetting on the MgO(111) to release
the strain caused by the lattice mismatch. The dewetting process begins with formation
of some pits in the Ni film (pits are even observed in Ni films treated for 20 minutes at
850 °C in annealing step, however with less density), continues with an increase of their
density and size, and finally to the formation of isolated 3-dimensional (3D) Ni islands
on MgO(111), if the temperature treatment becomes too long. Therefore, the growth of
samples using the substrate temperatures higher than 850 °C and the growth experiments
with a duration more than 180 minutes at 835 °C were not possible. The dewetting pro-
cess of Ni film on MgO(111) did not occur when lower temperatures are used for the
growth. For instance, Ni films kept at 730 °C for ~600 minutes maintained their continu-
ity, although some pits have been formed in the film. Using a bulk Ni single-crystal as
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the growth substrate may also help avoiding these limitations.

Following, results obtained from a growth experiment at a substrate temperature ~600 °C
over 300 minutes are presented. All the substrate preparation and growth parameters
[B and N fluxes] of the optimized growth (discussed in Section 4.2.1) were maintained
for this sample. The substrate temperature lies below the range which could be directly
measured by the pyrometer and thus, was estimated by a combination of the temperature
recorded from a thermocouple positioned about ~1 cm behind the sample in MBE ma-
nipulator (~640 °C) and extrapolation of (higher) temperatures directly measured by the
pyrometer. Figure 4.4 presents AFM images obtained for this sample. Similar to previous
samples, Ni topographic features dominate the most apparent height variations observed
in larger scans from the sample (Figure 4.4a and b). Interestingly, unlike AFM scans of
the sample grown at 730 °C (the standard continuous h-BN with optimized parameters
discussed in Section 4.2.1), height scans of this sample do not show formation of long and
straight wrinkles. This phenomenon may be explained by two effects originating from
the lower growth temperature utilized here. The first one, which appears to be more
likely and rather trivial, is the smaller thermally induced compressive strain in the h-BN
lattice. In other words, Ni exhibits smaller contraction once cooled down from ~600 °C to
room temperature as compared to 730 °C. Therefore, it enforces less compressive strain
in the h-BN film. This explanation includes the presumption that there is an interaction
between the h-BN and Ni (binding at their interface). In order to confirm this assumption
for the growth at such low temperatures, further experimental efforts (i.e. XPS analysis)
are necessary, although strong h-BN–Ni interaction is suggested in literature. [136,140] The
second possible explanation can be the (partial) relaxation of the strain by small corruga-
tions at grain boundaries of h-BN crystallites which could not be observed by AFM.

AFM scans of smaller areas suggest that the h-BN grown with these parameters is
composed of small crystallites with very rough edges. The shape and the size of the crys-
tallites and also the fact that they did not perfectly coalesce, although being extremely
close, strongly suggest the growth occurred in the kinetically controlled regime, where
ad-atoms have limited surface diffusion length before they attach to the crystal edge.
Please also note that the ad-atom diffusion is considerably shorter on top of dielectrics as
compared to the metal, [141] which means the shape and/or the size of crystallites might
be different for the first h-BN layer forming on top of the metal surface than those of
subsequent h-BN layers forming on top of the first layer. Figure 4.4c and d also display
nanometer-sized particles, which are homogeneously spread all over the surface. Bres-
nehan et al. [141] have also reported the formation of similar 3D particles which are evenly
spread on their CVD-grown h-BN on Cu foils. Their plane-view TEM investigations
reveal that the 3D features are "onion-like" or fullerene-like h-BN nanoparticles having
their planes perpendicular to the surface of the 2D h-BN film. According to their study,
the nucleation rate of such particles increases exponentially with h-BN layer thickness,
suggesting that such features nucleate at defects and leading to degradation of crystalline
quality with increased thickness. We speculate that the particles observed in the AFM im-
ages have a similar origin. Finally, the step edge clusters of Ni in Figure 4.4a and b do not
look as smooth as the ones in Figure 4.2, but rather rough and jagged. Considering the
fact that these step edges are covered with h-BN, the observed roughness can also be re-
lated to the crystalline quality of the h-BN covering them; the former (Figure 4.4a and b)
is covered with h-BN small crystallites having rough edges which is also consistent with
the decreased ad-atom diffusion length due to the lower growth temperature, while the
latter (see Figure 4.2) is covered with a h-BN film having larger domain size and smooth
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Figure 4.4: [AFM of h-BN grown at ~600 °C over 300 minutes. (a) The Ni features are pre-
dominantly observed in larger magnifications. (b-d) show higher magnification
scans of the areas demonstrated by dashed squares in (a-c), respectively. The
small and round protrusions on the surface in (b) and (c) are speculated to be
nano BN particles.

edges.
Raman spectroscopy was additionally used to characterize the h-BN film grown at low

temperature (growth at ~600 °C over 300 minutes). Figure 4.5 presents a Raman spectrum
(red) obtained from this sample. For comparison, a Raman spectrum from a continuous
h-BN grown at 730 °C over 300 minutes is also presented (black). Please note that the
Ni-related background spectrum is not subtracted for the spectra given in Figure 4.5, and
both spectra were obtained using the similar Raman acquisition parameters over long
time to minimize the noise. The peak located at ~1365 cm-1 in both spectra is related to
the E2g optical phonon of h-BN.[124] As it can be easily observed in the spectra, the h-BN
sample grown at 730 °C shows a sharp contribution at ~1365 cm-1 with a full width at half
maximum (FWHM) of ~9.3 cm-1, whereas the contribution of h-BN grown at ~600 °C is
smaller and rather wider (FWHM = ~17 cm-1). While the origin of lower intensity of this
peak (for the low temperature sample) is not completely clear, the widening of the peak
may be correlated to the degradation of crystalline quality upon growth at low temper-
atures. Wang et al. [74,142] reported on the complete disappearance of the h-BN’s charac-
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Figure 4.5: Raman spectra measured from h-BN film grown at ~600 °C (red) and 730 °C
(black) over 300 minutes. In order to show the low intensity of the h-BN’s char-
acteristic peak, the as-measured spectra without Ni-related background subtrac-
tion are presented. The peak observed at ~1556 cm-1 is originated from oxygen
molecules in air.

teristic Raman peak upon decreasing the growth temperature from 1050 °C to 600 °C for
their h-BN grown on Cu [74] and Ni [142] foils using ion beam sputtering. They suggest that
the formation of an amorphous BN phase as an explanation for the disappearance of h-
BN’s Raman peak. Same explanation can also hold true for the weaker and wider Raman
signal observed from the sample grown at lower temperatures. However, as can be seen
in Figure 4.5, the Raman spectrum obtained from the sample grown at ~600 °C clearly
shows a contribution at ~1365 cm-1, although being weak. Considering their suggestion,
the weak Raman signal may be explained as following: 1) The sample contains a mixed
crystalline and amorphous phase (within the laser spot size), which implies that this sam-
ple has a lower degree of crystallinity as compared to the one grown at 730 °C, or 2) the
sample is composed of a crystalline phase (which is most likely in contact with Ni) and
amorphous (or with lower degree of crystallinity) over-layers, which don’t contribute to
the Raman E2g mode of h-BN. The second explanation appears to be more likely. As it
will be shown later, evidence of the epitaxial growth was observed for samples grown
at ~600 °C with partial coverage (see Subsection 4.2.4). The small FWHM of the h-BN’s
characteristic peak of the sample grown at 730 °C is comparable to the one measured for
exfoliated single-crystals of h-BN (9–12 cm-1), [127] and consistent with its high structural
quality, while the larger FWHM of the sample grown at lower temperatures is generally
considered as a degradation in structural quality. [143] Raman spectroscopy measurements
do not show evidence for the formation of cubic boron nitride in these samples (i.e. Ra-
man signal at ~1305 cm-1). [124] Finally, the peak observed at ~1556 cm-1 (FWHM = 2.9
cm-1) corresponds to the vibrational mode of O2 in the air. [144,145]

4.2.3 The influence of the growth duration

In this section, the growth behavior of h-BN at different stages of the growth will be
studied. For the samples introduced here, we kept all the Ni film preparation and h-
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BN growth parameters similar to the optimized parameters (substrate temperature of
730 °C and same B and N fluxes) which was employed to obtain continuous films (see
Section 4.2.1). The growth duration was varied between 10 and 60 minutes. The sam-
ples were then ex-situ studied by SEM as well as AFM by employing height and phase
contrast modes.

Please note that the contrast which is related to h-BN in SEM images depends on vari-
ous parameters. Thickness and coverage of h-BN, SEM imaging conditions (i.e. primary
electron beam energy and current, working distance and the detector being used), charg-
ing effects, and the yield of producing different types of secondary electrons influence
the contrast generated by each detector.

The SEM contrasts observed for low dimensional materials and the corresponding ex-
planation has been the topic of several studies. [109,127,132,146] In this work, we have ob-
served both positive and negative (inverse) contrasts for the h-BN on Ni. In other words,
h-BN appears dark in imaging from some samples, while it looks brighter in images from
other samples (with different coverage and growth parameters). Drawing a universal ex-
planation for the changes in SEM contrast would lie out of the scope of this thesis, and
requires further systematic investigations using standard samples with precise knowl-
edge about their thickness. In this Chapter, it is tried to provide necessary information to
understand each image individually.

The first important information obtained from the time series is the onset of growth,
which can inform about the nucleation behavior of h-BN on Ni films. We could not
observe any evidence of the h-BN formation in the growth experiment at 730 °C over
10 minutes. Therefore, the growth duration was increased to 30 minutes to study the
first sample. Figure 4.6 depicts SEM images from this sample. In images (a-c) which are
acquired by the In-Lens detector, the darker contrast indicates h-BN islands.a

In relatively low magnifications such as the one presented in Figure 4.6a, it can be seen
that the h-BN islands are randomly nucleated and rather unevenly distributed on the Ni
surface, which suggests that there are certain surface features promoting the nucleation.
In particular, pits in the Ni film serve as nucleation centers for h-BN, as can be observed
from the bright contrast in the middle of some of the islands presented in Figure 4.6a
and b. However, we can see that nucleation does not necessarily happen only on Ni pits
(Figure 4.6b and c); other surface features (i.e. Ni grain boundaries, protrusions), where
the substrate has higher surface energy can also act as preferential nucleation site for h-
BN islands. Interestingly, the islands nucleated on Ni pits are typically larger than the
other ones, suggesting that they nucleated at an earlier stage of the growth.

The h-BN islands have random shapes and typically contain straight edges (e.g. Fig-

a The dark contrast observed for the regions covered by the h-BN in Figure 4.6a-c (recorded with In-Lens
detector) can be due to the attenuation of the low-energy surface secondary electrons (SE1) by the h-BN
layer, when leaving the Ni substrate. [146] The bare Ni also shows slight contrast variations, which are
speculated to be related to the SE1 generation yield and the penetration depth of the primary electron
beam into various crystalline orientations of the Ni grains. This contrast variation which is also observed
in the h-BN covered regions, is referred to as channeling contrast. [72] Unlike the In-Lens detector, the
conventional Everhart-Thornley (ET) detector did not provide useful contrast variations to image h-BN
islands. For comparison, two micrographs which were recorded simultaneously with the In-Lens and ET
detectors are presented in Figures 4.6c and d, respectively. As it was previously explained in Section 2.3
in Chapter 2, The In-Lens detector favors the SE1 electrons which have the direct information about the
surface, while the contrast produced by the ET detector is obtained from a mix of electrons (namely SE1,
SE2, SE3 and backscattered electrons). Thus, it is less efficient than the In-Lens detector for imaging thin
layers. However, due to the position of ET detector in SEM system, it offers better topographic images of
the surface. For more details see Section 2.3
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Figure 4.6: SEM of h-BN islands grown at 730 °C over 30 minutes. (a-c) show images ob-
tained from the In-Lens detector of SEM. The dark contrast in (a-c) shows the
h-BN islands. Pits in the Ni film act as nucleation sites for h-BN (a,b), however,
not all the nucleation sites are pits in Ni (b,c). The h-BN islands have typically
smooth edges which are spread over several Ni grains. (d) shows the image cap-
tured with the conventional secondary electron detector, the ET detector, from the
exact same area of (c). Due to the position of the ET detector, it is more sensitive
to the surface topography as compared to the In-Lens detector.

ure 4.6c). This suggest that the observed shapes are not a result of dendritic growth, but
rather formed due to the coalescence of rotated crystallites which were nucleated on the
same or very closely located nucleation centers. Moreover, the images suggest that, al-
though h-BN can propagate on different grains of Ni (for instance see contrast variations
withing h-BN covered regions in Figure 4.6c), it is yet influenced by the surface morphol-
ogy of the substrate.

Performing the growth experiment over 60 minutes, while keeping all other prepara-
tion and growth parameters as before, led to the formation of h-BN with a much higher
coverage. Wrinkles have been frequently observed in several AFM scans from this sam-
ple, suggesting that a continuous h-BN film has been formed. Simultaneously obtained
AFM height and phase images are used for studying this sample. More information
about AFM phase imaging can be found in Chapter 2. Literature also contains examples
showing the efficiency of AFM phase imaging in providing additional information such
as graphene coverage of SiC surfaces. [147,148].

