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ABSTRACT

In this thesis, a theoretical study is presented based on the first-principles
calculation of four main topics on the controllable mass-gapped Dirac cone
(MGDC) mechanism of graphene using spin-dependent potentials in graphene-
based magnetic junctions. Using a specific stacking configuration design at
the interface of graphene sandwiching with magnetic materials, MGDC of
graphene can be open and close depending on the magnetic alignment of the
upper and lower magnetic materials. A systematic study within spin-polarized
generalized-gradient approximation on the interface is presented to understand
the influence of physical and chemical properties at the interface that affect
the optimum control of MGDC of graphene and its efficiency as a spintronic
device. By understanding the origin and characteristics of controllable MGDC
of graphene, a successful graphene-based magnetic junction device with high
spintronic performance can be created.

At the beginning of this thesis (chapter 1), the introduction to magnetic
junctions, their development, and the recent consideration of 2D materials-
based magnetic junctions for spintronic devices is presented. The problems
that need to be solved, the aims of the research, and the strategy for address-
ing the problem are also presented. Afterward, the theoretical basis of the
computational method used in the research and the physics of graphene and
its characters in magnetic junction is discussed in chapter 2. Next, Chapter 3
presents the theoretical framework of the considered design and the computa-
tional approach strategy in the simulation.

In the first study (Chapter 4), Ni(111)/graphene/Ni(111) magnetic junc-
tion is proposed. Ni(111) slabs are used due to their similar structures to
graphene, that is, having the smallest lattice mismatch among transition met-
als. In this proposed system, the MGDC of graphene can be controlled using
the magnetic alignment of the Ni slabs. When the magnetic moments of the
upper and lower Ni(111) slabs have an antiparallel configuration (APC), the
MGDC is open. However, when the magnetic moments of the upper and
lower Ni(111) slabs have parallel configuration (PC), the MGDC is closed.
This unique characteristic is because the most stable arrangement of the
Ni/graphene/Ni heterostructure occurs when Ni atoms of the upper and lower
Ni(111) slabs at the interfaces are hybridized with different graphene sublat-
tices. In other words, Ni atoms from the lower Ni(111) slab hybridized with
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C atoms in sublattice A (i.e., Cs), and Ni atoms from the upper Ni(111) slab
hybridized with C atoms in sublattice B (i.e., Cz). Although the C atoms
of graphene bond with the Ni atoms, this unique hybridization preserves the
equipotential between sublattices A and B. Meanwhile, a magnetic moment
is induced on the graphene layer by charge transfer from the Ni to C atoms.
Therefore, the induced magnetic moments of the C'y and Cp atoms depended
on the magnetic alignment of the Ni(111) slabs. Moreover, the induced mag-
netic moments between Cy and Cp atoms exhibit antiferromagnetic and fer-
romagnetic orders when the APC and PC states are considered, respectively.
This characteristic implies that the pseudospin between sublattices A and B
can be controlled to preserve or break the chiral symmetry, making the MGDC

controllable.

In the second study (Chapter 5), a theoretical study is presented on the
in-plane conductance of graphene partially sandwiched between Ni(111) nanos-
tructures with a width of 12.08 A. The investigation of the proposed system is
conducted to understand the effectiveness of a controllable MGDC of graphene
on its in-plane conductance to realize a high magnetoresistance (MR) ratio.
The APC and PC states of the upper and lower Ni(111) structures are consid-
ered. First-principles quantum transport calculations, which coupled density
functional theory (DFT) with the non-equilibrium Green’s function, were per-
formed. In the sandwiched part, the MGDC of the graphene was controlled
using a pseudospin by changing the magnetic alignment of the Ni(111) nanos-
tructures, in which the mechanism is the same as explained in Chapter 4. Upon
considering the APC of Ni(111) nanostructures, the transmission probability
calculation of the in-plane conductance of graphene shows a gap-like trans-
mission at £ — Er = 0.2 and 0.65 eV from pd-hybridization and controllable
MGDC of graphene, respectively. In the PC, the transmission probability cal-
culation showed a profile similar to the pristine graphene. High and colossal
in-plane MR ratios of 284% and 3100% were observed at F — Er = 0.65 and
0.2 eV, respectively. A higher MR ratio beyond 3100% was expected at F— Ep
= 0.65 eV when the width of the Ni(111) nanostructures on the nanometer

scale.

The MR changes beyond the charge neutrality point can be overcome by
several methods-one of them is by introducing a gate voltage. Thus, the hBN
layer can be introduced between the graphene layer and the Ni slabs to opti-
mize the controllability of graphene’s Fermi energy while keeping the perfor-

mance of MGDC controllability. The controllable induced magnetic moment
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on graphene is replaced through charge transfer to magnetic proximity effect.
The van der Waals interactions between graphene and hBN layers led to easy
controllability of graphene Fermi energy by using gate voltage. However, prior
to further investigation on the effectivity of proximity effect on controlling
MGDC of graphene, understanding how the Ni(111) surface state as evanes-

cent wave work on graphene created magnetic proximity effect is necessary.

In the third study (Chapter 6), a theoretical study is conducted to under-
stand the origin of the magnetic proximity effect in 2D material which was
sandwiched with ferromagnetic metal. In this study, a Ni/nhBN/Ni magnetic
junctions was considered. First, a study on Ni/2hBN/Ni magnetic junctions
showed that the Ni’s surface state (111) becomes the main contribution to the
tunneling transmission of the electrons when electrons flow from one Ni slab
to another through two hBN layers. When the number of hBN is increased to
three, the Ni(111) slabs’ surface state still survives, giving a magnetic proxim-
ity effect on middle hBN. However, the magnetic proximity effect on middle
hBN is weak enough since the d-orbital of the Ni(111) surface state works on
unfilled p,-orbital of B atoms. However, the d2-orbital of the Ni(111) surface
state works significantly on the graphene layer since it works on m-orbital of
graphene. Further study to understand the effectivity of proximity effect on
controlling MGDC of graphene is discussed in the next chapter.

In the fourth study (Chapter 7), a study is performed on the role of
Ni/hBN slab-graphene interface of Ni/hBN-graphene-hBN/Ni magnetic junc-
tion in controlling MGDC of graphene via magnetic proximity effect. The
spin-polarized DFT calculation was performed on 12 possible stacking con-
figurations for APC and PC of Ni slabs’ magnetic alignment. The 12 stack-
ing configurations can be categorized into three groups based on the relative
total energy, corresponding to van der Waals’ interaction between hBN and
graphene. In group I, the magnetic proximity effect of B atoms on graphene
causes the opening and closing MGDC with a small gap size when N atoms are
placed on top or below the hollow site of graphene. In group II, when the prox-
imity effect of the Ni(111) surface state as evanescent wave acts on C atoms,
both the APC and PC states have one-spin channel with a prominent size of
mass-gapped, whereas the other does not. In group III, the MGDC is open
with a significant gap size in the APC state and close in the PC state when
the asymmetric arrangement of N atoms on different sublattices of graphene
is considered. The unique characteristics of graphene’s MGDC control, de-

pending on the stacking configuration, can be proposed as a device where
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a controllable MGDC is tuned using mechanical motion. Spin-mechatronics
device can be realized by proposing a device that can move the upper and
lower Ni(111)/hBN slabs translationally. Afterward, the investigation of the
several possible barriers between Ni(111) slabs and graphene beside hBN was
considered.

Finally, the complete understanding of controlling MGDC of graphene
through various approaches is summarized in chapter 8. The results become a
foundation for realizing a spintronic device based on graphene in-plane conduc-
tance. Furthermore, the new findings show the high performance of graphene-
based magnetic junction spintronic devices and functionality beyond the con-

ventional spintronic device.

Keywords: graphene; magnetic junctions; in-plane conductance; magnetore-

sistance; mass-gapped Dirac cone
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Chapter 1

INTRODUCTION

1.1 Spintronic Technology through Magnetic

Junctions

1.1.1 Magnetic Junctions

Spin-electronics, or so-called spintronics, is a research field that focuses on
the manipulation of spin-up and spin-down populations of electrons in solid
materials. Manipulating spin polarization to generate inequality in the number
of spin-up and spin-down electrons, resulting in a spin current, is the main aim
of spintronics materials or devices. A typical way to polarize electron spins
is to use a ferromagnetic electrode in electrical contact with a medium where
spin-polarized electrons accumulate. The accumulation rate strongly depends
on the relaxation or flip of spins, driving the polarization back toward the
equilibrium state. The magnetic junctions (MJs) between the ferromagnetic
materials with a medium where spin-polarized electrons are accumulated are
essential for developing spintronic devices because of their capability to fulfill
the high demand for applications based on a spin configuration. These MJs
can be categorized into two types based on their mechanism of function.

The first is an MJ with a structure comprising ultrathin nonmagnetic-
metal materials sandwiched by ferromagnetic materials, and the current-in-
plane (CIP) geometry is considered. This structure is called a ”spin-valve.” In a
spin-valve structure, the current flows along with the layers, and the electrodes
are located on one side of the structure, as shown in Fig. [I.I(a). The Albert
Fert groups from the University of Paris-Sud, France, and Peter Griinberg
from Forschungszentrum Jiilich, Germany, introduced this structure in 1988

[1,2]. The practical significance of this experimental discovery was recognized
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Figure 1.1: magnetic junction in (a) current-in-plane geometry, so-called spin-valve
structure, and (b) current-perpendicular-to-plane geometry, so-called magnetic junc-
tions.

by the Nobel Prize in Physics awarded to Fert and Griinberg in 2007. This
structure is proven important as hard-drive magnetic read heads and magnetic
sensors . On the other hand, the second structure is the so-called magnetic
tunnel junction (MTJ). MTJ is a structure comprising an ultrathin layer of a
nonmagnetic insulator sandwiched by ferromagnetic materials. In MTJ, the
current-perpendicular-to-plane (CPP) configuration is considered, where the
current is passed perpendicular to the layers. The electrodes are located on
different sides of the superlattice. Thus, the ultrathin insulator leads to the
tunneling of electrons through the barrier when a bias voltage is applied to
the upper and lower ferromagnetic electrodes, as shown in Fig. [1.1{b). This
device structure was introduced by Julliere in 1975 and by Maekawa and
Gafvert in 1982 . Nowadays, this structure is used in memory storage and

logic devices [6-11].

Both spin-valve and MTJ have the same functionality, where the conduc-
tance through the device corresponds to the magnetic alignment of the fer-
romagnetic layer. In both spin-valve and MTJ, one ferromagnetic layer has
a fixed magnetic orientation. In comparison, another one has a controllable
magnetic alignment, resulting in two configurations of magnetic alignment be-
tween two ferromagnetic layers, parallel configuration (PC) and antiparallel
configuration (APC). In the PC state, the conductance through the device is
high, whereas in the APC state, the conductance is low. However, spin-valve
and MTJ have different origins for creating high and low conductance when
PC and APC states are considered.

Since the CIP scheme is considered in the spin-valve structure, the elec-

trodes were attached to the free-layer ferromagnetic layer, as shown in figure
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Figure 1.2: Two electronic states in spin-valve structure: (a) low resistance when
PC state is considered and (b) high resistance when APC state is considered.

u(a). Fig. n shows that when the PC state is considered, the spin-up elec-
trons (spin antiparallel to the magnetization) can travel through the sandwich
nearly unscattered, providing a conductivity shortcut and low resistance. In
contrast, in the APC state, both spin-up and spin-down electrons collide in
either the upper or lower ferromagnetic layer, providing higher overall resis-

tance.

On the other hand, in MTJ, the electrodes were placed on both the upper
and lower ferromagnetic layers, creating a CPP scheme. Figure|[l.3|shows that
when the PC state is considered, a large number of electrons with minority
(majority) spin from the lower ferromagnetic layer tunneling through the bar-
rier are accepted by a large number of unfilled states of minority (majority)
spin of the upper ferromagnetic layer. As a result, the conductance will be
high. In the APC state, however, the identity of majority and minority spin
is reversed, which causes only a few numbers of the majority spin electrons of
the lower ferromagnetic layer tunnel to the upper ferromagnetic layer and be
accepted by a large number of unfilled states of the minority spin, and vice

versa.

The two different mechanisms of spin filtering in spin-valve and MTJ lead
to different performance efficiencies, where MTJ has a higher magnetoresis-
tance (MR) ratio than spin-valve. An example is the Co1gCugg junction. At
a temperature of 4.2 K, when the CIP geometry was considered, the highest
MR ratio, as high as 80%, was observed by variating the thickness of Cu. In
contrast, an MR ratio as high as 125% was observed when the CPP geome-

try was considered. When the temperature is increased to room temperature
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Figure 1.3: Two electronic states on magnetic tunnel junction structure: (a) low
resistance when the PC state is considered and (b) high resistance when the APC
state is considered.

(300 K), the MR ratios for the CIP and CPP geometries are 20% and 80%,
respectively [12}[13].

1.1.2 The Development of Spintronics Devices

Due to its efficiency in achieving a high performance by having a high
MR ratio, the MTJ device has been continuously studied. So far, the major
competition for improvement the MTJ performance is to achieve a higher
level of tunneling MR (TMR) ratio. Fully understanding the nature of the
properties of this device is essential to enable successful design and application.
A critical point that determines the performance of the MTJ is its tunnel
barrier. As explained in the previous subsection, the TMR effect was initially
discovered by Michel Julliere from the University of Rennes, France, in 1975.
At that time, Ge-O was used as a tunnel barrier in Fe/Ge-O/Co-junctions. At
a temperature of 4.2 K, the TMR ratio was approximately 14% . The next

important finding occurred in 1991 when Terunobu Miyazaki from Tohoku
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Figure 1.4: The development of MTJs. Taken from

University, Japan, found a TMR ratio of 2.7% at room temperature. Later,
in 1994, Miyazaki found a TMR ratio of 18% on Fe/Al,O3/Fe MTJ [14], and
Jagadeesh Moodera found a TMR ratio of 11.8% when CoFe and Co electrodes
replaced iron electrodes [15]. The highest effect observed with Al,O3 insulators
were approximately 70% at 300K, as shown in Fig[1.4}

Due to the limit found on amorphous Al,O3 tunnel barriers, starting from
2000, tunnel barriers of crystalline magnesium oxide (MgO) were investigated.
In 2001, Butler theoretically predicted that using iron as the ferromagnet and
MgO as the insulator, the tunnel MR can reach several thousand percent [16].
The same year, Bowen et al. were the first to report experiments showing a
significant TMR in an MgO-based MTJ by considering the Fe/MgO /FeCo(001)
junction [17]. In 2004, Parkin and Yuasa made Fe/MgO/Fe junctions that
reach over 200% TMR at room temperature [18,[19]. In 2008, the effects of up
to 604% at room temperature and more than 1100% at 4.2 K were observed in
CoFeB/MgO/CoFeB MTJs by Ikeda and Ohno groups of Tohoku University
in Japan [20]. The development of MTJs to achieve a high TMR ratio is
summarized in Fig.
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1.1.3 2D Materials-based Spintronics Devices

A critical application of MJs is as a memory device. Thus, the density
of MJs in a device becomes important because of its relation to the memory
capacity of the device. Increasing the density of the MJ can be done by down-
scaling its size. To downscale the device while retaining a high transmission,
it is essential to reduce the barrier thickness. However, when this is realized,
TMR can be reduced to 55% due to uncontrollable defects in the MgO tunnel
barrier [22].

On the other hand, in the early 2000s, a one-atomic-thickness material
called graphene was introduced. Graphene, a carbon-based 2D material with
extraordinary in-plane charge mobility [23], has attracted interest as an ideal
material for application in microelectronics [24}25] and sensing [26]. Exper-
imentally, graphene is synthesized by chemical vapor deposition and yields
well-ordered 8m symmetry on the substrate surface [27,/28]. Its interesting
tunable transport properties and unique magnetic response, as well as its
weak spin-orbit coupling and long spin scattering length [29], make graphene
a prospective material for spintronics devices.

