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Abstract

Raman Studies of 2-Dimensional van der Waals Materials

Robert Christopher Schofield

Presented herein are results of optical studies with emphasis on the Raman response, providing
significant contribution to the knowledge of the field. In MoxW(1−x)S2, confirmation of the
behaviour of the excitonic properties is made. Raman measurements performed in this system
allow investigation with unprecedented resolution, highlighting deviations in the high frequency
A1g optical phonon mode from theoretical predictions, and previous experimental studies. In
the low frequency, data confirms the trends in the shear and breathing interlayer modes in
alloys between WS2 and MoS2 are well described by the modification in the square density.
Resonant excitation for [Mo] < 0.4, highlights new evidence for the understanding of the hitherto
unexplained ‘Peak X’ resonant feature. Diverse indium-selenium compounds isolated by novel
means are studied. The ULF Raman modes of PDMS exfoliated InSe are documented for the
first time, demonstrating the ε-phase with ABA stacking, with flake of thickness N manifesting
(N−1) shear modes owing to resonant excitation of few layer samples. InSe flakes encapsulated
in hexagonal boron nitride manifest different stacking orders to those of PDMS exfoliated InSe,
and were found to have significant contamination, with crystalline degradation of the monolayer
flake, and peaks corresponding N2 & O2 rotational modes present. In2Se3 films grown epitaxially
on GaSe display substrate-selective polymorphism, where α-, β-, & γ- phases are identified, in
addition to regions of InSe. Laser photo-annealing is shown to drive a phase change from
the groundstate β → α phase, which is against the thermodynamic gradient. MoSe2/WS2

twisted hetero-bi-layer structures are studied, where shear modes showing a linear softening
from AA′ stacking towards the AB at 60° indicating reduced interlayer coupling, as expected
from the difference in interlayer spacing of AA′ and AB ordering. High frequency modes in the
heterobilayer also demonstrate some sensitivity in the relative angle, and are analysed in detail.
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Chapter 1

Introduction

With the publishing of Andre Geim and Konstantin Novoselov’s 2004 paper ‘Electric Field
Effect in Atomically Thin Carbon Films’ [1], there came a concerted global effort in research
into graphene and, soon after, the exploration of other families of planar van der Waals (vdW)
materials, particularly the transition metal chalcogenides (TMCs). The impact of Geim and
Novoselov’s work in establishing a novel field of condensed matter physics was recognised in the
awarding of the 2010 Nobel prize:

For groundbreaking experiments regarding the two-dimensional material graphene.

The Nobel lecture given by Geim [2] and the 2007 review [3] highlight the remarkable stability
of single layer materials, widely believed to be thermodynamically unstable due to their high
surface-area to volume ratio. Another noteworthy point regards the previous occasions that
single layers have been isolated and observed without the consideration and further study the
laureates gave the material, indeed, in addition to the observations mentioned in refs. [2],
[3], Bob Frindt produced by various methods few and single layers of the TMDs molybdenum
disulphide [4], [5] and niobium disulphide [6], performing optical spectroscopy on the resulting
flakes without the work attracting the interest that recent work has gathered, most likely due
to the lack of facile, high throughput optical systems and other techniques that allow studies
at the nanoscale as are widely available in the current time.

Since the seeding of the 2D material field, a diverse range of properties have been identified
in planar vdW materials; from insulating hexagonal boron nitride (h-BN); tunable semimetal
graphene (Gr); the gamut of semiconducting TMCs; to the more exotic phenomena of charge
density waves and superconductivity in Niobium and Tantalum Diselenide. Together, due to the
unique vdW coupling of layers the fabrication of vertical heterostructure devices for exploration
of the physics relevant to next-generation technologies is possible.
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Chapter 1. Introduction

Figure 1.1: A multiview ball-and-stick model of a molecular mono-layer transition metal di-
chalgogenide material in the typical trigonal prismatic polymorph viewed in; A, plan; B, cross
section; and C, in 3D. The blue spheres are metal atoms, molybdenum, tungsten, and the
yellow spheres chalcogen atoms, sulphur, selenium, tellurium. Illustration courtesy of Osvaldo
Del Pozo Zamudio.

The issue of scalability remains a major barrier to the long term success of the 2D material
field delivering technologically significant results. The development of growth techniques to
produce wafer scale monolayers of materials is a growing research area with critical materials
such as BN, Gr, MoS2 and WS2 now capable of manufacture, whilst work on III–VI materials
including InSe is beginning to yield results [7]–[9]. Characterisation of the physical phenomena
present in these materials is important to improve the growth procedures and to build larger
scale devices in a deterministic manner.

1.1 Two Dimensional Transition Metal Chalcogenide Materials

Transition metal chalcogenides in the 2D limit came to prominence with the discovery of an
indirect to direct bandgap transition in the semiconductor MoS2 in 2010 [10], with the same
realisations in the materials WS2, MoSe2, and WSe2. More exotic phenomena such as: super-
conductivity in bulk NbSe2 [6], TaSe2 [11]; charge density waves in bulk & monolayer NbSe2

[12], TiSe2 [13], [14]: and type-II Weyl semimetals in MoTe2 [15], WTe2 [16] have been observed.
This class of materials takes the structure shown in figure 1.1 with the molecular lay-

ers structured with chalcogens; X∈[sulphur, selenium, tellurium, . . . ], and transition metals
M∈[molybdenum, tungsten, niobium, tantalum, . . . ], arranged as X–M–X. They have previ-
ously been studied in detail in bulk for their tribological and semiconducting properties, and
their bulk forms are well characterised [17].

The presence of the indirect–direct bandgap transition in the monolayer limit allows ex-
ploration of the possibility of atomically perfect quantum wells and heterostructures in which
optoelectronic effects can be investigated – with the prospect of novel, and superior technologies
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1.2. Indium Selenide

to those available with present condensed matter material systems. The large exciton binding
energies in molybdenum and tungsten dichalcogenides of (0.5–1) eV, and the corresponding
exciton Bohr radius αB ≈ 1 nm [18]–[21] make them ideal candidates to attempt room tem-
perature Bose–Einstein condensation of exciton–polaritons. Furthermore, the broken inversion
symmetry in the monolayer results in degeneracy in the K valleys, which is lifted by spin-orbit
coupling, producing chiral optical selection rules for interband transitions at K and K′. The
consequence of this is that for a carrier in one K valley to undergo a spin flip it would have to
scatter between valleys, or undergo an energetically unfavourable transition: This spin-valley
locking represents a new means to encode or process data.

1.2 Indium Selenide

The III–VI material InSe offers an alternative route to optoelectronic devices to the TMDs – in
contrast to those materials, InSe is a direct bandgap semiconductor in bulk form, becoming an
indirect bandgap material with emergence of a ‘Mexican hat’ energy dispersion for the valence
band as the thickness approaches the mono-layer limit [22], [23]. This relaxes the requirement in
TMDs of mono-layer flakes in order to yield useful optical properties for optoelectronic devices.
In fact, the direct bandgap nature of the bulk InSe material allows facile tuning of the optical
bandgap transition through control of the quantum confinement due to the material’s thickness
[24].

The choice of Indium Selenide in this work is partly due to the relatively high stability
as compared to other III–VI materials [25]. As compared to MoS2, InSe has smaller electron
effective mass (m? = 0.143 m0) and shows higher mobility, µ ≈ 103 cm2V−1s−1 versus m? =
0.45 m0 and a range of 50< µ < 200 cm2V−1s−1 [26]. Thus, InSe may be useful in fast, high
performance electronics where TMDs have proved undesirable. Another prospect that III–VI
materials hold is that of the possibility of nanoscale non-linear optoelectronics, due to non-linear
optical response and strong second harmonic generation. Indeed, observation has been made of
the interplay between bulk and surface nonlinearities in few-layer flakes of InSe [27], and GaSe
[28].

Useful, high performance few-layered InSe photodetectors with broad spectral response
have been demonstrated on rigid substrates [29], and bendable susbtrates [30].

Presently, there exists no systematic study of the Raman modes of InSe, which should exist
in order to properly characterise InSe heterostructure devices and improve their fabrication.
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Figure 1.2: A multiview ball-and-stick models of an α-phase molecular mono-layer III–VI ma-
terial viewed in; A, plan; B, cross section; and C, in 3D. Purple spheres represent metal atoms;
indium, gallium, and the blue spheres chalcogen atoms, sulphur, selenium, tellurium. Illustra-
tion courtesy of Osvaldo Del Pozo Zamudio.

1.3 Chemical Growth of 2 Dimensional Transition Metal Chalco-
genide Materials

Even before the isolation of mono-layers of van der Waals materials, from 1958 TMDs had
attracted interest from researchers for the range of properties that they exhibited, particularly
their solid-lubricant nature [31].

First studies were made on Molybdenite – naturally occurring molybdenum disulphide crys-
tals – which is the most abundant source of molybdenum in the Earth’s crust [32]. Not all
metal chalcogenides occur as auspiciously as MoS2 and must be synthesised chemically; Sn- and
Ge-based chalcogenides were the first to be grown from molten compounds using Czochralski,
Kyropoulos and Bridgman methods [33].

These techniques, however, were unfeasible for the growth of transition metal chalco-
genides: In response, chemical vapour methods were developed, whereby elemental precursors
are evaporated, reacting in vapour phase before and condensing in a low temperature region
of a closed quartz furnace tube [34]. By this method chemical growth allows the tuning of
TMD properties, through the process of alloying, to yield properties intermediate to the val-
ues of the pure materials e.g. NbxTa(1−x)Se2 [35], MoS2xSe2(1−x) [36], MoxW(1−x)Se2 [37],
MoxW(1−x)S2ySe2(1−y) [38].

Following the 2D material field’s inception the topic has captured the interest of a large
portion of the scientific community, besides the pioneering physicists; both materials scientists
and chemists have been drawn to the challenge of finding the methods required to deliver the
promise of the materials to society, they found that by many of the methods described for the
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production of bulk samples, adaptations in the procedures could be adapted to yield monolayer
and heterostructure growth of 2D materials.

A summary of methods for growing TMDs in the 2D limit that have been explored are as
follows:

• High temperature annealing of both dip and spin coated, thermally decomposed ammo-
nium thiomolybdate layer in the presence of sulphur, on SiO2 substrates [39], [40].

• Reaction of vapour phase MoO3 with sulphur evaporated in an N2 flow, SiO2 substrates.
[41]

• Reaction of vapour phase MoCl3 with sulphur evaporated in an N2 flow, SiO2 substrates.
[42]

• Sulphurisation of WO3 pre-evaporated on to SiO2 substrates [43].
• Sulphurisation of tungsten films fabricated using atomic layer deposition [44].
• Direct evaporation of MoS2 powders on to SiO2, quartz, and glass substrates. [45]
• Vapour phase reaction of MoO3 with Sulphur in an argon flow reacting at a SiO2/S target

with W from a W/Te mixture resulting in growth of lateral and vertical heterojunctions,
as controlled by the furnace temperature [46].

• Sulphurisation of thermally deposited 1 nm WO3 on 1 nm MoO3 to produce MoxW(1−x)S2

alloy films [47].

Though it is clear that the parameter space in which to find the most favourable thermody-
namic conditions is large, and presents a considerable task, the work above is delivering results
on which 2D material technology can be built.

Figure 1.3: The furnace design of the Duisberg group, a design typical of those used throughout
the research field. [48]
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1.4 van der Waals Heterostructures

The nature of layered van der Waals materials allows not only the isolation of single atomic or
molecular layers of the materials, but also the possibility to artificially stack materials, allowing
the synthesis of novel structures with atomic abruptness at interfaces. The ideal, as illustrated
in figure 1.4, represents a goal towards which researchers can aspire, though the reality poses
numerous challenges:

• Firstly, the selection of materials is limited to those which may be isolated by means of
the current technology; inert atmosphere gloveboxes offer the current state of the art with
ultra high vacuum manipulation systems in development. Reliably, Graphene, hexagonal
Boron Nitride, and the majority of chalcogenide materials can be isolated in such systems,
and various electronic, optoelectronic, and experimental structures of these materials have
been produced.

• Second, unlike the illustration in figure 1.4, the stacking of layers does not produce entire
devices of perfect inter-facial contact, any crystals subjected to ambient conditions ad-
sorb chemical species from the environment; water, hydrocarbons, and adhesive residues
all present a threat to the homogeneity of 2D material heterostructures. Remarkably,
however, the vdW interfaces demonstrate a ‘self-cleaning’ effect, where contaminants are
aggregated into discreet, bubble like regions, leaving µm scale regions of atomically pris-
tine interface [49]–[51].

Another attraction of vdW coupled materials is the relaxing of the epitaxial constraint
for interfacing layers, allowing the use of materials with differences in lattice constants,
again this assumption is somewhat naive: The coupling between neighbouring materials
induces moiré patters of strain, and differing stacking orders [52].

An additional degree of freedom in the fabrication of 2D material hetrerostructures is
the relative angles of the constituent crystals; devices with small deviations from perfect
alignment can have dramatically different properties to those which are aligned. CVD
techniques are able to yield perfect stacking of hetero-bilayers, and Graphene on hBN is
able to undergo ‘macroscopic self-reorientation’ spontaneously aligning the two materials
[53].
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1.5. Ultra Low Frequency Raman Microscopy

Figure 1.4: An illustration of the van der Waals epitaxy between different 2D materials combined
into a heterostructure, an analogy is made with the LEGO building system. From ref. [54].

In 2D material heterostructures the coupling between layers is an important factor in deter-
mining the function and utility of the resulting device: Significant work has been undertaken in
order to characterise the interactions between mechanically transferred and chemically grown
2D material interfaces, from optical dark field microscopy, cross sectional HAADF STEM anal-
ysis [55], to ultra low frequency Raman spectroscopy and PL. There needs to be continued work
in this area to ensure consistent device characteristics and the provision of an effective quality
control method.

1.5 Ultra Low Frequency Raman Microscopy

Raman spectroscopy is a versatile tool for investigating chemical and crystal structures. Loosely,
a Raman spectrum, collected as the inelastically scattered light from a high intensity, monochro-
matic source represents the density of states of the vibrational modes of a structure. As such,
it allows the probing of the purity, crystallinity [56], strains [57], [58], structural phase changes
[59], or any other lattice phonon coupled excitation [60]. A particular advantage of the Raman
technique is its applicability to a diverse range of materials, from molecular gasses through to
solids of all kinds.

In layered materials such as 2D vdW materials there exists a set of low frequency lattice
vibrations which correspond to interlayer vibrations, that have a strong dependence to properties
such as sample thickness, and interfacial coupling [61].

Whilst Raman spectroscopy has existed as an experimental technique since 1928, the obser-
vation of the secondarily scattered light close to the Rayleigh line remained a challenge for a
considerable time following [62].
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1.5.1 Novel Rayleigh Rejection Technology

Besides the use of low throughput, high-cost triple spectrometer, recent technologies have
emerged to enable facile observation of Raman lines down to 5 cm−1. These technologies rely
on producing very high-Q distributed Bragg reflectors to exclude Rayleigh scattered light, and
transmit the Raman scattered signal.

The filters are produced in photo-thermo-reflective (PTR) glass, Na2O-ZnO-Al2O3-SiO2

glass doped with silver (Ag), cerium (Ce), and fluorine (F), the refractive index of the glass is
modulated by the growth of NaF crystals after following steps [63]:

First Photo exciting Ce3+ ions to Ce4+ using near UV light, the extra electron neutralises the
Ag− ions.

Second The latent volume hologram is recorded in the glass by modulation of the density of
Ag atoms by varying the dosage of EM radiation.

Third The Ag atoms are precipitated out by temperatures greater than 450◦C.

Fourth At temperatures above 500◦C NaF crystals nucleate about the Ag atoms, locally mod-
ifying the refractive index.

By this method it is possible to produce filters having more than 104 periods, yielding notch
widths of 10’s of picometers.

(a) The Bragg condition visible as a dark band
though the laser speckle on the screen.

(b) Note the wide Bragg
band

(c) Here the Bragg condi-
tion is less clear.

Angular Filter

Spectral Filter

(d) The Bragg filter is bi-
conditional.

(e) Spatial and angular filtering of a laser
beam.

Figure 1.5: Demonstrations of Bragg gratings properties. (Optigrate Corp.)
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1.6. Thesis Structure

The Bragg condition may be satisfied by a range of wavelengths, at different angles, this
gives rise to the curved rejection-band when the incident wavelength doesn’t perfectly match
the normal Bragg condition, this is a manifestation of the Ewald Sphere. In practice the filters
are used in series, with each providing an optical density of 3 where the Bragg condition is met,
each filter is mounted in a kinematic mount and its angle tuned to reject the Rayleigh scatter
as much as possible.