Figure 4.7 depicts AFM height and phase images obtained from this sample. As pre-
viously explained, observation of wrinkles (e.g. pink arrow in Figure 4.7a) verify the
presence of h-BN on the scanned area. A direct comparison of the height and phase im-
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Figure 4.7: AFM images of a h-BN grown at 730 °C over 60 minutes on Ni film. (a) shows
the AFM height scan and (b) the simultaneously obtained phase scan of a region
containing large Ni terraces. The pink arrow shows a wrinkle in h-BN film. The
region with higher phase contrast in (b) is speculated to be composed of thicker
h-BN. The cyan arrows in (a) and (b) show the border of a thicker h-BN layer. The
inset shows a 3D view of this border, where h-BN fades the Ni surface features.
Similarly, (c) and (d) show height and phase scans of another area of the sample.
The high phase contrast in (d) shows thicker h-BN in (c). The green arrows show
one such region

ages provided in Figure 4.7a and b, reveals that the sudden height changes such as Ni
steps and wrinkles in the h-BN cause a very local phase shift (e.g. the wrinkle shown
by the pink arrow in Figure 4.7a and b). This has been previously observed for the step
edges of SiC and wrinkles in graphene covering SiC surfaces. [147,149] The phase stays (al-
most) the same at both sides of the wrinkle or step edge suggesting that both sides of the
wrinkle or step edge are covered with a similar material, in this case h-BN. To summarize,
by now it is clear that regions having low phase-contrast in Figure 4.7b are fully covered
with h-BN.

A portion of the imaged area shows a permanent phase shift compared to the rest of the
image, such as what is observed at the bottom left corner of Figure 4.7a (higher phase-
contrast). A meticulous examination using AFM height profiles and the observed topog-
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raphy, confirms that those regions are covered with a thicker h-BN. For instance, the area
shown by cyan dashed squares in Figure 4.7a and b, includes the border of such region
(shown by cyan arrows). Besides a height difference of ~0.3 nm, we can see that the Ni
topographic features (here step clusters) are faded where a thicker h-BN is present. A
3D view of the topography in the area shown by cyan dashes is given in the inset of
Figure 4.7a. The fading of the step edges can also be verified in the phase image, where
the the step edges of underlying Ni do not cause a pronounced local phase shift (see
the dashed square in Figure 4.2b). Please note that, the fading of Ni surface features by
thicker h-BN film has already been discussed previously in this chapter for the image
shown Figure 4.2b. To summarize, by now it is clear that h-BN is present all over the
imaged area given in Figure 4.7a and b, and that the thicker h-BN showed a permanent
higher phase-contrast.

Similarly, in Figure 4.7d we see regions with higher phase contrast, and by checking the
height image given in Figure 4.7c, it can be concluded that the higher phase contrast in
this image corresponds to thicker h-BN layers. One such region is shown by green arrows
in Figure 4.7c and d. A comparison of phase and height images depicted in Figure 4.7c
and d, shows that the thicker h-BN regions are formed along the rougher parts of the
surface such as Ni step clusters. This is also confirmed by SEM images obtained from
this sample which will be discussed later.

It is worth noting that, we could only qualitatively use the AFM phase images. The
phase-contrast may offer hints and could only be used together with the height images.
In general, a clear correlation between the number of probed h-BN layers and the amount
or the sign of the phase shifts could not be found.

Figure 4.8 shows SEM images obtained from the sample discussed above (grown over
60 minutes at 730 °C), which were acquired with the In-Lens and ET detectors. As pre-
viously discussed, the surface is covered with a continuous h-BN film with thickness
inhomogeneities. Unlike the samples with partial h-BN coverage (e.g. presented in
Figure 4.6a-c), the bright contrast in the image acquired with the In-Lens detector (Fig-
ure 4.8a) is related to regions covered with thicker h-BN.b A direct comparison of these
two images suggest that the Ni surface imperfections (i.e. step clusters, grain boundaries)
are preferential regions to observe a thicker h-BN, which corroborate the AFM results.

It is worth studying this sample around a region, where the underlying Ni film was
scratched by the tip of a tweezer prior to the growth. As we observed in the beginning of

b As it was previously discussed, SEM In-Lens detector gives darker contrast for h-BN in partial coverages,
probably due to an attenuation of SE1 electrons by h-BN (see previous footnote in same Section). The
contrast observed from samples with full h-BN coverage was different, however. Studying the SEM
images from h-BN samples with complete coverage suggests that, regions with thicker h-BN are brighter
than the areas covered with thinner h-BN. This observation for the fully covered h-BN regions is consistent
with a previous study, [132] claiming that the secondary electron intensity is proportional to the number of
probed h-BN layers, over a large range of thicknesses (verified up to 10 monolayers). According to Sutter
et al., [132] except for the first h-BN layer grown on Ru(0001) [which produces a small increase in contrast
due to the h-BN/Ru(0001) interaction [71]], the over-layers cause a distinct larger (and constant) contrast
increase in SEM imaging. It is suggested to be the result of secondary electrons primarily originating
from the "bulk-like" h-BN.

It is worth noting that the images acquired with ET and In-Lens detectors can demonstrate inverse
contrasts, even when simultaneously employed to record images of a sample. Clear examples are given
in Figure 4.9. The h-BN covered regions in those images appear darker in In-Lens images and brighter in
ET images. This might be correlated to the different type of secondary electrons used for image construc-
tion by the two detectors. However, other factors such as charging effects [146] can also cause contrast
inversion.
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Figure 4.8: SEM of h-BN grown at 730 °C over 60 minutes. The images are simultaneously
obtained from (a) In-Lens and (b) ET detector. H-BN covers the entire surface of
this sample. The brighter contrast in (a) is related to a thicker h-BN. The topogra-
phy of Ni is better observed in (b). Thicker h-BN is typically formed on rougher
features of Ni surface.

this section for the sample grown over 30 minutes at 730 °C , the pits in the Ni film were
preferred nucleation sites for h-BN. Considering the high surface diffusion length of ad-
atoms at high temperatures, and the surface energy of the pits (their roughness and sharp
edges), these pits can act as wells which trap and deplete the surface from diffusive B ad-
atoms before they chemically bond to N ad-atoms and agglomerate to form h-BN islands.
With this scenario, it is expected that these holes are regions with a more concentration of
B ad-atoms, where h-BN nucleation starts. Here, an artificial roughness (scratch) on the
Ni template may be considered as a series of pits connected together.

Figure 4.9 shows the SEM images of the scratched area after the growth of h-BN for
60 minutes. In the micrograph obtained by the In-Lens detector, the dark contrast shows
the h-BN coverage, while the ET detector shows the h-BN brighter than the environment.
For a better demonstration, the contrast of the image of the ET detector is enhanced by
software. The top-right and bottom-left portion of the Figure 4.9a show the border of
the continuous h-BN film. Higher magnification images from the scratched area and the
border of the continuous h-BN film are presented in Figure 4.9b and c, respectively.

Figure 4.9a shows that the scratch offers preferential nucleation sites for h-BN, likely
because of the similar reason explained for the pits as nucleation site. Interestingly, we
see that the border of the continuous h-BN film (top-right of Figure 4.9a) is parallel to
the main scratched line. There is a distance of 200–250 µm between them, which is not
covered by a continuous h-BN film , but rather discrete nucleations. With a very rough
estimation and neglecting the h-BN islands formed in this region, this distance suggests
that the diffusion length of B ad-atoms is at least in the order of ~100 µm. In other words,
it may be assumed that atoms adsorbed in the middle of this depleted region, migrate
a length of at least ~100 µm either to reach the edge of the h-BN covered area or to the
scratch. Similar way of ad-atom migration length estimation has been used in a previous
study. [150] Please note, here the N atoms are assumed to exist in excessive amount all over
the surface and only the diffusion of B ad-atoms are considered in this estimation. This
high diffusion length of ad-atoms suggest that the growth is not kinetically limited, and
thus h-BN films with larger grains can be produced by utilizing these growth parameters.
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Figure 4.9: SEM images of a h-BN grown at 730 °C over 60 minutes close to a scratch on the
Ni film. (a) and (b) show low and high magnification around the scratched Ni
film, and (c) shows the border where the continuous h-BN starts. The images
obtained from the ET detector are also provided for comparison.

This might be realized by reducing the nucleation density through the use of Ni templates
with higher surface quality (i.e. single-crystal or larger crystalline Ni domains, reduced
roughness).

The influence of the surface roughness on the nucleation and growth of h-BN has been
the subject of few studies. [151,152] For instance, Tay et al. [151] claim a decrease in h-BN
nucleation density by a factor of 3 and a transition from triangular to hexagonal nucleus
shape (island shape) upon electrochemical polishing the Cu foils. Xu et al. [152] reports on
larger domain sizes and more uniform thickness for their MBE-grown h-BN on polished
cobalt foils.

4.2.4 Temperature dependence of nucleation and growth

In previous Subsection 4.2.3, the nucleation and growth behavior of h-BN samples syn-
thesized at 730 °C over 30 minutes and 60 minutes were shown, and possible expla-
nations based on growth kinetics were presented. In this Subsection, a study of h-BN
samples grown at higher and lower temperatures than 730 °C is presented. For this, in
order to find the onset of the growth, initially two samples were grown at ~600 °C and
835 °C over 30 minutes. All other Ni film preparation parameters, as well as B and N
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fluxes were kept as before. Finally, this study will be complemented by the growth of
two other samples: one grown at 730 °C over 10 minutes, and the other one at 835 °C
over 60 minutes.

Figure 4.10 presents SEM images obtained from a h-BN sample grown at ~600 °C for 30
minutes. In these images, h-BN covered surfaces appear brighter than Ni. Figures 4.10b
and c show corresponding simultaneously obtained images using ET and In-Lens de-
tectors, respectively. As it is observed in Figure 4.10b, h-BN covers a hight portion of
the surface. Please note that the h-BN coverage in Figure 4.10c might be misinterpreted,
because of a contrast enhancement by software which was performed for a better demon-
stration of h-BN growth front. In other words, h-BN is present on all Ni grains of these
images, although it might not be quite clear, due to image size and contrast enhancement.
A magnified view of the region shown by red dashed rectangle in Figure 4.10b is given
in Figure 4.10d.

A comparison between these images (Figure 4.10) and the ones presented for the growth
of h-BN at 730 °C with the same duration of 30 minutes (given in Figure 4.6), sheds light
on several temperature dependent aspects of h-BN growth. For instance, unlike the h-
BN grown at 730 °C, holes in the Ni film are not necessarily the preferred nucleation sites
for h-BN grown at ~600 °C (compare Figure 4.6a to Figure 4.10a). The images in Fig-
ure 4.10b-d clearly show that other Ni surface features, in particular step edges, promote
the nucleation and growth of h-BN at ~600 °C. This evidence indicates the dramatic re-
duction of ad-atom diffusion length at lower growth temperatures. Moreover, unlike the
growth at 730 °C where h-BN domains expand over several Ni grains (see Figures 4.6b
and c), here we see no h-BN domain crossing Ni grain boundaries, which further sup-
ports the claim for reduced ad-atom diffusion length observed in this growth experi-
ment. Additionally, it is observed that the h-BN coverage is much higher at ~600 °C as
compared to 730 °C for the same growth duration (30 min). This reveals the larger stick-
ing coefficients of B and N atoms (or their lower rate of desorption from substrate before
incorporating into h-BN crystal lattice) at ~600 °C, considering the unchanged impinge-
ment rate of the constituents (fixed B and N fluxes) used here. It is worth noting that,
discussions about the sticking coefficient and desorption of atoms for MBE growth of
2D materials have some precedent in literature. For instance, Dabrowski et al. [153] have
tried to quantify the high desorption of C and C clusters from h-BN surfaces for MBE-
grown graphene. Also, the dependency of sticking coefficient on temperature as well
as on different growth substrates have been used to explain the behavior of growth and
nucleation using MBE. [42,154,155] Besides the higher coverage obtained at ~600 °C, these
images (given in Figure 4.10) also suggest that after the h-BN growth started at the step
edge clusters of Ni, it propagates on the upper Ni terrace. A region demonstrating evi-
dence for this growth behavior is shown by the green dashed circle Figures 4.10b, similar
to what has been previously observed in Figure 4.7d (green arrow). Furthermore, the
jagged shape of the h-BN growth front observed in these images strongly suggest that
the h-BN coverage is locally composed of several parallel triangles, which is consistent
with their epitaxial alignment with respect to the underlying Ni grains.