The low dimensionality of graphene was expected to solve the downscaling
problem of MTJs. Recently, graphene has been examined for the nonmagnetic
spacers in CPP MTJs. One example is Ni/graphene/Ni MTJ. Owing to its
structure, which is similar to that of graphene (the smallest lattice mismatch),
the Ni/graphene junction can be synthesized easily through various methods
[30-40]. Further, the Ni/graphene/Ni MTJ successfully shows the change in
the MR ratio due to an external magnetic field. However, a small TMR ratio
was found [30-40]. Further investigation was conducted using hexagonal boron
nitride (hBN), an insulating one-atomic-thickness material, but a satisfactory
result has not been achieved yet [41-43|. The recent experimental development
of graphene and hBN used as a tunnel barrier in MTJ is shown in Fig. [1.6]

On the other hand, a theoretical study was done to investigate Ni/nhBN/Ni
magnetic junctions with n is the number of hBN layers [44]. The study sug-
gests that the highest TMR ratio, as high as 60%, was reached when the
number of hBN layers was two. Once the number of hBN layers increases,
the TMR ratio is reduced significantly, as shown in Figure [[5(a). Further
investigation was done by inserting a graphene layer into the insulator barrier,
creating Ni/hBN/nGr/Ni with n as the graphene layer number. The calcula-
tion results show that the optimum TMR ratio as high as 100% was reached

when five graphene layers were considered. When the number of the graphene
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Figure 1.5: The calculated conductance and TMR ratio of (a) Ni/nhBN/Ni and
(b)Ni/hBN/nGr/Ni (taken from [44]). The proposed spintronics device of graphene
act as a bridge between two Ni electrodes (taken from )

layer is increased further, the TMR ratio was kept at 100%, as shown in Figure
TH(b). Another theoretical study introduced a new strategy to obtain high
performance on 2D materials-based spintronic devices; graphene was used as
a bridge between ferromagnetic materials to get optimum magnetoresistance
ratio, as shown in Figure. The idea came from the fact that graphene has
a long spin scattering length [29]. One the example is Ni/Gr—Gr—Gr/Ni
device, which is shown in Figure [[5(c). Nickel electrodes were used as ferro-
magnetic materials . By injecting selective spin electrons from the left Ni
electrode into graphene, which connects two ferromagnetic as a bridge, a spin
valve device was expected to be created by interchanging the left and right
electrodes to have APC and PC states. The results show that a maximum
110% magnetoresistance ratio was observed on the device. Those two theoret-
ical studies above gave an insight into the unknown properties and strategies
that have not been utilized to get the best performance of 2D materials-based

spintronics devices.

From another perspective, the chemical and physical interactions between
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Figure 1.6: The development of 2D materials-based MTJs. Taken from [54]

graphene or hBN with the ferromagnetic layer are interesting and can be fur-
ther developed. When graphene is grown on top of the transition metal, trans-
port properties of graphene can be sensitively tuned [46,47]. Further, graphene
gives a unique magnetic response by growing on top of the ferromagnetic ma-
terial [46,48-53]. Therefore, graphene was still expected to give a unique
characteristic as M'TJ and to have a new device mechanism that could not be
found in the conventional one. However, a new strategy and further systematic
investigation to unlock hidden properties in graphene-based MJs are necessary

to successfully realize a spintronics device based on graphene.

1.2 Strategy and Aim

This thesis proposes an in-plane MR (IMR) scheme of graphene in a sand-
wich structure of monolayer graphene with ferromagnetic slabs, instead of
considering the TMR scheme. In other words, instead of investigating the MR
effect from CPP geometry, the CIP geometry of the MR effect was considered
on graphene due to the magnetic alignment of the upper and lower ferro-
magnetic materials, i.e., APC and PC. The Ni(111) slab was considered to
sandwich graphene, owing to its structure, which is similar to that of graphene
(having small lattice mismatch). In chapter , it will be explained in detail
that the consideration of investigating the IMR properties of a graphene-based
spin-valve has something to do with the controllability of the spin-dependent
Dirac cone of graphene.

This study aims to propose a successful design of a graphene-based spin-

valve as a spintronic device having a high MR ratio. To achieve the aim of the
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study, the study stages have been proposed:

1. In the first stage, an investigation was considered to explore graphene’s
magnetic properties and electronic structure in the Ni/graphene/Ni spin-
valve structure. The study emphasized graphene’s induced magnetic mo-
ment properties and Dirac cone characteristics due to its response to the
upper and lower Ni slabs’ antiparallel or parallel magnetic configuration.
A density functional theory (DFT) spin-polarized generalized-gradient
approximation (spin-GGA) calculation was done. A band structure cal-
culation and spin-charge density mapping were done to show the indica-
tion of graphene in-plane conductivity change by observing the change

in the Dirac cone characteristic.

2. In the second stage, since the controllable mass-gapped Dirac cone
(MGDC) of graphene was found on the Ni/graphene/Ni spin-valve struc-
ture (explained in chapter , further investigation was conducted to un-
derstand the effectiveness of MGDC in creating a high MR ratio. For
that purpose, first-principles quantum transport calculations, which cou-

pled DFT with the nonequilibrium Green’s function, were performed.

3. After that, in the final stage, optimization to create a successful design of
a graphene-based spin-valve structure spintronics device was performed.
The optimization was needed for realization of the actual device and for
ensuring a performance comparable to that predicted in this theoreti-
cal study. The chemical bonding between the Ni slabs and graphene in
Ni/graphene/Ni needs to be perfect to get control on graphene’s MGDC.
This perfect surface can be realized experimentally; however, it is rela-
tively difficult. Thus, to avoid a complete change in the IMR of graphene
due to a defect at the Ni/graphene interface, a barrier is necessary to
maintain the graphene Dirac cone, although some defect occurs on the
Ni surface. Furthermore, by introducing the barrier between Ni slabs
and graphene, an easier controllability of graphene’s Fermi energy will
be expected. In this thesis hBN layer is introduced as a barrier between
Ni slabs and graphene. In this stage, an investigation was conducted
to understand whether graphene’s MGDC is still controllable after the

barrier was introduced.

All the results provided a key leading aspect for realizing a successful graphene-

based spin-valve device.
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1.3 Thesis Organization

This thesis consists of nine chapters. Chapter (1] introduces MJs, graphene-
based MJs, and the proposed strategy to achieve high-performance graphene-
based spintronics devices. Chapter 2| introduces the literature review on the
theory behind the atomistic modeling techniques, conductance simulation, and
the Dirac cone of graphene. Chapter (3| presents the theoretical framework
of our consideration design and the computational approach strategy in the
simulation. The results and discussions presented in chapters [d7]in this thesis
are an integration of published studies (Chapters [55-57] and those under
review (Chapters[7)) in international journals. The details of each chapter are

as follows:

e In chapter 4, Ni(111)/graphene/Ni(111) MJ investigation is proposed
through DFT spin-GGA calculations. From the calculation, it was
predicted that in the Ni(111)/graphene/Ni(111) system, the MGDC of
graphene could be controlled using the magnetic alignment of the Ni
slabs.  When the magnetic moments of the upper and lower Ni(111)
slabs have an APC state, the MGDC is open. However, when the mag-
netic moments of the upper and lower Ni(111) slabs have a PC state,
the MGDC is closed. This characteristic implies that the pseudospin
between sublattices A and B can be controlled to preserve or break the
chiral symmetry, making the MGDC controllable. This chapter discusses
the origin of the controllable chiral symmetry perseverance of graphene

due to Ni slabs’ magnetic alignment in detail.

e In chapter 5, a theoretical study is presented on the in-plane conduc-
tance of graphene partially sandwiched between Ni(111) nanostructures
with a width of 12.08 A. The investigation of the proposed system is
conducted to understand the effectiveness of a controllable MGDC of
graphene, which was explained in the previous chapter, on its in-plane
conductance to realize a high MR ratio. First-principles quantum trans-
port calculations, which coupled DFT with the nonequilibrium Green’s
function, were performed. The results predicted that a colossal MR ratio
beyond 3100% was expected when the width of the Ni(111) nanostruc-

tures was at the nanometer scale.

e In chapter 6, a theoretical study is conducted to understand the origin
of the magnetic proximity effect in Ni/nhBN/Ni MTJs, which is the
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main contribution to the CPP tunneling conductance of the MTJ. First,
a study on Ni/2hBN/Ni MJs showed that the Ni’s surface state (111)
becomes the main contribution to the tunneling transmission of the elec-
trons when electrons flow from one Ni slab to another through two hBN
layers. When the number of hBNs is increased to three, the Ni(111)
slabs’ surface state still survives, resulting in a magnetic proximity effect
on the middle hBN. However, the magnetic proximity effect on the mid-
dle hBN is weak since the d,-orbital of the Ni(111) surface state works
on the unfilled p.-orbital of B atoms. However, when the middle hBN
is replaced with graphene, creating an Ni/hBN-graphene-hBN/Ni junc-
tion, the d,-orbital of the Ni(111) surface state works significantly on the
graphene layer, since it works on the m-orbital of graphene. The role of
the proximity effect in controlling the MGDC of graphene is discussed

in the next chapter.

e In chapter 7, a study is performed on the role of the Ni/hBN slab-
graphene interface of the Ni/hBN-graphene-hBN/Ni MJ in controlling
the MGDC of graphene via the magnetic proximity effect. The spin-
polarized DF'T calculation was performed on 12 possible stacking con-
figurations for the APC and PC of Ni slabs’ magnetic alignment. The
12 stacking configurations can be categorized into three groups based
on the relative total energy, corresponding to van der Waals’ interaction
between hBN and graphene. In group I, the magnetic proximity effect
of B atoms on graphene causes the opening and closing of MGDC with
a small gap size when N atoms are placed on top or below the hollow
site of graphene. In group II, when the proximity effect of the Ni(111)
surface state as an evanescent wave acts on C atoms, both the APC and
PC states have a spin channel with a prominent size of mass-gapped,
whereas the other does not. In group III, the MGDC is open with a
significant gap size in the APC state and close in the PC state, when the
asymmetric arrangement of N atoms on different sublattices of graphene
is considered. The unique characteristics of graphene’s MGDC control,
depending on the stacking configuration, can be proposed as a device
where a controllable MGDC is tuned using mechanical motion. A spin-
mechatronics device can be realized by proposing a device that can move
the upper and lower Ni(111)/hBN slabs translationally.

Finally, the thesis summary is presented in chapter 8.
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Chapter 2

Theoretical Basis

2.1 Review on Many-Body Schrodinger Equa-

tion

2.1.1 Many-Body Schrodinger Equation

In this section, improvement of the quantum theory from a single-particle
description in the external potential to the quantum many-body theory for ma-
terials is introduced. From the basic quantum theory, the quantum mechanical
wavefunction contains all the information of a given system, and that informa-
tion can be obtained by solving a Schrodinger equation. The time-independent

Schrodinger equation can be expressed as follows:

(T4 V) = Ey (2.1)

where T, V, and E are kinetic energy, potential energy, and total energy of
the given system, respectively.

The realistic and useful theory of materials is developed by describing sys-
tems with many electrons and nuclei. The many-body wavefunction needs to
be introduced, which depends on the positions of each nucleus and electrons
in the system. The wavefunction of the system which has N electrons with
coordinates ry,ry, - - ,ry and M nuclei with coordinates R, Ro, -+ , R can

be expressed as follows:

\D:\Ij(rlar%'“ arN;RlaRZa”' 7RM) (22)

By using the many-body wavefunction, the single-particle Schrodinger equa-
tion at eq2.1] can be transformed to the many-body Schrodinger , which is
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written as follows:

~

HY(ry,re,- - ,ry; R, Ry, - JRy) = EV(ry,ro, -+ ,rn; Ry, Ro, -+ Ry)
(2.3)
where H is Hamiltonian that consists of kinetic and potential energies.
In many applications, the total electronic charge density, which means the
probability of finding any electron at position r, becomes the interest. The

electron density, n(r), is expressed as follows:

n@zN/WmmmJManﬁmWQmﬂwm”R% (2.4)

and if the many-body wavefunction is normalized into unity within the system,

it gives

/|\I/(r,r2,~-- rn; Ry, ,RM)|2dr2...drNdR1...RM =1. (2.5)

The combination of eq2.4 and eq[2.5] leads to the fact that the integral of the
electronic charge density throughout the whole system yields the number of

electrons. It is mathematically written as follows:

/ﬁ@w:N. (2.6)

The many-body wavefunction and the many-body Schrodinger equation
have been introduced. Now, let us move on to the Hamiltonian of materials.
At first, let us consider the kinetic energy of materials. Similar to the previous
discussion, we consider IV electrons and M nuclei. Thus, we should write down

the kinetic energy for all electrons and all nuclei as follows:

. YR, e R,
T=-— Vi — —V 2.7
Zﬁmz ZbMII (2.7)
where M, Ms, ... are the masses of the nuclei, and m, is the mass of an

electron. Next, we need to consider the potential energy of materials. The
potential energy of materials consists of three terms, namely, potential energy
from Coulomb repulsion between electrons, Coulomb repulsion between two

nuclei, and Coulomb attraction between an electron and a nucleus. Each of
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the terms could be written as follows:

- 1 e? 1
‘/ee = 5 Z y (28)

Iy 47T€0 |I'i — I'J‘

~ 1 62 Z]ZJ
Vnn =3 > 2.9
;47’(’60 |RZ—R]| ( )

~ € Z[
Ve = — 2.10
Z47T€0|I'1 R]‘ ( )

where Vee, Vnn, and V,,, are potential energy of electron—electron, nuclei-nuclei,
and electron—nuclei interactions, respectively. Z; and Z; denote the atomic
numbers; e, the electron charge; and ¢y, the permittivity of vacuum. Finally, by
substituting the Hamiltonian of materials into many-body Schrodinger equa-

tion, the Schrodinger equation for materials is given as follows:

N 2

h? h? 1 e 1
— V2 — V24 = -— =
Z2me ' ;QMI I+2;47T60|ri—rj|

i=1

o2 2
Z[ZJ € Z
U =FEu¥ (211
3 Z47T€Q|R R,| Z47T€0|I‘Z R;| 'V (2:11)
I#J J

By converting the units into Hartree atomic units (A = m, = e = 1), the
many-body Schrodinger equation for materials acquires the following elegant

form:

Eqf2.12is too general because it describes almost everything, and it is too
complex to be solved analytically, except for some simple cases like hydrogen-
like atoms. At this stage, it is necessary to adopt a good approximation method
to the Hamiltonian and the many-body wavefunction, so that the equation can
be solved within a reasonable time and a computational cost while keeping the
important and correct physics.

The forces on both the electrons and ions are of the same order of mag-
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nitude; their momenta are also comparable. However, since the ions are so
massive compared with the electrons, the kinetic energy of the ions is much
smaller than that of the electrons. Therefore, we can consider M; = oo in
eq2.12] This consideration implies the negligence of the kinetic energy of the
nuclei in eq2.12] whereas the Coulomb repulsion between nuclei is simply con-
stant. This idea forms the basis of the Born—Oppenheimer approximation [58].

Now, let us apply the Born-Oppenheimer approximation to eq2.12] First,
for the convenience, we separate a constant from the Coulomb repulsion be-

tween nuclei from the expression by defining

7,7,
E=Ey— Z R B (2.13)
I;AJ J

By using this definition and omitting the kinetic energy of the nuclei, it allows

us to rewrite eq as follows:

N

Y Zr 1 1
— — — — = — |V = £, V. 2.14
o T

where the nuclear coordinates, R; can be regarded as external parameters.
Thus, we can consider the wavefunction, ¥, only as a function of the electron

coordinates, if we substitute into eq)2.14] the following definition:

Z - R[’ (2.15)

which indicates the Coulomb potential of the nuclei experienced by the elec-

trons. By using the definition, eq can be written as follows:

N 2
— Z 72 — Z Vo(r;) + Z s — r]\ U= FEixV. (2.16)

This equation is the fundamental equation of the electronic structure theory.
In the next sections, we will discuss the techniques to solve this Schrodinger

equation.

2.1.2 Slater Determinant

The identical particles, i.e. particles characterized by the same quantum

numbers such as mass, charge, and spin, are in principle indistinguishable.
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Before going into further to solve eq2.16] we should consider the fact that
electrons are indistinguishable particles. If we suppose that two coordinates in
an N-particle wavefunction are interchanged, it yields the same physical state,
and the corresponding wavefunction will be different from the original one only

by a simple prefactor A. Using this procedure twice, we have an equality,

U(ry, ..., e, Tpy oo, Ty ) = AY(T1, oo, Tpy ooy Tjy o, Ty)

= ANU(ry, ..., Tjy ooy Tpy oy Ty ). (2.17)

Because electrons are fermions, it means that they need to fulfill the Pauli
exclusion principle, where the many body-body wavefunction, ¥, must change
the sign if the variable of any two electrons is changed. Therefore, the prefactor
A for the fermion case is A = —1 for fermions, which yields

U(ry, .oy Ty, ooy Ty oo, Ty) = —W(ry, oo Tpy oy Ty o, TN (2.18)

Now, we want to change our expression of the N-particle wavefunction
U(ry,ro,...,ry) into a linear superposition of product states containing N fac-
tors of single-particle basis states. First, from an arbitrary N-particle state
U(ry,ry,...,ry), we form the (N — 1)-particle function A,, (rs,...,ry) by pro-
jecting it onto the basis state 1, (r;)

Ay (rg,...,TN) E/drll/);(rl)‘l’(rl,rzw--71“N) (2.19)

Then, it can be inverted by multiplying with 1, (r1) and summing over v,

S ) A1) = 3 ) JRCTCAL NS
= /drl[Vzw;(rl)wm(ﬁ)]xy(rl,rg,...,rN)

= /drﬂs(i:l —1)V(r,r,...,1N)
= ‘;[](,1\:17 rg,... ,I‘N)

U(Fy,ro,. . Ty) = Yy, (T1) A, (12, ., Ty)

(2.20)
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Now, we analogously define A,, ,,(rs,...,ry) from A, (ra,...,rn):

Ayn(rs, ... ry) = /drﬂbl’; (r9)A,, (ra,...,rN). (2.21)

and by doing so, it will lead to

U(Ty,To, 13, Ty) = 3 Uy, (T1)8, (T2) Ayy i (T3, ., 1) (2.22)

vi,V2

We can continue all the way through Ty (and then writing r instead of T.