Figure 1.6: An ideal ULF Raman set-up, for use with a single stage spectrometer. (Optigrate
Corp.)

The Bragg notch filters (BNFs), as described above, were implemented in the µPL set-up,
with a Bragg pass filter (BPF) used to clean a 532 nm wavelength, 1 MHz, 0.1 pm linewidth
diode-pumped-solid-state laser, aligned into the excitation path. In the collection arm, imme-
diately preceding the spectrometer focussing lens, three BNFs were used to reject the Rayleigh
scattered light with an effective optical density of 9. Without building a dedicated set up, as
detailed in figure 1.6, or applying a screen to remove laser scatter from mirrors, and neutral
density filters, the performance of the system is limited.

1.6 Thesis Structure

This work is split into two parts, the first part, I: Preliminaries, offers a chapter 1 which serves to
introduce the reader to the topics required to appreciated the context in which the experimental
work was conducted. In the following chapter the optics of transition metal chalcogenides is
discussed including sections for excitonic properties, 2.1, and the Raman effect, 2.2. The final
chapter 3 for the first part is a description of the experimental techniques, discussing optical
spectroscopic techniques for detection of the Raman effect 3.1.1, and Photoluminescence 3.1.2.
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The second part II: Results of Experimental Studies, where the main work achieved over the
course of study is presented in the following chapters:

• 4, Raman Studies of MoxW(1−x)S2 Alloys

• 5 Raman Studies of Indium Selenide

• 6, Raman Studies of Twisted MoSe2/WS2 Heterobilayers.

Finally, conclusion is made, with a perspective on the results and the outlook for future
work in the field of ultra-low-frequency Raman spectroscopy on 2D materials.
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Chapter 2

Semiconducting Transition Metal
Chalcogenide Optical Properties

Semiconductor materials are those where the Fermi level of the electrons occurs at an energy
that lies between the resulting energy bands of the bonding electrons of the chemical species
of a crystalline material, with energies such that electrons may be thermally excited between
valence and conduction bands. The technological significance of these materials is that their
electronic properties may be altered by modest electromagnetic fields, such that they can be
used as substrates for computing, or as sensors in diverse applications.

2.1 Electronic Band Structure and Excitons

Figure 2.1: Illustrations of the E–K diagrams for exciton recombination processes from: a,
direct; and b, indirect band gap semiconductors. Figure adapted from reference [1].

Excitons are quasiparticles formed as an electron in the conduction band bound to a hole in
the valence band by the Coulomb interaction. They may be generated via electrical injection,
formed spontaneously as in the case of the excitonic insulator, or produced through absorption
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Chapter 2. Semiconducting Transition Metal Chalcogenide Optical Properties

of photons via interband transitions. Figure 2.1 contains E-K diagrams to show the difference
in recombination of exciton electron–hole pairs in; direct–gap and indirect–gap semiconductors.
Photoexcitation, with energy greater than the fundamental bandgap may produce interband
transitions of carriers, resulting in an additional hole in the valence band, and electron in the
conduction band. Immediately following the transition, before the carriers relax to a ground
state and form an exciton, they may recombine via a process called hot luminescence, shown in
panel b, otherwise the carriers relax non-radiatively via scattering by phonons or other carriers,
in the case in Auger scattering, to a ground state, or by scattering into defect states.

Figure 2.2: Calculated band structures for MoS2 (a) bulk, (b) quad-layer, (c) bilayer, and (d)
monolayer. The solid arrows indicate the lowest energy transitions. Bulk MoS2 is characterised
by an indirect bandgap where the transition takes place between the Γ point of the conduction
band and a valley between Γ and K, there also exists a locally direct gap at the K point.
With reduced layer thickness, the indirect bandgap becomes larger, while the direct excitonic
transition changes little. The case for the monolayer in d, it that the K point transition is the
bandgap minimum. These calculations have been confirmed by direct observation using ARPES
[2]. Figure from reference [3].

The nature of this ground state can be, as in figure 2.1 a, direct, whereby the electron and
hole have the same value of crystal momentum and can recombine with the emission of a photon.
The alternative, shown in 2.1 b, is that the electron and hole take different values of crystal
momentum and since the crystal wavevector of photons is relatively negligible, recombination
requires interactions with other quasiparticles, typically phonons.
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2.2. Raman Effect in TMDs

Specifically in TMDs these excitons some hybrid of Wannier-Mott and Frenkel excitons,
with a Bohr radius of the order of the lattice constant [4] but not bound to specific atoms, with
a wave function spanning multiple unit cells[5].

The band structure for MoS2, is shown in figure 2.2 demonstrating the indirect-direct
band gap transition in the monolayer. This observation is a result of the quantum confinement
effects; density function theory (DFT) calculations show that the conduction band states at
the K -point result from localised Mo d-orbitals and are quantitatively unaffected by interlayer
coupling. The states near the Γ -point are given by combinations of the anti-bonding pz -orbitals
from the S atoms and the d-orbitals on the Mo atoms. Modification of the number of layers
results in a change of the states at the Γ -point while change of the band energies at the K-point
is negligible [2], [3].

In TMDs there exists significant spin orbit coupling, not shown in the calculated MoS2

bandstructure in figure 2.2, a pictorial representation of this SOC is made in E–K diagrams of
figure 2.3. The figure shows the band transitions at the K and K ′ points for monolayer tungsten
dichalcogenides, panel a, and molybdenum dichalcogenides, panel b: It can be seen that the
valence band states are split, this is due to the strong SOC of the heavy metal d-orbitals which
constitute this band at ±K, this splitting persists at all thickness and results in the exciton
B-transition. In the case of the conduction band, the spin splitting is present due to weak
mixing of non-SOC d-orbitals with chalcogen p-orbitals [6], [7].

(a) Tungsten dichalcogenides. (b) Molybdenum dichalcogenides

Figure 2.3: The difference in the sign and magnitude of the spin orbit coupled conduction band
splitting in TMDs. Figure from reference [8].

2.2 Raman Effect in TMDs

The Raman effect describes the inelastic scattering of light, as discovered in liquids by C.
V. Raman and K. S. Krishnan [9] and in crystals by G. Landsberg and L. Mandelstam [10].
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Spectroscopically apparent as a set of satellite peaks around the excitation source frequency,
Raman scattered light reveals low energy excitations within a system.

2.2.1 Basic Theory

Unlike Rayleigh scattering, where no change in photon energy is observed, Raman scattering is
characterised by a decreased (Stokes) or an increased (anti-Stokes) photon energy. The energy
change arises due to the photon exciting a substance from a ground to a virtual or short lifetime
state from which the substance relaxes to some mechanically excited state with the emission
of a lower energy photon. The mechanism of excitation is via the photon’s interaction with
the electron density shared by atoms of substance as a chemical bond. The polarisation of this
electron cloud can be understood quantum mechanically, starting with the Hamiltonian of the
system;

H = Hν +Hem +Hint, (2.1)

which is expressed as the sum of the contributions from the bond vibration energy, the pho-
ton’s electromagnetic field energy and a term describing the interaction between the two. The
vibrational term describing kinetic and potential energy is

Hν = 1
2m(p2 + ω2

0q
2) (2.2)

where ω0 is the normal mode angular frequency, q is the mode amplitude, and p is the mo-
mentum. In the simple harmonic approximation, bosonic creation and annihilation operators
of molecular vibration b† & b may be applied in the expression of q;

q =
√

~
4πµω0

[b† + b] (2.3)

with µ representing the electric dipole moment of the excitation. The vibrational Hamiltonian
is thus;

Hν = ~ω0[b†b+ 1
2] (2.4)

Addressing the Hamiltonian of the field and applying creation and annihilation operators in
a similar fashion to before yields a quantised field;

Eλ =
√

2π~ωL
εV

∑
Kλ

ekλi[a
†
kλ

+ akλ ] (2.5)

where ωL is the laser frequency, ekλ is a unit vector describing the field polarization, V is
the interaction volume and ε is the permittivity. Inspection of the equations 2.4 & 2.5 allows
a treatment of the field as a collection of many quantum harmonic oscillators allowing the
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2.2. Raman Effect in TMDs

Hamiltonian for the field

Hem = ~ωL[a†a+ 1
2]. (2.6)

The remaining term in the system Hamiltonian is due to the photon’s EM field impinging
on the bond and resulting in a polarization, the interaction Hamiltonian can be produced by
applying first-order perturbation theory and using the electric dipole approximation. Consid-
ering the bond polarization as P = α ·E and expanding the polarisability α of a phonon mode
about the mode amplitude q,

α = α0 +
(
∂α

∂q

)
0
q +

(
∂2α

∂q2

)
0

q2

2 + . . . (2.7)

The interaction Hamiltonian is,

Hint = E · α · E

= E · α0 · E +
(
∂α

∂q

)
0
E · q · E + . . .

(2.8)

The first term describes Rayleigh scattering, the second is first-order Raman scattering
single phonon interactions and higher order terms describe higher-order, multi phonon events.
To show this, simple expressions q(t) = q0 cos (Ωt) & E(t) = E0 cos (ωt) for mode amplitude and
the electric field, respectively, may be substituted in P = α · E, retaining only the first-order
Raman term which results in an induced dipole moment

α1E0q0 cos (ωt) cos (Ωt) = 1
2α1E0q0[cos

(
(ω + Ω)t

)
+ cos

(
(ω − Ω)t

)
] (2.9)

The result describes the Stokes (ω−Ω) and the anti Stokes (ω+Ω) frequencies of the Raman
scattered photon. Returning to the quantum mechanical description and substituting the field
E = EL + ES + EaS into equation 2.9; where EL is given by the quantised field of equation
2.5 and the subscripts L, S, & aS refer to the Laser, Stokes and anti-Stokes fields, respectively.
The interaction Hamiltonian far from any resonance, becomes a symmetric function

Hint ≈
(
∂α

∂q

)
0

{ ∑
kSkL

√
2ωLωS
ω0

(ekL · ekS )(a†kSb
†akL + akSba

†
kL

)δ(kL − kS −K) + . . .

∑
kaSkL

√
2ωLωaS
ω0

(ekL · ekaS )(a†kaSbakL + akaSb
†a†kL)δ(kL − kaS +K)

}
(2.10)

The delta function serves to exclude wave vectors violating the conservation of momentum
from contributing and the two branches refer to the Stokes and anti-Stokes photons. It is
insightful to compare the relative intensities of the Stokes and anti-Stokes transitions, applying

27



Chapter 2. Semiconducting Transition Metal Chalcogenide Optical Properties

Fermi’s Golden Rule, the Stokes intensity is

I(ω − Ω) ∝
∣∣〈nK + 1|Hint |nK〉

∣∣2 ∝ nK + 1 (2.11)

where nk is the population of the phonon mode with wave vectorK, the anti-Stokes intensity
is, similarly,

I(ω + Ω) ∝
∣∣ 〈nK − 1|Hint|nK〉

∣∣2 ∝ nK . (2.12)

At a thermal equilibrium with temperature T where the mode population nK is given by
the Planck distribution function 1/[exp

{
~Ω/kB T

}
− 1] the ratio between the two is;

I(ω + Ω)
I(ω − Ω) = 〈nK〉

〈nK〉+ 1 = exp
{
− ~Ω
kBT

}
, (2.13)

thus displaying a temperature dependence on the mode populations and the scattering
intensities. The number of photons incident on a sample is considerably greater than the
phonon populations of either the ground or excited vibrational states and hence the majority of
photons are scattered by Rayleigh scattering, with a small proportion, ≈ 10−7 photons scattered
by the Raman effect.

2.2.2 Symmetry Selection Rules

Symbol Significance

E Einheit, the identity operation

Cn n-fold proper rotation about some axis

Sn n-fold improper rotation about some axis, equivalent to a proper
rotation followed by reflection in a mirror plane perpendicular to the
rotational axis

i Inversion through a center of symmetry

σh,v,ord Mirror reflection though a plane horizontal, vertical, or dihedral to
primary Cn axis

Table 2.1: Schönflies’ notation for symmetry operations [11].
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Symbol Significance

A Singly degenerate state, symmetric with respect to rotation about
the principal Cn axis

B Singly degenerate state, antisymmetric with respect to rotation about
the principal Cn axis

E Doubly degenerate (Entartet)

T Triply degenerate

Xg Gerade, symmetric; the sign of the wavefunction does not change on
inversion of the unit cell

Xu Ungerade, antisymmetric; the sign of the wavefunction changes on
inversion of the unit cell

X1 The sign of the wavefunction does not change upon reflection about
a horizontal plane perpendicular to the principal axis

X2 The sign of the wavefunction changes upon reflection about a hori-
zontal plane perpendicular to the principal axis ll

′ Symmetric with respect to a horizontal symmetry plane σh

′′ Antisymmetric with respect to a horizontal symmetry plane σh

Table 2.2: Mulliken’s symbols for irreducible representations [12].

Ostensibly, Raman activity involves exclusively q ≈ 0 events, since it is a near equilibrium
process and crystal momentum should be conserved. From this, and considering Noether’s first
theorem; the Raman active modes in a crystal or molecule are determined by the symmetry
of the system. The set of transformations — rotations, reflections & inversions (table 2.1) —
preserving the crystal lattice forms a mathematical group expressible as a set of irreducible
representations.

In order to determine the Raman-activity of a material, the symmetry considerations of the
Hamiltonian necessitate the application of group theory to the molecular or crystal structure
[11]. Beginning with simple spatial transformations, i.e. proper rotations, reflections and in-
versions, those which leave the structure in an indistinguishable configuration following their
operation define the point group of the system, as described by Schönflies [13]. Assigning ‘char-

29



Chapter 2. Semiconducting Transition Metal Chalcogenide Optical Properties

acters’ to each class of operation allows the construction of so-called irreducible representations
of the point group which can in turn be denoted using the system defined by Mulliken [12]
(table: 2.2). It is these irreducible representations that one assigns Raman active modes to.

From the tensor form of the polarisability ←→α , noting that it’s second rank symmetric and
transforms quadratically, the presence of the polarisability in the Hamiltonian for the Raman
interaction gives the condition that the Hamiltonian also be quadratically transformable; the
corollary of which is that the characters of the symmetry operations constituting the irreducible
representations of the point group dictate the symmetry of the lattice vibrations contributing
to the Raman effect.

Inspecting the character table for a given point group, e.g. table 2.4, one may notice in the
two rightmost columns both rotations (‘R’s), translations (‘T ’s), and coordinate products (‘α’s),
these are assigned to the irreducible representation under which these variables transform. It
is thus the quadratic coordinate products which relate to the Raman activity of an irreducible
representation.

Symbol Symmetry Operations

Cn(and h, or v) Cyclic; n-fold rotational axis with either a single horizontal (h) or
n vertical (v) mirror planes

S2n | n ∈ 2Z Spiegel; 2n-fold rotation-reflection axis, where n ∈ 2Z− 1 | Sn ≡
Cnh

Dn(and h, or d) Dihedral: One Cn axis with; n-C2 axes with one horizontal and
n vertical mirror planes (h); or n vertical mirror planes passing
between C2 axes (d)

T(d or h) Tetrahedral: Three C2 axes, and four C3 axes with three diagonal
(d) or horizontal mirror planes (h)

O(h) Octahedral: Three C4, four C3, and six C2 axes with horizontal
mirror planes (h)

I(h) Icosahedral: Six C5, ten C3, and fifteen C2 axes including hori-
zontal mirror planes (h)

Table 2.3: A summary of the Schönflies’ notation for point groups [11].
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2.2. Raman Effect in TMDs

D6h E 2C6(z) 2C3 C2 3C ′2 3C ′′2 i 2S3 2S6 σh(xy) 3σd 3σv
Translations,

rotations
quadratic
functions

A1g +1 +1 +1 +1 +1 +1 +1 +1 +1 +1 +1 +1 – x2 + y2, z2

A2g +1 +1 +1 +1 -1 -1 +1 +1 +1 +1 -1 -1 Rz -
B1g +1 -1 +1 -1 +1 -1 +1 -1 +1 -1 +1 -1 - -
B2g +1 -1 +1 -1 -1 +1 +1 -1 +1 -1 -1 +1 - -
E1g +2 +1 -1 -2 0 0 +2 +1 -1 -2 0 0 (Rx, Ry) (xz, yz)
E2g +2 -1 -1 +2 0 0 +2 -1 -1 +2 0 0 - (x2 − y2, xy)
A1u +1 +1 +1 +1 +1 +1 -1 -1 -1 -1 -1 -1 - -
A2u +1 +1 +1 +1 -1 -1 -1 -1 -1 -1 +1 +1 z -
B1u +1 -1 +1 -1 +1 -1 -1 +1 -1 +1 -1 +1 - -
B2u +1 -1 +1 -1 -1 +1 -1 +1 -1 +1 +1 -1 - -
E1u +2 +1 -1 -2 0 0 -2 -1 +1 +2 0 0 (x, y) -
E2u +2 -1 -1 +2 0 0 -2 +1 +1 -2 0 0 -

Table 2.4: Character table for the D6h point group.