The Ni grain boundaries (e.g. in Figures 4.10b) typically appear brighter in SEM im-
ages, suggesting the presence of thicker h-BN in those regions.c Interestingly, higher
magnification SEM images reveal some distinct round features, which have been formed

c We are aware that also charge accumulation on sharp edges leads to a bright contrast of edges. However,
the bright contrast discussed here is caused mostly from closely located discrete particles, and can be
better observed in images with original size.
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Figure 4.10: SEM of h-BN grown over 30 minutes at ~600 °C (a) A low magnification image,
showing that there is no specific contrast variation denoting preferred nucleation
around Ni pits. (b) and (c) are simultaneously obtained images from In-Lens and
ET detector of this sample. It can be observed that the h-BN growth is initiated
from step edges and propagates on the upper terrace (green dashed circle). The
red dashed rectangle in (b) is presented with a higher magnification in (d). Some
round features are observed on the middle of h-BN layers on Ni. These features
are most likely nanoparticles of BN which are formed due to limited ad-atom
diffusion length at low growth temperature

on the surface. These features are observed on the h-BN covered areas, and their den-
sity is much higher on h-BN forming on rough Ni surface, more specifically on Ni step
clusters. Also, a high density of features of similar type is observed on the h-BN covered
Ni grain boundaries. The small features are perhaps BN nanoparticles forming on top
of the first h-BN layer. With the present information, it can be thought of two possible
explanations for their formation. The first one, which appears to be more likely, considers
the low diffusion length of ad-atoms on Ni surface (due to the low growth temperature),
and even much lower on h-BN covered surfaces. In this scenario, at the initial state of
the growth, the exposed Ni surface enhances the diffusion of ad-atoms, leading to the
formation of h-BN layer (probably from step edges of Ni) and propagating on the Ni sur-
face. Once a portion of the surface is covered with h-BN, the ad-atoms partly land on
the h-BN covered areas, having very low diffusion. These ad-atoms can diffuse to reach
the exposed Ni surface and take part in the growth of h-BN layer, if they are close to the
edge of the h-BN covered region. However, if they are far from the h-BN layer growth
front, they diffuse on the h-BN covered area until they reach a rougher region of the h-BN
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Figure 4.11: SEM of h-BN grown over 30 minutes at 835 °C (a) image obtained from the In-
Lens and (b) ET detector show no evidence of h-BN formation utilizing these
growth parameters. (c) and (d) show the In-Lens and ET image of h-BN grown
at 835 °C over 180 minutes, respectively. Yellow arrows point out to the edges of
thicker h-BN

surface such as on step clusters (covered by h-BN). Since rougher surfaces offer smaller
Gibbs free energy barrier for nucleation, the ad-atoms agglomerate on these regions and
form nanoparticles (or nanoclusters) of h-BN. In Figure 4.10d, it is observed that these
features are typically formed in the middle of the h-BN covered regions and far from the
growth front, which is consistent with the explanation given above. We speculate that the
previously observed BN nanoparticles in the sample grown at ~600 °C over 300 minutes
(see Figure 4.4c and d) have similar origin. The second possible explanation is that, these
nanoparticles have been formed at the interface between Ni and the first h-BN layer; the B
and N ad-atoms could intercalate under the h-BN through the edges of h-BN islands and
diffuse to reach the Ni step edges to form the clusters. However, this second possible ex-
planation appears less likely. The reason is that a relatively long surface diffusion should
be considered for B and N ad-atoms to be able to travel from the edges of h-BN islands to
the Ni step edges. Considering this high diffusion length the nucleation of well-defined
triangular islands instead of round features would be expected at the h-BN/Ni interface.
In order to study an earlier stage of the growth at ~600 °C, we reduced the growth dura-
tion to 10 minutes (instead of 30 minutes). However, SEM images showed no nucleation
and growth for the utilized parameters (not shown).

Unlike the samples grown at ~600 °C over 30 minutes, which showed high h-BN cover-
age, the SEM images obtained from the sample grown at 835 °C over 30 minutes did not
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show any evidence of h-BN formation. Figures 4.11a and b depict an example of a region
with a hole in the Ni film, where h-BN nucleation was more probable to occur (compare
with Figure 4.6b or Figures 4.10b). The weak contrast variation seen in the In-Lens im-
age is due to different Ni grain orientations, as previously discussed. This observation is
consistent with the decreased sticking efficiency of the B and N atoms to the Ni surface
at higher temperatures. In order to obtain h-BN at this temperature, the growth duration
was increased to 180 minutes. Figures 4.11c and d depict SEM images (simultaneously
obtained by In-Lens and ET detectors) of such sample. The Ni surface is completely
covered by h-BN, as verified by observation of wrinkles in the h-BN film (however, not
quite visible in the small and flat area chosen here, see also Figure 4.2b) and Raman spec-
troscopy. The thicker h-BN appears brighter in Figure 4.11c. As expected, due to the high
diffusion length of the ad-atoms, the thicker h-BN regions typically appear as triangles
with smooth edges (e.g. shown by yellow arrows in Figure 4.11c). It is also clearly seen
that the smooth surface of the middle Ni grain is more homogeneously covered with h-
BN and the thicker h-BN regions start from the rough Ni surface features such as grain
boundary or step edge clusters.

4.3 Summary and conclusions

In this chapter the growth of h-BN on Ni/MgO(111) substrates was studied. As the first
step, the optimized growth parameters which resulted in the formation of atomically
thin and continuous h-BN films on Ni foils were reproduced. Employing Ni/MgO(111)
templates instead of Ni foils led to some improvements in the structural quality and
morphology of grown h-BN films. For instance, a sharper Raman characteristic peak (a
FWHM of 9.3 cm-1 for h-BN on Ni films vs. 10.7 cm-1 for h-BN on Ni foils), and a reduced
RMS roughness (by a factor of ~3). The GID experiments revealed that the h-BN film
grown at 730 °C over 300 minutes is ~1% compressively strained, which is most likely in-
duced by the Ni in contact with the h-BN film during the cooling stage. Replicating this
growth recipe at lower temperatures resulted in a h-BN film containing small coalesced
crystallites and small round features on its surface, which are likely BN nanoparticles.
The weaker and relatively wider (FWHM = ~17 cm-1) Raman characteristic peak suggest
a degradation in crystalline quality of the h-BN upon decreasing the growth tempera-
ture from 730 °C to ~600 °C. The growth behavior of h-BN on polycrystalline Ni surfaces
using MBE is a complex interplay between B and N sticking coefficients, ad-atom dif-
fusion and effects of the surface on nucleation mechanism. This scheme becomes even
more complicated for the growth of h-BN over-layers, when the Ni surface is partly or
completely covered with h-BN. Here, by systematically varying the growth temperature
and duration, we were able to shed some light on the growth behavior of h-BN on Ni.
For instance, while the growth over 30 minutes at 730 °C resulted in low h-BN coverage
consisting of discrete islands with a size up to 25 µm in diameter, the growth at ~600 °C
with same duration resulted in formation of much higher h-BN coverage, which is com-
posed of smaller coalesced triangular islands (up to ~2 µm). The growth attempt with
same duration at 835 °C did not show any h-BN formation. The higher coverage is the
consequence of larger sticking coefficient of the B and N species at ~600 °C. Similarly, a
decrease in sticking coefficient at high temperatures can explain why no h-BN was grown
at 835 °C for the same growth duration. The ad-atom diffusion length explains the differ-
ence in island sizes, preferred nucleation sites and growth behavior of h-BN at 735 °C and
~600 °C. The islands at 730 °C typically nucleate around Ni surface features with extreme
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roughness (i.e. pits in Ni film), and single h-BN domains can grow over several Ni grains.
Unlike the growth at 735 °C, in the growth at ~600 °C even small changes in the surface
energy, such as Ni step edge clusters, offer several nucleation sites for h-BN formation.
Therefore h-BN grown at ~600 °C is composed of small triangular islands with paral-
lel edges, which were closely nucleated and coalesced. SEM images show no evidence
that these small islands expand over several Ni grains, which is in agreement with the
limited ad-atom diffusion length at ~600 °C. Moreover, SEM images of samples grown
at elevated temperatures (730 °C and 835 °C) show that thicker h-BN regions also have
smooth and straight edges, which can be explained by the enhanced ad-atom diffusion
even on h-BN surface, at these temperatures.

The results obtained in this chapter serve to demonstrate the significance of ad-atom
diffusion engineering using precise control over temperature, and also the necessity of a
smooth Ni surface to achieve better control over the quality and thickness homogeneity
of h-BN layers grown by MBE.
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In this chapter, growth of h-BN/graphene (vertically stacked h-BN on top of graphene)
will be studied. Unlike heterostructure growth, the literature contains many instances of
graphene and h-BN being synthesized alone using both chemical and physical vapor de-
position methods (CVD and PVD, respectively); experiments which have made clear that
metal substrates offer the chemical environment most conducive to the synthesis of high-
quality films of both materials. Examples include the widely replicated CVD growth of
graphene on Cu foil substrates (e.g. Reference [27] among many others), as well as h-
BN synthesis on Ni, [64] Pt(111), [156] Cu, [65] and more. Metallic substrates can support the
growth of fully epitaxial films of both graphene [157] and h-BN, [156] and individual crys-
talline domains millimeters across even in the absence of epitaxy. [158] This is in contrast
to graphene and h-BN films deposited on dielectric substrates, which typically results
in limited domain sizes and substantial crystalline disorder. [154,159] The efficacy of metal-
lic substrates for the production of high-quality films of graphene and h-BN points to a
problem inherent to the production of multilayer heterostructures: once the substrate is
covered by the first material, the favorable environment it provides is no longer accessi-
ble for the growth of the subsequent material.

Here a novel MBE-based scalable growth method will be introduced which allows
both graphene and h-BN to form in a stacked heterostructure in the favorable growth
environment provided by a Ni substrate. In Chapter 3, it has been shown that Ni is an
effective substrate for the growth of atomically thin and continuous h-BN films. More-
over, Ni substrates have been frequently studied and utilized for the growth of graphene
(and graphite layers) using various synthesis techniques such as CVD (among many oth-
ers), [33,121], and MBE. [39] Here we exploit the finite solubility of C in Ni [33] by first satu-
rating a Ni film [deposited on MgO(111)], then depositing a few-monolayer thick h-BN
film from elemental B and N on the exposed Ni surface, and finally ramping the sample
temperature down to controllably precipitate the C and form few-layer graphene at the
interface between the h-BN and Ni. The resulting heterostructure film is composed of a
top layer of h-BN on an intermediate layer of graphene, supported by the Ni/MgO(111)
substrate. The resulting heterostructures have been studied using various techniques
such as UV and visible Raman spectroscopy and AFM as well as XPS by collaboration
with Xianjie Liu from department of physics, chemistry and biology, Linköping uni-
versity, Sweden. Additionally, GID measurements were performed at beamline BM25B
(SpLine) at the European Synchrotron Radiation Facility, Grenoble, France by collabo-
ration with Thilo Krause and Michael Hanke from the department of microstructure,
Paul-Drude-Institut für Festkörperelektronik, Berlin. This allowed learning about the
structural properties and quality as well as the growth mechanism of the heterostruc-
tures. These results illustrate a different pathway for the production of h-BN/graphene
heterostructures, and open a new perspective for the large-area preparation of heterosys-
tems combining graphene and other 2D or 3D materials.
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5.1 The hybrid synthesis method to grow h-BN/graphene
heterostructures

The main steps involved in the fabrication of the h-BN/graphene heterostacks studied
here are illustrated schematically in Figure 5.1. The Ni/MgO(111) substrates used here
were prepared similar to what has been explained in Chapter 4 [300 nm Ni deposited at
room temperature on MgO(111) with Ti back-coating]. After being transported through
air into the MBE chamber, the substrate annealed and treated with Ar sputtering in or-
der to desorb water and further cleaning of the surface of the Ni film (see Section 4.1 in
Chapter 4 for details). The Ni/MgO(111) substrate was subsequently transferred into the
growth chamber and annealed at 850 °C for 20 minutes. The annealing step in addition
to the previous Ar sputtering step, helps cleaning the surface from the native oxide as

Ni

MgO(111)

C source

B so
urce

N plasma

source

h-BN graphene

(a) (b)

(c) (d)

N plasma

Figure 5.1: Schematic illustration of the synthesis process utilized here for h-BN/graphene
heterostructures on Ni/MgO(111) templates. (a) Starting with a blank
Ni/MgO(111) substrate (b) C is dissolved into the Ni film by e-gun evaporation
at high temperature. (c) This is followed by the MBE growth of a few-layer thick
h-BN film on the exposed Ni surface utilizing N-plasma and elemental B. (d) The
last step consists of forcing C precipitation from the Ni film by controlled sam-
ple cooling, resulting in few-layer graphene forming as a continuous film at the
h-BN/Ni(111) interface. Note that the illustrations are not to scale. For the sake of
simplicity, possible precipitation of C at the Ni/MgO interface is not considered
in the illustrations.
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well as smoothing the surface of the Ni. [39] The Ni/MgO(111) stack was subsequently
cooled to 730 °C for C saturation, which was accomplished by evaporating elemental C
provided from an electron-beam heated HOPG target (Figure 5.1b). For the samples dis-
cussed here, a C flux equivalent to few layer graphene (using e-beam parameters: 99 mA,
5 kV, 40 min) was introduced to the Ni surface at 730 °C. The extent of carbon introduced
at this step (and later precipitated) was adjusted by changing the duration of C depo-
sition, followed by ex-situ Raman spectroscopy for graphene thickness estimation. The
amount of carbon utilized for the saturation step was chosen to avoid the concomitant
formation of graphene at the Ni surface, [5,160] with the intent of allowing the subsequent
h-BN growth to occur directly on the bare Ni surface. After C deposition was stopped,
h-BN was then grown using elemental B and N from a high-temperature effusion cell and
an RF plasma source, respectively, similar to what has been described in Chapter 3. Depo-
sition was halted once the h-BN film reached an average thickness of ~3 monolayers (ML,
as calibrated by XRR and AFM profilometry – see Section 3.3 in Chapter 3 ). Finally, few-
layer thick graphene (2 to 3 ML) was formed at the interface between the h-BN and Ni
from the C previously dissolved in the Ni film by cooling the sample at 4 °C per minute.
The resulting heterostructure film is composed of a top layer of h-BN on an intermediate
layer of graphene, supported by the Ni/MgO(111) substrate (see Figure 5.1d).