Finally, we end up with

\Ij(rlv ro,... 7rN) - Z AV1,V2 ,,,,, VN¢V1 (1”1)%2 (rQ) s %N (rN) (2'23>

V1 UN

where A,, ,, ., 18 just a complex number. However, from our discussion on in-
distinguishable particle of fermions, the aforementioned product is not a phys-
ically useful basis because the coordinates have to appear anti-symmetrically.
Then, to solve the problem, the fermionic anti-symmetrization operator S_is

introduced to the product state and defined by the following determinants:

‘év*wlll (rl)ww (rQ) s wVN (rN>
wul (rl) wl/l (1‘2) s le (rN)
77sz (1‘1) ¢V2 (r2) ¢V2 (rN)

- : : ) : =2 ( 11_:[1 by, (%(j))) sign(p)

pESN
¢VN(r1) wVN(r2) ,lvaN(rN)

(2.24)

which in physics are denoted as Slater determinants. Then, by using the sym-

metrized basis states gets, 1(ry, 1o, ..., ry) is replaced by the following equation

U(ry,ry,...,ry) = Z BV1,V2,~--,VN‘§—77Z}V1 (r1)Yu,(re) ...y, (rn)  (2.25)

V1, VN
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2.1.3 Mean-Field Approximation

We understand that each many-body wavefunction is expanded in a series
of Slater determinants. We also need to simplify our Hamiltonian in eq[2.16]
because the Schrodinger equation in eqf2.16] is still too complex, which needs
high computational cost to be solved in the exact manner. At first, we need
to make an approximation so that the problem becomes much simpler with-
out omitting any important physics. The Coulomb interaction term between
electrons is the most time-consuming and needs high computational cost for
the calculation. Approximation is performed to reduce the complexity of the
calculation. The Coulomb interaction between electrons cannot be neglected
because it is in the same order with the other terms. However, we can instead
maintain a single-particle description and take the Coulomb repulsion into
account in an approximate form. This approximation is so-called mean-field
approximation.

Let us consider a distribution of electronic charge, n(r), in classical elec-

trostatic point of view as

2
n(r) =) o (2.26)
which generates an electric potential ¢(r) through Poisson’s equation:

V2p(r) = 4nn(r). (2.27)

The potential energy of electron, which is immersed in this electric potential,
is Vi(r) = —p(r), which is the well-known Hartree potential. The Hartree

potential satisfies Poisson’s equation as follows:

V2V (r) = 47n(r). (2.28)

The formal solution of this equation is

Vir(r) = / ar' 1) (2.29)

r—r'|’
which means that each element of volume dr’ has a charge dQ) = —n(r’)dr’.
This charge generates a Coulomb potential at point r given by dQ/|r — r'|.
Thus, the fundamental equation of the electronic structure theory, which

is shown in eq{2.16| can be simplified by taking the Hartree potential into

account as
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— Z 71 - Z Va(rs) + Vi (r) | ¥ = B, 0. (2.30)

This kind of approach, which simplifies the Coulomb repulsion so that the
single-particle description is still maintained, is a kind of mean-field approxi-
mation. It needs to be noted that eq2.30} eq2.28] and eq[2.26) must be solved
simultaneously by using the self-consistent field method, which was introduced
by Hartree in 1928.

2.1.4 Hartree—Fock Equations

In the mean-field approximation, because electrons are assumed not to
interact via the Coulomb repulsion, the many-body wavefunction is written as
a Slater determinant, and the single-particle wavefunctions can be obtained
by solving a simpler single-particle Schrodinger equation, which is presented
in eq2.30 Now, let us consider the fact that electrons do interact indeed.
However, this interaction is not too strong; thus, the solution can still be

written in a Slater determinant form.

We start from deriving the solution of the case of two electrons to keep
formalism as simple as possible. The Schrédinger equation for the two-electron

system is given by

1

H H
o(r1) + Ho(rz) + it — 1o

U =EU, (2.31)

where

1
Hy(r) = _§v2 + Vi (r), (2.32)
while the Slater determinant for the two-electron system is given by
1
V2

where we need to determine 1), and 15, so that eqf2.33|is the solution of eq.2.31]
with the lowest energy, Fy. At first, to find ) and 15, which minimize the total

energy, we write F as an explicit functional of the wavefunctions as follows:

U(ry,ry) = Y1(r1)a(re) — P1(r2)a(r:) (2.33)
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1
E = /drldrz\ll* |:H0(I'1) -+ Ho(rQ) + —|I‘ _ I‘/|:| N\

E = /drldI'qu*Ho(rl)\If + /dI‘ldI'Q\I’*Ho(I‘z)\If + \/drler\;[l*‘rl — r2|\Ij
= (1| Ho|t1) (2|tha) + (a|Holthe) (W1 ]1h1) — (1| Ho|we) (h2|th1)
2 2
— (s Holthr) (v [i2) + / drydr, ‘Wﬁ‘_’ﬁ(’r?)\
_ /drldr2¢T(r1>¢§(r2)¢1(r2)¢2(r1).
|I'1 - I‘2|
(2.34)

Eq can be simplified, if the functions ¢ (r) and 1¥,(r) are required to be

orthonormal, which corresponds to the following conditions:

(1lih1) = (Palib) = 1, and (Y1|tha) = (¥althr) = 0. (2.35)

These conditions make sure that the trial function is nicely normalized. By
substituting eq into eq)2.34 we have energy F as a functional of ¢y and
o, E = E)y, 1] as follows:

Efip1, 4] = / dryy (1) Ho(r)¢ (r) + / drs () Ho (1)1 (1)
—|—/drlerwik(rl)w;(rz)wl(rl)wQ(rQ)

vy — 1y

_ / drdr, Y1 (r1)Y5 (1)1 (ra)1ha(ry)

vy — 1o

(2.36)

The functions 1, and 5, which minimize this functional, can be obtained by
requiring that the functional derivative of FE with respect to ¥ (or 1s) be

equal to zero:

oF oF

— =0, — =0

oY 02
The minimization process requires that the functions need to satisfy the con-

straints in eqf2.35; thus, the Lagrange multipliers method is used to effectively

deal with the constraints. First, we introduce a new functional, which incor-

(2.37)

porates the constraints:
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L1, 2, A1, -+ o Aao] = By, 0] — Z Xij (W |;) — 04j], (2.38)

where the constants \;; are called Lagrange multipliers. In Lagrange’s method,
the constrained minimization problem defined in eq and eq is replaced

by unconstrained minimization problem as follows:

S5L 5L
— i — 1.9
Sy 0 =L SN

Before performing the derivation, there is a remark that needs to be considered

=0, 4,j=12 (2.39)

to make the derivation simpler. The derivatives with respect to ¢; and v} are
not independent; however, it can effectively be treated like that. This crafty
point is related to the fact that the Hamiltonian is Hermitian. Therefore, for
the sake of convenience, instead of evaluating the derivatives with respect to

1;, the derivatives with respect to 1} is used. Thus, the functional derivatives

of eq can be obtained as follows:

oL _ r /|w2( )’
S = o) + [ A )
— /dr'%%(f) — Anthi(r) — Aatha(r) =0
oL _ r)s(r r,—|2/)1(r’)|2 r 2.40
S = Hom)a(r) + [ A ) (2.40)
- [ R ) s () = ) =0
56/\[;] = 6@‘ — <'¢Z|"(/}]> = 0 fOI' any Z,j = 1, 2

Finally, we have the same form of fundamental equation of the electronic struc-

ture theory as follows:

\V&
-_ - Vo (r )+VH(1“)_ +/dr Vy (v, v")11 (r") = M1th1 () — Aiatha(r)
[ V2 ]
I — 5~ Valr) + VH(I')- ) + /dr Vx (r,1')2(r') = A1 (r) — Aaatho(r)

(2.41)
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where Vg (r) and Vx(r,r’) are the Hartree potential and the Fock-exchange

potential, respectively. Both of them are expressed as follows:

(1
Z/d ’|Ti]_ o Vy(r,r') = —Z —wj|ir_)1i]/|<r) for j =1,2.

’ (2.42)

The final step is to eliminate the Lagrange multiplier term. Because the Hamil-

tonian is Hermitian and so do the Lagrange multipliers, elimination of the

Lagrange multipliers can be achieved by using unitary transformation, which

diagonalizes Lagrange multipliers as follows:

gt M2} ga (& 0 (2.43)
Ao1 Agg 0 &9

Consequently, now we define new wavefunctions, ¢, and ¢s, as follows:

¢ = Z Sijtj- (2.44)
J
Thus, we can write eq)2.41| as

a % — Va(r) + Va(r) [ ¢1(r) + /dr/vx(h r')o1(r') = £1¢1(x),
L ] (2.45)
a v? — Valr) + Vi (r) | 1(r) + /dr/vx(ra r')da(r') = £2¢2(r).

Finally, we generalize the Hartree-Fock equation for the case of the N-electrons

system as follows:

v2
—7—‘/( r)+ Vg(r)

¢i(r) + /dr'VX(r,r')qﬁi(r’) = g;¢;(r). (2.46)

Here, we show that we change our approximation from classical in the mean-
field approximation into quantum electrons in the Hartree—Fock equation. The
Fock-exchange potential Vx arises precisely from Pauli’s exclusion principle
and prevent two electrons from occupying the same quantum state. However,
the potential Vx is nonlocal, and its evaluation involves an integration over

the additional variable r’. This problem significantly complicates the practical
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solution of the Hartree-Fock equations.

2.2 Density Functional Theory

2.2.1 Hohenberg—Kohn theorem

In section|2.1.4] we explained that any change in £ must be associated with
changes in the many-body wavefunction, W. Therefore, we explicitly expressed

FE as a functional of ¥ as follows:

E = F[v). (2.47)

Hohenberg—Kohn in 1964 stated (also known as the Hohenberg—Kohn theo-
rem): in the ground state, i.e. E is in the lowest possible energy of the system,

E become a functional of the electron density.

E = FIn]. (2.48)
The Hohenberg—Kohn theorem is based on the following three premises:

e In any quantum state, the total energy is a functional of the many-body

wavefunction, which is explicitly expressed in eq[2.47]

e In any quantum state, the external potential, V,,, uniquely determines

the many-body wavefunction: V,, — V.

e In the ground state, the electron density uniquely determines the external

potential of the nuclei, V,,: n — V,,.

By combining the three premises, we can conclude that in the ground state,
the density uniquely determines the total energy: n — V,, = ¥ — E which is
refer to Hohenberg-Kohn theorem in eqf2.48]

Now, let us prove the validity of those premises. The first premise can be
proven from the explanation in the previous section. The second premise means
that if the atomic position is changed, the potential energy V,, also changes,
then the different many-body wavefunctions are obtained. This premise is
rather intuitive because different V,, will give different Hamiltonians, which
leads to different solutions. Thus, this premise requires a careful proof, which is
possible by considering that all scalar potentials appearing in the Hamiltonian
are Coulomb potentials. Lastly, the last premise is not intuitive, but it can be

mathematically proven.
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However, before proving this premise, it is better to introduce the concept
of variational principle. The concept of variational principle states that the
energy expectation value of any state is larger or equal to the ground state.
To understand the concept, let us first consider the Schrodinger equation for

N electrons as

HO = E,d, (2.49)

where ® is the ground state of the system, and Ej is the ground-state energy.
Now, let us consider a trial state, ¥, with the expectation of the energy defined

(W|H|W)
(P[w)

where (U|H|¥) = [U*HUdr with 7 = (r1,01, -+ ,rn,0n). The variational
principle states that

E[¥] = (2.50)

E[V] > E,. (2.51)

By using the previous definition, we can rewrite the equation as

/\D*H\Pd’r Z Eo/\ll;\PTdT

[ (Sosnse ) (S a2 o [ (S ) (S

J K3

Za “a; Z/uj*uid7>EOZa*ai/uj*uidT
Za aZE(SUEEOZa ;045
ZE[&z >EOZ’CL1

(2.52)
which proves that

f\IJ HYdTr S

B T =

E,. (2.53)

Now, by using the concept variational principle, we prove the last premise.
To make the proving easier, let us introduce the symbolic notation for the

kinetic and Coulomb energies in eql2.16}
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1_, 1 1
_ i vs Ve = — S 2.54
23V ey .

Thus, we can write the total energy as

E = (> Va(r:)[®) + (O[T + V.| ¥) (2.55)

By using the relation between the wavefunction and electron density, we obtain

o /dr (Vo (r) + (O[T + Vie| D). (2.56)

Now, consider two different potentials, V,,(r) and V,(r), where V,(r) # V/(r).
Suppose V,(r) and V/(r) lead to the same density n. Let F and ¥ be the
ground-state energy and wavefunction of potential V,,, respectively. From the
two previous premises, each potential has a unique ground-state energy and
wavefunction, V,, - ¥ — E, so F' and ¥’ become the ground-state energy
and wavefunction of potential V!, respectively. Because ¥ is not the ground

state of V!, we have

/dr n()WV/(x) + (O[T + Voo [0) >

/drn(r r)+ E — /drn r) > E'

E—F > / dr n(r)[V,(r) — V/(x)]. (2.57)

Now, we can apply similar logic as above for the case of V,, resulting

n

E' — FE > /dr n(r)[V,.(r) — V,(r)]. (2.58)

Finally, if we add the last two equations, we will have 0 > 0, which is obviously
contradicting. Therefore, the assumption of two different potentials, V,,(r) #
V!(r), resulting in the same ground-state density n must be false. This proves

the last premise and completes the proof for the Hohenberg theorem.

2.2.2 The Exchange-Correlation Term

The Hohenberg—Kohn theorem states that the total energy of many elec-
trons in their ground state is a functional of electron density; however, the

functional itself has not yet been constructed by this theorem. If we try to

26 Osaka University



find a hint from the Hohenberg-Kohn theorem, the functional can be written

as

Fln] = / dr n(0)V,(x) + (U[n]|T + V.| ©[n]) (2.59)

The first term of the functional is already explicitly dependent on the density,
whereas the second (kinetic energy) and third (Coulomb energy) terms are still
implicitly dependent on the density. The idea proposed by Kohn and Sham
in 1965 was to split the implicit terms to be the kinetic and Coulomb energies
of independent electron additional with extra term so-called exchange and

correlation energy, Exc in which everything that is left out is into accounts:

Bl = [arntv =Y [ drglr) L6, (x)

1 Ly )T .
+2//d d R + Exc[n]. (2.60)

At this stage, we introduce exchange-correlation energy as an approximate
functional, e.g. EX2A4, to take further steps.

To introduce the Kohn-Sham equation, we need to construct an accurate
exchange and correlation functional Fxc[n]. The simplest way to construct
Excn] is by using the concept of the homogeneous gas electron model. This
model is created with the assumption that the energy of the electron density in
small volume at the r (local density electron) is given by the homogeneous elec-
tron gas at the density. The exchange-correlation energy constructed by this
assumption is called local density approximation (LDA) exchange-correlation
energy. The exchange-correlation energy functional is written adding up each

contribution from exchange (F,) and correlation energy (E¢). In LDA, E, is

E, = —2<%>é/‘/n4/3(r)dr (2.61)

In contrast to the exchange energy, it is not possible to analytically de-

defined by Dirac as

termine the correlation energy. Correlation energy is possible to determine
by calculating the correlation energy for the simple model by directly solv-
ing the many-particle Schrodinger equation using the stochastic numerical
method [59]. The correlation energy E. can thus be extracted from analytical

estimation or numerical data by removing the known kinetic, Hartree, and
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exchange contribution from the calculated total energies. Nowadays, the most
accurate F, is given by the data obtained using the quantum Monte Carlo
calculation. Not only does the LDA approximation work for materials with
slowly varying or homogeneous electron densities but also practically demon-
strates surprisingly accurate results for a wide range of ionic, covalent, and
metallic materials.