2.2.3 Resonant Raman Scattering

Ordinary Raman scattering holds the same dependence of scattering intensity with energy as
Rayleigh scattering i.e. I ∝ ω4

L, where the scattering occurs mainly through virtual intermediate
vibrational or electronic transitions. In the vicinity of electronic interband transitions, however,
there arises structure in the polarisability α the scattering Intensity is modified to

I ∝ ω4
L

∣∣∣∣∣∂α(ω)
∂q

∣∣∣∣∣
2

0

〈
q2

0

〉
(2.14)

with an enhancement of the scattered intensity at electronic resonances and the allowance
of contribution from antisymmetric Raman tensor components. Interactions with many-body
effects such as excitons modify the allowed Raman modes due to the product of the space group
symmetries of the participating excitations resulting in a greater number of symmetric elements
contained in the Raman tensor.

Forbidden modes, those arising from some q-dependent part of the Raman tensor, by optical
phonons and polaritons can also be observed due to enhancements due to Fröhlich interaction
with longitudinal field of LO phonons.
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2.3 Transition Metal Chalcogen Lattice Vibrations

Figure 2.4: Illustrations of the vibrational modes of TMDs, of bulk, bilayer and monolayer
thickness. Labelled according to their symmetry, and their optical activity, either Raman (R),
infrared (IR), optically inactive (Silent). Layer breathing and shear modes are labelled as
LB, and C, respectively; or acoustic, out of plane, longitudinal, or transverse; ZA, LA, TA,
respectively. Figure from [14].

Bulk TMCs of the 2H polytype belong to the D6h point group where the modes are characterised
at Γ as follows:

• Acoustic: A2u, and E1u.

• Raman Active: A1g, E1g, E1
2g, and E2

2g.

• Infrared Active: A2
2u, and E1u.

• Optically Inactive: B1
2g, B2

2g,B1u, and E2u.

Reducing the number of molecular layers of the TMC eventually modifies the symmetry of the
system, due to reduced translational symmetry along the z-direction, perpendicular to the basal
x–y plane. The reduction in symmetry becomes significant below 10 layers where odd numbers
of layers belong to the D3h point group owing to a horizontal reflection plane σh though the
transition metal plane. In the case of the monolayer, the vibrational modes of the lattice can
be expressed as:

• Acoustic: A′′2, and E′

• Raman Active: A′, E′, E′, and E′′

• Infrared Active: A′′2, and E′
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2.3. Transition Metal Chalcogen Lattice Vibrations

Bilayer samples of TMDs, having an inversion symmetry about points in between the two layers,
belongs to the D3d point group with the following modes:

• Acoustic: A2u, and Eu
• Raman Active: A1

1g, A2
1g, A3

1g, E1
g, E1

g and E3
g

• Infrared Active: A2u, and Eu

These modes are summarised and illustrated in figure 2.4.

Figure 2.5: Calculated WS2 phonon dispersion for bulk and monolayer thicknesses. Figure from
reference [15].

It is instructive to view the phonon dispersion for TMDs in figures 2.5 and 2.6. For non res-
onant Raman Scattering in highly crystalline samples (i.e. with long range order), only Raman
active modes at q = 0 at the Γ point, can be observed in first-order normal-incidence backscat-
tering geometry, these are labelled for monolayer and bulk. For more disordered samples, with
crystallites having finite domain sizes, the scattering condition is somewhat relaxed to q ≈ 0
and spectroscopic Raman peaks are broadened by scattering contributions away from Γ. In the
case of unidirectional strain, the phonon modes at q = 0 split into the TO and LO components,
which can appear to broaden the spectroscopic peaks.
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Figure 2.6: Calculated MoS2 phonon dispersion for bulk and monolayer thicknesses, the points
in the bulk calculation are points measured by Neutron scattering experiments[16]. Figure from
[17].

In the WS2 dispersion shown in figure 2.5 the LA(M) phonon is highlighted as this phonon
is involved with a double resonant Raman process for the excitation wavelengths in the range
(510–550) nm, scattering conduction band electrons between the K valley and a local valley
along Γ–K.
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Chapter 3

Experimental Methods

3.1 Optical Spectroscopy

Light–matter interactions are used by many life-forms in order to detect the reality in which they
exist When in 1666, Sir Isaac Newton demonstrated the chromatic dispersion of transparent
media, he realised an important means by which nature could be studied. His contemporaries
speculated the observations were manifestations of ghosts and titled themselves ‘ghost watchers’,
which results from the following: ‘ghost’ in Latin (spectrum), and ‘watcher’ in Greek (scopos)
– to provide the term ‘spectroscopy’. Over time this technique has developed in to a diverse
range of techniques spanning all energy-, and time- scales. The following techniques are used
in this work.

3.1.1 µ–Raman Spectroscopy

Ultra low frequency Raman spectra were collected with samples at room temperature and under
vacuum in a home-built free-space set-up. The system used a 100 mW 532 nm single mode DPSS
laser manufactured by Cobolt, model 04–01 with a spectral linewidth <1 MHz, and wavelength
stability of 2 pm over ± 2 ◦C and 8 hrs. This excitation source was attenuated to the desired
power using a neutral density filter and checked before and after each measurement.

Polarisation optics designed for operation at the excitation wavelength in the configuration;
λ
4 —LP— Sample — LP— λ

2 , which allows arbitrary polarisation independent in excitation and
analysis relative to the crystal axis, and in case of the use of high density gratings, matching
with the spectrometer’s holographic grating axis. The polarisation configurations that were
used for experiments were the linearly co-polarised, and cross-polarised with Porto notations;
(z̄(xx)z), (z̄(xy)z), respectively. The sample was mounted in a cryostat on a motorised x − y
positional stage and held under vacuum at room temperature for all Raman measurements.
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Figure 3.1: A schematic of the system used to perform µ-Raman spectroscopy: ‘M’ denotes
a mirror; ‘LP’ a linear polariser; ‘BNF’s are Bragg notch filters; ‘λ/4’, ‘λ/2’ are quarter, and
half waveplates, respectively. Red and blue lines indicate laser tails and noise rejected from the
excitation path by transmission by ‘BNF 1’ and then absorbed by a beam dump; additionally
they represent the sample’s Raman signal, coupled to the spectrometer after BNF 4.

Rayleigh scattered light was rejected by the use of four Optigrate Bragg notch filters (BNFs);
‘BNF 1’ served the dual purpose of injecting the laser light into the backscattering axis, and
along with the other three – ‘BNF 2,3, & 4’ – used to reject the laser in the collection path.
The light was analysed using an f−matched Princeton Instruments SP750 0.75 m mirror spec-
trograph with a 1800 lines/cm grating dispersing light on to a back illuminated LN cooled
Princeton instruments PyLon CCD. The optical path with significant intensity only comes to
focus at the sample, under vacuum, preventing the observation of spurious Raman lines due
to the Rotational modes of atmospheric species, especially N2 or O2. The low power of the
signal at the spectrometer entrance slit focus produces negligible scattering. Laser power for
Raman measurements was typically set at 0.5 mW to achieve negligible sample heating and
sufficient signal:noise ratio. The spectral resolution of this system was ≈ 0.4 cm−1, and the
spatial resolution ≈ 1µ m.

3.1.2 Photoluminescence Spectroscopy

Photoluminescence spectra were acquired from samples held under vacuum at room temperature
from a home-built free space system. Multiple excitation sources were available, with 532 nm
excitation used for this work. A single high NA 50x objective lens was used to focus the
excitation and collect backscattered light. This light was analysed using a Princeton Instruments
SP750 0.5m mirror spectrograph with a 300 lines/cm grating dispersing light on to a back
illuminated LN cooled Princeton instruments PyLon CCD. Laser power for PL measurements
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was at most 50 µW.

3.2 Atomic Force Microscopy

Figure 3.2: The basics of an AFM system. [Veeco]

Atomic Force Microscopy involves the use of an atomically fine tip to probe the topography of
a sample, it is a powerful technique capable of yielding significant information about a sample,
from magnetic properties, though to frictional and mechanical properties, all at the nanoscale.
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Figure 3.3: A typical force—separation graph for an AFM tip. [Veeco].

The probe tip is fabricated on the end of a small cantilever beam which deflects as it interacts
with the sample; it is this deflection that is processed to image the sample. Several basic modes
of operation exist in AFM, contact, non-contact, and tapping. Observation of figure 3.3, shows
two highlighted regions where the tip—sample interactions are significant; in the contact regime
(distance, d < 1 nm) the exchange interaction and Coulomb repulsion dominate and the net
force is repulsive, in the non-contact regime (distance, d > 1 nm) van der Waals, dipole—dipole,
and electrostatic interactions prevail and the net force is attractive.

The Tapping mode is essentially a hybrid of both contact and non-contact modes; the tip
oscillated such that it intermittently comes into contact with the sample. The advantage of
tapping is that it circumvents the risk of damaging the sample with the high force of contact
mode, and the problem of snap down in non-contact mode where the ambient water meniscus
pulls the tip down into contact. Tapping mode is used exclusively in the following work.

The atomic tip of the probe requires very precise control and the apparatus involved is
detailed in figure 3.2. The entirety of the actuation of the tip is performed by piezoelectric
crystals, for the precision they afford, from the raster scanning of the tip, to the oscillation of
the cantilever. The deflection of the cantilever is probed as a light lever, using a laser reflected
on to a photodiode array.
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Figure 3.4: The principle of phase imaging, pictorially represented.

In tapping mode the cantilever is driven just below its resonant frequency (50 − 500kHz),
to achieve the highest resolution of the system, and is typically operated in an amplitude
modulated fashion, where the dedicated feedback electronics modulate the height in order to
maintain a constant cantilever amplitude. It is this modulation in height, the phase of the
cantilever oscillation relative to the drive (figure 3.4), and the amplitude of the oscillations that
are recorded and used to build images of the sample.

Figure 3.5: Artefacts may arise in the height profile where compliant regions are present, this
indicates the importance of the amplitude data.
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Results of Experimental Studies
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Chapter 4

Raman Studies of MoxW(1−x)S2
Alloys

4.1 Introduction

Semiconductor alloys have long been a useful method of engineering the band gaps and Fermi
levels of dielectric materials for use in building optoelectronic devices. In the field of 2D materi-
als, where there exist a large number of materials with diverse bandgaps and optical properties
4.1, the ability to produce alloys in such systems heralds a means to produce a greater spectrum
of bandgaps for implementation in the growing technological applications of 2D materials. Un-
derstanding the excitonic properties and the Raman dependencies as a function of alloy content
is therefore necessary.

Ultra low frequency Raman spectroscopy, and its sensitivity to the interlayer vibrations
present in van der Waals materials, provides a technique to determine accurately the alloy
content in the MoxW(1−x)S2 alloy system, with greater specificity and ambiguity than high-
frequency modes.

Presented in this chapter is a comprehensive optical study of the MoxW(1−x)S2 alloy system
at room temperature and under vacuum; from photoluminescence and reflectance contrast to
the high-, and low-frequency Raman response.

The bulk material was grown by HQ Graphene (Groningen, Netherlands) and characterised
by EDX data and high-frequency Raman. The nominal concentrations were derived from the
targeted growth stoichiometry, and do not agree with the EDX data perfectly. Samples were
prepared using tape exfoliation from bulk on to PDMS films, after which suitable flakes could
be measured for room temperature photoluminesence, or transferred on to 90 nm SiO2 on Si
substrates for reflectance contrast, and Raman studies.
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Figure 4.1: Diversity in the excitonic bandgaps as a function of in-plane lattice parameter for
various 2D materials, from ref. [1].

4.2 Results and Discussion

4.2.1 Excitonic Optical Response

Reflectance contrast (RC) spectra shown in figures 4.2(b), and 4.4 show features due to optical
absorption by band edge excitonic resonances of TMDs, the two distinct resonances; A- (2.01–
1.91 eV), and B- (2.41-2.04 eV); result from valence band spliting due to spin orbit coupling [2].
In figure 4.4, the broader spectral range captures a lower energy absorption band corresponding
to the indirect exciton which red-shifts with increasing layer number.
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Figure 4.2: (a) Photoluminescence; (b) Reflectance contrast measurements; (c) composition
dependence of excitonic resonances; and (d) the extracted spin orbit splitting between A and B
resonances for exfoliated mono-layer and tri-layer MoxW(1−x)S2. The vertical line in (b) depicts
the excitation wavelength (532 nm, 2.33 eV) used in this work. The results of the quadratic fits
of the bowing effect from (c) can be seen in 4.1, including the results for tri-layer. All adjusted
R–Square values are above 0.98, and reduced χ2 values below 3× 10−7. The spin orbit coupling
extracted from RC measurements in (c) is shown in (d), and plotted with both a linear and
quadratic fits, with adjusted R–Square values of 0.995, & 0.996 respectively.

From room temperature photoluminescence (PL) spectra in figure 4.2(a), A and B excitons
are radiative, in the monolayer the lower energy A exciton provides the bulk of the quantum yield
though direct luminescence and the B exciton radiates via a hot luminescence process involving
acoustic phonons. The A peak appears asymmetric in room temperature PL measurements due
to the presence of a negative trion state, A−, due to n-dopants [3], this asymmetry is consistent
and suggests that doping is not significantly modified by ∆[Mo] under the fabrication conditions
of these alloys. In bi-, and tri- layer flakes, the excitonic ground state is an indirect transition
near the Γ point of the Brillouin zone as can be seen in figure 4.3. In the case of multi-layer
flakes, emission from both A and B excitons is due to hot luminescence as carriers around the
K points recombine before fully relaxing [4].
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In many semiconductor alloy systems the optical band gap can be observed to be parabolically
modulated by alloy concentration due to the different electronegativities of the alloy species,
and the modification to the periodicity of the lattice [5], this effect can be described by the
equation [6];

EPL(MoxW1−xS2) = (1− x)EPL(x=0) + xEPL(x=1) − bx(1− x) (4.1)

.
The so-called bowing parameter b descibes four times the deviation of EPL(MoxW(1−x)S2) from

linearity at equi-molar concentration [Mo] = 0.5, and in most semiconductor alloy systems the
bowing parameter varies from a few meV to 3 eV [7]. Table 4.1 shows the values extracted from
fitting equation 4.1 to the mono-layer, and tri-layer data shown in figures 4.6 & 4.5, respectively.

Fit EPL(x=0) (eV ) EPL(x=1) (eV ) Bowing Parameter, b (meV )
PL A− 1.97±0.01 1.86±0.01 238±26
PL A0 2.01±0.01 1.89±0.01 209±20
RC A 2.02±0.01 1.91±0.01 214±16
RC B 2.41±0.01 2.04±0.01 199±39
PL 3L A 1.93±0.01 1.85±0.01 104±28
RC 3L A 2.00±0.01 1.88±0.01 245±23
PL 3L B 2.35±0.08 1.98±0.02 132±169
RC 3L B 2.42±0.01 2.06±0.01 328±40
PL 3L I 1.75±0.02 1.56±0.03 149±97
Ref.[8] B exp. 2.36 1.98 190±60
Ref.[8] A exp. 1.99 1.85 250±40
Ref.[8] A calc. – – 280± 40
Ref.[9] A exp. 2.02±0.01 1.89 ±0.01 250±30
Ref.[10] A exp. 2.02±0.01 1.89±0.01 ≈ 260

Table 4.1: Fit results of bandgap bowing equation 4.1 applied to PL data in figure 4.2, compared
with values from literature.