5.2 Topography of heterostructures

Height scale = 30 nm Height scale = 40 nm

1 μm500 nm

(b)(a)

Figure 5.2: (a) AFM image of a h-BN/graphene heterostructure film grown on Ni/MgO(111).
The surface shows the typical features resulting from the growth of a 2D material
on a metal template (wrinkles), as well as topographic variations such as step
edges which originate from the surface of the underlying Ni film. (b) AFM image
of a bare Ni/MgO(111) template after annealing at 850 °C for 20 minutes (with-
out subsequent growth). The surface contains typical topographic features of the
Ni film surface such as step edges and flat terraces. However, no wrinkles are
observed.

AFM scans of the h-BN/graphene heterostructure samples show the network of wrin-
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5 Growth of h-BN/graphene heterostructures

kles typically seen in two-dimensional films grown on metallic substrates (see an ex-
ample in Figure 5.2a), which is very similar to what previously observed for continuous
graphene [39] and h-BN prepared by MBE (see Figure 3.3). The formation of wrinkles takes
place during cooling and is mainly related to the unequal expansion coefficients of the 2D
materials and Ni. Hence, the wrinkle structure, which is observed in all AFM measure-
ments performed at different locations of the sample surface, indicates that a continuous
film is formed after employing the synthesis method described in Figure 5.1d. Note that
over larger scales the surface topology is dominated by the features of the underlying
Ni film, including step clusters and grain boundaries. Height variations seen in the AFM
image are mainly related to these, as well as to localized thickness inhomogeneities in the
h-BN and graphene coverage. Figure 5.2b shows, for comparison, an AFM height image
of a bare Ni/MgO(111) prepared in the same manner (treated with exact temperatures
and durations) but without subsequent heterostructure growth.

5.3 Raman characterization of the heterostructures

5.3.1 Visible excitation Raman spectroscopy

Figure 5.3 presents a Raman spectrum from a h-BN/graphene heterostructure showing
the scattering peaks characteristic of both materials. The G and 2D peaks of the few-layer
graphene spectrum are clearly defined, and the defect-related D peak has a low relative
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Figure 5.3: Raman spectra of a h-BN/graphene heterostructure film (blue), as well as of pure
graphene (black) and h-BN films (magenta) also grown by MBE. All spectra were
excited at λ = 473 nm. Note that for the h-BN spectrum the Ni-related background
was subtracted. The inset shows a magnification for the heterostructure film spec-
trum of the region where the D peak of graphene and h-BN related peak overlap.
The contribution located at ~2450 cm-1 is the D + D" peak (detailed information
about this mode can be found elsewhere). [161]
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intensity. The D peak is probably associated to the defects originated from an uninten-
tional N-doping of the underlying graphene, as it will be discussed later. For comparison,
the Raman spectra obtained from pure MBE-grown graphene [graphene/Ni/MgO(111)]
as well as pure MBE-grown h-BN [h-BN/Ni/MgO(111)] using the same growth parame-
ters as for the heterostructure constituents, are also presented in Figure 5.3 (see Section 5.1
for more details). For the heterostructure case, it is immediately apparent that the Raman
signal originating from the graphene layer is significantly more intense than that from
the h-BN film. This is to be expected because even though the two materials are present
in approximately the same quantity, scattering from the graphene film is resonant with
excitation lasers in the optical range (λ = 473 nm here, or E = 2.62 eV), while the h-BN
is not. The observation of the h-BN signal in the combined heterostructure spectrum is
further complicated by the overlap of its characteristic peak with the D peak of graphene.
However, a closer examination of the relevant spectral range (inset in Figure 5.3) clearly
shows the Raman intensity to be composed of separate and distinct peaks, confirming
the presence of both materials. The narrow FWHM of the h-BN peak, 12 cm-1 is also
consistent with the high crystalline quality of the h-BN. When using the 473 nm laser the
Raman signal from graphene was observed regardless of where the spectrum was col-
lected, confirming the formation of continuous few-layer graphene film over the entire
heterostructure. However, the h-BN Raman peak was possible to resolve only at ~20%
of the locations examined, possibly coinciding with locally thicker regions in the h-BN
film. Raman mapping using this laser line was also not possible due to the presence of
spatially inhomogeneous luminescence coming from the Ni substrate.

5.3.2 UV excitation Raman spectroscopy

Unlike Raman scattering in the visible spectrum, UV excitation (λ = 244 nm, or E = 5.08
eV) allowed the continuity of the h-BN over the full heterostructure to be verified. Fig-
ure 5.4a depicts a typical Raman spectrum from a h-BN/graphene film excited with the
UV laser. The signal related to the E2g optical phonon of h-BN is enhanced, since the
efficiency of Raman scattering from h-BN exhibits a certain degree of resonance for exci-
tation at 5.08 eV. [124] In addition, previous studies have shown that both the D and the 2D
peak of graphene exhibit a linear blue-shift as well as a strong decrease in intensity with
increasing excitation energy, while the G peak position remains unaltered. [101,106,162,163]

Considering the linear dispersion suggested in literature, [106] the D peak of graphene is
expected at ~1485 cm-1 when the 5.08 eV laser is used. Thus, the well-defined peak ob-
served at ~1364 cm-1 originates purely from the h-BN in the heterostructures. This peak
was always detected in numerous UV Raman point measurements and mappings regard-
less of the position being measured, which indicates that the h-BN forms as a continuous
layer covering the entire heterostructure rather than as isolated islands. A representa-
tive map of the position of this peak over a 50 µm × 50 µm area is shown in Figure 5.4b.
The h-BN’s Raman signal is always clearly observed in the presented map with a sig-
nal to noise ratio typically around 500 and always better than 100. The frequency of the
h-BN phonon line is found to be centered at ~1364 cm-1 (consistent with the reported
values for bulk h-BN) [124,127] with a total variation between 1360 and 1367 cm-1. We did
not observe any significant intensity near 1485 cm-1 in Raman spectra collected from the
heterostructures; consistent with the quenching of the graphene’s D peak in UV Raman
measurements. [106] The broad band observed at ~3150 cm-1 (labeled as 2G) is attributed
to a non-resonant second-order Raman scattering in graphene. [164] The 2D peak could
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Figure 5.4: (a) UV Raman spectrum of heterostructure excited at λ = 244 nm (E = 5.08 eV). The
inset shows a magnification of the region around the G peak. The G peak is fitted
with two Gauss functions (G1: green dashed line and G2: red dashed line). (b)
and (c) Mappings of the position of the h-BN phonon line and of the G1 peak (the
more prominent component of the G peak) of graphene, respectively. They were
both acquired for the same 50 µm × 50 µm area. The arrow in (b) shows the peak
position of bulk h-BN at 1364 cm-1 according to literature. [124] The corresponding
UV Raman mapping were recorded with excitation at λ = 244 nm. The signal to
noise ratio for the mappings in (b) and (c) was always larger than 100.

not be detected in the UV Raman measurements, which is also consistent with previ-
ous studies. [162,164,165] The most prominent peak present in all UV Raman spectra is the G
peak of graphene. Interestingly, it has an asymmetric shape and is composed of two com-
ponents: a more prominent component observed within the 1580–1594 cm-1 range (G1),
and a small shoulder centered at 1555 ± 20 cm-1 (G2 – see the following discussion for
further details). Figure 5.4c shows a mapping of the position of the G1 component, which
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was taken at the exact same position as the h-BN map (Figure 5.4b). As in the case of
h-BN, the uninterrupted and clear detection of this graphene-related peak in numerous
measurements performed at different surface positions serves to demonstrate the lateral
continuity of the graphene formed underneath the h-BN.

5.3.3 Raman analysis of heterostructures transfered onto SiO2/Si substrates

A standard wet chemical transfer technique based on a method published previously[166]

was used to transfer the h-BN/graphene heterostructures from the growth substrate
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Figure 5.5: Raman spectroscopy results obtained from a transferred heterostructure. (a) Opti-
cal micrograph (30 µm × 30 µm) of a h-BN/graphene heterostructure transferred
onto SiO2/Si wafer. The brightness and contrast of the image is manually en-
hanced for a better demonstration. (b) Raman spectra of the points shown by
arrows in (a) using a 473 nm laser. (c) and (d) show the Raman maps of the D
peak intensity over G peak intensity (ID/IG) and 2D peak intensity over G peak
intensity (I2D/IG), respectively, measured over the exact same area presented in
(a). Please note that the intensity measured for the D peak also includes a small
contribution from the h-BN peak (at ~1364 cm-1).
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[Ni/MgO(111)] onto SiO2/Si substrates. Raman measurements performed on the trans-
ferred h-BN/graphene heterostructure films yielded very similar results. For instance,
the G and 2D peak of graphene were also observed in all spectra obtained from the trans-
ferred heterostructures, reconfirming the presence of graphene all over the heterostruc-
ture. Moreover, it was also possible to perform Raman mappings using visible light exci-
tation as a Ni-related background signal was not present. Figure 5.5a presents an optical
micrograph of a transferred h-BN/graphene onto SiO2/Si substrate. The regions with
higher brightness can be related to thickness inhomogeneity in the h-BN and/or in the
graphene layers. Figure 5.5b depicts four Raman spectra obtained from typical regions
in the transferred heterostructure film. Maps of the D peak intensity over G peak in-
tensity (ID/IG) and 2D peak intensity over G peak intensity (I2D/IG) measured over the
exact same area shown in Figure 5.5a are presented in Figures 5.5c and 5.5d, respectively.
Please note that the transfer process itself may induce additional defects in the structure
of the graphene layers, affecting the D (and D’) peak intensity. Finally, the Raman re-
sults obtained from the heterostructures serve as a piece of evidence for the formation of
few-layer graphene at h-BN/Ni interface and not on top of the h-BN. Previous studies
have shown that at similar growth temperatures, even the direct deposition of C on top
of exfoliated h-BN single crystals results in highly defective and localized graphene (i.e.
exhibiting a D peak that is more intense than the G peak) [153,167] which is not the case for
the heterostructures reported here.
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Figure 5.6: UV Raman spectroscopy of a transferred heterostructure: (a) Map of the h-
BN’s peak position over a 30 µm × 30 µm area obtained from the transferred
h-BN/graphene onto a SiO2/Si wafer using the 244 nm (E = 5.08 eV) laser. The
signal to noise ratio of the h-BN peak was always better than 100. (b) Raman spec-
tra from a transferred h-BN/graphene heterostructure using the UV laser. The red
spectrum is acquired from a region which was exposed to O2-plasma, while the
blue one is obtained from a region which was protected by a solid mask from the
plasma.

The h-BN’s characteristic peak (at ~1364 cm-1) was also always observed in UV Raman
measurements performed on the transferred heterostructures (see Figure 5.6a), confirm-
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ing that a h-BN film is present over the entire heterostructure, also showing a successful
transfer process of heterostructures. The stacking order of graphene and h-BN layers
was additionally verified by exposing a heterostructure sample to O2-plasma treatment
(plasma parameters: 100 W, 2 minutes, O2 pressure: 0.5 mbar) which etches graphene [42,135]

(in case it had been formed on top of h-BN), and preserves h-BN. Raman measurements
show that the G peak of graphene is preserved in the O2-plasma treated areas (Fig-
ure 5.6b), showing that the Raman signal originates from graphene formed under the
h-BN layers.