An alternative, slightly more sophisticated approximation is the General-
ized Gradient Approzimation(GGA), which estimates the contribution of each
volume element to the exchange-correlation based on the magnitude and gra-
dient of the electron density within that element. The exchange correlation

for GGA can be written as follows:

ESE ng, my] = /d?’?“f(nmm,Vm,Vm). (2.62)

The GGA exchange-correlation energy is suitable for describing 3D metals, 3D
semiconductors, strong metallic ferromagnets, molecules, and molecular solids

without m — 7 stacking.

2.2.3 The Kohn—Sham Equation

In the last section, we have introduced some forms of Exc[n], each of
which is represented by an explicit functional of n(r). This means that the
functional derivatives of Exc[n| are given in computations. In the density
functional theory, the function n(r) that minimizes the total energy, E, is the

ground-state density ng, which can be expressed as follows:

5E 5 , V2 o
e = 5 (r) [/dr n(r)V,(r) _zi:/dr¢i(r)7¢%( )

+ %//drdr'% + Exc(n]

— =0. (2.63)

no

Now, we find the same minimization problem as that in the derivation of the
Hartree—Fock equation. By using similar process, we can find an equation for
the wavefunction ¢;(r). By applying the chain rule to the E with respect to
any of ¥, we obtain

0E  O0FE on  oE

(]
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Eq and state that the Kohn—Sham orbitals must satisfy the following

condition:

oF
0y

As we already know, the Kohn—Sham wavefunctions must satisfy the orthonor-

—0. (2.65)

mality:

(Wil;) = 04 (2.66)

Thus, we have Eq and as the two constraints that must be satisfied.
The existence of these constraints causes the minimization process to be done
effectively by using the Lagrange multipliers (d;;) method [60]. Hence, we first

introduce Lagrange functional as follows:

L=E=} Nl(ilt;) = 0y, (2.67)

and looking for the extrema of this functional, we find

oL
= )\l 2.68
From this, we can use Eqf2.64] and [2.2.2 to evaluate the functional derivative,
fﬁ. Thus, we obtain

e +—{ [ [ [ >n<r>dr+EXC[n1}wi<r>
IZM’%’(F)

(2.69)

where the second term needs to be simplified by using the definition of func-
tional derivative. Thus, the first term of the second term in Eq2.69| can be
simplified by firstly denoting it as Eg[n]:

n] = %//drdr’%, (2.70)

where H denotes Hartree. By using the definition of the functional derivative,
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PP 1)g(r) ar = {%VH[““) * 59(1")]}

_ [ 4 (% [ [ dnaelote) oot eg(r)])]

_ % / / —”|ir/_)glf,1|°) drdr’+% / / —Tﬁr)_gg[)drdr/,
(2.71)

in which the first term is equal to the second term in the last Eq[2.71] because

r and r’ are interchangeable. Thus, we obtain

/5%1;[71] (r)g(r) dr = / (/dr’;(_r;)”)g(r)dr, (2.72)

and the functional derivative of Ey with respect to n(r) is

5EH[”] Z/dI'I TL(I'/) (273>

on(r) v —1/|

The middle term of the second term in Eq can be simplified in the same
way as the first term by firstly denoting it as Eey[n]:

Eowi[n] = %(r) [ / Vext(r)n(r)dr], (2.74)

and applying the definition in Eq2.72]

/ (5Egg;;t[n] (r)g(r) dr = L%Emt [n + Eg]} »
- | e s e
- / Vet () g ()
Thus, from Eq2.75] we obtain
0Beu[n]
S = Vi (2.76)

Therefore, Eqf2.69] can now be expressed as
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V2 , (I‘l) 5EXC
=+ Ven(r) + /dr 1 ot } Z)\ij (2.77)

The third and fourth terms inside the square brackets are the Hartree potential,
Vi (r), and the exchange and correlation potentials, Vx(r), respectively. The
explicit form of V¢ is given by E, and a functional form of E¢, e.g. E{GA,

determined in each simulation. Eq. can also be written as

e ¢z |: - —+ Vve :| Az]¢]
rf re(r Z (278)

Vers(t = Vear (r) + Vi (r) + Vxe(r),

which shows the single-particle Schrodinger equation with one-electron Hamil-
tonian H.¢; as a Hermitian operator and effective potential V.;; as a local
operator. Thus, A;; is a Hermitian matrix and can be diagonalized by a uni-
tary transformation of the Kohn—Sham wavefunctions. Finally, by introducing
the new wavefunctions, ¢;(r), and the eigen values,e;, the Kohn—-Sham equa-

tions could be written as

¢i(r) = €:¢i(r). (2.79)

1
[ - §V2 + Very(r)

2.2.4 Extension to Spin-Polarized DFT

For the case of magnetic system, we shall introduce energy functionals
considering the spin density as a relevant secondary order parameter. Let us

introduce the scalar electronic density and magnetization density as follows:

n(r) = ny(r) + ny(r) (2.80)

m(r) = gus(ni(r) — ny (r)) (2.81)

1({)) are up(down) spin direction. The spin density can also be represented in

terms of spin-up and spin-down orbital, ¢,(r) as follows:

=216, () (2.82)
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where 0 =7, | with the Kohn—-Sham equation can be rewritten as

Gio(T) = €irPis(T), (2.83)

1
[_ §V2 + e?f<r>

where the effective potential can be written as

/ | B g (x), my (r)]
by —r’| 0ne(r)

The last term on the left side is so-called effective magnetic field with Bxc(r)

ers(r + Ve (r) + pB(r)  (2.84)

as exchange and correlation magnetic field.

2.2.5 Ultrasoft Pseudopotential

In early 1990, David Vanderbilt developed for the first time a new approach
for the construction of pseudopotential, namely, ultrasoft pseudopotential [61].

The valence electron density is defined as follows:

Z G * (T) P (r) + Z i Q;i(r) (2.85)

where
Qji(r) = ¥y * (r)(r) — @i x (r);(r), (2.86)
pij = Y (Bildn) (Surcl ) - (2.87)

Eq[2.86] shows an augmentation function containing t;(r) and ¢;(r), which
are the ultrasoft and electron wavefunctions, respectively. The difference be-
tween the charge density of many electrons and pseudo wavefunctions is called
augmentation charges.

Here, the ultra (pseudo) wavefunction obeys the orthonormality condition by

defining a nonlocal operator S as follows:
(¢lS|o) = b5 (2.88)

2.2.6 Monkhorst—Pack Scheme

To optimize the calculation, a special set of k-points in the Brillouin zone
has to be carefully selected. In this study, the Monkhorst—Pack scheme is

implemented as a scheme with an efficient means to generate k-points with
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some good accuracy. In this method, three integers ¢ along the coordinates is
used as the number of the special k-points. By using these integers, a sequence

of numbers is generated as follows:

2r—q-—1

=1,2,3,4,...,q). 2.89
2q (/r ) Y Y ) 7q) ( )

Uy

By using u,, ¢® distinct points, uniformly distributed in the Brillouin zone,

can be obtained by defining
Kjaa = b + urba + wibs (2.90)

where by, by, bs are the reciprocal lattice vectors.

2.3 Theory of Electronic States in Graphene

2.3.1 Bloch Theorem

In the crystal, the Kohn-Sham effective potential for an electron, V,¢(r),
has periodicity

Verr(r +R) = Vegs(r) (2.91)

where R is a translation vector of the crystal lattice. It means that the crystal
offers the translational symmetry. In quantum mechanics, translation by the

lattice vector R can be expressed by the following operator.

A 1
SR = exp (Ef) : R) =exp(R- V). (2.92)
This operator generates a unitary transformation if it is operated to a state

vector that possesses a real momentum. We can understand the operation of

operator S by explicitly operating it to the following wavefunction:

P(r) = Z Cgexp(iG - r). (2.93)
G

which results in
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Sri(r) = Z Cgexp(R-V)exp(iG - r)
= Z Ca(R-V)exp(iG - r)
G

=Y Ca(iR - G)exp(iG - 1)
— (2.94)

= Z Caexp(iR - G)exp(iG - r)
G

= Z Cgexp(iG - (r + R))
G

=¢Y(r+R)

where G is the wave vector. After the translation operation by operator Sk,
the function is shifted by R. If we recall effective Hamiltonian for the electronic

system in the crystal as

A

1
Heff = —§V2 + ‘/eff(I'), (295)

and applied translation operator, we can obtain the following operation:

gRI:[eff¢n7k,g(r) = GXp(R . V){ - %VZ + ‘/eff(r)}gb(r)n,k,a

== { - %v2 + ‘/;ff(r + R)}¢n,k,0(r + R) (296)

1 A
— { — EVQ + Vepp(r + R)}SR¢n,k,U(r)'

By using Eq{2.91] we can have the following operator identity:

A oA A 1
SpH.;Sg' = —§V2 +V.ir(r+R)

— —%VQ + Verr(r) (2.97)

~

— Heff-

Therefore, we conclude that H, ¢ 1s invariant under the translational transfor-

mation Sg. Both operators follow the commutation relation

[Sw, Hefs] = 0, (2.98)
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which means that S'R and ﬁef ¢ are commutable.
Recall the Kohn—Sham equation, which is written in eq)2.79. By operating

the translational operator Sg on both sides, we can find the following relation:

S’Rﬁeffgbn,k,a(r) = SRgn,k¢n,k,a(r)
ﬁeffSR¢n,k,a(r> = gn,kSR¢n,k,0'<r) (299)
f{eff(bn,k,o(r + R) = gn,k¢n,k,a(r + R),

which is showing that ¢, x.(r + R) is an eigenstate with the eigenvalue ¢,, k.
For the case without degeneracy, ¢, ko (r + R) has to be identical to ¢, x (),
except for an overall phase. By using this rule, we construct the so-called
Bloch function.

The phase difference between ¢, x ,(r + R) and ¢, x»(r) can be explicitly
written by introducing a phase factor exp(ik - r), so that we have the following

relation:

Onxo(r +R) =exp(ik - R)d,xo(T). (2.100)

Bloch’s theorem states that the solutions of the one-electron equation can be
written as a product of a plane wave and a periodic function. By introducing

periodic function u, k,(r) as

Un o (r) = exp(—ik - r)Pp ko (T) (2.101)

where its periodicity can be easily proven as

Uno(r+R) =exp(—ik - r — ik - R)¢, x o (r + R)
= exp(—ik -r —ik - R) exp(ik - R)¢, x o (T)
(—ik - 1) pp ko (T)

= Up o (T).

(2.102)
= exp

We can finally get another form of the Bloch function, which is given as follows:

Onxo(r) = exp(ik - r)u, (1) (2.103)

For the case of degeneracy, by introducing a unitary transformation, the same
function form like eq{2.103|is concluded.

By performing Fourier transformation on the Bloch function, we can obtain
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the Wannier functions. The Wannier functions are localized functions that
span the same space as the eigenstates of a band or a group of bands. Using
the Bloch function solution of materials ¢, x - (r), the corresponding Wannier

orbitals around a lattice point r; can be expressed as follows:

1 )
Pno(r —1;) = 7% zk: exp(ik - ;) .0 (T). (2.104)

A set of ¢,k (r) gives an orthonormal complete set as follows:

/ d3r¢;,k,a(r>¢n/,k’,a/ (I') = 5n,n’ 5k7k’ (Sa-,o-/, (2 105)

while a set of ¢, ,(r —r;) gives an orthonormal complete set as follows:

* 1 . )
/d?’rgbn’a(r — 1) pno(r —1;) = i Z exp(ik - r; — ik’ - r))

KK
/ d3r¢;‘;k,a (I‘) ¢n,k’,0 (I‘)

1
= 2 oxp(ik 1 — ik r)dge  (2100)

K k'
1 :
=5 Z exp(ik - (r; — r;))
k

= 6['7;,1'3'

2.3.2 Tight-Binding Model

In a crystal, an electron is typically bound tightly to one particular atom
with some energy FE, which is less than the potential barrier between atoms.
However, because the wavefunctions of two atoms in the lattice will have some
overlap, there is always the possibility that an electron can tunnel through the
potential barrier and hop from one atom to another.

The tight-binding approximation deals with the case in which the overlap
of the atomic wavefunction is sufficient to require correction to the picture of
isolated atoms, but not so much as to render the atomic description completely
irrelevant. This approximation is most useful for describing an energy band
that arises from partially filled d-orbitals of transition metal atoms or for
describing an insulator in solid.

The idea behind the tight-binding model is the ability to tunnel between

atoms is favored by the electron because the more extensive space available to
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it causes its energy to become lower. The precise amount by which the energy
is lowered depends on the nature of the crystal. If an electron tunnels from
crystal lattice site 7 to site j, its energy changes by an amount of —¢;;. This
tunneling effect is equivalent (in the second quantization language) to electron
annihilation at site ¢ and creation at site j, so the portion of the Hamiltonian

dealing with tunneling can be written as

H=-)t; <cjacj(, + H.c.) (2.107)

irj
where cg and c; are the fermion creation and annihilation operators, whereas o
denotes the electron spin. The ¢;; value decreases along with the separation of
two atoms. To simplify the model, we can assume that electron only hopping
to the neighboring atoms. Thus, ¢;; = 0 for all other atom pairs beside the

neighboring atoms. Then, the above equation becomes

H=— Z (Isi,iﬂcjciH + H.c.) (2.108)

iy
where 7 is the nearest-neighbor site and the sum over v means to sum over
atoms close to i. To diagonalize equation [2.108] we can apply Fourier trans-

forms to creation and annihilation operators.

1 er:
C; = —— e e 2.109

1 .
T —iqr; .}
¢, = E e c 2.110
T /N - q ( )

Therefore, equation [2.108| becomes

1 j ; 1 ik-(r;+r
H=— %:ti,i—&-v\/_w Zq:e—zqrzcz\/_ﬁ Xk:e ke,

1 4 .
=% Z Z ti,iﬂe”l'(k"l)e*'” cj]ck (2.111)
iy k,q
Since
1 irr-(k—q)
NZe = Okq (2.112)
1

our equation becomes
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H==>" tie* e (2.113)
T k

2.3.3 Effective Mass Theory

Using the orthonormal set of Bloch function and Wannier orbital from the

previous section, we can define a set of creation and annihilation operators,
T T

1,0 n,k,o

following relation:

¢, and ¢;, as well as ¢ and ¢, x,. In the single-band case, we have the

1 1
Cio = —— exp(—ik - r;)ch ko, Cnko = — exp(ik - r;)¢c; o,
’ \/N ; p( ) ,k, ,k7 \/N rZ p( ) )

b t 1

1
c — exp(ik - r; cl , c = — exp(—ik - r; o .
1,0 \/N zk: p( ) n,k,o nk,o \/N zr; p( ) 1,0
(2.114)

Now, let us consider the second quantization form of the effective Hamiltonian

operator, which can be defined as

Hepp = enkch i otnkeo- (2.115)
k,o

the Hamiltonian can be proved by applying it to a trial state of single-particle
T

ko |0) as follows:

In,k,o) = ¢

]:Ieff In,k, o) = Z 5m,k’C;,k',gfcmk’,a’cjl,k,a 0)

m,k’ o’

_ E i T T

- Em:k/cm,k’p-/ {Cm7k/70/, Cn,k,a} - Cn,k,acmyk/ﬁ' |O>
m,k’ o’

_ E T T T

- gm,k’ (5m,n5k7k’5a,a’cm7k/7a/ |O> - Cm7k/7o-lcn,k,o'cm7k/,0'l |O>
m,k’ o’

_ T

- 67l7l<071,k,¢7 |0>

]:Ieff In,k,0) =¢epx|n,k, o).
(2.116)

The above expression shows the Schrodinger equation in the second quantiza-
tion form. By using relation in eqf2.114] the effective Hamiltonian operator

could be expressed as follows:
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A 1 . .
H.pp = N Zgn,k Z exp(—ik - ri)cjya Z exp(ik - r;)cj o
k,o r;

" (2.117)
= Z ti,jCzT,aCj,m

17]70-

where t¢; ; is the transfer integral, which is express as

1
ti,j = N Z = exXp ( —1k - (I‘i - rj>>€n,k- (2118)
k

To be noted in this derivation, we restrict our consideration only for the n-th
band. The band lower than the n-th band is assumed to be filled with electrons,
whereas the band higher than the n-th band is assumed to be empty.