Values for the bowing parameters for MoxW(1−x)S2 from other works [8]–[10] concord within
the error margins. Comment should be made on the fact that this work reports data for the
A0 and A− separately, having resolved the emission from the two complexes through fitting of
the PL data: The derived bowing parameter for the A0 emission is smaller, but the bowing of
the A− complex provides a closer match with previous results, especially for ref. [8] where the
emission energies of MoS2 and WS2 match best with the A− PL, suggesting significant doping
in their samples.
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Figure 4.3: Normalised photoluminescence spectra for mono-, bi-, and tri- layer; leftmost, WS2;
middle, Mo0.6W0.4S2; and rightmost, MoS2. Excitation wavelength; 532 nm, 2.33 eV.

The extracted SOC coupling for the mono-layer in figure 4.2(d) suggests a small degree
of bowing; (−27.3±11.3) meV, which is not expected from theoretical evaluation omitting SO
effects, and previous experimental studies on the MoxW(1−x)S2 system having not observed this
effect. However, in the MoxW(1−x)Se2 system where the SO effects are much more pronounced,
a significant SOC bowing is observed [11], thus, in MoxW(1−x)S2 this effect should also be
non-zero. For the tri-layer case in figure 4.2(d) the extracted bowing parameter is considerably
larger and of opposite sign, (83±29) meV.

Figures 4.3, 4.4 & 4.5 demonstrate the progression of the excitonic resonances with differing
layer thickness. Figure 4.3 shows photoluminescence response with the presence of the indirect
exciton peak, labelled as ‘I’, which manifests as a much broader feature in the reflectance
contrast measurements of figure 4.4. The fitted peak centres of trilayer are plotted as a function
of [Mo] in figure 4.5, and the parameters of the parabolic fit are compared with monolayer values
in table 4.1.
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Figure 4.4: Normalised reflectance contrast spectra for mono-, bi-, and tri- layer; leftmost,
WS2; middle, Mo0.6W0.4S2; and rightmost, MoS2. The excitation wavelength for Raman and
PL studies is marked with a vertical, solid black line at 532 nm, 2.33 eV.

Figure 4.5: Extracted peak positions from RC and PL measurements on exfoliated 3L
MoxW(1−x)S2 showing the quadratic fits of the data, the results of which can be seen in table
4.1.
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4.2.2 Raman Response

This study uses 532 nm laser excitation for both Raman and PL, providing a pumped resonance
of the B exciton for [Mo]<0.4; under resonance, selection rules for Raman processes are greatly
relaxed due to the product of the space group symmetries of the participating excitations – in
this case excitons and phonons – resulting in a greater number of symmetric elements contained
in the Raman tensor. Additionally the Q = 0 condition of Raman scattering is relaxed for
second order modes by the uncertainty present in the exciton momentum [12].

Since the symmetry groups for the bulk and few-layers of TMDs in question are different,
the notations used for peak assignment should strictly also differ, though they originate from
similar vibrational modes [13]–[15]. To ease communication, however, the peak notations for
bulk material will be followed.

High Frequency Raman

In figure 4.6(a) co-polarised, high-frequency spectra for tri-layer samples are shown, normalised
to the highest intensity Raman mode: 2LA(M) for WS2, and A1g for [Mo]>0. Prominent
intra-layer optical phonon E2g and A1g peaks are observed in the ranges (350–385) cm−1 and
(400–420) cm−1, respectively. Trilayer Raman data is used to demonstrate the trends present
in mono- and bi-layer flakes, and was chosen for the improved signal:noise and the clarity and
reliability of the data and resulting fits and analysis. In WS2 and low [Mo] samples there
appears an additional double-resonant peak due to the 2LA(M) Phonon mode at ≈ 350 cm−1.
Panel (b) of figure 4.6 shows the cross-polarised spectra in the same wavenumber range, in such
configuration only the out of plane E modes are present, and a clear two-mode dependence can
be observed, the peak positions of which are in the figure 4.6(e).

The trends of the first order optical high-frequency Raman modes are in agreement with
previous reports [10], [16]. But it is noted that in addition to the previously observed two mode
behaviour of the E1g peaks, the A1g peak can also be decomposed into two peaks, overlapping
to produce the appearance of single mode behaviour (fig.4.6(c,e)). This suggests that disorder
of the alloy domains may not be as great as had been assumed previously from consideration
of the Raman linewidth broadening, as would be the case due to finite domains relaxing the
Q = 0 condition of Raman scattering.

The form of the trends of the mode frequencies of both MoS2-, & WS2- like modes in figure
4.6 c, and e, for both A1g, & E2g, fit to sigmoid and cubic functions with Adj. R-Square values
ranging from (0.989–0.999). The higher frequency branches – WS2 A1g, & MoS2 E2g take the
sigmoid form, whilst the lower frequency branches – WS2 E2g, & MoS2 A1g – take cubic forms.
Modified random-element-isodisplacement (MREI) modeling does not predict these subtleties
[16]; it excludes bi-modal behaviour of A1g and provides fits less accurate than presented here.
Looking for explanation in the phonon dispersions of MoS2 and WS2 (ref.[17] (figures 2.6 &
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2.5)) one might speculate that an avoided crossing of the phonon branches between Γ & M

points of the Brillouin zone could modify the Raman active modes observed at Q = 0.

Figure 4.6: Raman response in the high frequency for tri-layer MoxW(1−x)S2 in both co-
polarised, A+E symmetry, (a); and cross polarised, E symmetry, (b); scattering configurations.
Panels (c) & (e) show the extracted peak positions for (c); A1g, and (e) E2g first order Raman
modes, demonstrating the two mode behaviour. (d) Shows the relative intensities of the two
A1g components, showing a sigmoidal dependence.

The relative intensities of the bi-modal fitting of the A1g peak concord with sigmoidal
functions (figure 4.6 d), often seen in autocatalytic processes, this non-linearity represents the
entropy of the system, in that the phonon populations of a given mode (WS2–like or MoS2–like)
are unstable where the mixing of Mo and W elements is greatest, and phonon correlation length
lowest. The impact of the disorder at intermediate [Mo] and the additional phonon confinement
may be the cause of the modification of the Raman peak positions from linear trends predicted
by MREI. This deviation from theory may be explained in considering the experimental in plane
lattice parameters, which in MoS2 are a = 3.148 Å [18] and in the case of WS2, a = 3.153 Å [19],
a mismatch of only 0.2%. The maximum strain can be estimated in the same way ε = a−a0

a0
[20],

from first principles calculations by density-functional perturbation theory (DFPT) on MoS2

Raman shifts are altered by ±4 cm−1 at ε = ±1% [21], by reasonably assuming Hooke’s law
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and linearity at small strains, the modification at 0.2% should be of the order of 0.8 cm−1 which
would be close to satisfying the deviations from linearity observed in the E2g & A1g Raman
peak shifts as a function of [Mo].

Ultra Low Frequency Raman

Figure 4.7: Monolayer MoxW(1−x)S2 Raman response; (a) Low-frequency co-polarised, and
(b) Full range cross-polarised. Interlayer modes are absent in the monolayer, allowing clear
observation of ‘peak X’ in (a). Hot luminescence tails from the B-exciton can be seen in (b),
the order of the plotted spectra has been reversed for clarity, with the red trace as the [Mo] =
0 through to the Purple trace with [Mo] = 1.

Ultra-low-frequency (ULF) Raman spectra for mono-layer samples are shown in figure 4.7,
normalised in the acquisition time. In panel (a) co-polarised data are shown; in the mono-layer,
there are no optical phonon modes present in the ULF however, excitation resonant with the
B-exciton produces a peak – termed as ‘Peak X’ in the literature – at 28 cm−1 in WS2, which
red-shifts with increasing [Mo] and disappears for [Mo]>0.3. The purpose of the cross-polarised
data in figure 4.6(b) is to demonstrate the hot-luminescence tails due to the B-exciton resonance,
these are asymmetric about 0 cm−1 and due to the Stokes and anti-Stokes scattering from the
continuous populations of acoustic phonons from the exciton complex.

Bi-layer ULF spectra are presented in figure 4.8, the co-polarised spectra in panel (a) show
both shear (≈ 20 cm−1), and breathing – (30:45) cm−1 – interlayer modes, both modes blue-
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shift with increasing [Mo]. For low [Mo] the resonant peak masks the presence of the inter-layer
modes. In the cross-polarised configuration, the shear mode is the only inter-layer mode present,
in [Mo]=(0,0.1) spectra a resonant peak 2X can be observed at ≈ 45 cm−1. The inter-layer peak
positions are summarised in figure 4.10(b).

Figure 4.8: Bilayer MoxW(1−x)S2 low frequency Raman response; (a) co-polarised, and (b)
cross-polarised. Both shear (cyan rhombus) and breathing (magenta triangle) interlayer modes
are present in the spectra [Mo]< 0.4, but are masked by the ‘peak X’ feature (black squares).
Hot luminescence tails from the B-exciton can be seen to be quenched relative to the monolayer,
with shear modes and a feature 2X (black triangles) at 45 cm−1(b).

Tri-layer ULF Raman response can be seen in figure 4.9, at this layer-number the shear, and
breathing modes have approximately the same frequency, with breathing modes contributing
broad tails to the shear mode peaks. No splitting of the degenerate shear/breathing mode peak
is seen as a function of [Mo] suggesting that there is no significant change in the interlayer
coupling with the substitution of metal atoms in the lattice. Contributions from neighbouring
flakes of different thickness (bi-, and quad- layer) are marked with asterisks. Non-inter-layer
resonant features are observed for [Mo]<0.3. In [Mo]=0.3, where the excitation is slightly above
resonance the appearance of a Raman mode at 13 cm−1 is seen in in the tri-layer cross polarised
spectrum (fig.4.9 b, marked with an orange star). This peak at 13 cm−1 is not considered by
theories considering only optical phonons [13], [22], but is predicted by more simple models
taking in to account intra-layer forces and considering acoustic phonons [14]: Observation has
been made of a similar mode in trilayer MoS2 under resonant excitation [23]. This study’s
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polarisation resolved measurements suggests this mode is a shear mode of the C−2 branch in
the diatomic chain model (DCM). In the Tri-layer this peak belongs to the Eu symmetry which
should be forbidden in backscattering geometry, this constraint is lifted by the prescence of
Wannier excitons in TMDs [24] by Fröhlich electron—phonon interaction [25]. Another example
of these higher order acoustic layer vibrations is seen in figure 4.9 (a), magenta star, where an
additional breathing mode is observed at ≈ 40 cm −1 this corresponds to the first LB−2 mode, and
is often observed in mixed 2H/3R trilayers [26], [27]. Modification of the frequencies of the low
frequency Raman modes can be seen in figure 4.10(b), where the trend is adequately explained
by the change in mean density, µ; ω ∝

√
1/µ, due to proportional substitution of tungsten

atoms with those of molybdenum. The fitted lines take in to account the mode frequencies in
WS2 and then scales the mass as a function of [Mo].

Figure 4.9: Trilayer MoxW(1−x)S2 Low frequency Raman response; (a) co-polarised, and (b)
cross-polarised. (a) Both shear and breathing interlayer modes (cyan rhombus, degenerate) are
present in the spectra [Mo]< 0.4, but are masked by ‘peak X’ (black square). The magenta
stars indicate a resonantly enhanced breathing mode. (b) Hot luminescence tails from the B-
exciton can be seen to be quenched relative to the monolayer case, there are additional shear
modes (orange stars) and a feature 2X (black triangle) at 45 cm−1(b). Contributions from
neighbouring flakes of different thickness (bi-, and quad- layer) are marked with asterisks.
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Discussion of Peak X

Whilst the resonance condition appears to be met equally well for all [Mo]< 0.4 the hot lu-
minescence in the monolayer and all resonant Raman features only decrease in intensity with
increasing [Mo] (figure 4.7). The change in the hot luminescence could be due to the non radia-
tive relaxation processes to the excitonic ground state become more significant with increasing
[Mo].

From the WS2 Raman shift of ≈ 28 cm−1 ‘peak X’ tunes away from the shift reported for
MoS2 (38 cm−1) [22], with increasing [Mo] rather than towards this value. ‘Peak X’ cannot
be attributed to collective electric carrier oscillations, the so-called plasmon mode, or other
collective modes such as the charge density wave (CDW), all of which are excluded by the
thickness independence of the feature whilst Coulomb screening and interlayer coupling are
substantially modified with thickness.

For a time, the prevailing explanation for the low frequency resonant Raman ‘peak X’ as being
due to a spin-flip within the SOC split conduction band [22] should be incorrect: not only do
circularly polarised Raman measuments disagree [23] but the conduction band splitting between
WX2s and MoX2s is of different magnitude, and opposite sign , 27 meV & -3 meV, respectively
[28]–[30]. Similarly, resonant Raman scattering in WSe2 shows a peak at ≈ 19 cm−1 [31], not
at all commensurate with its much larger conduction band spin orbit induced splitting. Whilst
‘peak X’ does tune in energy with increasing [Mo], it decreases in intensity incommensurately
with 2LA(M), suggesting a direct link to the acoustic phonon mode LA(M) [32] might not
be the case and that some other candidate mode should be considered. Recently it has been
suggested that acoustic phonons (TA and LA) are responsible, but the main justification being
that the ratio of group velocities of these modes is similar to the Raman shift ratios, and
it remains unclear how the specific momentum value of these modes is selected, given the
factor ≈ 300 difference between the incident light’s wavevector k ≈ 105 cm−1 and that of
the phonons k ≈ 3 × 107 cm−1 at their given energy [33]. It might be worth considering
what processes involving excitons could contribute the momentum to couple to specific acoustic
phonon energies, a Rashba-type splitting is predicted at Γ [30] and has been observed with
applied electric field [34], in polar TMDs [35], and used to explain indirect exciton recombination
processes [36].

Observation of coherent lattice vibrations has been made in mono- and few-layer WSe2 in
the time domain, obtained by performing time-resolved transmission measurements, resonant
with the A–exciton [37]. However, there was no report of any sign of ‘peak X’ in the spectrum,
which would be the case were the peak due to some Lamb mode [38]–[40], in addition, a Lamb
mode should be dependent on thickness.

Most probably the explanation lies in the exciton—polariton picture, where scattering be-
tween branches allows coupling to the specific momentum values of the LA and TA phonons,
this principle has been effective in explaining annomolous resonant Raman effects in TMDs in
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the past [41].

Figure 4.10: Extracted Raman mode frequencies plotted against [Mo]. (a) High frequency
intra-layer modes show non-linear trends. (b) Inter-layer modes tune with the change in mean
density.

4.3 Summary

In summary, these results provide a confirmation of the behaviour of the excitonic properties
of MoxW(1−x)S2, and some evidence of the bowing of the spin orbit coupling in monolayer
transition metal sulphide alloys.

The Raman measurements performed in this system allow characterisation with unprece-
dented resolution, highlighting deviations in the high frequency A1g optical phonon mode from
theoretical predictions, and previous experimental studies. In the low frequency, the data has
confirmed that the trend in the shear and breathing layer modes between WS2 and MoS2 is well
described by the modification in the density due to the difference in atomic mass of molybdenum
and tungsten.

The resonant excitation for [Mo]<0.4, highlights new evidence for the understanding of the
‘Peak X’ feature; that it does not tune towards its value in MoS2 was a property hitherto
unreported.
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Chapter 5

Raman Studies of Indium Selenide

5.1 Introduction

The nature of chemical bonding in indium–selenium compounds is such that a wide range of
stoichometries and crystal structures may be metastable in ambient conditions [1], and thus
manifest a greater diversity than their transition metal dichalcogen counterparts. The indium–
selenium phase diagram demonstrates the range of compounds that may be produced from the
binary elements.

This diversity in the structures of InSe is probed accurately by the technique of Raman
spectroscopy and, as such, this chapter aims to describe InSe compounds isolated by novel
means.

The samples investigated in this work have been produced by the following methods:

• Mechanical exfoliation by the use of viscoelastic PDMS (Poly-(dimethylsiloxane)) dry
stamping method, produced in The department of Physics and Astronomy, at The Uni-
versity of Sheffield by Messrs Allesandro Catanzaro and Daniel Gillard. These samples
represent the most simple isolation of InSe on clean, well understood substrates of 290
nm SiO2 on Si. Post fabrication, samples were immediately stored under vacuum to pre-
serve the flake integrity, and transferred directly to the cryostat before measurements were
taken.