5.3.4 Discussion

As already pointed out, our Raman investigations provide evidence for the presence
of unintentional modifications in the few-layer graphene film formed at the interface.
In fact, for our growth experiments, graphene doping and/or alloying close to the h-
BN/graphene interface cannot be ruled out. During the growth of h-BN (see Figure 5.1c),
when B and N are exposed to the hot surface of Ni, it is possible that undissolved C
atoms and even a few graphene inclusions from the previous saturation step (see Fig-
ure 5.1b) are present at the Ni surface. In this environment, a stronger interaction be-
tween C and N is anticipated considering a relatively strong reactivity of N species
generated by the plasma source in comparison to elemental B. In this case, the main
modification taking place in the few-layer graphene would be doping with N which is
probably inhomogeneous laterally and along the growth direction. In addition to the
existence of a low-intensity D peak, which is consistent with the existence of defects
originated from N-doping, [168] the observed position of the G1 peak (see Figure 5.4c)
is generally blue-shifted as compared to the one of pristine graphene (at ~1580 cm-1), [169]

which suggests that N and/or B atoms have been incorporated into the graphene film
as dopants. [168,170,171] Furthermore, the splitting of the G peak into two components indi-
cates the existence of a doping (charge density) gradient across the few-layer graphene
film, which induces a dipole formation between the topmost and bottom graphene lay-
ers. The inversion symmetry breaking induced by such gradients is known to result in
a G peak splitting. [172,173] An alternative explanation for the low-frequency G2 peak is
a possible alloying of the h-BN and graphene films close to their interface. In previous
work, the observation of a red shift and broadening of the G peak in h-BNC alloys with
respect to pure graphene has been reported. [174,175] Uddin et al. recently proposed that
the G peak of graphene downshifts (towards the h-BN phonon line), when a homoge-
neous single phase alloy of h-BNC is formed. [176] Nevertheless, the overall shape of the
Raman spectra (e.g. broad D and G peaks and high D peak intensity) reported by these
studies and more recently by Meng et al., [177] also for h-BNC alloy films, is different from
what is observed in the present case. This and the XPS and GID results shown next,
indicate that alloying does not take place in the heterostructure films studied here.

5.4 XPS analysis

XPS was employed to investigate the chemical composition and binding states of the
heterostructures. The samples were transferred in air for the XPS measurements. The
measurements were performed using a Scienta ESCA 200 spectrometer with a base pres-
sure of 7.5 × 10-11 Torr. The chamber was equipped with a monochromatic Al(K alpha)
X-ray source providing photons with 1486.6 eV for XPS. The experimental condition was
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Figure 5.7: XPS core-level spectra of the (a) C1s, (b) N1s, and (c) B1s regions for
h-BN/graphene heterostructure film (a-c) and h-BN (b,c) synthesized on
Ni/MgO(111) templates.

set so that the FWHM of the clean Au 4f7/2 line was 0.65 eV. All spectra were collected at
room temperature with a photoelectron takeoff angle of 0° (normal emission) and with-
out sample pre-annealing.

5.4.1 Binding states of B, N, and C in h-BN and h-BN/graphene
heterostructures

Figure 5.7 displays the C1s, B1s, and the B1s spectral regions obtained from the h-BN/gr-
aphene heterostructure. For comparison, the N1s and B1s regions of a h-BN film grown
on a Ni/MgO(111) template utilizing the exact same parameters (but without the C sat-
uration step illustrated in Figure 5.1b) is also presented. For the latter, both the N1s
(Figure 5.7b) and B1s (Figure 5.7c) core level spectra show two components. For the N1s
region, they are located around 398.5 and 397.1 eV, and for the B1s region around 190.8
and 189.6 eV. This result is very similar to what has recently been reported by Yang et
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al. [178] for h-BN synthesized on Ni(111) by CVD. According to this report, the existence
of epitaxial (and thus tightly bound to the Ni) and non-epitaxial (weakly bound) h-BN
islands on the Ni surface is the origin of the high- and low-binding energy components,
respectively. A strong correlation between the N1s and B1s binding energies and the in-
teraction between h-BN and the underlying metal template has also been observed for the
cases of Ru, Rh, Ir, and Pt. [179–182] An analogous scenario is likely in our h-BN samples,
where different regions of h-BN interact differently with the underlying Ni surface. [183]

It is therefore anticipated that h-BN grown on the atomically flat (111) terraces is tightly
coupled to the metal surface, [184] whereas a weaker interaction probably takes place at
step edge clusters and other disordered regions. [185]

The results obtained from a heterostructure sample exhibit marked differences in the
N1s and B1s spectral regions. They are both now composed of a dominant component
with binding energies around 398.3 (N1s) and 190.7 eV (B1s). These values are in good
agreement with previously published data for h-BN on top of graphene. [86,89] The exis-
tence of a weak component located at 399.6 eV in the N1s region is interpreted as being
due to N-C bonding, [168,186] whereas the B1s contributions at ~188.3 eV and 192 eV can
be associated with the existence of elemental and oxidized B. [187,188] Although a B/N in-
tensity ratio around 1 was found, as expected for stoichiometric h-BN, a slight excess of
surface B might be the reason for these observed contributions (see Figure 3.3). [119] Note
that despite not being observed in spectra from the purely h-BN film (probably due to
the much higher intensity of the double-shape h-BN related peaks), excess surface B (and
associated oxidized B) is also expected for this sample.

The existence of graphene in the heterostructure film is confirmed by measuring the
C1s spectral region (Figure 5.7a), which is dominated by a component with a binding en-
ergy around 284.6 eV associated with the sp2 bonded C atoms within graphene. [86,89,189]

The shoulder observed on the higher binding energy side is due to an additional com-
ponent located near 285.8 eV, and has been correlated to bonding between C and N
atoms. [168,190,191] The weak component observed at 288.9 eV can be attributed to a slight
CO contamination in the heterostructure films, and has also been observed for pure h-BN
films. [191,192] The formation of C-B bonds, which should result in components appearing
at a lower binding energy in the C1s region (283–283.5 eV), and in the 187–188 eV range
for the B1s level, [175,177,187] were not detected. This suggests that a weak N doping of the
graphene film during the initial stages of the h-BN growth is indeed the main reason for
the splitting of the G peak observed by UV Raman spectroscopy.

5.4.2 Discussion

Importantly, the transition from two-component to one-component XPS spectra reveals
that the heterostructure formation leads to a more homogeneous interaction of the h-
BN film with the underlying template, a result of the continuous few-layer graphene
coverage formed at the h-BN/Ni interface via C precipitation. It indicates that the syn-
thesis approach used here results in the growth of graphene underneath the h-BN, even
in regions where the first h-BN atomic layer is strongly bound to the Ni surface. This is
different from what has recently been reported for the CVD-based synthesis of graphene
under h-BN, in which graphene could only be formed under weakly bound h-BN is-
lands. [178] Hence, in order to get initial insights on the feasibility of such constricted in-
terfacial graphene growth as observed here, it is interesting to consider aspects related
to the growth of graphene films by MBE on the same type of Ni/MgO(111) templates.
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Wofford et al. [39] have shown previously that graphene starts to grow at step edge clus-
ters and then propagates to the terraces to form an extended layer. Sequential growth
(from below) of further graphene layers will also initiate at the step edge regions. [33,39]

In the present case, even though the Ni surface is covered by h-BN, a similar formation
mechanism appears to be feasible. This is a result of the expected weaker interfacial
bond between h-BN and Ni in regions containing step edge clusters in comparison to the
strong interaction present in Ni(111) regions. [185] Interestingly, for graphene this interac-
tion remains strong regardless of the Ni surface region. [185] In this way, the existence of
weakly bonded h-BN coverage at step edge clusters should not constitute a barrier for the
formation of underlying graphene at this region. However, the formation of graphene at
the h-BN covered Ni(111) terraces is somewhat more intriguing, given the similar origin
of strong chemical bonding occurring at h-BN/Ni(111) and graphene/Ni(111) interfaces
(the hybridization between Ni d state and π states of the 2D layer). [136–139] In spite of their
similar nature, Oshima et al. [193] suggest that stronger interfacial bonding takes place be-
tween graphene and Ni as compared to h-BN and Ni. Such a difference becomes signifi-
cant when considering the two paradigms through which graphene may grow during the
C precipitation at the h-BN/Ni interface: as thicker graphene/graphite deposits (possibly
confined to step edge clusters), or as a continuous film (as it is observed experimentally
here). It is illustrative to differentiate these two modes using a simple energy balance,
analogous to traditional thin film growth on an exposed substrate surface [i.e. Volmer-
Weber (VW) vs. Frank-van der Merwe (FM) growth]. [194] There are four interfacial (γ)
energies: the bonding strength between h-BN and Ni (γhBN/Ni), between graphene layers
(γGr/Gr), between graphene and h-BN layers (γGr/hBN), and between graphene and Ni
(γGr/Ni). Given the similar van der Waals interactions between layers in both graphene
and h-BN – and its small absolute magnitude – the strength of the bonding between each
material and the Ni surface is likely to dominate. If the energetic driving force to maintain
the h-BN/Ni bonding is larger than the graphene/Ni binding energy:

γGr/Gr + γhBN/Ni > γGr/hBN + γGr/Ni , (5.1)

the graphene will preferentially form thicker multilayer deposits, minimizing the total
area of h-BN which is decoupled from the Ni surface upon C intercalation (similar to VW
growth mode). However, if the graphene/Ni binding energy is larger:

γGr/Gr + γhBN/Ni < γGr/hBN + γGr/Ni , (5.2)

the formation of a continuous graphene film will be more favorable (comparable to FM
growth mode). The observation of the continuously detected graphene Raman signal
across the sample surface proves that the C precipitated as a continuous graphene film,
consistent with the behavior expected from the h-BN/Ni and graphene/Ni interactions. [193]

Note that this analysis assumes that thermodynamics rather than kinetics dominating the
growth, which is reasonable given the extremely slow cooling rate used during the pre-
cipitation process (4 °C/min).

5.5 Structural analysis of heterostructures using GID

Grazing incidence X-ray diffraction (GID) was used to evaluate the crystalline configu-
ration of the surface layers of the heterostructure. These experiments were performed
at beamline BM25B (SpLine) at the European Synchrotron Radiation Facility (ESRF),
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Figure 5.8: (a) GID reciprocal space map, and (b) radial scans from a h-BN/graphene het-
erostack grown on Ni/MgO(111) [see blue and red arrows in (a)]. Although dif-
ficult to resolve in (a), diffraction peaks from both h-BN and graphene are easily
observed in (b). The Ni-related diffraction in (a) forms rings, showing that there
is rotational disorder. (c) shows the intensity profile obtained from the angular
scan along the ring-like Ni contribution in (a). There is a preferential alignment
of Ni[110] ∥ MgO[110], however, Ni has a textured character.

Grenoble, France. The X-ray energy used was 20 keV, with the beam at a 0.1° angle of
incidence to ensure a high degree of surface sensitivity. Both constituent materials of
the h-BN/graphene heterostructures could also be detected via GID. This technique has
proven to be very powerful in obtaining precise information about the structural proper-
ties of single graphene layers. [135] Figure 5.8a shows a reciprocal space map of the sample
surface, which is dominated by intense diffraction from the larger volume of the Ni film
and MgO(111) substrate. The ring-like structure of the Ni-related features indicates a
polycrystalline film composed of (111) oriented domains, with a preferential orientation
of Ni(220) parallel to MgO(220) visible in the intensity modulation along the ring (Fig-
ure 5.8c). Examining two radial scans – one along the <110> direction (Figure 5.8b, blue)
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and one rotated azimuthally by 30° (Figure 5.8b, red) – allows the comparatively weak
h-BN and graphene reflections to be resolved. The diffraction peak at 2.899 Å-1 results
from the (10.0) reflection of the h-BN lattice, and corresponds to an in-plane lattice spac-
ing of 2.502 Å which is very close to its bulk value. [46] Moreover, the h-BN peak shows a
stronger structural correlation with the Ni surface as the arc formed by its (10.0) diffrac-
tion is centered on the 30° rotated scan. This is consistent with its growth occurring on
the bare metal. [137] The (10.0) reflection of graphene at 3.085 Å-1, however, refers to an
average real-space in-plane lattice parameter of 2.352 Å, and reveals that the graphene
lattice is strongly compressed in about 4% (in comparison to graphite – a = 2.461 Å). [135]

The direct contact between graphene and Ni(111) leads to a compression of the graphene
lattice during cooling because of the different thermal expansion coefficients of graphene
and Ni. [5] Nevertheless, this effect alone cannot account for the lattice shrinkage mea-
sured by GID. Substitutional incorporation of N atoms in the graphene lattice is most
likely the dominant effect behind it, since the length of the C-N covalent bond is shorter
(1.32 Å) than that of the C-C one (1.42 Å). [195] Additionally, N incorporation in pyridinic
and pyrrolic sites, [168,186,191] which is also likely to take place, will result in the creation
of vacancies in the graphene lattice. This type of point defect is known to contribute to a
reduction of the average lattice parameter in graphene. [40] Note that the lattice parameter
as well as the general blue-shift of the G peak of graphene observed here are very similar
to what have been reported by Zafar et al. [168] for N-doped graphene with an average N
concentration of 3% prepared by CVD on Cu substrates. Overall, the results obtained by
GID corroborate the Raman and XPS findings. As previously mentioned, the preference
for N incorporation instead of B is probably associated with the higher reactivity of the
N species generated by the plasma source during the growth of the h-BN layers. Finally,
the GID data show that the graphene film contains a larger rotational disorder in com-
parison to the h-BN one (as illustrated by its presence in both radial scans). The extent of
rotational disorder in the graphene agrees with previous reports which show that growth
on Ni at substrate temperatures above 650 °C reduces the likelihood of epitaxy. [196]