To simplify the discussion, let us consider the cubic lattice with lattice con-
stant a and sample length L. Here, we take the infinite length limit, which is
so-called continuum limit, where the lattice constant a is small enough com-
pared with the scale of whole sample (a — 0), the number of lattice point N
is large enough to have a microscopic sample (L — o), and the size of the
sample is fixed as R = La = const.. Before we continue deriving the effec-
tive Hamiltonian into effective continuum Hamiltonian, let us define several

mathematical definitions from the continuum limit to simplify the derivation.

First, we introduce continuous variable r; and k; as

r, = (cmﬂ, an;o, anig), (2119)

kj = (Ak’mﬂ, Ak‘mjg, Ak)m]g) 5 (2120)

where the latter equation can be reexpressed by defining Ak = %,

2 2 2m
kj = (Emjl, Emﬂ, Emj;;) . (2121)

Because we take the limit of @ — 0 and considering the sufficiently large R,
we can define the differentials dr and dk as
27

dr = dk = — 2.122
r=a, 7 ( )

leading to the range of r and k as
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€ [0,R]?, k€ [~o0,0c]’. (2.123)

Now, we start the derivation of the integral equation by eq{2.106

%Zexp (z’k- (r; — rj)) = Orir;- (2.124)
k

From our previous definition on continuum limit, we note that N = L3 =
(R/a)3. Using the definition in eq2.122| and identifying the summation as an

integral, we have

( ) Zexp ( - r])> - (%)Y%)i&;em (ik' (ri — 1’3’))
- (%)3/&“1{;@@ (ik- (r; —rj)> = Opyr;- (2.125)

By identifying 6, ., as 6(r —r’), we can obtain

/ &l exp (ik~ (r — ﬂ)) - <2§)35(r —1), (2.126)

Similarly, if we consider the following equation,

— Zexp ( (k —K')- ) = Ok k' (2.127)

By using the continuum limit definition and identifying the summation as an

integral, we can obtain

( ) Zexp( (k - k') - ) - (%)S/d?’?“exp (z‘(k—k’) -r) = G-

(2.128)
by identifying 8y ) as d(k — k'), we have

/ dr exp (i(k - ¥)- r) = R¥%(k - K). (2.129)

Now, by using the definition in eq2.125] and 2.128] we have two following

expressions:
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*r exp(ik - r)} exp(—ik - 1)

/d%exp ( (r— r’))
[

%610 exp(—ik - 1)

/ &cré(r —v') = a (2.130)

fosna- fr(3) [ om0
(L)' [ o] [ eroicon] o
:(%)3 d%(%”) 5. o exp(ik' - 1)

(i) () 7S

/d%a(k -¥) = (%)3. (2.131)

By using the range of r and k in eqJ2.123], the integral in eq{2.126} [2.129] [2.130],
and [2.131] can be completed as follows:

/ORd3rexp (i(k - k) r) = R*(k — k'), /Z Phé(k — k') = (2§>3
/_Z hexp (Z'k (r— r’)) = (%)35(1« — 1), /OR Ero(r — 1) = d.

(2.132)
Finally, let us define field operators using the Bloch functions as
R\’ [™
Yl(r) = (2—> / APk exp(ik - )cl (2.133)
™ —00
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q =2 /Rd37‘ex (—ik - )yl (r) (2.134)
o T R fy T ’ |

Now, we start our derivation of effective continuum Hamiltonian. For the
sake of simplicity, we consider a simple cubic structure taking into account that
the transfer term comes only from the nearest neighbor. The band dispersion

of such a system is given by

Enk = —2t Z cos(ak;) ~ ta® Z k? + const.. (2.135)

1=x,Y,2 1=x,Y,2

By only keeping the second expression of the expansion, we have the effective

Hamiltonian.

Rewriting the equation in the field operator, we obtain the following expression:
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) R\* 1 (B (R f
, |
HZ(%) —R/ C““/o dr/_md’“e’(p(’k'”%(r)

(m? > kf) exp(—ik - '), (1)

1=x,Y,2

- i / " / " / Z A () (1) exp(ik - 1)
(— Z Vi) exp(—ik - 1'),

1=x,Y,2
— t /R d37‘ /R dgr/wT (r)w (I")(— Z V2/>
CL(27T)3 0 0 o . r
/ d*kexp(ik - (r —1')),
t or\? (R 5 R .
_ < )t n ) -
a a(27r)3( a > /0 d T/o d ng(r)wa(r)< igzvr)&r r')
t 271\ ® 5 R
- (= d3 T _ 2 .
a(27T)3( a) “ /0 ng(r)( mzyzvr>w (r)
t[" 3yt 2
=— | &rol)( = > Vi)ue(r)
0 1=x,Y,2
R . 52 ;
= d o
/0 rl/zo(r)( e ixzyzvr)%(r)’
(2.137)
where m* is the effective mass, which can be explicitly described as
h2a
f= 2.1
" 2t (2.138)

In general, the effective mass is a tensor; thus, the general effective Hamiltonian

is described as

N R h2
i= | frim, 2 T (1+ g Tt (2139)

2.3.4 Stoner Model

Ferromagnetism can be described in the strong correlation regime, in which
the electron—electron repulsion is considered. The stoner model is a mean-field

approach in the Hubbard model, in which the exchange splitting in the band
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energy is derived from the Hubbard interaction.

Now, let us consider the Hubbard model with 1 < N, < N, where N, and
N denote the number of electrons and the number of atomic sites, respectively.

The Hamiltonian of the Hubbard model can be expressed as follows:

HU == UTLﬁJlu, (2140)

where U denotes the Hubbard parameter, and n,;, with o =1,/ is the oc-
cupation number operator. We can define the occupation number operator

as

Nio

(nig) + (i — (nic))

o+ 5 (2.141)
Nio Nig-

By using this definition, the occupation number in Hubbard Hamiltonian can

be expressed as

nirni, = ((nar) + 0nag ) ((nay) + 0n)
= (nip) (i) + (nar) 0niy + (nay) Onig + 0onapdngy
= (np) (nay) + (nar) (nay — (nay)) + (nay) (nir — (nap)) + dnagdngy
= (nap) g + nap (nay) — (nar) (nay) + onagdny .
(2.142)

The mean-field theory for the Hubbard model is given by neglecting the fluctu-
ation (correlation) part, which is described in the last term. Thus, the Hubbard

Hamiltonian can be written as

Unigniy = U((nit) niy + nag (nay) — (nay) (nay)).- (2.143)

Let us introduce electron density and spin density as

n = <nz¢> + <n2¢> s (2144)

m = (ng) — (niy) - (2.145)

By using simple algebra, we can rewrite eq2.143| as
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Unigniy = U({nig) nig + nap (nag) — (nar) (i),

= ) g iy {mad) + 5 (i) + g () — U () ()
= () a4 e (i) + (i) g + (i)

o e g g ) — (i) — {ma i) = U () )
= )+ () e+ ma) = (i) = () — )

c

(nir) (nay)

~

bo|

U
(g + 1) — Smnig —nay) = U () -

(2.146)

If we consider the Hamiltonian in the matrix form, it can be written as

2|

Hy = Z (CZT,T CL) ( (no— m) 0 ) (cm) U () (n) - (2.147)

1,0 %(n + m) G|

Next, by employing the decoupling approach, we have the effective mean-field

Hamiltonian as follows:

Harr = ) extletkr +U Y (nig) nig — UN. (2.148)

k,o 1,0

The energy of a mean-field solution defined by
Our) = [ e T (2.149)
ek <&p S WA)

with a total spin of S, = %mN is given by

E(S.) = (Yur|Hur|Yiur)
Y Y et iNUW ), (2.150)

o ex<Es

where the first term representing the kinetic energy increases when m > 0,

whereas the second interaction term decreases with the exchange for m > 0.
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2.3.5 Dirac Hamiltonian of Graphene

A carbon atom has six electrons with the electronic configuration in the
ground state 15%2522p?, which means that two electrons fill the inner shell 1s
and the other four occupy the outer shell of the 2s and 2p orbitals. Because
the 2p orbitals, which consist of 2p,, 2p,, and 2p,, have roughly 4eV higher
energy compared with the 2s orbitals, it is energetically favorable to distribute
2 electrons in the 2s orbital and the other 2 in the 2p orbitals. However, in
the presence of other atoms, it is favorable to excite one electron from the 2s
orbital to the 2p orbitals so that the covalent bond can be formed with the

other atoms.

Graphene is made of carbon atoms. In graphene, the electron in 1s? is
strongly bounded and regarded as core electrons, whereas the other four are
regarded as valence electrons. Therefore, two electrons fill the inner shell 1s,
whereas the other electrons fill the outer shell of the 2s and 2p orbitals. To
make a covalent bond between carbon atoms in graphene, one electron from the
2s orbital tends to excite to the 2p, orbital. The 2s orbital superposes with the
2p, and 2p,, orbitals and hybridizes to carry out the so-called sp? hybridization.
Due to this hybridization, the energy level of the 2p orbitals (2p,, 2p,, and
2p,) are degenerated with the 2s orbital. The hybridization also forms the o
bonds with other three carbon atoms, in which those bonds have high stability,
leading to the formation of a honeycomb lattice and causing the graphene to
become a strong material. Meanwhile, the 2p, orbital is delocalized on the
whole graphene layer, which allows conduction of an electrical current. The
electronic structure of graphene can be very well described with a tight-binding

approximation.

Figure [2.1| presents the crystal structure of graphene, also known as the
“honeycomb” structure. It is classified as a two-dimensional hexagonal lattice
with two basis atoms per unit cell where, from the figure, the gray shade
indicates the unit cell of graphene, or a two-dimensional hexagonal lattice
with two sublattices, one for each basis atom, customarily called the A and B
sublattices. The two bases are located 1y ~ 1.42A apart, which corresponds
to the C—C bond length in graphene. a; and as are the lattice basis vectors.
Both have the same magnitude of a = ro\/§ ~ 2.46A. The third lattice basis
vector, ag, only exists in graphite, with the magnitude of twice the interlayer
spacing between graphene layers ¢ ~ 3.4A. In the vector notation, the lattice

basis vectors can be expressed as follows:
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Figure 2.1: Structure crystal of graphene in the real space

3 V3

a; = (——CL, _a)7
2.151
ay = (§a ﬁa) ( |
2 — 9 ) 9 )
while the two reciprocal lattice vectors can be expressed as follows:
2t 2w
b =(——,—&—
1 ( 3a’ \/ga)a ) 150
2T 2w (2.152)
b2 = ( )7

3a’ \3a

The vectors 7;, T3, and T3 are the nearest-neighbor vectors, which connect
each site on sublattice A to its three nearest neighbors in sublattice B and vice
versa. In the vector notation, these nearest-neighbor vectors can be expressed

as follows:

_’1 - g(_17\/§)a
7= g(—l,—ﬁ), (2.153)
73 = a(1,0)
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Now, we assume that the electron in the p, orbital of carbon atoms in
graphene can only hop to their nearest neighbors. The carbon atoms in
graphene have three nearest-neighbhors, which are three carbon atoms for both
sublattice A and sublattice B; therefore, the hopping parameters for both sub-
lattices are the same, ¢;; = —t. Using the formalism of the second quantization,
the Hamiltonian for graphene within the tight-binding approximation in the

real space can be written as follows:

H=—t Z (CL,HTMCBJ,U + cgythO,cA,j,U). (2.154)

<t,j>,0
Here, t is the nearest-neighbor hopping parameter (in units of eV), CLJ o
is the creation operator for the 2p, electrons with spin ¢ on site j + 7; in
sublattice A, ca ;. is the annihilation operator for 2p, electrons with spin ¢ on
site j in sublattice A, cjrg’ 16,0 18 the creation operator for 2p, electrons with
spin o on site j + 7; in sublattice B, and cp ;, is the annihilation operator for
2p, electrons with spin ¢ on site j in sublattice B.

Because of the periodicity of the graphene crystal structure, equation

can be Fourier-transformed into the momentum space simplified by using equa-

tion [2.109, [2.110} and [2.112] as follows:

}:\{ - _t Z <Z esz‘) (erﬁl,k,aCBJ(aU + CTB,k,O'CAvkva') (2'155>
k,o %

By transforming equation [2.155| into matrix form, the tight-binding Hamilto-

nian of graphene becomes

] 0 & CAk,o
H = Z (Cl,k,o' CTB,k,a) ( k) ( ) (2.156)
ex 0 CB ko

k,o

where ¢, is given by

: kg V3k kg L3k
ek = —t [ezkxa + e—sz—z s2a + e—z%a—&-z an:| (2'157>
By diagonalizing the Hamiltonian, we have
H =Y (Egcli,coo + Bl el cono) (2.158)

k,o

with the eigenvalues:
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Ef = j:t\/?) + 2 cos (;kxa + \/—gkya) + 2 cos (§kxa - ﬁkya) +2cos (V3kya).

2 2 2
(2.159)

Thus, we have the conduction band ET and the valence band E~ where at

each k-point, we only have two bands.

Two special high-symmetry points, K and K’, shown in ﬁg., can be

mathematically written as follows:

2 1 2r 27
K=-by—-b;=(—,—— 2.160
3 2 3 1 (361’3\/3(1)’ ( )
1 2 21 2T
K==-b,—=b; = —,——. 2.161
3231(%,3&) (2161)

For k = K 4+ k' with [k'| < Z,

Ef = it\/?) + 2 cos (;kxa + ?kya) + 2 cos (gk’xa - ?kya) + 2cos (V3k,a)

9 9
= j:t\/z(k;)%ﬁ + Z(k;)%ﬁ
= :I:§t|k’|a.
2
(2.162)

A similar assumption is also applicable for the K’ point. Meanwhile, for k = K
and k = K, Eﬁ = Efé, = 0, showing that there is no gap at the K and K'.
These results indicate that the energy bands form two circular cones around
these two k-points, connected one with the other at their extreme. This energy
band is called the Dirac cone. Due to these cones, the electrons in the graphene
behave in a peculiar manner, and they all have the same velocity and absolutely
no inertia. It is as if they have no mass, similar to what the theory of relativity
predicts for a particle traveling at the speed of light, except that the velocity
is about 1/300 of the light velocity.

Now, we want to take the continuum limit into graphene and make an
effective continuum Hamiltonian from it. At first, let us start from eq[2.157]
where for k = K + k' with [k'| < Z; we have
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Figure 2.2: energy bands of graphene

1 27 a (2w \/ga 2T
_ = — - - kl s - - k}/ vy = k?/
oo o)) oo () 5 (0 ) )

+
oo ({3 (o) ()

31

(2.163)

Here, we have w = exp(2/pii/3). Next, let us introduce a gauge trans-

; =t — 1.0 ; i
formation as ¢, , = w™ cp, , from which we define another operator d, , ,

as

(2.164)

where from here, we have two flavors; R (L) denotes the k near K (K').
Because we can make k' a continuum variable, we can assume that djz,ma is a

continuum Dirac field. From it, we can have an effective Hamiltonian density
H = H/(the number of unit cells) for |k'| < I as
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d2k 0 k:}c _iky d 1o k
Z/ 37 (o0 b, (00) (kk 0 )(di,n,iki)’

(2.165)
where n = R, L denotes the flavor. From the equation, we have the k-
dependent submatrix of the Hamiltonian as
0 ky — ik,
M, = , ) —g ok (2.166)
ky + ik, 0

2.3.6 Bandgap Opening on the Graphene Dirac Cone

From the previous section, the Dirac cone of graphene comes from the
chiral symmetry of graphene in which the equipotential between carbon atoms
in sublattice A and sublattice B is preserved. In the presence of potential
difference 2A between the A and B sites, the chiral symmetry is broken, and

the Hamiltonian becomes

Ak —ik
My, = . "y (2.167)
ky + ik, —-A

This kind of potential asymmetry can arise when graphene grows on the top
of a certain substrate where the covalent bond is formed between the graphene
and the substrate. One of the cases is when graphene grown on a SiC substrate
resulting band gap of 250 meV [62]. By using a similar approach as above,
taking the k-points near to the K and K’ points, the energy band becomes

B = £,/ |k + A%, (2.168)

resulting mass gap opens in the Dirac cone.

In the case of graphene on the top of the magnetic substrate such as nickel
(Ni), the covalent bonds are formed between the d.2 orbital of Ni atoms with
the p* orbital of carbon atoms either in sublattice A or sublattice B. This
covalent bond leads to the potential asymmetry between sublattices A and B,
opening the mass gap of the graphene Dirac cone. Furthermore, due to the
covalent bonds, the charge transfer occurs from the Ni to C atoms, inducing a
magnetic moment on the carbon atom. The magnetic moment of the C atoms
that form a covalent bond with the Ni atoms have opposite direction with the

magnetic moment of the Ni atoms. It originates from the interaction between
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Figure 2.3: Band structure of graphene on the top Ni substrate.

the d.2 orbital of the Ni atoms and the p* orbital of the C atoms, resulting
in the formation of the bonding and antibonding states. In the case of the
majority-spin channel, the bonding and antibonding states are occupied due to
the Stoner gap, and the net effect would be an energy cost. However, the filled
d .2 orbital gains little energy by repelling the empty p* orbital of the C atoms,
resulting in an antiferromagnetism configuration . The magnetic moment
in the carbon atom sublattice A is in the opposite direction of sublattice B
due to the half-filled p* orbital and Pauli’s exclusion principle. This rule is
often found in organic molecules in sp? hybridization or magnetic alternant

hydrocarbon systems.