• Hexagonal Boron Nitride pickup and encapsulation in an argon atmosphere glovebox with
the goal of producing ultra clean, environmentally stable devices [2]. Surface passivation
is an important technique in controlling the interaction of any material with its environ-
ment: in 2D materials the dielectric environment and surface roughness of an interface
has important consequences for the stability and properties of the fabricated sample [3].
Hexagonal boron nitride with its high dielectric constant and atomically smooth layers
provides the leading means of engineering high quality vdW heterostructures. It is with
the goal of high environmental stability that these InSe flakes were produced at the School
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of Physics and Astronomy and The University of Manchester by Mr. Matthew Hamer.
• In2Se3 grown on exfoliated GaSe flakes, by Dr. Nilanthy Balakrishnan at the School of

Physics and Astronomy, The University of Nottingham, in a physical vapour transport
process described in reference [4]. The process targeted the formation of GaSe/InSe
heterojuctions for the exploration of a scalable method of producing room temperature
elecroluminecent devices with a wide band optical response [5].

Samples such as these have never previously been studied using the technique of ultra low
frequency Raman spectroscopy.

5.1.1 InSe Structures

InSe may crystallise into one of two structures, akin to the polymorphs of TMD’s octahedral
or trigonal prismatic arrangements, with Se-In-In-Se lattice arrangements of AbbC, and AbbA,
respectively. The trigonal prismatic AbbA structure is the more stable [6], and from this are
built up the polytypes, β, ε, δ, and γ, often referred to as phases in the literature.

The stacking orders of these polytypes are understood as:

• Rhombohedral with 3 layers in unit cell, centrosymmetric γ-polytype; ABC stacking.
• Hexagonal with 2 layers in the unit cell; β-, centrosymmetric (AA′A), and ε-, non-

centrosymmetric (ABA).
• Hexagonal with 4 layers in the unit cell; δ-, non-centrosymmetric (ABACA) [7].
• 9R, & 12R polytypes are also reported [8].

It has been demonstrated that these phases can exist stacked vertically on top of one another
[9]. Presently there exists no precise method for characterising the stacking orders in InSe via
optical spectroscopy, thus the technique of ultra low frequency Raman spectroscopy offers much
in this regard.

5.1.2 In2Se3 Structures

Recent interest has been generated in this indium-selenide compound due to its suitability as
a candidate for phase-change random access memory (PRAM) applications, due to the various
metastable states it manifests [10], [11].
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Figure 5.1: Di-indium triselenide ball-and-stick models for: (a) layered α, β-phases, in this
instance, 3R polytype-β-phase; and (b), non-layered defect wurtzite (γ -phase). Figure from
reference [12].

In2Se3 may be preferable over other prospective materials such as Ge2Sb2Te5 as a potential
PRAM material due to its high resistivity and the large change in resistivity between a crys-
talline and possibly amorphous phase, as reported in a nanowire structure [11]. In addition, the
crystalline-crystalline phase transitions of In2Se3 holds prospects for multi-level memory.

For indium–selenium compounds there exists considerable complexity in obtaining desired
stoichiometry and phase from growth precursors. In the specific case of In2Se3 the following
phase relationships are currently accepted, with some variation on the exact temperatures [13],
[14]:

α
T≈200◦C−−−−−−→←− β

(3506 T6 520)◦C−−−−−−−−−−−→←− γ
(5506 T6 730)◦C−−−−−−−−−−−→←− δ (5.1)

The two principal cryistal structures for In2Se3 are depicted in figure 5.1; they are defined
by the nature of the vacancy sites, with the layered structures having planar vacancy defects,
whilst the γ-phase exhibits a screw pattern on every third indium site [15], [16].
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The nature of the exact positioning of indium and selenium atoms in the various In2Se3 phases
has long been an issue of contention, [13], [15]–[21]. Figure 5.2 illustrates various suggested
In2Se3 layer structures, clarification has recently been provided where first-principles DFT cal-
culations were compared with experimentally measured lattice constants and the ground states
were identified to be the α-phase, while the fcc′ state to be the β-phase [22]. The calculated
phonon spectra agreed with the modes in the case of fcc′ β-phase, but discrepancy is noted for
the A1 Raman mode of the FE-ZB′ and FE-WZ′ α-phase and those experimentally determined,
although the A1 mode blue-shift between β- & α- phases was present.

Figure 5.2: Ball-and-stick models of representative structures of In2Se3 molecular-layers with
Indium atoms in blue and selenium atoms in red. (a) Plan view of the system; each atomic layer
in a molecular-layer contains a single elemental species, with the atoms arranged in one of the
triangular lattices A, B, or C as shown. (b–g) Cross sectional views of several representative
structures of one monolayer In2Se3, among which the (b–d) structures are derived from the
zincblende, wurtzite, and fcc crystals, respectively. In e, the central Se layer and the two
neighbouring In layers are displaced. The black arrows in e & f indicate the directions of the
spontaneous electric polarization, P, in the ferroelectric-ZB′ and ferroelectric-WZ′ structures.
Figure from reference [22]

Phase changes of In2Se2 have been demonstrated by various means:
• By pressure:

– α→ β at critical pressures Pc of 0.7 GPa, an order of magnitude lower than phase-
transition of typical semiconductors [23], [24].

– γ → β (2.8 6 Pc 6 3.2) GPa in bulk powder samples and slightly higher pressures of
(3.2 6 Pc 6 3.7) GPa in nanowire samples [12].
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• Thermal annealing resulting in partial transition ε-InSe → γ-In2Se3 [25].
• Laser photo-annealing. γ → α-In2Se3 [26].
• Electrically, between unconfirmed phases, with set/reset powers and energies orders of

magnitude below competing material systems; GeTe or Ge2Sb2Te5 nanowires [11], [27].

5.2 Results

Presented here are the results of Raman studies carried out with 532 nm laser excitation, with
samples at room temperature under vacuum, in the system described in section 3.1.1.

5.2.1 PDMS Exfoliated InSe

Full-range spectra for PDMS exfoliated InSe, normalised in the acquisition time are presented in
figure 5.3, in both co- and cross-polarised configurations. A1

1g modes around 114 cm−1 are seen
to redshift with decreasing layer number, additionally their FWHM increase from (2.5±0.1)
cm−1 in bulk to (3.1±0.1) cm−1 in the trilayer, and (3.9±0.1) cm−1 in bilayer.

Figure 5.3: Polarisation resolved full-range Raman spectra of various thicknesses of PDMS
exfoliated InSe. Normalised in their acquisition times. The peak frequencies are listed in table
5.2

69



Chapter 5. Raman Studies of Indium Selenide

InSe

ε-phase, † γ-phase, ‡ β-phase, ♠ PDMS
Exfoliated

Epitaxially
Grown

Assigned ν Assigned ν Assigned ν ν ν

- - - - E - 15.1 -
E′ 17 (calc.) - - E2

2g 17 17.2 -
E′′ 42 E 48 E1

1g 40 41.3 41
A′1 117 A 118 A1

1g 115 115.4 114.3
A - - 148.0

E′′ 177 E 180 E1
2g 176 177.5 175.4

E′(TO) 199 - - A1 (LO) 190 194.4 197
E′ (LO) 212 - 214 - - - -

A′1 226 A 228 A2
1g 225 227 224.7

Frequencies in cm−1. † reference [28]; λexc: 514.5 nm. ‡ reference [29], [30],λexc: 632.8 nm,
1064.4 nm. ♠ references [31]–[33].

Table 5.1: A comparison of previously observed Raman modes for the bulk InSe polytypes ε, γ,
& β and those reported in this work in figures 5.3 & 5.7.

The A1(LO) mode at 199.5 cm−1 in the bilayer persists at the same frequency in trilayer -
albeit with reduced relative intensity - before the mode shifts to 194.6 cm−1 in bulk, with an
intensity observable only slightly above the noise floor. A peak not attributable to a specific
crystalline vibrational mode can be observed at 302.7 cm−1 in the monolayer, is also present in
bi- and trilayer flakes, before disappearing in the bulk. The monolayer spectrum manifests only
broad features, not attributable to any specific crystalline mode. These broad features in the
monolayer might be expected to be oxide signatures, but there is no agreement with the Raman
studies of InSe cyrstals oxidised in air [34], and the samples were held under a vacuum of 10−6

mbar. The other HF modes show negligible frequency shifts with changes in layer number.

Raman spectra for the ultra low frequency modes of PDMS exfoliated flakes are presented in
figure 5.4. The monolayer spectrum is absent of any features. All Raman modes in this region,
(< 45 cm−1) appear both in co- and cross-polarisations and are thus E symmetric. The E1

1g
mode is absent in monolayer and bilayer flakes, but appears at 40.9 cm−1 and 41.1 cm−1 in
trilayer and bulk, respectively. This mode also appears broader than the equivalent mode in
GaSe (figure 5.12), and InSe-like growth on GaSe (figure ??), this may be due to the presence of
a low frequency shoulder. This feature can be observed in detail in figure 5.5, where the lower
frequency shoulder has been fitted with a Lorentz peak.

The modes below 20 cm−1, have E symmetry and are attributable to rigid-layer shear modes;
the bilayer exhibits only a single peak at 15.5 cm−1 whilst additional modes are observed in
thicker samples at 12.3 cm−1 in trilayer, & 15.1 cm−1 in bulk, with the higher frequency modes
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at 17.0 cm−1 & 17.2 cm−1 in trilayer and bulk, respectively.

Figure 5.4: Polarisation resolved ultra-low-frequency Raman spectra of various thicknesses of
PDMS exfoliated InSe.

PDMS Exfoliated; thickness, # molecular layers hBN Encapsulated; thickness, nm
As-
signed Mono Bi Tri Bulk 3.5 4 15 30

E′ - 15.5 12.3, 17.0 15.1, 17.2 15.8 10.1 - 11.6, 16.4
E′′ - - 40.9 41.1 - 40.5 40.7 41.1
A′1 - 113.9 114.7 115.4 115.0 115.0 115.0 115.0
E - 178.0 177.7 177.7 177.7 177.2 177.0 177.1
A1(LO) - 199.5 199.5 194.6 199.8 199.9 - 191.9
A - 227.0 226.9 226.9 227.6 227.5 227.0 227.1
A 302.7 303.0 302.7 - 303.5 303.8 303.6 304.7

Frequencies in cm−1

Table 5.2: A comparison of Raman modes observed in PDMS exfoliated and hBN encapsulated
InSe.
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Figure 5.5: Stokes and anti-Stokes peaks of co-polarised trilayer InSe E1
1g mode with two Lorentz

peaks fitted to the Davydov components.

A more comprehensive plot of the shear modes of PDMS exfoliated InSe is shown in figure
5.6, where for layer numbers of N , (N − 1) layer shear modes are observed. Note that the
bulk ULF modes don’t correspond between figures 5.4 & 5.6, and can be understood in the
discussion. For a selection of 25 flakes of various thickness, the shear modes have been extracted
and plotted in figure 5.6 b as a function of layer number, with the branches of a linear chain
model (LCM) plotted for comparison, and each experimentally observed branch plotted with
a distinct colour for clarity. The linear chain model has been used with success previously
to describe interlayer vibrations in 2d materials [35]–[41]. The treatment models the molecular
layers as “pseudoatoms”, considering only nearest-neighbour interactions, and ignoring substrate
coupling. The interlayer mode frequencies of flakes in cm−1 of layer number N are given by the
following equation:

ωSM,LBM =

√√√√KSM,LBM

2µπ2c2

{
1− cos

[
(α− 1)π

N

]}
(5.2)

where KSM,LBM is the interlayer force constant for a shear, or breathing mode, µ is the square
density, c is the speed of light in cm·s−1, and α = 1,2, . . ., N is the branch index. α = 1
gives the zero frequency acoustic modes; α = 2, the lowest frequency branch, with neighbouring
molecular layers vibrating with the lowest possible phase difference π/(N − 1); and α = N , the
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highest frequency branch with neighbouring layers relatively π out-of-phase.

Figure 5.6: (a) Stokes and anti-Stokes shear mode peaks of PDMS InSe multilayers. (b) Ex-
tracted peak positions from 25 PDMS multilayers, and superposed linear chain model branch
trends.

5.2.2 Hexagonal Boron Nitride Encapsulated InSe

The full-range co-polarised Raman spectrum normalised to the A2g peak at 227 cm−1, for
hBN encapsulated samples is shown in figure 5.7. The optical lattice normal modes can be
found around 41 cm−1 (E1

1g); 115 cm−1 (A1g); 177 cm−1 (E2g); 227 cm−1 (A), frequencies are
summarised in table 5.2. The A1g, E1g, and A modes are all observed to remain at a single
wavenumber with respect to the thicknesses displaying no systematic trend.

For the A1(LO) mode a similar behaviour is observed to the PDMS exfoliated samples, where
in the 3.5 nm and 4 nm thicknesses the mode appears at 199 cm−1, whilst in the 30 nm flake, this
peak appears at 191 cm−1. The broad feature around 303 cm−1 shows a reduction in prominence
with increasing thickness, but no definite shift, in agreement with the PDMS exfoliated samples.

Below 100 cm−1 appear a great number of closely spaced narrow peaks, these are attributable
to the rotational modes of air, and appear in both the Stokes and anti-Stokes frequencies at def-
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inite frequencies, figure 5.8 shows the co-polaried spectrum of 3.5 nm thick, hBN–encapsulated
InSe (blue trace), which has the greatest air:InSe Raman signal, with the Raman spectrum for
air (yellow trace), there is direct correspondence between the Rotational modes of N2 and O2

and those observed in the encapsulated InSe sample.

Figure 5.7: Co-polarised full range Raman spectra of four thicknesses of hBN encapsulated
InSe.

Cross-polarised ultra low frequency Raman spectra normalised to the remnant of the A1g

peak are presented in figure 5.10, low signal:noise and additional Rayleigh scattering require use
of the cross-polarised spectra for observation of this region of Raman scattering. The Raman
modes of Air are most prominent in the spectrum of the 3.5 nm sample, and these peaks are
identifiable in the thicker flakes. Notably the 3.5 nm thickness is absent of the E1

1g mode, whilst
the thicker flakes show small frequency shifts with increasing thickness; 40.5 cm−1, 40.7 cm−1,
and 41.1 cm−1 for the 4 nm , 15 nm, and 30 nm thick flakes. Shear modes are present in 3.5
nm and 4 nm flakes at frequencies of 15.8 cm−1 and 10.1 cm−1, respectively. The 15 nm flake
is absent of such low frequency modes, and shows greater Rayleigh scattering tails. The 30 nm
sample has shear mode peaks at 16.4 cm−1, and 11.6 cm−1.
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Figure 5.8: Co-polarised Raman spectrum of hBN encapsulated 3.5 nm InSe flake, compared
with the Raman response for air.

AFM height images for the hBN-encapsulated InSe flakes may be observed in figure 5.9:
numerous bubble-like features are present, with the density of the features being higher on
thicker InSe flakes, whilst the 3.5 nm flake displays fewer but larger structures.

(a) Substrate hBN, 12 nm;
InSe 4, & 15 nm;
cap hBN 20 nm.

(b) Substrate hBN, 15 nm;
InSe 3.5 nm;
cap hBN 25 nm.

(c) Substrate hBN, 12 nm;
InSe 30 nm;
cap hBN 21 nm.

Figure 5.9: AFM height images of Hexagonal boron nitride encapsulated indium selenide flakes.
Numerous bubble-like features are present.
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Figure 5.10: Cross-polarised ultra-low-frequency Raman spectra of four thicknesses of hBN
encapsulated InSe.
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5.2.3 Epitaxially grown In2Se3 on GaSe

Figure 5.11: Images of the target GaSe flake, (optical micrograph, a) and the resulting
GaSe/In2Se3 heterostructure (b–h). (b) shows the optical micrograph of the GaSe flake post
In2Se3 growth, (c) is an AFM height image of the GaSe/In2Se3 heterostructure, with panel c,
being another smaller area, higher resolution AFM height image. A plain SEM electron im-
age is shown in (e), whilst figures f, g, & h are EDX maps of indium, selenium, and gallium,
respectively. Images courtesy of Nilanthy Balakrishnan.

The absence of the 252.1 cm−1 (E′′) Raman mode in figure 5.12 (see table 5.3) and the lack of
correspondence of the E1

2g 213.0 cm−1 peak with the β-phase peak (E′(TO)) suggests that the
GaSe polytype used here is the β-polytype belonging to the D6h space group, rather than the
non-centrosymmetric ε-GaSe, of space group D3h. There remains a missing peak at 249 cm−1,
but this peak tends to be very weak in previously reported spectra.
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GaSe

ε-phase, † β-phase, ♠ Present
work

Assignment ν Assignment ν ν?