5.6 Summary and conclusions

In this chapter, a novel growth method for the production of layered h-BN/graphene het-
erostructures based on MBE was demonstrated. The utilization of a Ni film pre-saturated
with C as a substrate for h-BN deposition is shown to enable the growth of few-layer
graphene at the h-BN/Ni(111) interface by controllably ramping the temperature down
to precipitate the C out of the metal. The primary benefit of this technique is that both
constituent materials of the heterostructure form in the chemically favorable environ-
ment offered by the Ni surface, resulting in continuous graphene and h-BN layers. The
top h-BN layer in the stack is strain free, consistent with it being decoupled from the
Ni substrate due to the interfacial graphene growth. A careful analysis of the material
properties also revealed a significant contraction of the graphene’s crystal lattice due to
N-doping. We correlate the N-doping to the possible existence of undissolved C atoms
and graphene inclusions present at the Ni surface at the moment when h-BN starts to
be grown. Further adjustment of growth parameters shall be implemented in order to
mitigate this effect. Another possibility is to remove the surface C using Ar sputtering
before start of the h-BN growth. In terms of thickness homogeneity, it is anticipated that
the use of Ni films with smoother surfaces and thus a lower density of step clusters will
be beneficial. The h-BN/graphene heterostructure film could be transferred to a SiO2/Si
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substrate without having its structural properties substantially affected, as verified by
Raman spectroscopy. In general, the procedure described here offers an alternative route
for the scalable production of h-BN/graphene heterostructures which overcomes many
of the drawbacks faced by other methods. It also opens a new pathway for the produc-
tion of other heterosystems composed of graphene in combination with another material,
especially in cases where the formation of a homogeneous graphene under-layer (e.g. as
a bottom electrode) might be required.
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Graphene supported by a dielectric material is ideally suited for integration in vari-
ous device applications. However, most of investigations on devices involve transfer
of graphene, obtained from mechanical exfoliation or grown by CVD technique. Besides
the time and scalability issues, there is always a high chance of introducing contamina-
tion and damage to the graphene, which is inherent to a transfer process. Overcoming
such challenges has led to intensive ongoing research efforts to directly grow graphene
on top of dielectric materials. Among various growth techniques being investigated for
this purpose, MBE stands as a promising technique due to the good control it offers
over the growth conditions. Recently, growth of graphene on non-metal substrates us-
ing MBE has been intensively investigated. Various device-compatible dielectrics such as
Al2O3, [42,197–201] mica, [202,203] SiO2, [204] Ge, [41] and h-BN [150,153,167,205] have been tested as
the growth substrate. Besides the favorable assets that each of these non-metallic growth
substrates offers, there are also weak aspects, which puzzle the realization of the growth
of high-quality graphene. One common major challenge that most of the dielectric sub-
strates share is the limited diffusion length of C atoms on their surfaces as compared
to the metal surfaces. In other words, the C ad-atoms can diffuse very small distances
before they incorporate into the most energetically favorable attachment sites (sp2 sites)
in edge of the growing graphene, which leads to the formation of coalesced graphene
crystallites with small domain size and degradation of its crystalline quality. The re-
sulting graphene film is typically referred to as "nanocrystalline graphene" in literature.
Although a good progress has been achieved, such as thickness controlled growth [42]

or epitaxial growth on h-BN flakes, [205] a growth recipe offering control over thickness
and quality over large areas remains elusive. In particular, to the best of my knowledge,
in-situ growth of graphene on large-area MBE-grown h-BN has not been reported yet.

As the last chapter in this thesis, the large-area MBE-grown h-BN films [h-BN/Ni/
MgO(111)] are tested as growth substrates for the direct deposition of C atoms. The
main goal of this chapter is to demonstrate the feasibility of the growth of large-area
graphene/h-BN heterostructures by means of MBE. The resulting graphene/h-BN het-
erostructures are then characterized using Raman spectroscopy and AFM. The experi-
mental outcome clearly demonstrates the complexity of the topic. Although possible
explanations and discussion are offered based on the investigations presented in Chap-
ters 4, 5 and previous studies in literature, yet, these experimental findings should be
considered as preliminary results and as a step towards the controlled growth of large-
area graphene/h-BN heterostructures.

6.1 Direct deposition of graphene on h-BN films

The growth templates used for the synthesis of graphene/h-BN heterostructures were
identical to the ones utilized for the growth of samples studied in Chapter 4 and 5; 300
nm Ni films deposited at room temperature on 1×1 cm2 pieces of MgO(111) by electron
beam evaporation, and back-coating the MgO(111) with 1 µm of Ti. After preparing the
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Figure 6.1: AFM images of a graphene/h-BN heterostructure grown on Ni/MgO(111) tem-
plates with the C deposition step performed at 730 °C. (a) shows a typical mor-
phology of a larger area of the sample. The scan from the red dashed square in
(a) is given in (b).

Ni surface in the MBE chamber, h-BN was grown over 300 minutes at 730 °C utilizing
the similar parameters which resulted in the growth of atomically thin continuous h-BN
films (see Subsection 4.2.1 in Chapter 4). Subsequent to h-BN synthesis, the graphene
film was grown by direct deposition of C atoms evaporated from HOPG (using e-beam
parameters: 150 mA, 5 kV) onto the surface of h-BN at 730 °C over 10 minutes. The uti-
lized e-beam parameters results in a C flux of ~8.3 × 1014 atoms/cm2s, as estimated from
ex-situ AFM thickness measurements of a C film deposited at room temperature. This
corresponds to about 130 ML of graphene, if it is assumed that all C atoms are retained
at the surface to form graphene. However, the average thickness of the C film grown
on h-BN at 730 °C was about ~5 nm (~15 ML) as roughly estimated by AFM profilome-
try. The resulting graphene/h-BN film was then studied using Raman spectroscopy and
AFM. Additionally, the effect of substrate temperature for the growth of graphene was
examined. Two additional substrate temperatures were tested: ~600 °C and 835 °C.

6.2 Raman and AFM analysis of graphene/h-BN heterostructures

Figure 6.1 depicts AFM images obtained from a graphene/h-BN heterostructure showing
the typical surface morphology of the sample. The C deposition step for this sample was
performed at 730 °C. In the AFM scan of a large area ( Figure 6.1a), several micrometer-
sized domains with a certain height range are noticeable. Figure 6.1b is a high magnifi-
cation scan of the dashed square in Figure 6.1a, which clearly shows a region containing
such domains. H-BN’s thickness inhomogeneities or Ni terraces or a combination of both
may have caused these micrometer-sized regions showing the hight contrast. A compar-
ison of these AFM images and the ones obtained from h-BN films grown on Ni films (see
Figure 4.2 in Chapter 4) sheds light on some properties of the grown graphene/h-BN
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heterostructure. For instance, we can see that the surface of the graphene/h-BN sample
(Figure 6.1a) is visibly rougher than that of h-BN (see Figure 4.2 in Chapter 4). The mea-
sured RMS roughness of ~2.5 nm in a 1×1 µm2 of the graphene/h-BN heterostructure is
about one order of magnitude higher than the one measured for the h-BN films, which
strongly suggests that the graphene film is responsible for the observed roughness. The
RMS roughness measured here is comparable to some previous reports for MBE-grown
graphene on sapphire, [197] or Ge, [41] however, higher than some other reported values in
literature (e.g. on (6

√
3 × 6

√
3) R 30°-reconstructed SiC surfaces [40] or on sapphire). [42]

Furthermore, in the depicted area in Figure 6.1 wrinkles are not observed in the het-
erostructure film, which might be due to the thick graphene film covering the h-BN and
burying possible wrinkles.

Besides the relatively rough surface morphology observed in Figure 6.1, which is rep-
resentative of a higher portion of the surface (morphology "type I"), regions with signifi-
cantly different morphology also exist on the surface of the sample (morphologies "type
II" and "type III"). The AFM scans of these regions clearly show a network of wrinkles
in their structure. Furthermore, these regions generally appear to have a smoother sur-
face (excluding the wrinkles and considering the area between the wrinkles) than the
regions of type I. For a better comparison, AFM height and phase scans of areas contain-
ing all three morphologies are presented in Figure 6.2. These images were obtained from
graphene/h-BN samples, in which the C deposition step was performed at 835 °C (a and
b) and ~600 °C (c and d). Cyan and green arrows in Figure 6.2a point out regions with
morphologies type II and type III, respectively. In the lower half of the Figure 6.2a, the
morphology type I is predominantly seen. These three morphology types also appear
different in the corresponding AFM phase images given in Figure 6.2b with brightest
contrast generally showing the type I, the darkest contrast showing the type III and the
middle contrast pointing out the type II morphology. In the AFM scan from a smaller area
given in Figure 6.2c, the smoother character of morphologies type II and III (compared
to rougher morphology type I) can be clearly observed. Also it is immediately appar-
ent that the area type II contains a cellular network of short-length wrinkles with high
density, while the wrinkles in regions of type III are comparatively longer, smoother and
have a lower density. Furthermore, the smooth surface of the regions of type II and spe-
cially type III allow observation of some features on the surface (shown by white arrows
in Figure 6.2c), which are 4 – 8 nm high and their diameters can be up to ~100 nm.

This observation is important in several perspectives, which are proposed as following:
First, it is important to know if graphene has grown on the entire surface of the h-BN film,
including the type II and type III regions and, if the answer is positive, which graphene
has a better structural quality and the reason for that. If there is no graphene on the
regions of type II and III, what happens to the carbon deposited on these regions at such
low temperatures (~600 °C), while the neighbor regions (with morphology type I) are
clearly covered with a C film. Discussions about the sticking coefficient and the diffusion
length of C, as well as the interaction of the C atoms with these different surfaces might
then come up. Additionally, it is essential to know the origin of the formation of these
three morphologies; whether it is related to the graphene growth process, or it is linked
to the growth behavior of h-BN which became noticeable after the graphene film was
deposited on h-BN. Probably the most important challenge is then to gain control over the
phenomena and to lead it towards the favorable outcome. These are only some examples
of questions that arose from the AFM images, which clearly demonstrate the complexity
of the topic. Following, it is tried to suggest possible explanations for these observations
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Figure 6.2: AFM height and phase images of graphene/h-BN heterostructures grown on
Ni/MgO(111) templates with the C deposition step performed at (a,b) 835 °C and
(c,d) ~600 °C. The green and cyan arrows in (a) indicate the regions with mor-
phology type II and III, respectively. The white arrows in (c) point out some C
aggregates in regions with morphology type III. The phase images here may only
be used as hints to find morphologies type I to III in the respective height images.

based on the findings in this thesis and previous studies. However, further in-depth
study and investigations using other characterization techniques are absolutely necessary
to answer these questions with more certainty and resolve the complexity.

Before discussing the morphology of the graphene/h-BN heterostructure, it is worth
mentioning that the continuity of h-BN in the heterostructures was verified by UV Ra-
man (λ = 244 nm) measurements. Furthermore, Raman spectra (excited at λ = 473 nm)
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Figure 6.3: (a) Map of the relative intensity of the D peak and the G peak (ID/IG), and (b) the
2D peak and the G peak (I2D/IG) of graphene in a graphene/h-BN heterostruc-
ture, in which the C deposition step was performed at ~600 °C. Please note that,
the intensity collected for the D peak also contains a negligible contribution of h-
BN’s E2g peak. Each map consists of 1681 points obtained from a 40 µm × 40 µm
area. The wavelength of the excitation laser is 473 nm. (c) displays single Raman
spectra of the points which are shown by white arrows in (b). (d) displays the
corresponding optical micrograph of the mapped area. The darker regions in the
optical image might be thicker regions of graphene, which probably have been
formed due to diffusion of C atoms through grain boundaries of h-BN to the Ni
and forming graphene under the h-BN.

obtained from the samples discussed in this chapter show the characteristic peaks of
graphene (the D, G and 2D peak), indicating that graphene is also present all over the
surface. Figure 6.3 displays the map of the relative intensity of the D peak to the G peak
(ID/IG) as well as the 2D peak to the G peak (I2D/IG) in a 40 µm × 40 µm area from a
graphene/h-BN heterostructure sample in which the C deposition step was performed
at ~600 °C. Figure 6.3d shows the optical micrograph of the corresponding mapped area.
The maps were obtained using a λ = 473 nm excitation laser with a spot size of ~ 1
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µm. Considering the resolution, these results are indicative of a continuous graphene
film. Furthermore, these maps also display the local variations in the structural quality
of the graphene, which is consistent with the different surface morphologies observed
from AFM images given in Figure 6.2. However, finding a direct correlation between
the morphologies observed by AFM and the Raman maps appeared to be very challeng-
ing due to the lateral resolution of our Raman system. For this purpose a combined
Raman-AFM imaging system or tip-enhanced Raman spectroscopy would be more suit-
able. Figure 6.3c shows two single spectra which are representative of graphene with
high (in comparison to nanocrystalline graphene) and low structural quality, which are
collected from points 1 and 2 in the mapped area (shown by arrows in Figure 6.3b), re-
spectively. It is worth noting that, although we know a continuous h-BN film with an
average thickness of ~ 3 ML forms by utilizing the mentioned h-BN growth parameters,
it is not possible to completely rule out the formation of graphene inclusions under the
h-BN film. For instance during the C deposition step, some C atoms might have been
able to diffuse through the grain boundaries or defects in the h-BN film into the Ni and
segregate as graphene islands at the interface of the h-BN and Ni. However, we think this
is not the reason for the formation of graphene regions with higher quality (as suggested
by Raman spectrum of point 1). Formation of graphene under the h-BN film, alone can-
not justify the nonexistence of nanocrystalline graphene on top of h-BN (if there were
nanocrystalline graphene on top of h-BN, a much higher ID/IG for that region would
be expected). Furthermore, low FWHM of the D, G, and 2D peaks (31, 25, and 41 cm-1,
respectively) strongly suggests that graphene is present only on one side of the h-BN
layer; the superposition of Raman spectra from graphene layers on both sides of the h-
BN would lead to wider peaks, due to the peak shifts caused by different environments
(i.e. doping and strain). As previously mentioned, the Raman results were mainly pre-
sented as confirmation for the continuity of the graphene. Further in-depth investigations
(i.e. combined AFM-Raman measurements) are necessary for a better understanding of
the topic. More elaborations on Raman spectroscopy measurements for graphene grain
size estimation of the nanocrystalline graphene will be presented later in this chapter.
Following, the morphology of graphene/h-BN samples will be discussed.