The potential difference A in eqf2.167] for the case of graphene growing
on the top of a magnetic substrate comes from the covalent bond and the
opposite direction of the induced magnetic moment on the carbon atoms in
sublattices A and B. Let us introduce the addition of potential energy due to
the bond formation in one of the sublattices as V. On the other hand, we recall
the Stoner model Hamiltonian to describe the potential difference due to the
induced magnetic moment on graphene. Thus, the total effective Hamiltonian

can be described as follows:
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where [ is a Stoner interatomic exchange parameter. Here, we assume that
the covalent bond is formed between the C atoms in the sublattice A with
the Ni atoms. Both contributions on the potential difference A leading to the
opening mass gap of the Dirac cone and resulting spin-polarized band structure
as shown in figure2.3] In this thesis, we will present a study on the control of
the opening of mass gap in the Dirac cone and preservation of the Dirac cone

of graphene in graphene-based magnetic junction.
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Chapter 3

COMPUTATIONAL
APPROACHES

3.1 Theoretical Framework

In this thesis, we propose a way to control the opening and closing of
graphene’s mass-gapped Dirac cone (MGDC). The first graphene-based mag-
netic junction proposed is Ni/graphene/Ni nano-spin-valve-structure. This
proposal comes from the fact discussed in the previous section where the
MGDC of graphene is open when graphene is placed on the Ni substrate
due to the formation of the covalent bond by pd-hybridization of p.-orbital
of C atoms and d,2-orbital of Ni atoms. The pd-hybridization occurs between
Ni atoms and C atoms of either sublattice A or B leading to the potential
difference between sublattice A and B, resulting in broken chiral symmetry
of graphene. Thus, if a Ni/graphene/Ni nano-spin-valve structure where Ni
atoms of the upper and lower Ni slabs at the interfaces are hybridized with
different graphene sublattices is considered, the chiral symmetry could be pre-
served. In other words, Ni atoms from the lower Ni(111) slab hybridized with
C atoms in sublattice A (i.e., Cs), and Ni atoms from the upper Ni(111) slab
hybridized with C atoms in sublattice B (i.e., Cp), thus no potential differ-
ence between sublattice A and B which comes from chemical bonding to be
expected. Although the C atoms of graphene bond with the Ni atoms, this
unique hybridization preserves the equipotential between sublattices A and B.

Therefore, we can modify eq)2.169| as follows
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(3.1)

where V4, = Vp,. Since, in the Gr-Ni system, the induced magnetic moment
appears on graphene due to charge transfer from Ni atoms to C atoms, we ex-
pect similar phenomena for our case. However, here we have two ferromagnetic
slabs, which are upper and lower Ni slabs, where two different magnetic align-
ments can occur between upper and lower Ni, i.e., parallel and antiparallel
alignments.

In the case of the antiparallel configuration (APC), the induced magnetic
moment occurs in C'y and Cp with the alignment corresponding to Ni slabs
with which the C atoms form bonding. For the example, the lower (upper) Ni
slab has the upward (downward) direction of magnetic alignment and forms
a covalent bond with C atoms of sublattice A (B). Thus, C4 and Cp have
magnetic moments, which are the same in their magnitude but in the opposite

direction. Therefore, for antiparallel alignment, we have the following relation:

ma = —mp = (nay) = (npy) > (nar) = (npy) - (3.2)

The inequality above implies the broken chiral symmetry of graphene. Thus,
opening MGDC of graphene is to be expected. However, the band dispersion
of graphene is not spin-polarized due to an equivalent amount of the moment
size for both upward and downward directions.

Meanwhile, in the case of parallel alignment, both upper and lower Ni slabs
have the same direction of magnetic alignment. Thus, by supposing both upper
and lower Ni slabs have magnetic alignment in the upward direction, we have

the following relation:

my =mp = (nay) = (npy) > (nar) = (npy) - (3.3)

The inequality above implies perseverance of the chiral symmetry of graphene.
However, the Dirac cone of graphene is spin-polarized due to the net spin polar-
ization. Thus, a closing graphene’s MGDC with spin-polarized bandstructure

is expected.
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A similar explanation is expected for Ni/hBN-graphene-hBN/Ni and Ni/X-
graphene-X/Ni (with X = H, O, P, S, F, N) nano-spin-valve structure. How-
ever, chemical bonding was not created between Ni and graphene for those
two nano-spin-valve structures. Therefore, instead of inducing the magnetic
moment of graphene through charge transfer as proposed in Ni/graphene/Ni,
the induced magnetic moment is introduced through the magnetic proximity
effect. The surface state of d,2-orbital of Ni atoms at the interface works on
the p,-orbital of C atoms or m-orbital of graphene. By changing the potential
which comes from chemical bonding V,, into proximity effect of Ni surface

state acts on C atoms v,,,, the matrix in Eq. can be rewritten as follows:

var + 1 (nay) ky — ik, 0 0
e — ky + ik,  vpr+1(np) 0 0 |
’ 0 0 vay + I (nar) ky — ik,
0 0 ky + ik, vp, + I (npy)

(3.4)

represents the effective Hamiltonian of graphene in Ni/hBN-graphene-hBN /Ni
and Ni/X-gr-X/Ni nano-spin-valve structure.

Transmission probability calculation was done on Ni/graphene/Ni nano-
spin-valve structure to understand the efficiency of controllable graphene’s
MGDC to its IMR ratio. The spin-dependent current was calculated using the
Landauer-Buttiker given by:

=< /m :OOT““<E> [ (B 0) ~ flB. )| dE (3.5)

where f1(E, ) (fr(E,p)) is the right (left) moving electron injected from the
left (right) lead in the form of the Fermi-Dirac function. g, (MR) denotes the
chemical potentials of the left (right) electrodes. Since zero-bias voltage was
considered, thus puy = pug = Er . In addition, the ballistic transmission 7" as
a function of energy E is described with respect to the Green’s function form

as

TH(E) = Tr{ [PLGRFRGA} (3.6)

where I',(T'g)is the coupling matrix of the left (right) electrode, GF(G4) is the
retarded (advanced) Green’s functions of the central region.

On the other hand, for the case of calculation of transmission probability
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Figure 3.1: Model crystal structures of Ni/graphene/Ni systems. In the left panel
(a), the top view of the graphene is depicted. While the proposed model crystal
structures of the 3-layer Ni/graphene/3-layer Ni are shown in the (b) AA-stacking
structure, (c) BA-stacking structure, and (d) B’A-stacking structure, where the
stacking sequences from the graphene to the upper Ni slab are different from one
another.

when CPP geometry is considered in chapter [6] the transmission matrix is

described as follows:

T(E) =33 Tislky, B) (37)

k| 4

where T; ;(k, E) is the probability of electrons with energy £ and momentum
k to move from the i-th Bloch state to the j-th Bloch state. T'(E) is obtained

by summing over the 2D Brillouin zone and all incoming-outcoming states.

Finally, the MR ratio can be calculated by including the difference between
the current in the APC and PC states and then dividing it by the current in
the APC state as follows:

Ipc — Lapc

MR ratio = x 100%. (3.8)

APC

The computational approach and the structure model for each spin-valve
structure will be explained in detail in the next section. The parameter and
configuration for calculating transmission probability will also be introduced

in the next section.
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3.2 Model and Computational Strategy

3.2.1 Model of Ni/graphene/Ni spin-valve structure

The DFT-spin-GGA calculations were done using the Quantum
ESPRESSO package [64]. Previous study reported that the original Perdew—
Burke-Ernzerhof (PBE) [65] functional determines wrongly the interlayer dis-
tance between the graphene and the nickel layer at the interfaces in the most
stable structure of Ni/graphene system [66]. Therefore, the revised Perdew—
Burke-Ernzerhof functional, called the PBEsol [67] functional within the gen-
eralized gradient approximation (GGA), was used due to its consistency with
experimental results in determining the interlayer distance. Ultrasoft pseu-
dopotentials [61] were used to describe the electron—ion interaction. A kinetic
energy cutoff of 50 Ry was used for wavefunctions to obtain a good convergence
calculation. Since an appropriate k-point grid determined the convergence of
the total energy calculation in this system, a k-point grid of 24x24x1 was
used for all calculations.

The adsorption of the graphene layer on the top of Ni(111) has four pos-
sible structural stacking arrangements: (i) top/fce-stacking—carbon atoms of
graphene are placed on top of the first and third layers of Ni(111), (ii) top/hcp
stacking—carbon atoms of graphene are placed on top of the first and second
layers of Ni(111), (iii) hollow-stacking—carbon atoms of graphene are placed on
top of the second and third layers of Ni(111), while the hollow site of graphene
is placed on top of the first layer of Ni(111), (iv) bridge-stacking—bridge-site
between two carbon atoms is placed on top of the first layer of Ni(111) [68,69).

The consistency of the PBEsol functional in determining the most sta-
ble stacking arrangement and the interlayer distance between graphene and
Ni(111) slab was verified by calculating the total energy of the Ni/graphene
system using the four different stacking arrangements and compare the inter-
layer distance of the lowest total energy structure with previous experimental
and theoretical studies. The result demonstrated that the top/fcc-stacking was
the lowest energy state in comparison with the top/hcp-, hollow-, and bridge-
stacking by 25.9, 122.0, and 226.4 meV, respectively. Meanwhile, the interlayer
distance between graphene and Ni(111) slab of top/fce-stacking was 2.08 A.
This result is in agreement with previous experimental and theoretical studies
which reported top/fcc-stacking as the most stable structure with interlayer
distance ~ 0.21 nm [66,68-70]. However, although the top/fcc-stacking is the

most preferable structure, the difference between top/fcc and top/hep is small
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enough to allow both configurations to occur.

Furthermore, the necessity of using van der Walls interaction in the cal-
culation was verified by calculating the interlayer distance of the most stable
structure, i.e., top/fcc-stacking, and comparing it with the calculation done
without the inclusion of the van der Walls interaction. It was found that the
interlayer distance difference was only 0.02 A, where the interlayer distances
with the van der Walls interaction was 2.10 A. Although the interlayer dis-
tance with the inclusion of the van der Walls interaction was closest to the
previous experimental studies, the small interlayer distance difference implies
that the bonding between the nickel slab and graphene mainly comes from pd
hybridization. Therefore, the contribution of the van der Walls interaction is
omitted in this study, and the main focus is placed on the covalent bond that

comes from the pd hybridization of nickel atoms with carbon atoms.

The precise stacking arrangement of the Ni/graphene/Ni system has not
yet been fully understood; the stacking of the Ni overlayer (slab) above the
graphene must be verified. Since a relevant atomic configuration should usually
be energetically lower than the others, this study proposes three different ar-
rangements of structural stacking for the upper part of the Ni/graphene inter-
face, while top/fcc-stacking is determined for the lower part of the Ni/graphene
by considering the most stable structural arrangement as shown in Fig. [3.1]
The three different stacking arrangements are (i) AA-stacking, for which the
first (third) layer of the upper Ni slab is placed on top of the A-site (B-site)
carbon atoms of graphene, (ii) B’A-stacking, for which the first (second) layer
of the upper Ni slab is placed on top of the B-site (A-site) carbon atoms of
graphene, and (iii) BA-stacking, for which the second (third) layer of the upper
Ni slab is placed on top of the B-site (A-site) carbon atoms of graphene.

In the model structure, a vacuum space of at least 30 A was inserted
to avoid spurious interactions between the slab replicas. At first, the case
of a three-layer nickel sandwich graphene layer was investigated. Then, the
thickness of the nickel layers was varied from 1 to 6. To understand the mag-
netic configuration of the system, two initial magnetic configurations were set
between the two nickel slabs: (i) anti-parallel configuration, for which the to-
tal magnetic moment of the upper and lower nickel slabs have an anti-parallel
alignment, and (ii) parallel configuration, for which the total magnetic moment
of the upper and lower nickel slabs have a parallel alignment. The total ener-
gies of the in-plane and out-of-plane magnetization directions were compared

by adopting the noncollinear magnetism calculation with spin—orbit interac-
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Figure 3.2: Proposed system of graphene where the middle part is sandwiched by
Ni(111) nanostructures. The most stable stacking arrangement from our previous
study was considered24. The graphene is used as a buffer and electrode.

tion terms. The in-plane magnetization direction was found to have an energy
lower by only 1 meV. However, since this study considers the functionality of
in-plane conductance switching of graphene depending on the external mag-
netic field, the out-of-plane magnetization direction was chosen so that the

anti-parallel and parallel of the Ni slabs could be controlled easily.

3.2.2 Model of Ni/graphene/Ni nano-spin-valve struc-
ture for IMR Calculation

For the calculation of in-plane conductance of graphene which is repre-
sented by transmission probability, Ni(111) nanostructures with three Ni atoms
layer thickness and an atomic-scale width of ~ 12.08 A was considered, as
shown in Figure[3.2] The three Ni atoms layer thickness of Ni (111) nanostruc-
tures is considered because later in chapter [ it suggests that three Ni atoms
layer thickness is representable enough for thicker Ni(111) nanostructure by
exhibiting same physics at the interface. The finite size width of ~ 12.08 A for
Ni(111) nanostructures was considered for understanding the effectiveness of
the in-plane magnetoresistance of graphene created from the Ni/graphene/Ni

magnetic junctions. Wider Ni(111) nanostructure, e.g., width in nanometer
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scale, is expected to exhibit high performance. Here, graphene was used as
the buffer layer and electrodes in the calculation. The most stable stacking
arrangement which has determined later in chapter |4|is considered, where Ni
atoms at the interfaces of the lower and upper Ni(111) slabs hybridized with C
atoms in sublattices A and B, respectively. Both APC and PC were considered
for Ni(111) nanostructures.

A spin-polarized plane-wave-based DFT calculations were performed using
the Quantum ESPRESSO package [64] to obtain the structural equilibrium and
spin-charge density properties of the proposed system. Furthermore, we de-
scribed the electron—ion interaction using a revised Perdew—Burke—Ernzerhof
functional for a densely packed solid surface (i.e., PBESol functional) [67] and
ultrasoft pseudopotentials [61] within the generalized gradient approximation
(GGA). From the result of studies in chapter [4] the PBESol pseudopotential
is essential to successfully achieve the interlayer distance between Ni slabs and
graphene, which is consistent regardless the thickness of Ni slabs and agrees
with experimental study. This interlayer distance at the interface is important
because it determine the electronic state at the interface. The atomic posi-
tions were relaxed, with a total force tolerance of 0.001 eV/A. A 45 x 45 x 1
Monkhorst—Pack k-mesh was used for calculations. First-principles quantum
transport calculations, which coupled DFT with the nonequilibrium Green’s
function, were performed using the Siesta and Transiesta packages |71H74] to
calculate the transport properties at a zero-bias voltage.

For the transmission probability calculation, the PBESol functional and
Troullier-Martins pseudopotential [75] were used within GGA. A double-zeta
plus polarization basis set |[76H78] was employed, and the temperature was set
to 300 K. A perpendicular k-point of 1 x 901 with respect to the transmis-
sion direction was considered to obtain a good accuracy for the transmission

probability.

3.2.3 Model of Ni/nhBN/Ni and Ni/hBN-graphene—
hBN/Ni magnetic junctions

After successfully controlling the graphene’s MGDC and getting colossal
IMR ratio as discussed later in chapter [4] and [3], respectively, optimization to
create a successful design of a graphene-based spin-valve structure spintronics
device need to be performed. The optimization was needed for realization of
the actual device and for ensuring a performance comparable to that predicted

in this theoretical study. The chemical bonding between the Ni slabs and
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Figure 3.3: Side view of the supercell of Ni(111)/3hBN/Ni(111) (as representa-
tive of few-layer hBN MTJ) and Ni(111)/hBN-Gr-hBN/Ni(111) used to represent
the scattering region and lead corresponding to model calculation for transmission
probability calculation.

graphene in Ni/graphene/Ni needs to be perfect to get control on graphene’s
MGDC. This perfect surface can be realized experimentally; however, it is rel-
atively difficult. Thus, to avoid a complete change in the IMR of graphene
due to a defect at the Ni/graphene interface, a barrier is necessary to maintain
the graphene Dirac cone, although some defect occurs on the Ni surface. Fur-
thermore, the barrier will also optimize the controllability of graphene’s Fermi

energy.