E′ 19.5 E2
2g 19.1 18.9

E′′ 60.1 E1
1g 60.1 60.0

A′1 134.3 A1
1g 134.6 134.4

E′′ 211.9 E2
1g 249.0 -

E′(TO) 215.0±2 E1
2g 213.1 213.0

E′′ 252.1 - - -
A′1 308.0 A2

1g 307.8 307.6

Frequencies in cm−1. † reference [42]; λexc: 514.5 nm. ♠ reference [43]; λexc: 514.5 nm. ?
Present work; λexc: 532 nm.

Table 5.3: A comparison of previously observed Raman modes for GaSe and those reported in
this work.

Figure 5.12: Co-, and cross-polarised Raman spectra of an exfoliated GaSe flake of comparable
thickness to the epitaxial substrate flake in 5.11.
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Figures 5.13–?? show the various Raman spectra collected from different regions of the
epitaxially grown InxSey.

Figure 5.13: Co-, and cross-polarised Raman spectra of a region of γ-In2Se3 which grows pref-
erentially at the GaSe flake discontinuities, as seen by the resulting red contrast areas in the
5.11 b In2Se3/GaSe optical micrograph.

The figure 5.13 shows a spectrum, recorded in co- (z(xx)z̄), and cross-(z(xy)z̄) polarisations,
the Raman peak positions correspond closely to those previously observed for γ-In2Se3 [20], [44],
as presented in table 5.4. These spectra were collected from regions of GaSe flake discontinuities,
as seen by the resulting red contrast areas in the 5.11b In2Se3/GaSe optical micrograph. The
γ-In2Se3 modes have not been definitively assigned symmetry due to few Raman studies having
been carried out to date, and none with any polarisation sensitivity. The wurtzite crystal
structure belongs to the space group C4

6v with its elementary unit cell consisting of four atoms
resulting in 12 phonon modes of which 9 are optically active. According to group theory, the
optical phonon modes should belong to the irreducible representation Γ0 = A1 + 2B1 + E1 +
2E2.

The figure ?? shows spectra obtained from multiple 600′′ CCD exposures from the grown
on the continuous planes of the exfoliated GaSe crystal with 0.5 mW laser power at room
temperature, and under vacuum. With increasing exposure time the A mode at 110 cm−1
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redshifts to 105 cm−1, whilst the two modes at 183 & 204 cm−1 grow slightly in intensity. No
agreement is made with the reported Raman spectra for rhombohedral and trigonal phases of
S6 molecules [45].

In2Se3
α β γ

Assigned ν‡ ν? Assigned ν♣ ν? Assigned ν♦ ν?

E 27 - E - 27 FAH 22, 26, 40,
54, & 74

21.8, 24.5 (⊥),
26.9, 38, & 52

E 91 90.2 E1g 91 - E1
2 85 81.4(⊥)

A1(TO,LO) 104 105.0 A1
1g(TO,LO) 110 110 97 94.5

A1(TO) 144 - A1 (LO) 151 150
A1(LO) 180 - A1(TO) 175 -

E 182 183.4 - 183 179.8
A1(TO) 187 - -
A1(LO) 193 - - 202.5

A1 203 204.4 A2
1g(LO) 205 - 205 209.5

- - E2
2 224 228.5 (⊥)

A1 237 - - 233 -

Frequencies in cm−1. ‡ References [46] & [47]; λexc: 488 nm & 532 nm, respectively. ♣
References. [48] & [4]; λexc: 633 nm. ♦ Reference [49] ; λexc: 514.5 nm. ? This Work; λexc: 532
nm. H Folded Acoustic, ⊥ denotes modes remaining in cross-polarised (z(xy)z̄) configuration.

Table 5.4: A comparison of previously observed Raman modes assigned to the α, β, and γ-
polytypes of In2Se3, and those reported in this work.

Further to the In2Se3 phases discovered grown on GaSe, areas could be found with InSe-like
spectra, as seen in figure ??. The Raman modes are listed in table 5.1, right most column.
Besides those matching roughly with previously reported values, most closely with β-phase,
there is an additional peak at 148.0 cm−1. This peak appears only in z(xx)z̄ polarisation
configuration and has been assigned A-symmetry as a result. Relative to PDMS exfoliated InSe
in figures 5.3 & 5.4, there is greatly increased Rayleigh scattering of the laser. The z(xy)z̄
polarisation configuration removes a great deal of the Rayleigh scatter, and there are no E

symmetric Raman peaks above the noise down to ±10 cm−1.
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Figure 5.14(a): Co-polarised Raman spectra showing a photo annealing effect as a function of
exposure time; the redshift of the A1 peak at 109 cm−1 to 105 cm−1 is indicative of an β → α In2Se3
phase transition.

Figure 5.14(b): Co-, and cross-polarised Raman spectra of a region of InSe growth as could be
found grown on thin GaSe flake regions.
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5.3 Discussion

5.3.1 PDMS Exfoliated InSe

The observed peak shifts and FWHM broadening for the A1
1g modes figure 5.3, agree with a

previous study which also demonstrated the monolayer to be absent of crystalline phonon modes,
whilst the bilayer lacked all but the A1

1g mode, which was significantly broadened relative to
thicker flakes [50]. The reason for this FWHM broadening and reduction in relative intensity
of principal phonon modes is most likely due to degradation of the InSe flakes due to reaction
with atmospheric species. Whilst InSe has been shown to be more stable under atmospheric
exposure than GaSe, and GaS [51]–[53], it is, nevertheless vulnerable to reaction with H2O at
selenium vacancy sites [54]. The monolayer case, having the greatest surface area to volume
ratio, is the least stable of the various thicknesses. The broad Raman peak at 303 cm−1 is likely
to be related to the disorder, and evidence of chemical degradation, and it is known that In2O3

manifests a peak close to this value [55]–[57]. The match with other Raman modes of this oxide
is poor, and without specific knowledge of the lattice vibration responsible for the peak around
303 cm−1 the plausibility of this assignment cannot be discussed further.

The presence of an A symmetric mode at 199.5 cm−1 is due to the A1(LO) [32], this peak
has previously been used as evidence of the presence of the ε-polytype InSe in spectra taken
in backscattering geometry without polarisation resolution [50], due to previous observation
of such a peak observed in near-right-angle scattering geometry work [28]. The observa-
tions in the present study demonstrate the care required in assigning Raman peaks in metal-
monochalcogenides, the ambiguity is due to resonance effects at excitation energies around 2.4
eV activating infrared TO & LO modes, which are present in the non-resonant Raman spectra of
non-centrosymetric InSe polytypes [58]. The PDMS bulk spectrum shows the same A symmet-
ric mode at 194 cm−1 which is assigned as the A(LO) mode on the basis of the resonance effect
of 532 nm excitation wavelngth, and the coincidence of the frequency of the mode observed in
infrared spectroscopy [33]. The frequency shift between bulk and few layer could be explained
by the fact that long range Coulomb interactions are responsible for the splitting of TO-LO
modes; layer thinning alters the long-range dielectric environment, altering the frequency of the
A1(LO) mode.

Considering the low frequency modes below 45 cm−1 shown in figure 5.5; the E1
1g peak appears

to have a low frequency shoulder, this feature agrees with the conjugate mode due to Davydov
splitting i.e. the splitting between two or more identical, coupled vibrational modes in a unit
cell. This would be the case if one were to imagine an extended unit cell above the 2 layer
thickness of the ε- or β- phase, as could be the case in longer range stacking sequences, or
weakly-coupled stacks.

The frequency of the mode with out-of-phase vibration is given by νc =
√
ν2

0 + δν̄2 [43],
where the frequency ν0 is that of the in-phase coupled mode, whilst the interlayer coupling
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frequency δν̄ is taken to be the frequency of the correct symmetry of rigid interlayer mode, for
the lowest frequency Raman-active trilayer E1

1g mode, this is the shear mode with frequency 12.3
cm−1. For the E1

1g mode in trilayer at 40.9 cm−1, which should be the frequency of the mode
with out-of-phase vibration, the lowest frequency Raman-active Davydov-split mode should
be 38.9 cm−1, this matches well with the observed frequency at (38.7±0.1) cm−1. The laser
excitation close to the excitonic resonance at 2.4 eV [59]–[61] is likely to be a contributing factor
in the observation of Davydov splitting in InSe, as is the case with other metal-chalcogenides
WSe2 [35], MoSe2 [35], & MoTe2 [62], [63].

The E1
1g peak in the bilayer InSe flake is seen to be greatly reduced, relative to tri- and bulk

samples. The remnant of the peak is observed more easily in the full-range spectrum in figure
5.3, its reduction is approximately commensurate with the other normal modes of the lattice
suggesting that chemical degradation of the lattice is responsible for the reduction in Raman
intensity.

The remaining ultra low frequency modes, below the E1
1g are exclusively E-symmetric, demon-

strating that no interlayer breathing modes are observed. The highest frequency shear mode
peak shifts for, bilayer, trilayer, and bulk InSe are 33%, 35% & 46% less than in the TMD MoS2

of 23 cm−1, 26 cm−1 , 31.8 cm−1, respectively. For the bilayer, by considering the change in
mass due to InSe atoms relative to those of MoS2, scaling yields a value of 14.8 cm−1, which
agrees well with the value experimentally determined, 15.5 cm−1. The increasing discrepancy
in the trilayer, and bulk suggests that long range, multilayer coupling is much weaker than in
TMDs, theoretical studies of GaSe shear and breathing modes concluded the interlayer coupling
to be “Ultra-weak” [64]. For the same mass scaling arguments, the GaSe bilayer shear mode is
estimated to be 16.9 cm−1, which gives a 33% discrepancy with the value calculated by DFT
[64], indicating that the interlayer coupling between different metal-monochalcogenides varies
significantly due to the metal species, likely due to the change of ionicity owing to the differ-
ences in electronegativities, or a modification of the long range forces, requiring consideration
of next-nearest-neighbour interactions.

In the trilayer sample two shear mode peaks are present, these are the two shear mode fre-
quencies, with outer layers vibrating in phase; 17.0 cm−1 and out-of-phase; 12.3 cm−1. The fact
that that these two peaks should be observed in the trilayer, and with the lower frequency mode
manifesting greater intensity is indicative of mixed 2H/3R polytypism, as has been observed in
MoSe2 [65].

In the figure 5.6, where additional InSe thicknesses are plotted, it can be seen that for a given
layer number, N ; (N − 1) modes are observed. Group theory considerations of the symmetries
of few layer InSe structures excludes the Raman activity of the modes along even index branches
in even layer number β-phase flakes, whilst the backscattering configuration should reduce the
observed modes to only those along odd index branches. For ε-phase flakes, all shear modes
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should be Raman active, with the backscattering configuration preventing observation of even
index branches in odd layer number flakes. Such a phenomenon has been observed in CVD
grown MoSe2 flakes where stacking orders deviated from 2H, 3R, but remained uncharacterised
[65]. Bond polarisability models were able to confirm non-zero Raman activity for all shear
modes, without the constraints of Group theory [41]. As in the case with the observed Davydov
doublet of the E1

1g mode, the laser excitation close to the excitonic resonance at 2.4 eV [59]
is likely to be a significant contributing factor to the observation of such a high proportion of
interlayer shear mode peaks.

In re-stacked graphene multi-layers, the relatively weak interlayer coupling at the stacking
interface, alowed the observation of the shear modes of the constituent thicknesses, superposed,
rather than the shear mode of the resulting thickness flake [66], thus demonstrating how stacking
faults can influence the observed interlayer modes of multilayer samples. It is along these lines
that the shear mode band of bulk InSe can be understood; that the weak interlayer coupling
in InSe is unable to maintain a single stacking order over long ranges, allowing concurrent
observation of multiple shear modes in bulk flakes.

The trends for the low frequency shear modes are plotted in figure 5.6 b, the observed modes
fall into branches highlighted by differing plot colours, also branches of a linear chain model’s
(LCM) have been plotted as green curves, due to the equation 5.2. There is good agreement
between the LCM and the highest frequency shear mode branch, but this concordance decreases
along the branch index with the LCM under-predicting the frequency of the branch’s modes.
What this discrepancy suggests is that there may be some additional restoring force for shear
modes with layers vibrating with relative phases less than π, i.e. those other than the highest
frequency branch. Next-nearest neighbour, intralayer interactions, or anharmonicities are not
considered in the linear chain model. A candidate lattice mode to consider as a source of some
additional restoring force would be the E1

1g mode which manifests a Davydov splitting due to
the interlayer coupling. Nearest neighbour interactions might play a more significant role in
InSe and other metal monochalcogenides due to the difference in the ionicity of the intralayer
bonding, altering the interlayer bonding and the relative long range forces, in comparrison with
TMDs such as MoS2 where interlayer bonding is not exclusively vdW type, but displays some
covalent character [41].

The bulk sample in figure 5.4 shows two obvious shear modes peaks, with a higher frequency
shoulder in both the Stokes and anti-stokes spectra. The bulk is not expected to have more
than a single Raman active shear mode, and the presence of three is suggestive of some decou-
pling within the flake, so as to render the topmost layers uncoupled from the bulk flake. The
mechanism of this decoupling is likely mixed polytypism in the InSe bulk flake.

5.3.2 Hexagonal Boron Nitride Encapsulated InSe

It might be expected that h-BN encapsulated InSe should behave in a manner equivalent to
PDMS exfoliated samples, only with greater environmental stability due to the boron nitride
encapsulation in an argon atmosphere. Indeed, it can be seen that the agreement of the fre-
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quencies of the lattice normal modes is quite close above the ultra low frequency region. What
may be inferred, however, from the behaviour of the A1g mode at ≈ 115 cm−1 is that the h-BN
capping masks the modification due to the reduction of InSe layer thinning of this out-of -plane
mode, as it shows no variation over a thickness change of a factor of 10, between 3.5 nm and
30 nm.

The E1
1g mode manifests a very similar behaviour to the PDMS samples; the frequencies are

in good agreement, and the shifts between the 4 nm and 30 nm flakes are comparable to those
between trilayer and bulk PDMS samples.

The absence of the E1
1g mode in the 3.5 nm flake is in agreement with the PDMS bilayer

flake, although this is perhaps due to the presence of the Raman modes of air present in this
region, rather than some intrinsic Raman inactivity, which would be unexpected. Considering
the broad feature around 303 cm−1 which appears to increase in prominence in reduced-thickness
samples, and is indicative of atmospheric reaction, being the only mode common between the
PDMS exfoliated monolayer and thicker flakes.

The hBN encapsulation under inert atmosphere was intended to prevent reaction between
InSe and air, but according to the observation of the peak at ≈ 303 cm−1, this method of
passivation is not effective for InSe.

The reason as to why the hBN encapsulation did not prevent the degradation might be
explained by the evidence of air trapped within the samples seen most easily in figure 5.8.
This air is unlikely to have become trapped during the encapsulation, given the argon glovebox
atmosphere, rather – and more likely – is that during transport of the bulk materials, which
seldom takes place in vacuum or under inert gas, air could have been adsorbed into either of
the component materials. It is also possible that the presence of air is due to absorption by the
adhesive of the tape used to exfoliate the materials, which could be the source of hydrocarbon
residues detected in vdW Heterostructures [67].

No un-encapsulated exfoliated samples have been reported to show adsorbed air, but in
similar hBN encapsulated TMD heterobilayers there are identifiable O2 & N2 Raman peaks,
albeit at much lower concentrations than in these hBN encapsulated InSe samples, meaning
the assignment of air Raman modes was not possible previously. The question of why InSe
encapsulated samples contain much greater concentrations of air, than comparably fabricated
h-BN encapsulated TMD heterobilayers might be due once again, to the “Ultra Weak” interlayer
coupling in InSe allowing intercalation of O2 and N2 molecules.

AFM images in figure 5.9 show multiple bubble-like features, which are likely to be the
contamination responsible for the presence of air. The flakes in figures 5.9c & 5.9a appear to
show the contamination preferentially occurring on the InSe flake. The thinnest flake in figure
5.9b meanwhile shows a more even distribution between the InSe and the hBN, but with distinct
sizes, the InSe contamination appearing to have aggregated into fewer, larger bubble regions.
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Regarding the ultra low frequency Raman modes, which in hBN-encapsulated InSe show
the greatest variation with thickness; similar to the PDMS exfoliated flakes, only E-symmetric
modes i.e. shear modes are observed. In the 3.5 nm flake only one shear mode is observed at
15.8 cm−1 which is a similar in its isolation, and frequency to the PDMS bilayer flake. AFM
of TMDs is known to produce height measurements with systematic errors of ≈ 0.7 nm even
in correctly calibrated instruments, due to contamination of the substrate or flake; given this
error, the flake could be assigned as a bilayer.