The features shown by white arrows in Figure 6.2c resemble the shape of C clusters,
similar to what has been previously observed by other groups in MBE-grown graphene
on single crystalline h-BN flakes obtained from mechanical exfoliation. [153,167,205] We would
like to choose the nomenclature C "aggregates" as suggested by Summerfield et al. [205]

for these features, although the ones observed in this work have smaller physical dimen-
sions. They show that the regions between these aggregates have uniform contrast in
high resolution AFM imaging and are fully covered with graphene, such that it is pos-
sible to resolve Moiré patterns resulted from the alignment of the graphene and the un-
derlying h-BN lattices. Yet, the reported graphene Raman spectrum in their study resem-
bles the ones typically observed for defective or nanocrystalline graphene. Dabrowski
et al. [153] have observed similar aggregates, and suggested distinct h-BN surface defects
and impurities as possible sites for their nucleation. They also observe homogeneous
AFM height contrast between these aggregates and claim that "in principle it is possible
that these regions are covered by a flat graphene film". [153] However, their reported Ra-
man spectrum is also indicative of nanocrystalline graphene. Garcia et al. [167] observed
a high density of non-uniform deposited C on h-BN flake edges and also on flat terraces,
while some other areas on the h-BN flake was depleted from C. All these studies share
the advantage that, in principle they benefit from the atomically smooth surface of single
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crystalline h-BN flakes as growth substrate. We also speculate that the difference ob-
served between the morphologies of the regions type I to III might have originated from
variations in crystalline perfection and smoothness of the corresponding underlying h-
BN; regions of type II and III have smoother surface and better crystalline quality than
type I. With this assumption it is possible to explain the observed phenomena as follow-
ing: Dabrowski et al. [153] suggest that the smallest h-BN surface imperfections, such as a
mono-atomic h-BN step, promote the graphene nucleation and growth. This argument
best explains the morphology type I, where the underlying h-BN has a rougher (highly
corrugated) surface, probably due to the high density of step edge clusters of the Ni un-
der it. This leads to a high density of nucleation centers for the impinged C atoms to
form a graphene film. This scenario is different if we assume that the underlying h-BN
in the regions type II and III has a smoother surface and with less defects as compared to
the region type I. Dabrowski et al. [153] found, based on DFT calculations, that the energy
barrier for the desorption of C ad-atoms from perfect h-BN is low, and just slightly higher
than the energy barrier to overcome for diffusion. In the other words, C has a very small
effective sticking coefficient on a perfect h-BN surface. Furthermore, Plaut et al. [150] have
observed that C atoms have a migration length of more than 100 µm on the flat surface of
a single crystal h-BN flake, such that part of the adsorbed C ad-atoms spill off the edge
of the flake, and only a very small portion of adsorbed atoms remain on h-BN surface
(in the reported case, the ratio of remaining C atoms on h-BN flake to the ones on the
supporting SiO2 substrate was 3–5% at a growth temperature of ~500 °C). Based on these
studies, we can conclude that if the regions type II and II have smoother surface and a
higher crystalline quality, the desorption of C atoms is higher than for the regions of type
I. Moreover, the adsorbed C atoms on regions II and III tend to migrate long distances
until they they reach type I regions, where there are more energetically preferred sites to
incorporate into graphene nucleation seeds. This might also be the reason to observe the
C aggregates with less density on regions of type II and III. Figure 6.2c also shows that
the C aggregates in regions of type III are typically less abundant where the h-BN lies on
top of a smooth Ni terrace, and more abundant where h-BN crosses a Ni grain boundary
(for instance in the region shown by cyan dashes in Figure 6.2). This also corroborates the
explanation given above. In other words, the C aggregates can be also formed in regions
of morphology type II and III, where the surface energy is changed due to roughness
(here for instance where h-BN expands over Ni grain boundaries).

Thickness variation of the underlying h-BN may also be an explanation for the different
morphologies observed in Figure 6.2. The morphologies type II and III are speculated
to be correlated to the regions where the h-BN layer under graphene is thinner (single
h-BN layer), while a thicker (i.e. few-layer) h-BN film lies under the regions with the
morphology type I. The metal under the thin, or more specifically one monolayer thick
h-BN might still influence the graphene growth behavior, for instance, by affecting the
chemical potential of the h-BN surface. This influence is screened when a thicker h-BN
layer acts as the growth substrate. Although proof of this hypothesis was not found, there
are some examples of experimental observations reported by other groups which support
this hypothesis. The situation is better known for the case of graphene on metals. [206] For
instance Zuo et al. [86] claimed improvement in MBE-grown h-BN on thinner graphene
supported by cobalt, as compared to thicker graphene. Nagashima et al. [207] observed a
weakening of metal d orbitals and graphene π orbitals hybridization upon the growth of
second graphene layer on top of the first one, indicating an interaction between the metal
and the second graphene layer which is not completely screened by the first graphene
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layer. In other words, they experimentally show that the interaction between the first
and the second graphene layer on a metal is different from the van der Waals interaction
(as expected between graphite layers), which is related to the influence of the underlying
metal not being completely screened, even when covered by a monolayer graphene. For
the case of epitaxial monolayer h-BN on Ni(111), based on DFT calculations Tonkikh
et al. [137] report the overlapping of h-BN’s π orbitals and the Ni 3d states leading to a
metallic character of monolayer h-BN on Ni(111). While such strong interaction between
a monolayer h-BN and Ni affecting the growth of graphene on h-BN is probable, yet
additional experimental observations are needed to confirm it.

Until here, the suggested explanations for the formation of morphologies type I to
III were based on the assumption that h-BN film acting as the substrate for graphene
growth can have different characters: smooth h-BN surface versus a rougher one, or thin
(i.e. single) h-BN layer versus few-layer h-BN. In fact previous studies also observed
the coexistence of h-BN layers with different character within a grown h-BN film. Yang
et al. [178] have experimentally observed the simultaneous formation of two types of h-
BN ad-layers on top of Ni(111): a weakly interacting h-BN with Ni (h-BNnonepi), and a
strongly interacting h-BN with Ni(111) for h-BN which is epitaxially aligned with Ni(111)
(h-BNepi). Besides the different growth rate and work function, these ad-layers have also
different separation to Ni substrate, with the calculated value of 2.9 Å for h-BNnonepi, and
2.0 Å for h-BNepi which is also in very good agreement with the reported value obtained
from cross sectional TEM [137] of epitaxial h-BN on Ni(111). They further observed that
while h-BNnonepi allows the propagation of another h-BNnonepi on top or under it, h-BNepi
only allows the growth of h-BNnonepi on top of it. In other words, the few-layer h-BN re-
gions have always h-BNnonepi on the topmost surface. We suggest that the morphologies
of type II and III are the regions where graphene is forming on h-BN monolayers which
are strongly interacting with Ni, while the morphology type I is correlated to graphene
forming on multilayer h-BN and/or weakly interacting h-BN with Ni. It is also specu-
lated that the morphologies type II and III are different in the way that in type III the
underlying monolayer h-BN is formed on a large and flat terrace of Ni, while the h-BN
in the regions of morphology type II is formed where the underlying Ni has a higher
density of step edge clusters and shorter terraces. This promotes a higher density of
wrinkles in h-BN formed in regions type II (see also Figure 4.2 and the related discussion
in Chapter 4). Please note that, for the samples studied here, the assumption of having
two different types of h-BN ad-layers is consistent with our XPS observations. Figure 5.7b
and c in Chapter 5 show that the N1s and the B1s core-level spectra of h-BN are composed
of two components, suggesting the coexistence of strongly and weakly interacting h-BN
ad-layers with Ni, and also consistent with the XPS results of Yang et al. [178] However, as
previously mentioned, confirming these explanations necessitates further investigations
to collect additional experimental evidence.

6.3 Estimation of average graphene domain size

As it was shown in previous section in Figure 6.3, the graphene film grown on top of
h-BN exhibited a variation in its structural quality ranging from a defective or nanocrys-
talline graphene to a comparatively higher quality film with less structural defects. In
this section, we present an investigation of the nature of structural defects in graphene
grown on h-BN films. In order to discuss the topic in more details, we put the focus on a
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Figure 6.4: Raman spectrum obtained from a graphene/h-BN heterostructure in which the C
deposition step was performed at 730 °C.

single Raman spectrum, typical of a defective region, which was obtained with optimized
Raman acquisition settings to minimize the noise. This allowed for very accurate fitting
of the Raman peaks, which is necessary for this study. The Raman acquisition time and
the laser power were chosen in a way that the sample is not damaged. A representative
Raman spectrum obtained from a graphene/h-BN sample (C deposition step performed
at 730 °C) using the a λ = 473 nm excitation wavelength is presented in Figure 6.4. The
Raman spectrum clearly shows the characteristic peaks of graphene, namely the G peak
at ~1590 cm-1 and the 2D peak at ~2700 cm-1 as well as a relatively high defect-induced
D at ~1350 cm-1 and D’ at ~1620 cm-1, indicative of defective sp2-bonded C or nanocrys-
talline graphene. [42] The combined D+D’ mode [99] is also observed at ~2950 cm-1 in the
spectrum. Please note that the feature at ~1350 cm-1 also contains a very small contribu-
tion of h-BN (at ~1365 cm-1), which is negligible compared to the high intensity D peak
observed there (for more details see also Figure 5.3 in Chapter 5 and the corresponding
discussion).

As previously mentioned, the D peak is related to the defects in graphene lattice and
is not observed in a perfect hexagonal sp2-bonded C lattice. [99] This peak is associated
to the breathing mode of the hexagonal C rings, [208] and only activated once defects (e.g.
crystal edge, point defects or grain boundaries) are present. The relative intensity of the
D peak to the G peak (ID/IG) is commonly used in literature to describe the crystalline
quality of graphene layers. [99] Ferrari and Robertson [208] suggest three stages for amor-
phization trajectory of C materials ranging from perfectly sp2-bonded C (as stage one) to
amorphous carbons (stage three), and explain the evolution of Raman spectrum for each
stage. According to their study, in stage one, first a D peak appears, the ID/IG increases,
the D’ peak appears, all the peaks start to broaden, D +D’ peak appears, and finally the G
and D’ peak become so wide that it is more convenient to consider them as a single blue
shifted wide G peak at ~1600 cm-1. Based on this classification, the sample discussed here
lies within the first stage of amorphization trajectory [208] described above, as the G peak
maximum is observed at ~1590 cm-1 and the D’ is distinguished as a shoulder to the G
peak at ~1620 cm-1 in Figure 6.4. Thus, based on the Raman features observed in Fig-
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ure 6.4 it is possible to call the MBE-grown graphene film obtained in most of the regions
"nanocrystalline graphene", which is also consistent with previous studies. [42] With this
definition, it is meaningful to have an estimation of the average grain size of the grown
graphene film.

Various ongoing studies aim at quantifying defects based on Raman fingerprints of
graphene [99,101] (from many others). Among these studies, some were able develop mod-
els to estimate the average grain size (or domain size) of nanocrystalline graphene, how-
ever by considering that grain boundaries are the only defects present in the film. There-
fore, one should pay especial attention for using these models, since other types of dis-
order such as vacancies or sp3-hybridized C may also be present which influence the ob-
tained Raman spectra. For instance, Cançado et al. [209,210] proposed an empirical model
that considers the relative integrated intensities of the D and G peak (AD/AG), as well as
the D’ and G peak (AD’/AG) to estimate the average domain size, La, as following:

La(nm) =
560
E4

l
(

AD

AG
)−1 (6.1)

and
La(nm) =

160
E4

l
(

AD′

AG
)−1 (6.2)

where El is the excitation laser energy, which is 2.62 eV in our case. For the sample dis-
cussed here (C deposition performed at 730 °C), Equations 6.1 and 6.2 result in different
average domain size of ~6 nm and ~27 nm, respectively. The discrepancy observed for
the calculated values strongly suggests that this model may not be used for calculation of
the average domain size of the sample studied here, as the grain boundaries are not the
only existing defects in the grown graphene film. In other words, this model will give
consistent results only if:

AD

AD′
=

560
160

= 3.5 (6.3)

which is different than the respective calculated value of (AD/AD’)~14 for the sample
discussed here.