For the above purpose, hBN layer can be introduced between the graphene
layer and Ni slabs. However, when the hBN layer is introduced between Ni
slabs and graphene, the controllable induced magnetic moment on graphene
replaced from through charge transfer to through magnetic proximity effect.
Thus, a theoretical study is conducted to understand the origin of the magnetic
proximity effect. At first, Ni/nhBN/Ni magnetic junctions were investigated
with n = 2, 3, 4, and 5. After that, the investigation was done on Ni/hBN-
graphene-hBN /Ni magnetic junction.

For the investigation, spin-polarized plane wave-based density functional
theory (DFT) calculations were performed using the Quantum ESPRESSO
package [64,79]. A revised Perdew-Burke-Ernzerhof (PBE) functional for a
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densely packed solid surface, called the PBESol functional [67], as well as ul-
trasoft pseudopotentials [61], within the generalized gradient approximation
(GGA) were used to describe the electron-ion interaction. A kinetic energy
cut-off of 50 Ry was used for the wavefunctions to reach a good conver-
gence calculation. Since adopting an appropriate k-point grid can result in
the convergence of the total energy calculation in this system, a k-point grid
of 24 x 24 x 1 was chosen for all calculations. Furthermore, the effect of the van
der Waals interactions on the electronic structures was included by applying
the most recent and accurate DFT-D3 corrections [80]. Taking into account
the van der Waals interactions in the DFT calculations, the average interlayer
distance of Ni-hBN and hBN-hBN are 2.05 A and 3.13 A, respectively. These
results are close to experimental values, which is 1.87 +£0.12 A for Ni-hBN
distance in hBN/Ni system [81] and 3.33 A for hBN-hBN distance in hBN
bulk [82].

The ballistic transmission probability calculations were performed using
the Landauer-Buttiker formalism [83,84]. The left lead, right lead, and scat-
terer regions were considered in the model calculation, as shown in Fig.
Ni(111) was considered for the left and right leads to reduce the computa-
tional cost without neglecting any important physics. However, the use of
Au(111) as a lead carrying normal input/output currents for the Ni/nhBN /Ni
and Ni/hBN-Gr-hBN/Ni structure would be expected in an actual device. The
transmission probability calculations were performed using the PWCOND [85]
module of the Quantum ESPRESSO software. A perpendicular k-point of 50
x 50 with respect to the transmission direction was considered to obtain good
accuracy of the transmission probability. The PWCOND module calculates

the transmission probability at zero temperature.

3.2.4 Model of Ni/hBN-graphene-hBN/Ni spin-valve
structure for investigating the possibility on con-
trolling MGDC

After understanding the origin of proximity effect on the 2D materials
tunnel barrier, further study was performed to understand the effectivity of
proximity effect on controlling MGDC of graphene. Fig. shows a graphene
layer sandwiched with hBN and followed by Ni(111) slabs in this theoretical
study. The most stable stacking configuration between Ni(111) and hBN was
considered, with Ni atoms at the interface hybridizing with N atoms of hBN
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Figure 3.4: The proposed twelve stacking configuration of Ni(111)/hBN-Gr-
hBN/Ni(111) with the stacking arrangement name.

and Ni (111) having a top-FCC stacking arrangement with the nearest Ni layer
to hBN placed directly on the N-atoms site, the next Ni layer (second nearest
Ni to hBN) placed on the hollow site of hBN, and the farthest Ni layer placed
on the B-atoms site. As shown in Fig. 12 possible stacking configurations
between hBN layers and graphene are considered. C1 and C2 represent the
carbon atoms in sublattices A and B, respectively. Here, the aClxz—bC2y in
Fig. is the formula to explain the stacking configuration between the upper
hBN, graphene, and lower hBN. The a (z) and b (y) symbols represent the
upper (lower) hBN site, which is located directly above (below) C1 and C2,
respectively. The H, B, and N represent the hollow, Boron, and Nitrogen site of
hBN. For example, HC1B-BC2H means the upper (lower) hBN has the hollow
site (B atoms) of hBN right above (below) the C1 and B atoms (hollow site)
right above (below) the C2. Both APC and PC were considered for the upper
and lower Ni(111) slabs.

The spin-polarized DFT calculations were performed using the SIESTA
package , to obtain the structural equilibrium, spin-charge density
mapping, magnetic properties, band structures and local density of states

(LDOS). Furthermore, we described the electron-ion interaction using a revised

65 Osaka University



Perdew-Burke-Ernzerhof (PBE) functional for a densely packed solid sur-
face (i.e., PBESol functional) [67] and Troullier—Martins pseudopotential [75]
within the generalized gradient approximation. A double-zeta and polariza-
tion basis set [7678] was employed. The atomic positions were relaxed, with
a force tolerance of 0.001 eV/A. A 121 x 121 x 1 Monkhorst-Pack k-mesh
was used for calculations. Mesh Cut-off of 800 Ry was used during the calcula-
tions. Furthermore, the van der Waals interactions between hBN and graphene

is included by applying a dispersion potential of the Grimme type [86]
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Chapter 4

Controllable Mass-gapped

Dirac-cone of Graphene in
Ni/Graphene/Ni Magnetic

Junctions

4.1 Introduction

This chapter presents a theoretical study on the possible control of graphene
MGDC in Ni/graphene/Ni nano-spin-valve structure through the magnetic
alignment control, i.e., anti-parallel and parallel configuration, between the up-
per and lower Ni slabs. The controllability of the spin-dependent Dirac states
in this hybrid structure was studied through graphene’s magnetic properties
and electronic structure. The spin-dependent charge density and magnetic
moment of a Ni/graphene/Ni nanostructure and a band structure calculation

were done to show the change in the Dirac cone characteristic.

4.2 'Total energy and magnetic properties

The total energies of the Ni/graphene/Ni system for each of the stack-
ing arrangements were considered in order to understand which of the three
different stacking arrangements was the most energetically stable. Table
shows the total energy difference of 3-layer Ni/graphene/3-layer Ni relative to
the lowest energy state for AA-stacking, B’A-stacking, and BA-stacking in the
anti-parallel and parallel configurations. Among the three different stacking ar-

rangements, B’A-stacking has the highest energy, both in the anti-parallel and
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Table 4.1: Total energy difference for wvarious stacking arrangements of
3Ni/graphene/3Ni. The total energy is expressed in meV relative to the ground
state (highlighted in bold font). APC(PC) refers to the antiparallel (parallel) mag-
netic alignments between the upper and lower nickel slabs

Magnetic Total Energy (meV)
Configuration | AA-stacking | B’A-stacking | BA-stacking
APC 70.1 156.4 0.0

PC 75.6 154.0 10.5

parallel spin configurations. The highest energy state comes from the weak-
ened bonds of the graphene layer with an upper Ni(111) slab. The weakened
bond can be verified by observing the interlayer distance of the B’A stacking
structure shown in Table 4.2

Previous experimental and theoretical studies of graphene growth on top of
Ni(111) slabs suggest that the bonding occurs between an A-site carbon atom
and the nickel atom closest to it. Indeed, the interlayer distance from the
graphene to the nearest Ni(111) slab was concluded to be ~ 0.21 nm [68-70].
In the case of the 3-layer Ni/graphene/3-layer Ni nanostructure in the B’A-
stacking arrangement, the distance between the graphene layer and upper
Ni(111) slabs becomes 3.28A (or 3.26A) for the anti-parallel (parallel) con-
figuration, although the interlayer distance between the graphene layer and
Ni(111) underlayer is 2.07 A. This fact also indicates an anti-bonding charac-
teristic because of the considerable increase in the interlayer distance from the

typical distance of approximately 2.1A.

Furthermore, by comparing the bonding characteristics of the graphene
and upper Ni(111) slabs in both the AA-stacking and BA-stacking structures
with the anti-bonding nature of the B’A-stacking structure, it can be inferred
that the construction of pd hybridization and chemical bonding between the
carbon atoms in the graphene layer with the nickel atoms at the interface
mainly come from the hybridization of the d,» orbital of nickel atoms with the
p. orbital of carbon atoms. Therefore, stacking the nickel layer on top of either
sublattice A or sublattice B of carbon atoms in the graphene produces a stable

Ni/graphene/Ni nanostructure.

Comparing the stable structures of the 3-layer Ni/graphene/3-layer Ni, it
was found that BA-stacking has a slightly smaller interlayer distance than AA-
stacking, indicating that BA-stacking has a stronger pd hybridization than
AA-stacking. This difference shows that BA-stacking has the lowest energy

among the three stacking arrangements. The strong pd hybridization between
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Table 4.2: Interlayer distance between the Ni(111) slabs with graphene for three dif-
ferent stacking arrangements. APC(PC) refers to the antiparallel (parallel) magnetic
alignment between the upper and lower nickel slabs

Interlayer distance (A)

Layer A A-stacking | B’A-stacking | BA-stacking
APC| PC | APC| PC | APC | PC

Graphene-Upper Ni slab | 2.18 2.20 3.28 3.26 2.07 2.07

Graphene-Lower Ni slab | 2.18 2.20 2.07 2.07 2.07 2.07

a carbon atom of the graphene layer with the upper or lower Ni(111) layer at
the interface of BA-stacking leads to a charge transfer from the nickel layers

to the graphene.

Further investigation on the most stable structure, BA-stacking, was done
by comparing two possible structure arrangements of the second and third layer
namely, B(top-hcp)A-stacking—the second (third) layer of upper Ni(111) slab
on top of hollow- (B-) site of graphene (the initial proposed structure of BA-
stacking) and B(top-fcc)A-stacking—the second (third) layer of upper Ni(111)
slab on the top of B- (hollow-) site of graphene. The result showed that
B(top/hcp)A-stacking has higher energy by 13.5 meV compare to B(top/fcc)
stacking. Although B(top/fcc) stacking has lower energy than B(top/hcp)A-
stacking, the difference was considerably small enough to allow both config-
urations to occur. It implied that the small different might not change the

physical properties of the whole system.

Within the BA-stacking structure, the total energy of the anti-parallel con-
figuration was lower than that of the parallel configuration by 10.5 meV. The
anti-parallel configuration, which has a more stable energy state than the par-
allel configuration, is in agreement with experimental data reported by Mandal
et al. [39]. This total energy difference mainly comes from the magnetic con-

figuration within the graphene layer.

Spin—charge density mapping was created to understand the spin orienta-
tion of each atom in the 3-layer Ni/graphene/3-layer Ni. In Figl4.1] the AFM
configuration of the carbon atoms within the graphene layer, when the mag-
netic configuration between the upper and lower nickel slabs was anti-parallel,
is shown. When the magnetic configuration between the upper and lower nickel
slabs is parallel, a ferromagnetic (FM) configuration, which has a higher energy
than AFM configuration, occurs within the graphene layer. AFM configura-
tion is realized as the most stable state, except when an external magnetic

field stabilizes FM configuration.
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Figure 4.1: Spin-charge density of the 3-layer Ni/graphene/3-layer Ni in the (a)
anti-parallel configuration (isovalue=0.00170) and (b) parallel configuration (iso-
value=0.00168). The charge density in red represents spin-up electron density and
that in blue represents spin-down electron density.

The different magnetic configurations of the carbon atoms in the sublat-
tices A and B within the graphene layer comes from the magnetic interaction
between the Ni layer and graphene. Carbon atoms in graphene tend to have
an anti-parallel spin configuration with the neighboring nickel atoms. This
rule is the most relevant rule for the energetics of Ni/graphene/Ni structures.
As a result of the spin anti-parallel, i.e., locally anti-ferromagnetic, alignment
between each pair of Ni and carbon atoms, AFM (FM) configurations in the
graphene plane happens for the anti-parallel (parallel) configuration of Ni slabs.
The local AFM configuration between a carbon atom and nickel atom will be
considered in the subsequent sections by analyzing the hybridization nature of
electron orbitals.

In the present model, the upper Ni(111) slab was fixed in a spin-up config-
uration, whereas the lower slab could be controlled to have either a spin-up or
spin-down configuration. The nickel atoms on the upper Ni/graphene interface
hybridized with carbon atoms on sublattice B, and since the upper Ni(111) slab
was fixed to have a spin-up alignment, the carbon atoms on the sublattice B of
graphene had the spin-down configuration. By contrast, the lower Ni(111) slab
was hybridized with carbon atoms in the sublattice A. Since the lower Ni(111)
slab can be controlled between the spin-up and spin-down configurations, the

induced magnetic moment of the carbon atoms in sublattice A can also be
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Table 4.3: Magnetic moment for each atom of 3Ni/graphene/3Ni. AFM(FM) refers
to the antiparallel (parallel) magnetic alignment between the upper and lower nickel
slabs.

Atom Magnetic Moment (up)
AFM configuration | FM configuration

C (sub-lattice A) 0.0126 -0.0048

C (sub-lattice B) -0.0128 -0.0047
Ni(top)-first layer 0.2898 0.2645
Ni(top)-second layer 0.6150 0.5958
Ni(top)-third layer 0.6785 0.6732
Ni(bottom)-first layer -0.2770 0.2815
Ni(bottom)-second layer -0.6213 0.6050
Ni(bottom)-third layer -0.6763 0.6670

controlled.

The carbon atoms of sublattices A and B in graphene tend to have an
antiferromagnetic (AFM) configuration due to the half-filled p, orbital and
Pauli’s exclusion principle. This rule is often found in organic molecules in
sp? hybridization or magnetic alternant hydro-carbon systems [87,/88]. The
spin configuration of AFM is often considered as a realization of the spin-
density-wave. Due to the nature of graphene, the carbon atoms of another
sublattice will have the opposite alignment with the carbon atoms hybridizing
with the nickel atoms. Therefore, the lowest energy state was found to be the

anti-parallel configuration.

Interestingly, in the parallel configuration, FM spin alignment appears
within the graphene layer. However, the appearance of the FM configura-
tion within graphene, where the spin moment has the opposite direction to
the Ni layers, was unexpected. In the case of the Ni/graphene interface, i.e.,
graphene on a Ni substrate, carbon atoms are placed in two different sites, A
and B, where one of the sites were hybridized with Ni layer and the another not.
The magnetic moment of carbon atoms that were not hybridized with Ni layer,
which has a parallel spin to the nickel slab, was higher than the hybridized one,
where the antiferromagnetic configuration in graphene appears as a whole. It
implied that the Ni(111) slab and unhybridized carbon atoms had a stronger
magnetic interaction. Oppositely, the FM configuration within graphene of
Ni/graphene/Ni system implied another conclusion that the induced magnetic
moment at the hybridized carbon atoms had a stronger magnetic interaction
with the Ni(111) slabs than the unhybridized carbon atom. It was because the

direction of the magnetic moment was reversed in the unhybridized carbon
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Table 4.4: Total energy differences between various numbers of the nickel layer in
the BA-stacking arrangement. The total energy is expressed in meV relative to the
ground state (highlighted in bold font). APC(PC) refers to the antiparallel (parallel)
magnetic alignment between the upper and lower nickel slabs.

Number of Nickel Layers Total Energy (meV)

APC | PC

1 total energy same (non-magnetic)

2 0.0 9.9

3 0.0 10.4

4 0.0 1.3

5) 0.0 7.6

6 0.0 6.1

atoms. Therefore, a stronger magnetic interaction and the anti-parallel config-

uration between the hybridized carbon atom and the Ni layer were concluded.

The magnetic configuration, which is initiated by the magnetic interaction
of carbon and nickel atoms at the interface, within the graphene layer leads to
the tunable magnetic moment configuration between the carbon atoms in sub-
lattices A and B of graphene. The tunable induced magnetic moment between
the AFM and FM configurations provides a new insight into the electronic
structure of graphene, since the previous studies have only reported that the
induced magnetic moment of graphene is either in the AFM configuration [89]
or FM configuration [90]. An additional remarkable point is that the total
energy difference between the anti-parallel and parallel configurations is in the
order of meV, which implies that the magnetic configuration change does not

require an extremely high external magnetic field.

The total energy was calculated for various thicknesses to show the con-
sistency of the most stable magnetic configuration and the orientation of the
Ni/graphene/Ni nanostructure’s magnetic moment. Table shows the total
energy for all variations of the number of Ni layers from 1 to 6 in the anti-
parallel and parallel configurations. For the 1-layer Ni structure at both sides
of the graphene, the lowest state is a non-magnetic state. The variation of
the number of Ni layers from 2 to 6 implies that the anti-parallel configura-
tion has the lowest energy, although the total energy difference between the
anti-parallel and parallel configurations is different for each number of lay-
ers. The charge-spin density mapping also shows the magnetic configuration

of Ni/graphene/Ni.
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Figure 4.2: Electronic band structure of 1-layer Ni/graphene/1-layer Ni in a non-
magnetic state. The black dashed line is the band structure of pristine graphene, to
be used as reference. The Dirac cone characteristic can be seen around the K-point
high-symmetry and near the Fermi energy as well as around -4 eV.