The 4 nm flake might then be expected to be a trilayer, given its measured thickness, 0.5
nm greater than the assigned bilayer flake. The low frequency modes in this case disagree with
those of the PDMS trilayer, there being only a single shear mode peak at 10.1 cm−1, which
should correspond to the lowest frequency shear mode branch, but is present in spite of the lack
of Raman activity of the highest frequency, out-of-phase interlayer layer vibration, which should
have considerably greater scattering intensity. Considering the low frequency shear modes of
TMDs, it is observed in 3R-polytypes that the lowest frequency shear mode branch is the only
Raman active mode, consequently this trilayer can be assigned as being exclusively 3R-polytype.

The 15 nm thickness lacks any identifiable shear modes and manifests stronger Rayleigh
scattering tails which may obscure any modes present. Alternatively, if the flake is of 3R-
polytype, with odd-layer number, then the only Raman active shear mode should be the lowest
frequency phase shear mode, then at a thickness of 15 nm the mode would be expected to occur
below the cut off frequency of the Bragg notch filters, and thus not observed.

The 30 nm flake displays two shear modes with frequency 11.6 cm−1 & 16.4 cm−1, such a
thickness of TMD would be expected to have values very close to the bulk. Comparing with the
values for PDMS exfoliated bulk InSe, yields difference of 3.5 cm−1 & 0.8 cm−1 for the lower and
higher frequency modes, respectively. The higher frequency mode of the two can be assigned as
the highest frequency, out-of-phase interlayer layer vibration, whilst the lower frequency mode
may be a Davydov-split mode occurring between neighbouring 2-layer unit cells, or – more likely
– an indicator of mixed polytypism, but with a distinct ordering to the PDMS exfoliated flake.

5.3.3 Epitaxially grown In2Se3 on GaSe

In2Se3 growth on β-GaSe resulted in regions where each of the following three phases of In2Se3

could be observed, namely the α-, β-, and γ-polytypes. Whilst for a single growth temperature,
and over a very limited spatial dimension, it might be expected that only a single phase of In2Se3

should be observed, previous substrate selectivity has been observed for In2Se3 polytypes [68].

γ-In2Se3 appears to grow preferentially at the GaSe flake discontinuities, as seen by the
resulting red contrast areas in the 5.11b In2Se3/GaSe optical micrograph, similar to reference
[68], where the substrate selected for the In2Se3 phase and the film morphology. It is also known
that GaSe is not stable under atmospheric conditions [69], thus crystal plateaux, are likely to
have oxidised to some degree before they are placed in an evacuated furnace chamber for InSe
growth, whilst the cracked area may only become exposed by a chemical etching under the
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furnace conditions. This idea of etching is evidenced by the reduced abruptness of the GaSe
flake edges between panels (a) & (b) of figure 5.11, and the AFM height image in panel (c).
These same regions upon which γ-In2Se3 grows also manifest higher concentrations of selenium
relative to the plateau regions, whilst the indium concentrations are higher in these areas also,
the difference above the mean and background (substrate) areas is less obvious.

It was remarkable that throughout the study no observation of the Raman modes of GaSe was
made; the initially 150 nm thick GaSe flake, might have been expected to survive the growth
process, but the gallium EDX in figure 5.11 h, shows a concentration close to the background
level of the substrate, and largely appears to have been substituted by indium. The EDX
technique has a penetration depth of 1-2 µm, i.e. sufficient to detect gallium though the indium
selenide growth. Both gallium and indium are known to diffuse large distances, (≈ 200 nm)
through crystalline lattices at elevated temperatures [68], [70], [71].

The Raman modes for γ-phase are not entirely understood and there exist some discrepancies
in the modes below 100 cm−1 [20], [44], [49], [72], [73]. These modes have been attributed to
folded acoustic phonon modes due to finite domain sizes in films assumed to be amorphous
[44] creating a superlattice-like folded zone scheme, the evidence for this, however, is weak.
Most measured γ-phase samples were determined to be crystaline [20], [49], [72], [73], and
so discrepancies in the observed frequencies are more likely due to the effects of the vacancy
ordering the in the defect-wurtzite structure.

Figure ?? shows multiple accumulations with increasing exposure time; the A mode at 110
cm−1 is seen to redshift to 105 cm−1, whilst the two modes at 183 & 204 cm−1 grow slightly in
intensity.

This redshift has previously been used as evidence of a β → α phase change, detailed
calculations confirm the experimental observation that the Raman active A1 mode undergoes a
blue shift when the In2Se3 structure transforms from the α-phase to the β-phase [22]. It has been
established that the β-phase is the ground state of the In2Se3 system at standard temperatures
[22], and thermal annealing serves to drive a phase change only in the α→ β direction. Thus the
photo-annealing phase change from β → α should not be due to a thermal effect since elevated
temperatures transform in the opposite direction, instead the restructuring is a result of some
other mechanism. Comparison with the observed Raman modes rhombohedral and trigonal
phases of S6 molecules [45] rules out evaporation of Indium resulting in a residual Selenium
film. Previously observation has been made of an intrapolytypic transformation at -125 ◦C,
due to a CDW-like softening and freezing in of a phonon mode, creating a periodic Peierls-like
distortion of the lattice due to indium atom bunching along x− y [18], [19].

InSe-like growth was observed with a representative spectrum in figure ??, the Raman peak
shifts are tabulated along with those from previous observations made in bulk InSe, table 5.1.
There is small discrepancy between the values of the Raman wavenumbers of this growth and
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the bulk values, with the closest match being the β-phase. The redshift of the A1
1g peak at

114.3 cm−1 relative to the β-phase bulk value at 115.4 cm−1 may indicate few-layer growth,
or decreased interlayer coupling, as seen in reduced thickness of PDMS samples in 5.3. It has
previosly been shown that GaS doping of InSe has the effect of redshifting the A1

1g mode from
117 cm−1 to 114 cm−1 at GaS concentration of 2.5 ppm [74]. The effect off GaSe dopants could
account for this redshift. The linewidth of the InSe-like growth A1

1g is (5.0±0.1) cm−1 mode is
double that of the PDMS exfoliated A1

1g; (2.5±0.1) cm−1 suggesting reduced crystalline order.
This is reduction in crystalline is corroborated by the presence of the A1

1g peak in the (z(xy)z̄)
cross polarisation, which should not be Raman active in this configuration. The presence of a
peak at 149 cm−1 does not correspond to any InSe vibrational mode at Γ; Raman, or infrared
active. but does match closely to the A symmetric mode of γ-In2Se3.

5.4 Summary

Presented here are Raman measurements of diverse indium-selenium compounds, isolated by
novel means, which demonstrate the suitability of Raman spectroscopy as a tool to discriminate
and characterise this group of compounds. The differences between InSe and the TMDs’ is
highlighted by the poly-polytypism i.e. the weak interlayer coupling resulting in the coexistence
of multiple stacking orders in a single flake, which is studied here with ultra low frequency Raman
spectroscopy for the first time. The excitation resonance near 2.4 eV [59] allows observation of
all existing interlayer shear modes, even those forbidden in back scattering geometry providing
determination of the PDMS exfoliated stacking order to be of ε-, AB type. The linear chain
mode is implemented to compare the interlayer shear modes of InSe with those predicted for
GaSe; agreement of the highest frequency branch is good, but discrepancies compound when
advancing along the branch index with the LCM under-predicting the frequencies of these
modes.

In InSe flakes encapsulated in hexagonal boron nitride, the high frequency Raman (>100
cm−1) provide no indication of the interlayer interaction, but the low frequency Raman provides
insight into the interlayer coupling. This valuable information provides means by which InSe
can be understood when integrated in vdW heterostructures. The presence of air is reported
in the encapsulated samples, which given the argon atmosphere in which the fabrication took
place, is unexpected. This finding suggests that contamination of the bulk source materials,
and the adhesive tapes used of exfoliation needs to be carefully considered for the fabrication
of ultra-clean vdW heterostructures.

In2Se3 films grown epitaxially on GaSe are shown to be poly-morphic, and these phases are
linked to the regions of GaSe substrate where they grow, α-, β-, & γ- phases are identified, in
addition to regions of InSe. Laser photo-annealing is shown to drive a phase change from the
groundstate β → α phase, which is against the thermodynamic gradient. The Raman spectra
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provide a basis on which growth procedures may be evaluated in order to produce any of the
desired compounds, all of which present a technological importance.
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Chapter 6

Raman Studies of Twisted
MoSe2/WS2 Heterobilayers

6.1 Introduction

2-dimensional van der Waals materials offer a unique route to fabricating atomically abrupt
interfaces in the building of electronic and optoelectronic devices. The epitaxial constraints
are greatly relaxed in comparison to existing semiconductor technologies, allowing more diverse
materials to be incorporated in devices [1], previously not directly compatible [2]. In TMD
heterobilayers, the possibility of forming type II heterojunctions with spatially direct absorp-
tion but spatially indirect emission offers a new family of semiconductor heterostructures with
tunable optoelectronic properties by substitution of composite layers [3]. Observation of in-
terlayer excitons with long lifetimes ≈ 1.8 ns [4], and ultrafast charge transfer ≈ 50 fs at the
interface [5], are useful in the realisation of room temperature observation of many-body effects
such as exciton condensation, and comparable phenomena in coupled quantum well structures
long studied in other materials systems [6], [7]. Heterobilayers also offer a further route in the
exploration of vallyetronic based technologies [8].

Between different 2D materials there exist differences in the lattice constants and inter-layer
bond strengths [9]; This chapter implements ultra-low-frequency Raman spectroscopy in order to
characterise the interactions between layers of disparate vdW materials, through investigations
of both the ULF modes and high frequency modes. The samples are produced by chemical
vapour deposition of WS2 crystals directly on to a SiO2/Si substrate with a ≈ 300 nm thick SiO2

layer. For heterostructure fabrication, MoSe2 monolayers grown on c-plane sapphire substrates
were transferred onto the substrate containing WS2 flakes using PMMA-assisted transfer. They
were grown in the laboratories of Hyeon Suk Shin at the Department of Energy Engineering
and Department of Chemistry, Ulsan National Institute of Science and Technology (UNIST),
Republic of Korea, in a process described in detail in the supplementary material of reference
[10].
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6.2 Results

Ultra low frequency Raman response data is shown in figures 6.2 & 6.1. For ordinary 2H (AA′-
stacked) homo-bilayers in co-polarised backscattering configuration, both shear and breathing
layer modes are expected. However, at the excitation wavelength of this study, 532 nm, the
breathing mode is weak at 30.5 cm−1 in MoSe2 and obscured by a resonant peak for WS2 (fig.
6.1 (c)) though it is usually observed at 30.3 cm−1. In MoSe2 the shear mode is clearly observed
in figure 6.2 (a) at 19.2 cm−1 and for WS2 at 18.4 cm−1. In the cross-polarised spectrum only
the shear modes are expected at the frequencies discussed.

Figure 6.1: Linearly co-polarised (z̄(xx)z) Raman responses of: (a) MoSe2 bilayer showing
the shear peak at approximately 18 cm−1. (b) WS2/MoSe2 twisted heterobilayers with the
monolayer spectrum in (d) subtracted , present is the ‘Peak X’ resonant feature from WS2 and
subtle shoulder modifications as a function of angle. (c) WS2 Bilayer with ‘Peak X’ and the
Fano resonance of the shear mode at 19 cm−1. (d) WS2 monolayer displaying unmodified ‘Peak
X’ feature which has been subtracted from the raw data. The dashed vertical lines signify, from
lower to higher wavenumber; WS2 bi-layer shear, MoS2 bi-layer shear, MoS2& WS2 bi-layer
breathing, and Peak 2X.
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Figure 6.2: Linearly cross-polarised (z̄(xy)z) Raman responses of: (a) MoSe2 bilayer showing
the shear peak at approximately 18 cm−1. (b) WS2/MoSe2 twisted heterobilayers, present is
some residual of the ‘Peak X’ resonant feature at 28 cm−1 and the 2X feature at 45 cm−1

both from WS2 in the 55.18° spectrum the appearance of a shear mode. (c) WS2 bilayer with
Fano resonances of the shear mode at 19 cm−1, and 2X at 45 cm−1. The dashed vertical lines
signify, from lower to higher wavenumber; WS2 bi-layer shear, MoS2 bi-layer shear, MoS2 &
WS2 bi-layer breathing, and Peak 2X.

For the co-polarised hetero-bilayer spectra in figure 6.1 (b), the WS2 monolayer spectrum
(fig. 6.1 (d)) containing only B-exciton hot-luminescence and the resonant feature at 28 cm−1

has been subtracted to aid the viewing of the interlayer Raman modes. The spectra are plotted
from the lowest angle, 1.06° at the bottom to the largest angle 55.18° at the top, the spectra are
dominated by the resonant peak at 28 cm−1 but subtle modifications take place close to 0° and
60°, in particular a breathing layer mode at 32 cm−1 in the 1.06° spectrum and a shear mode
at ≈ 20 cm−1 in the 55.18° spectrum. The results of the fitting shown in figure 6.3 can be seen
in figure 6.4 where a softening of (0.56±0.36) cm−1 is shown to occur between 0° and 60° .
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Figure 6.3: A fit example of the co-polarised low frequency Stokes spectrum of 25.09° showing
the contributions of the Breit-Wigner-Fano shear mode around 22 cm−1 and the Voigt profile
peak X at 25 cm−1. Figure 6.4 shows the dependence of the peak centres on the twist angle.

Figure 6.4: Linearly co-polarised (z̄(xx)z) Raman responses fitting results from the peak posi-
tions extracted from figure 6.1 showing the shear mode variation as a function of angle, towards
the AB stacking order at 60° there’s a softening of this mode. An example fit is provided in
figure 6.3.
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Figure 6.6: High-frequency linearly co-polarised Raman response of WS2/MoSe2 twisted Hetero-
bilayers with 18 angles between 0° and 60° . Left-hand panel co-polarised (z̄(xx)z), right-hand
panel cross-polarised (z̄(xy)z). Peak positions are plotted in figures 6.9 – 6.10

Figure 6.5: Linearly cross-polarised (z̄(xy)z) Raman responses of fitting results from the peak
positions extracted from figure 6.2 showing the shear mode variation as a function of angle,
towards the AB stacking order at 60° this mode softens.

For the cross-polarised hetero-bilayer spectra in figure 6.2(b), the spectra are plotted from
the lowest angle, 1.06° at the bottom to the largest angle 55.18° at the top. The spectra show the
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presence of shear modes around those expected for homo-bilayers at ≈ 20 cm−1, some residual
presence of peak X at 28 cm−1 and scattering from peak 2X at 46 cm−1 The results of the
fitting can be seen in figure 6.5 where a softening of (0.4±0.6) cm−1 is shown to occur between
0° and 60° .

High frequency Raman spectra are presented in figure 6.6, the most prominent features cor-
responding to the principal optical intra-layer modes (A1g at ≈ 240 cm−1 & ≈ 418 cm−1, E2g at
≈ 287 cm−1 & ≈ 256 cm−1 ) and a resonant feature 2LA(M) at ≈ 253 cm−1 are labelled. The
E modes appear in both polarisation configurations, co-polarised (z̄(xx)z), and cross-polarised
(z̄(xy)z), but have much lower Raman susceptibility, and are more easily observed in cross-
polarised configuration, where the A symmetric modes and 2LA(M) modes are blocked. At
this scale of this figure, the differences as a function of angle are difficult to observe and the
dependences are highlighted in figures 6.9 – 6.10.

Figure 6.7 shows the dependence, for WS2, of the A1g and E2g modes as a function of angle,
the A1g mode (≈ 418 cm−1) remains stable as a function of angle, whilst the E2g (≈ 356 cm−1)
mode softens towards AB stacking at 60° the difference shows the increase in the splitting
between the two modes. For the E2g mode there is no significant difference between the distinct
mono-, and homo-bi- layers, whilst for the A1g mode there is a discrepancy of ≈ 2 cm−1.

Figure 6.7: Left-hand panel; fitted peak centres for the A1g and E2g peaks of WS2, with the
difference plotted in the right hand panel. The peak positions for exfoliated homo-bilayers are
also marked, by symbols shown in the legends.

For MoSe2, the dependence of the splitting of the A1g and E2g modes as a function of angle is
shown in Figure 6.8. The splitting can be seen to increase towards the most disordered stacking
at 30° before softening back towards the value of the splitting at 0° this has been fitted with a
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sin2 function, with fixed period of 60° the results of which can be seen in table 6.1.