Eckmann et al. [102] suggest that the ratio between the D and D’ peak intensity (ID/ID’)
informs about the type of the defects present in graphene. According to their study, this
intensity ratio is highest, ~13, for sp3-hybridization sites, it decreases to ~7, for vacancy-
like defects, and ~3.5 for grain boundaries. For the sample discussed here, this ratio
ID/ID’, is ~8, indicating that also the vacancy-like defects notably give rise to the defect-
induced peaks. This further supports the argument why the mentioned model (Equa-
tions 6.1 and 6.2) might not be applicable for the sample studied here.

Another proposed empirical model, [210] which is also established based on samples
containing grain boundaries as defects, estimates the average grain size based on the
width (Γ or FWHM) of the Raman peaks as following:

Γ = C1 +
C2

La
(6.4)

where C1 (cm-1) and C2 (cm-1.nm) are constants, which take different values depending
on the peak that is considered for the calculation. [210] Using the Equation 6.4 and consid-
ering the widths of the D, 2D , G, and D’ peak the average grain size is calculated to be
~25 nm, ~24 nm, ~30 nm, and ~17 nm, respectively. Besides the limitation inherent to the
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model, which considers grain boundaries as defects causing the widening of the peaks,
the difference observed for the calculated average grain size values using the width of
the G and D’ peak could have arisen from the uncertainty in peak fittings, due to closely
located G and D’ in the spectrum.

The discussion above can be summarized as following: the average domain size of
graphene was estimated based on the two existing empirical models in literature. These
models correlate the graphene average grain size with the width and integrated intensity
of graphene Raman features, and were established based on samples which contain only
grain boundaries as defects in graphene. However, other types of defect such as point de-
fects, sp3-hybridized C or inhomogeneous strain also affect Raman features of graphene.
In the graphene sample studied here, based on Raman studies, we know that at least two
of these defect types, namely grain boundaries and point defects, are present. Thus, the
average grain size calculated based on these empirical models offers a lower estimate of
the actual value.

The typically observed Raman spectra obtained from defective graphene regions of the
samples, in which the C deposition step was performed at 835 °C and ~600 °C were not
noticeably different from the one discussed above. A possible explanation could be that
in the chosen temperature range, the C surface diffusion was not sufficiently manipu-
lated, in a way that affects the defect concentration in graphene, as estimated by Raman
spectroscopy.

Additionally, the growth experiments, in which the substrate temperature was raised
to ~860 °C for the C deposition step (taking 10 minutes) have been performed. However,
keeping the templates even for this short period at high temperatures led to expansion of
the pits in Ni followed by dewetting of the Ni film on MgO(111) substrate. Furthermore,
Raman measurements show no evidence of the presence of graphene even on remaining
Ni film on the MgO(111). This might be related to the high desorption rate expected at
higher temperatures or even dissolution of C in exposed Ni, probably due to the rapid
change of the Ni surface.

6.4 Summary and conclusions

As the main goal of this chapter, the feasibility of the synthesis of graphene from a solid
source of C on top of the large-area MBE-grown h-BN has been demonstrated. The un-
interrupted observation of graphene’s characteristic Raman peaks in numerous Raman
measurements and mappings indicate the formation of a continuous graphene film over
the entire substrate. The continuity of the h-BN was likewise confirmed using a UV exci-
tation laser for Raman experiments.

A careful examination of graphene/h-BN heterostructures by AFM, revealed that their
surface consisted of three different morphologies, namely type I to III. The more fre-
quently observed morphology type I appears rougher than the ones of type II and III.
Also, wrinkles could only be observed in regions with morphology type II and III. Al-
though a clear understanding of the origin of the observed morphologies remains as a
topic of future investigations, two possible explanations based on the findings in this
thesis and previous studies have been offered, which are summarized as following: a) By
assuming that the underlying h-BN in the regions of type II and III are smoother and/or
have less crystalline disorder than the regions of type I. Based on previous studies, using
the surface of h-BN with high crystalline quality will lead to a lower sticking coefficient
of C atoms, lower density of nucleation sites, as well as long migration lengths of C ad-
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6 Growth of graphene/h-BN heterostructures

atoms on the surface, which might result in a smoother morphology of the graphene/h-
BN in regions of type II and III. b) The underlying h-BN in the regions of type II and III
are monolayer h-BN having high interaction with Ni, while the regions type I are few
layer or weakly interacting h-BN with the Ni. The incomplete screening of the mono-
layer h-BN/metal interaction might have had influence on the chemical potential of the
h-BN surface, which led to a different growth behavior of graphene in regions type II
and III. Besides demonstrating the complexity of the topic, these results clearly show the
potential playground for future research efforts, which need to be devoted, in order to
understand and gain control over the growth behavior of graphene/h-BN heterostruc-
tures using MBE.

As a consensus among various studies, in general, utilizing a smooth substrate and en-
hancement of C ad-atom diffusion length through increasing the growth temperature
are the key factors to improve the quality of large-area MBE-grown graphene on di-
electrics. However, every choice of substrate, currently being tested, imposes constraints
on achieving these ideal conditions for wafer-scale growth of graphene using MBE. For
instance, melting of the substrates [41], local [199,201] or complete decomposition [167,200,211],
or chemical reaction with C [212] are counted as restrictions for utilizing very high tem-
peratures. The results presented in this chapter suggest that obtaining a better quality
graphene by direct deposition of C on h-BN is feasible at temperatures as low as ~600 °C.
On the other hand, vacancy-like defects are responsible for a high portion of disorder
in the graphene film, as discussed in this chapter based on Raman measurements. A
recent study [201] suggest that the number of vacancy-like defects can be considerably re-
duced by introducing Ni as a surfactant, which is co-deposited with C, leading to further
improvement of the quality of graphene film. In general, the results presented in this
chapter, display the suitability of MBE as a growth technique for large-area graphene/h-
BN heterostructures and open pathways for the future work towards a more controlled
growth of this heterostructure.
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In this chapter, a summary of the results obtained in the thesis is provided. Additionally,
suggestions for future experiments are given.

Conclusions

This thesis focuses on the growth of large-area h-BN and stacked heterostructures of
graphene and h-BN by means of MBE. The grown films were investigated using vari-
ous characterization techniques to learn about their structural quality as well as growth
behavior.

Initially the feasibility of the synthesis of h-BN on Ni foils from elemental sources of
B and N was demonstrated. Growth parameters which result in the formation of a con-
tinuous h-BN film were found. Utilization of these parameters led to the growth of an
atomically thin h-BN film with an average thickness of ~3 ML, as estimated by XRR
and AFM profilometry. An SEM study of the films obtained from shorter growth dura-
tions shows that the morphology of developing h-BN evolved from star-shape to larger,
smooth triangular islands with increasing growth temperature. Observing small points
of high contrast at the approximate geometric centers of the islands in SEM images indi-
cates that the h-BN nucleated heterogeneously.

In order to gain more insight, further growth experiments were performed utilizing
thin Ni films deposited on MgO(111) substrates as the growth template. Reproducing
the previous growth parameters on Ni/MgO(111) templates resulted in h-BN films with
slightly better quality, as confirmed by AFM and Raman spectroscopy. The average lat-
tice parameter of h-BN, measured by GID experiments, shows that the synthesized film
is ~1% compressively strained, likely due to the thermal contraction of Ni in contact with
h-BN during cooling down from the growth temperature. Replicating these growth pa-
rameters at a lower temperature led to the formation of a h-BN film with lower structural
quality, as confirmed by Raman spectroscopy. AFM scans obtained from this sample ad-
ditionally display the formation of some particles on the h-BN film, which are speculated
to be BN nanoparticles. By systematic variation of the substrate temperature in shorter
growth durations, I could shed some light on the nucleation and growth behavior of
h-BN on thin Ni films. Enhancement of ad-atom diffusion and a decrease in sticking co-
efficients of B and N upon increasing the growth temperature were evoked to explain
the origin of preferred nucleation sites, size of the crystallites, and h-BN coverage. These
results additionally demonstrate the significance of a high-quality and smooth Ni surface
for gaining better control over the thickness homogeneity of h-BN films grown by MBE.

Large area growth of h-BN/graphene vertical heterostructures (h-BN on graphene)
was demonstrated by employing a novel MBE-based technique, which allows both h-BN
and graphene to form in the favorable growth environment provided by Ni. In this hy-
brid technique, graphene forms via the precipitation of C atoms previously dissolved in
the thin Ni film, after the h-BN is directly grown on the exposed Ni surface. The con-
tinuity of h-BN and graphene films were verified using Raman spectroscopy. Addition-
ally, the suitability of UV Raman spectroscopy for the characterization of h-BN/graphene
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heterostructures was demonstrated. Formation of a continuous graphene film at the in-
terface between h-BN and Ni indicates stronger graphene/Ni bonding than h-BN/Ni
bonding, consistent with previous studies. GID experiments on h-BN/graphene het-
erostructures show that the h-BN film is strain-free, while the graphene lattice is by ~4%
compressively strained. Observation of strain-free h-BN is consistent with its decoupling
from Ni upon formation of graphene at their interface. While the contraction of Ni in
contact with graphene during cooling can be responsible for a portion of the compressive
strain in graphene, N incorporation in graphene lattice is likely the main reason for the
reduction of its average lattice parameter. This is consistent with the observed doping-
induced shifts in graphene Raman peaks and the results obtained from XPS studies. The
transition from two-component core level spectra (B1s and N1s) obtained from h-BN
on Ni, to single-component ones obtained from h-BN/graphene heterostructures in XPS
measurements, is further evidence of graphene formation at h-BN/Ni interface.

Finally, large-area synthesis of graphene/h-BN vertical heterostructures (graphene on
h-BN) has been demonstrated to be feasible by the direct deposition of C atoms on top
of MBE-grown h-BN. Presence of graphene and h-BN over the entire heterostructure was
confirmed using Raman spectroscopy utilizing visible and UV excitation wavelengths. A
careful examination of graphene/h-BN heterostructures by AFM revealed that the sur-
face consisted of three morphology types. A clearer understanding of the origin of the
observed morphologies remained as a topic of future investigations. However, based
on previous findings in this thesis and earlier studies, I could offer two possible ex-
planations for the newly obtained preliminary results. These explanations consider the
thickness inhomogeneity and variation in structural quality of the underlying h-BN film.
Mapping the characteristic Raman peaks of graphene over a large-area showed that the
structural quality of graphene varies in a range from graphene with relatively good struc-
tural quality (compared to what is typically seen for graphene grown on dielectrics) to
nanocrystalline graphene. The average grain size of nanocrystalline graphene was es-
timated based on two empirical models in literature. Furthermore, it was found that
vacancy-like defects are mainly responsible for a high portion of disorder in nanocrys-
talline graphene.

Outlook

The results obtained for the growth of h-BN on Ni films demonstrated the significance
of a Ni surface on controlling the thickness homogeneity of h-BN films. For more de-
tailed fundamental studies of nucleation and growth, as well as a better control over the
thickness homogeneity, utilization of a single crystalline Ni substrate with a very smooth
surface would be especially advantageous. It was found that the growth of h-BN over-
layers fade the surface features of the underlying substrate. Faster growth of thicker
and smoother h-BN films on Ni is anticipated to be facilitated by employing an e-beam
evaporator for producing a higher B flux.

Availability of a higher B flux allows examining the growth of h-BN on dielectric sur-
faces. Sapphire substrates can be particularly interesting because of their stability at high
temperatures, feasibility of epitaxial h-BN growth due to their similar hexagonal lattice,
and their large and atomically smooth terraces. The h-BN grown on sapphire substrates
can be used as growth templates for graphene synthesis using the direct deposition of C
atoms. Extremely high growth temperatures allowed by these templates may lead to for-
mation of graphene with higher structural quality. Additionally, it is known that H atoms
can etch the unorganized or defective edges of graphene grown by CVD. [213] Therefore, it
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is worth examining the effect of introducing a H flux (during the deposition of C atoms)
on the quality of the MBE-grown graphene films.

Another approach to the synthesis of h-BN/graphene vertical heterostructures over
large areas is to employ epitaxial graphene formed on the surface of SiC substrates as the
growth template. Monolayer graphene films can be grown on the Si-face of SiC substrates
by depletion of Si atoms from the surface at hight temperatures. Ongoing experiments
regarding the growth of h-BN on these substrates show very promising results. [214] Ad-
ditionally, other substrates such as thicker graphene layers obtained on C-face of SiC
substrates or quasi-free-standing bilayer graphene produced by air annealing of mono-
layer graphene on the Si-face of SiC substrates [149] can be considered as templates for
h-BN synthesis.

Finally, the results obtained from graphene/h-BN heterostructures displayed varia-
tions in their surface morphology. Also, the graphene film was shown to consist of re-
gions with different structural quality. Further investigations such as tip-enhanced Ra-
man spectroscopy or a combined AFM-Raman characterization can help correlating these
variations in surface morphology with graphene quality. Once a correlation is found, the
next step is to gain control over the synthesis of heterostructures with desired morphol-
ogy or graphene quality.
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