Figure 6.8: Fitted peak centre differences for the A1g and E2g peaks of MoSe2, including
exfoliated homo bi-layer peak differences.

Fit equation y = y0 +A ∗ (sin (π x−xcw ))2

Variable Value Standard Error
y0 46.0429 0.21386
xc 119.48598 4.1763
w 60 0 0
A 0.61651 0.34235
Reduced Chi sqr. 5.39108
Adj. R-Square 0.0681

Table 6.1: Fit results from the Raman A1g, E2g peak difference versus twist angle data in figure
6.8.

Figure 6.9 shows the results of a 2 peak fit of the WS2 2LA(M) resonant feature, the two
components show dependences of both the peak areas and peak centres as a function of angle.
The high frequency component has a stable peak centre, but the peak area grows linearly with
twist angle towards the AB stacking at 60° . The lower frequency component has a reversed
behaviour, where the peak area, which is the dominant component of the 2LA(M) peak, is
stable, and the peak centre increases towards the AB stacking at 60° , the separation of the two
components is shown as an insert in the left-hand panel, and is seen to decrease as a function
of angle.
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Figure 6.9: Left-hand panel; Fitted peak centres for components of the 2LA(M) peak, with the
difference in the inset, ∆ = (16 ± 5) % in the peak separation between 0° and 60°. Right-
hand panel shows the variation in the peak areas. Fit examples can be seen as an inset in the
right-hand panel.

Figure 6.10: Left-hand panel shows the difference of MoSe2 2E2g(M) and WS2 [A1g−LA(M)]
satellite peaks of the MoSe2 A1g plotted as a function of twist angle, the inset displays the linear
fit parameters. The right-hand panel shows an example fit from the 29° spectrum.

Figure 6.10 shows the dependence of the splitting of the MoSe2 2E2g(M) and WS2 [A1g-
LA(M)] modes as a function of angle. The splitting of these two modes in hetero bi-layer is
compared to the values for mono-layer and homo bi-layer, and is observed to decrease towards
the AB stacking order at 60°.
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6.3 Discussion

The inter-layer modes in figures 6.2 – 6.4 reflect quite directly the coupling between the molecular
layers and are modified by different stacking orders in homo-structures [11]. For the MoSe2

undistorted lattice a = (3.288 ± 0.001) Å and gap height h=(3.23 ± 0.01) Å [12]; for WS2 it
is a = (3.1532 ± 0.0004) Å and for the gap height h=(3.53 ± 0.01) Å [13]. These differences
in the lattice parameter a of ≈ 4% and the weak nature of the interlayer vdW forces prevents
epitaxy between the materials and a moiré pattern of differing stacking orders results, with
nm scale supercells even at zero twist angle [14]. Even in commensurate-lattice bilayers, twist
angle produces a spatial variation in stacking order [15], thus it is expected that there should
be some angle dependence of the ULF modes, whereby increased interlayer separation decreases
the frequency of the observed Raman shifts, as was observed for breathing layers in other
heterobilayers [16].

The breathing mode observation at 1.06° with Raman shift of 32 cm−1 is at a higher frequency
than either of the constituent material’s homo-bilayers suggests that at 1.06° the interlayer
coupling is higher than might be expected. The shear mode observed at 19 cm−1 in the 55.18°
sample is the first observed in such a large lattice-mismatched heterobilayer, and again, occurs
at a frequency to suggest stronger interlayer coupling than in homo-bilayers, it is possible that
there could be some additional restoring force between the two molecular layers, perhaps due
to the moiré pattern supercell edges. This would be unexpected since previously it had been
assumed that shear modes should be present only with alignments close to AA′ or AB, since
otherwise there should be no net restoring force [17]. The fitted shear modes in figures 6.5 &
6.5 do show a decrease in frequency towards the AA stacking order at 60° which does support
the hypothesis that inter-layer modes soften with increasing inter-layer separation.

In the high-frequency Raman spectrum, figure 6.6, the peaks correspond to intra-layer modes
of the materials and are thus expected to be less sensitive to inter-layer coupling effects, there is,
however, a previous report of such a dependence on layer number [18]. High frequency Raman
modes have been fitted and the peak positions and separations plotted in figures 6.7 – 6.10.

Figure 6.7 shows that the out of plane plane A1g mode of WS2 shows no dependence on
twist angle, this could perhaps be substrate effects anchoring the WS2 layer, there is a definite
discrepancy between the distinct mono-layer and the homo-bi-layer A1g mode.

The WS2 E2g in-plane mode shows a definite softening towards the AB stacking order at 60° .
This shift suggests that there is some in-plane modification of the lattice due to the presence of
the top MoSe2, and that the effective restoring force decreases towards the AB stacking order at
60° . This change in frequency with increasing twist angle is in the same direction as increasing
thickness; additional layers provide an anomalous softening which was previously attributed to
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modifications in long-range Coulomb interactions [18], [19], which cannot be the case in this
system.

The trend for the separation of the optical phonon modes of MoSe2 are shown in 6.8 with
an accompanying table outlining the results of the sin2 fit of the data, table 6.1. The function
sin2 was chosen as an arbitrary periodic function, there is however a basis for this choice; the
angular tunneling of quantum dots is described by the same function [20]. Again, the majority
of the separation of the two modes is due to the variation in the E2g in plane mode, in contrast
to WS2 the AA′ ( 0° ) and AB (60° ) stacking orders have the same value, indicating that the
MoSe2 mono-layer is only modified in the intermediate stacking orders, where strain due to
moiré patterns is greatest. Modifications of the spacing of the A1g and E2g modes for MoS2 and
WS2 heterostructures predicts that the spacing is lessened in the case heterobilayers, relative
to homobilayers [21], as is the case in WS2, but not for MoSe2 due to the A1g mode occurring
at a lower frequency than the E2g mode.

Where graphene/MoS2 heterostructures have been studied using computational methods,
post-relaxation strain values were predicted as +1.9 % & -4.0 % for graphene and MoS2, respec-
tively [22].2 These values could be considered as the strains present in the limit of zero defects,
or contamination, between materials of large lattice mismatch.

Second order modes due to resonant Raman are also modified with twist angle, in figure 6.9
the WS2 2LA(M) peak can be decomposed into two peaks which show changes in both area
and peak centre. The 2LA(M) mode scatters electrons between conduction band valleys of the
Brillouin zone, and modification here suggests that band structure changes are taking place in
WS2 [23].

The two second order modes around the MoSe2 A1g mode; MoSe2 2E2g(M), and WS2

[A1g-LA(M)]. Show dependence on twist angle, shown by the plot in figure 6.10 where the mode
separation is plotted.

6.4 Summary

This chapter has discussed the first detailed report of polarisation resolved ultra-low-frequency
(ULF) Raman studies in the MoSe2/WS2 twisted hetero-bi-layer structures on SiO2. Difficulty
in observing trends in the ULF shear and breathing layer modes, due to the presence of resonant
Raman features from WS2 has been mitigated using careful peak fitting of this region. The
results of this fitting show a linear softening towards the AB stacking at 60° indicating reduced
interlayer coupling, as expected from the interlayer differences of AA′ and AB stacking at 0°,
and 60°, respectively.

Additional to the study of the ULF Raman spectra, high frequency modes were also studied
with unprecedented detail. This data shows definite trends of these modes as a function of
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twist angle, for the first time the softening of the in-plane E2g mode, due to reduced inter-layer
coupling towards 60° twist angle, and without the influence of long range coulomb forces from
additional layers is observed in the bottom WS2 layer. The MoSe2 layer shows modification of
the in-plane E2g mode, but unlike the WS2, the trend in MoSe2 shows that the E2g mode takes
the same value at AA′ and AB stacking, and is stiffened at intermediate twist-angles. This
behaviour is attributed the lack of substrate coupling in the top layer allowing strains due to
moiré patterns to modify the lattice.

The second order 2LA(M) mode of WS2 shows an unexpected dependence on the twist-angle,
since this mode is related to scattering processes between conduction band valleys, it suggests
a modification of this process due to the coupling between the layers.
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Chapter 7

Conclusion

7.1 Results

This thesis presents the results of optical characterisation of 2-dimensional van der Waals ma-
terials by means of ultra low frequency Raman spectroscopy. Transition metal dichalocgenides,
the III–VI metal chalcogenides InSe and In2Se3 have been studied in their basic exfoliated forms,
and structures synthesised by means of chemical growth. Raman studies of these materials can
be concluded as follows:

1. MoxW(1−x)S2 alloys have been demonstrated to provide a means of tuning the bandgap
and band-offsets, following the previously established, empirically derived, quadratic de-
pendence. The spin orbit coupling follows the same behaviour, demonstrating bowing
not previously observed in transition metal sulphide compounds in previous studies. The
Indirect exciton in trilayer samples is also observed to follow this trend.

High frequency Raman studies were conducted with unprecedented resolution and ac-
curacy, allowing observation of bi-modal behaviour of both the A1g and E2g lattice normal
modes, where previously study only recognised this in the E2g mode, using a modified
random element iso-displacemnt (MREI) model. Non-linearity is observed in the peak
frequencies of the two components of a given lattice normal mode, this is explained by
the presence of strain due to the mixing of molybdenum and tungsten atoms for which
the differing electronegativities alter the metal–chalcogen bond lengths and strengths, and
reduced phonon correlation lengths as a consequence of the increased disorder.

The relative intensities of the A1g mode were shown to have sigmoidal dependence on the
molybdenum concentration demonstrating the instability of the phonon modes at high
entropy.

Ultra low frequency Raman uncovered new evidence for the study of the resonance
‘Peak X’ – that with increasing [Mo] the peak tunes away from its value in MoS2 and
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persists as the hot-luminescence from the B-exciton resonance reduces as the B-exciton
tunes away from the excitation energy.

In bilayer and trilayer samples the shear and breathing interlayer modes were shown to
tune according to the square-density of the molecular layer, indicating that the interlayer
coupling is dominated by the chalcogen–chalcogen interaction.

2. Indium-selenium compounds represent a frontier in the 2 dimensional materials commu-
nity, and have undergone relatively little scrutiny in comparison to other materials such
as Graphene and TMDs. The first ultra low frequency Raman spectra of these materials
are presented in this thesis and observation of behaviours similar to those made in TMDs
are made.

In PDMS exfoliated InSe flakes the presence of interlayer shear modes, and redshift
of the A1

1g phonon mode with reduction in layer number is demonstrated. The InSe
flakes manifest Davydov peaks for the E1g mode, owing to the much lower frequency in
comparison to TMDs, allowing the Davydov peak to be resolved in spite of the weaker
interlayer coupling. In InSe flakes of thicknesses above bilayer, the weak coupling allows
the existence of high order polytypes with stacking sequences greater than 2H and 3R
observed in TMDs, multiple polytypes were observed in flakes up to bulk thickness.

Hexagonal boron nitride encapsulated InSe fabricated in an argon atmosphere glovebox
by boron nitride pickup was expected to manifest the same behaviour as the PDMS
exfoliated InSe, without and markers of disorder in the Raman spectrum. There were,
however, discrepancies in the spectra, first of which was the lack of softening of the A1

1g
mode with decreasing thickness, this was attributed to the additional thickness of the
hBN encapsulation providing additional coupling, causing the encapsulated InSe intralayer
modes to behave as in bulk samples. In the ultra low frequency, again only shear modes
were observed, with the 4 nm flake assigned as trilayer manifesting 3R, rather than mixed
2H/3R stacking order, and the 30 nm flake demonstrating mixed polytypism.

The most unexpected finding was that in spite of the use of the cleanest deterministic
vdW transfer method, hBN pickup in inert atmosphere, the structures were seen to have
the rotational Raman modes of air (O2 & N2) present, with intensities comparable to
those of the InSe crystalline normal modes in the thinnest 3.5 nm sample.

The AFM micrographs show contamination bubbles, which have previously been shown to
be predominately hydrocarbon residues, the exact reason for their presence is unknown,
but it is possible that they are adsorbed when the bulk materials are transported under
ambient conditions.

In2Se3 chemically grown on GaSe, was revealed to comprise multiple In2Se3 phases -
α, β, & γ, and InSe, with dependence on the region of GaSe flake on which the growth
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occurred. Raman modes from the GaSe substrate flakes were not detected at any posi-
tions on the flakes, suggesting a significant substitution of gallium by indium. With this
knowledge, the substrate GaSe could be engineered to target a particular growth of In2Se3

or InSe.

Further to the as-grown In2Se3 phases, it was seen that a phase change from β → α

occurred under moderate laser power for an extended time under vacuum at room tem-
perature. Such a phase change has not been previously reported and occurs in a direction
opposite to the thermally driven phase change in In2Se3, inviting the question of an al-
ternative mechanism.

3. In twisted MoSe2/WS2 heterobilayers, the study revealed that besides the resonant ‘Peak
X’ and 2X, from monolayer WS2 there exist interlayer Raman modes due to the coupling
between non-lattice-matched 2 dimensional van der Waals materials. The observed inter-
layer modes were exclusively shear modes due to the linearly co-polarised Raman spectra
being dominated by Peak X, they were shown to tune in frequency with twist-angle in-
dicating variations in the interlayer distance and coupling. Additionally, high frequency
modes were studied in detail for the first time, and were shown to exhibit small tunings
in their frequencies as a function of twist-angle.

7.2 Outlook

The field of 2-dimensional materials offers fecund ground for the advancement of condensed
matter physics, and possible routes to develop technologically novel devices for the betterment
of society. The 2D materials field has grown to the extent that results are generated at rates
orders of magnitude greater now, as compared with those at the outset of this work.

It is encouraging that the prototypical 2D material, graphene, regularly features in the
media’s reports of approaching technologies, one of the first realisations of the material’s promise
[1]. Noting that not far behind are the semiconducting TMDs which offer a novel route to
building semiconductor devices, with the suggestion of high performance flexible electronics.

Considering more blue-sky concepts, 2D materials perhaps offer more exciting prospects.
Multiple many body phenomena have already been observed, allowing greater insight into the
consequences of fundamental physics, the promise of generating synthetic superconductors is
one of great personal interest. The discovery of 2D superconductivity allows new routes to
understanding the nature of the superconducting state [2], building novel superconductors with
liquid N2 temperatures or even room temperatures would result in a revolution in infrastructures
and the possibility of superconducting sensors in consumer electronics.

Specific questions that this work invites are:

• MoxW(1−x)S2 alloys are conclusively studied in this work and the most prominent remain-
ing question is that of ‘Peak X’. The observation that ‘Peak X’ tunes in frequency from its
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value in WS2 with increasing [Mo] away from its value in MoS2 was unexpected. A study
required to elucidate this effect would be with the implementation of a spectrometer stage
to filter out a tunable laser used to resonantly excite the exciton complexes in each alloy
composition, and observing the behaviour of ‘Peak X’. The temperature dependence of
‘Peak X’ might also be of some interest; observing the Stokes:anti-Stokes ratio of the res-
onance peaks in comparison to the lattice phonon peak S:aS ratio might give important
information as to the mechanism behind its Raman activity.

• Indium-selenium compounds offer a promising route to novel publications, given their
relatively low scrutiny they’ve experienced in comparison with TMDs thus far. From the
perspective of this work and the specifics of the ultra low frequency Raman, an obvious
question would be on the nature of the α → α′ transition in In2Se3 which takes place at
−125◦C, and how this impacts the ferroelectric effect in this material’s monolayer. How
this transition compares to the Pierls transition in the charge density wave conductor
NbSe2, and the recently discovered Excitonic condensate phase in 1T-TiSe2 [3] would be
an exciting route to understanding the role of electron phonon coupling in low dimensional
condensed matter physics. In principle the experiment could be quite simple; at relatively
easily obtainable cryogenic temperatures, from bulk to exfoliated monolayer α-In2Se3, the
transition from α→ α′ should be detectable by Raman spectroscopy, owing to the role of
an (as yet unspecified) phonon mode responsible for transition.

• In twisted MoSe2/WS2 heterobilayers non-resonant excitation to avoid hot luminescence
and ‘Peak X’ contribution from the WS2 layer would allow a clearer picture of the inter-
layer modes that is possible using resonant excitation. Study of other stacks would be a
more general continuation of this work, following the tunable photoluminescence response
in MoxW(1−x)S2 alloys, the use of ferroelectric α-In2Se3 molecular layers has been demon-
strated as a route to tuning the dielectric environment, Raman studies of these structures
and the dependence on alignment angle would be an interesting route of study.
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