4.3 Analysis of electron orbitals for
Ni/graphene/Ni with 1-layer Ni slabs

As shown in the last section, in the case of 1-layer Ni growth on both sides
of graphene, the Ni/graphene/ Ni nanostructure becomes non-magnetic. The
non-magnetic property of the 1-layer Ni/graphene/1-layer Ni occurred due to
the charge transfer from the d,» orbital of Ni atoms within 1-layer Ni to the p,
orbital of carbon atoms, either for sublattices A or B within graphene, which
fully filled the p, orbitals of the carbon atoms and caused the net magnetic
moment to become zero.

The electronic band structure of 1-layer Ni/graphene/1-layer Ni is shown
in Fig. 4.2l This band structure implies relevant orbital natures in
Ni/graphene/Ni structures. Here, every band around the Fermi level was char-
acterized.

Eight bands from Ni 3d branches can be seen just below the Fermi level at
Er =0, i.e., at the I" point. Other two bands of 3d go down to approximately
-5eV or below. This energy is even below the top of the sp?>-o bands appearing
at -3 eV. At the I" point, the 7 band of graphene, which has an energy of around
-7.5eV in the pristine graphene, is rather stabilized. This is attributed to the
pd hybridization. Since the flat graphene becomes deformed with staggered

modification, the orbital nature of m becomes a little closer to that of the sp*-
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hybridized orbital. This is the secondary reason why such an apparent drop is
observed in the m band. Roughly speaking, the eight 3d bands of Ni run nearly
horizontally across the whole Brillouin zone. Meanwhile, the remaining two

branches coming from the d.2 bands suffer strongly from the pd hybridization.

Local Wannier orbitals of p, and d.2 symmetries were defined at each carbon
site and nickel atom, respectively. These orbitals are represented by ¢, ,(r —
R;) and .2 ((r — R;). Here, the orbitals are defined for each unit cell indexed
by i. The vector R; represents the position of the i-th unit cell. The index n
denotes the sublattice site A or B of graphene. ( denotes the sublattice sites
for the upper and lower Ni layers. However, by limiting the argument to the
BA-stacking, ¢ is identified as 7, since every Ni atom is just on (or below) a
carbon atom at the A (or B) site. Therefore, it is enough to consider simplified

notations ¢, , and ; .2 .

For graphene, the Dirac points appear at the special points of K and K’.
Since the three-fold rotational symmetry, glide-reflection symmetry, and chiral
symmetry of the original graphene is preserved for the AB stacking of the
1-layer Ni/graphene/1-layer Ni, the Dirac point is maintained in this hybrid
structure. More precisely, Dirac cones were doubled in the band structure
of Fig. [£.21 At the K point, around E — Ep ~ -4eV, there are lower Dirac
cones. There are also more upper Dirac cones above the Fermi level. The lower

(upper) cone consists of the bonding (anti-bonding) level of ¢;,,_, and ¢; .2 .

The orbital energy of p, is much lower than that of nickel d.». Therefore,
the charge transfer is from nickel to carbon. The magnetic moment of carbon
is not easily induced in this sense. The anti-bonding nature of the upper
Dirac cone close to the Fermi level is important for the induced magnetism of

graphene attached to nickel slubs.

Here, it should be noted that the effective potential at each sublattice is
the same as the effective potential for the non-magnetic solution as far as the
Ni /graphene/Ni system maintains the structural symmetry. Topologically,
the arrangement of the effective Wannier orbital in,ni for both the upper and
lower Dirac cones is the honeycomb lattice. Therefore, no gap opening happens

for two Dirac cones in Fig. [4.2]

When spin—density distribution causes a staggered contribution in a spin-
dependent effective potential, a gap opening phenomenon occurs. This point

is relevant for the discussion in the next section.

74 Osaka University



4.4 FEffect of magnetic configuration on the
electronic structure and in-plane conduc-

tance

The appearance of the induced magnetic moment on graphene and strong
pd hybridization between the nickel and carbon atoms on graphene cause the
Dirac cone characteristics of the graphene band structure to change.

The opening gap of the Dirac cone has been reported by previous theoret-
ical studies of the Ni/graphene interface, where the gap size between the spin
majority and spin minority channels is different due to the induced magnetic
moment difference between sublattices A (carbon atoms with pd hybridization
with nickel atoms) and B. The magnetic moment of carbon atoms can be also
expressed as the spin—charge density difference between spin-up and spin-down
(n4(r) —ny(r)). The charge density difference between spin-up and spin-down
is proportional to the Stoner gap formed on the energy level difference between
spin-up and spin-down. In the Ni/graphene interface case, the magnetic mo-
ment of carbon atoms on sublattice A is smaller than that of sublattice B; the
Stoner gap in the carbon atoms on sublattice A is also smaller compare to that
of sublattice B.

A relevant question here is whether not the Ni/graphene/Ni structures

show any qualitatively different features from a single Ni/graphene interface.

Figureshows the band structure of 3-Ni layer /graphene/3-Ni layer spin-
valve-like structure. The strong hybridization between the carbon p. orbital
with nickel d.2 on the top and bottom is shown as the creation of bonding and
anti-bonding Dirac cones and several level anti-crossing points in the band
structure. Although the band structure of the carbon p. orbital changes quite
significantly, the characteristics of Dirac cones on high symmetry K-points can
still be recognized for both the anti-parallel and parallel configurations. Here,
two Dirac cones are seen near the Fermi energy and around -4eV below the
Fermi energy.

For the case of anti-parallel configuration, Table |4.3|shows that the induced
magnetic moment of the carbon atoms on sublattice A is in the opposite con-
figuration to that on sublattice B. The magnetic moment of carbon atoms on
sublattice A has a spin-up configuration, which means that the spin-up charge
density is higher than the spin-down charge density (n4,), while carbon atoms

on sublattice B have the opposite configuration.
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Figure 4.3: 3-layer Ni/graphene/3-layer Ni band structure in the anti-parallel con-
figuration for the (a) spin majority channel and (b) spin minority channel, and in
parallel configuration for the (c) spin majority channel and (d) spin minority chan-
nel. The black dashed line is the band structure of the pristine graphene to be
used as reference. The Dirac cone characteristic can be seen around the K-point
high-symmetry and near the Fermi energy.

An integrated spin-charge density n, 4, and n,, | was introduced, where 7 is
either A or B. The value of n,, , is assumed to be obtained by integrating n,(r)
within an ionic radius of the carbon atom, where o =1 or |. Table also
shows that the magnetic moment between the carbon atoms on sublattices A

and B are comparably equal in the anti-parallel configuration. Therefore,
nal =Ny > Nag = NB,|-

The spin-GGA effective potential has a contribution approximately propor-
tional to the spin moment, or the spin density, n, + —n,, . This spin-dependent
potential is lowered for the majority spin when the local spin density is given
by the majority, while the minority spin feels higher energy. In other words,
the energy of the up-electron decreases when the up-spin density increases, but
increases when the down-spin density increases around the given point.

Therefore, the up-spin and down-spin suffer from different effective po-
tentials veg »(r) in the anti-parallel configuration. Taking a spin-dependent
Wannier function, ggi,m_,g(r), created similar to that in the last section, a sim-

ple rule can be derived for an averaged spin-dependent contribution for the
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potential (b;,) o |Tefr.o|Pin o) With respect to the Wannier basis.
(i p|Veiin|dia—1) > (Dip—1lOerr|in 1),
(Dia—y|Vet | ia—1) < (PiB—1|Vet1|PiB—1),
(Dia—t|Veip|Pia—p) = (DB 1|V |5 1)
( )

@i,B,—,H@eﬂ,T|¢~5i,B,—,¢>, = Qgi,A,—,¢yﬁeﬁ,¢|$i,A,—,¢-

Egs. (4.1) and (4.2) conclude that a gap opens at the Dirac point due to the
broken chiral symmetry. From Eqs. (4.3]) and (4.4), it can be said that the gap
size is the same for both the up and down spins. Therefore, the Stoner gap

size formed on the spin majority and minority channels are equal, as shown in
Fig. 4.3(a) and (b).

Consider a realistic device by taking the attachment of pristine graphene as
leads of the Ni/graphene/Ni structure. From this perspective, the momentum
of electron in the graphene layer can be conserved by considering the specular
reflection effect on the edge of the Ni layer. Looking closely at the K-point
near the Dirac cone, separation of Dirac bands from the Ni S-band in the first
Brillouin zone happens. Assume that the edge of the Ni layer perpendicular to
the current path is periodic, sharply cut with no impurities, and the specular
reflection of electron on graphene occurs. If the wavefunction of electron is
larger than the atomic distance between the nickel on the edge perpendicular

to the current path, the momentum of the Dirac band electrons will conserve.

In contrast, Fig. [1.3(c) and (d) show the band structure of 3-layer
Ni/graphene/ 3-layer Ni in the parallel configuration, where it satisfied an

equality and inequality as follows

(i a— 1| Vet Gia—1) = (Gi.B—1|Veti|diB—1), (4.5)
(Gia— 1 |Vestt|Pin—1) = (@iB—|Vent|diB,— 1), (4.6)
(Dia—1|Vesit|Gin—1) > (Pia— 1|Vt |Pia—1), (4.7)

Although the Dirac cone still survives, the energy level between the Dirac cone
on the spin majority channel is lower than the Dirac cone on the spin minority
channel because of the characteristics of the ferromagnetic material. Note that
the above discussion does not directly reveal the relations between the orbital
energies of the Wannier basis. This is because the orbital energy is determined
by the whole character of veg (r), where the majority spin gains energy by the

large spin moment at the Ni atoms.
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Figure 4.4: Bandstructure of 2-layer Ni/graphene/2-layer Ni in the (a) anti-parallel
configuration and (b) parallel configuration; and 4-layer Ni/graphene/4-layer Ni
in the (c) anti-parallel configuration and (d) parallel configuration. In (a), (b),
(c), and (d), red represents the spin-majority channel, whereas blue represents the
spin-minority channel. The black dashed line is the bandstructure of the pristine
graphene, taken as a reference.

The opened gap of the Dirac electrons at the high symmetry K-point in the
spin-majority and -minority channels for the anti-parallel spin configuration
implies an increase of resistance on the in-plane conductance of the graphene
layer compared to the pristine graphene. In contrast, the survival of the Dirac
cone for the parallel magnetic configuration of the Ni(111) layers implies that
the in-plane conductance via the K-point contribution will give lower resistivity

compared to that in the anti-parallel spin configuration.

Since the anti-parallel configuration is the lowest state, we can start from
the high resistance state having the opened gap at the Dirac cone. Using
an external magnetic field, the spin moment direction can be reversed. In
the parallel configuration, the gap is closed in both majority and minority
channels. Thus, the structure can act as a field-induced switch for the electron

current.

In case of unbalanced spin moments below and above the Graphene layer,
the applied field may reverse one of the spin directions, maintaining the other
stronger spin moment undisturbed. After switching off the field, the system can

return to an energetically stabler anti-parallel spin configuration than the par-
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Figure 4.5: Scattering region of Ni/Graphene/Ni nano-spin-valve-like structure cre-
ated on the part of a graphene plane.

allel configuration. Alternatively, even when a residual spin moment remains
for the zero fields, the weakly locked moment can be reversed by applying a
magnetic field in the opposite direction. This controllability is essential to
consider an application of this system.

The opening gap of the Dirac cone in the anti-parallel configuration and the
survival of the Dirac cone in the parallel configuration are consistent for 2-layer
and 4-layer nickel, as shown in figure[4.4] For the number of Ni layers more than
four, the band-structure becomes extremely complex, making recognizing the
Dirac cone characteristics difficult. However, owing to a preserved symmetry,

we can expect the same physics.

4.5 Discussion on the possible application for

spin-electronic device

To start the discussion on the possible application for spin-electronic device,
a junction system is proposed here. Figure 4.5[shows a Ni/Graphene/Ni nano-
spin-valve-like structure created on the part of a graphene plane. The local Ni
structures above and below graphene are optimized by DFT simulations. This
magnetic region gives scattering of electron waves. Pristine graphene parts
at both sides are used as the electrodes. Through the one-dimensional device
structure, we consider a current path from the left to right electrodes for both
spins.

As shown in Fig. the edges of the Ni(111) layers are atomically sharp.
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In case of a long Ni part in the perpendicular direction for the current path,
the specular reflection/transmission for electron waves can be obtained. The
Dirac cone characteristic is dependent on the Ni spin configuration. There-
fore, change in the in-plane conductance along the graphene layer across the

scattering region is expected.

The Fermi energy (the chemical potential) can be slightly shifted from the
charge neutrality point. Note that, in the anti-parallel spin configuration, net
spin current is not observed even when the current path is via the Ni(111) lay-
ers; in contrast, in the parallel configuration, the spin-majority and -minority
channels created by Ni structures have different scattering processes. In the
graphene layer, a closed gap phenomenon is observed, which allows the spin
majority channel for the spin alignment to be less resistive than in the anti-
parallel spin configuration. In addition, owing to the spin blockade effect for
current paths via the Ni(111) layers, a stronger conduction is observed for a
selective spin direction only. Thus, we can easily create a spin-current switch-

ing.

At low temperatures, when coherent transmission becomes dominant for
the current conduction, where a lateral element of the momentum along the
edge is conserved, the spin filtering phenomenon is expected to be enhanced.
Consider a wider Ni(111) layer region along the one-dimensional conduction
path. Dirac electrons tunnel via states in the window opened in the Bril-
louin zone around the K-point. In the anti-parallel configuration, when only
coherent tunneling paths along the structure determine the transmission prob-
ability, the current conduction is effectively blocked. This is because the gap
is open and the Dirac electrons are blocked. Since transmission probability
depends on the electronic structure at the scattering region, we can conclude a
spin-configuration dependent tunneling phenomenon in this junction structure.
This effect will lead to a spin filtering effect of electron current in the graphene
electrode. In the anti-parallel configuration, this junction system also leads to
a spin Hall effect [91] owing to the spin—orbit interaction originating in the Ni

layers.

The opened gap structure at the Ni(111)/graphene/Ni(111) interface sug-
gests a moment-direction-dependent characteristic for the lateral conductance
with a perpendicular current path. In this conventional use for a Ni-based spin
valve, the gap opening effect should be considered properly. The determination

of the transmission probability is future work for the present study.
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4.6 Summary

In this study, DFT (spin-GGA) calculation on 3-layer Ni/graphene/3-layer
Ni shows that among the three stacking arrangements, the BA-stacking is the
stablest stacking structure, and within BA-stacking, the anti-parallel config-
uration of upper and lower Ni(111) slabs has lower energy than the parallel
configuration. This finding is in agreement with the previous experimental
study. The two magnetic arrangements of Ni(111) slabs affect the configura-
tion of the induced magnetic moment of graphene.

In case of the anti-parallel configuration between Ni(111) slabs, carbon
atom sublattices A and B of graphene have an AFM configuration. By con-
trast, in case of the parallel configuration between two Ni(111) slabs, the con-
figuration of sublattices A and B of graphene have an FM configuration. The
AFM configuration of graphene’s carbon atoms leads to the gap opening on
the Dirac cone of the graphene bandstructure; meanwhile, the FM configura-
tion bandstructure shows the survival of the Dirac cone both for spin-majority
and -minority channels.

The opening and survival of the Dirac cone will affect the in-plane con-
ductance of graphene in which the open gap Dirac cone configuration will
have a higher resistance than the close gap Dirac cone configuration. Further
conductivity calculation must be conducted to understand how much does the
opening and closing of the gap due to induced magnetic moment on graphene’s

carbon atoms affect the conductivity of the graphene layer.
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Chapter 5

Colossal In-plane

Magnetoresistance Ratio of
Graphene Sandwiched with Ni

Nanostructures

5.1 Introduction

This chapter presents a theoretical study on the in-plane conductance and
magnetoresistance of graphene partially sandwiched between Ni(111) nanos-
tructures. Here, investigation was done on the effectiveness of a controllable
Dirac cone on graphene conductance to realize a high MR ratio. For that
purpose, a system consisting of Ni(111) nanostructures with a finite size and
atomic-scale width of 12.08 A sandwiched the middle part of graphene was pro-
posed. Both the APC and PC states of the upper and lower Ni(111) structures
are considered. First-principles quantum transport calculations, which cou-
pled density functional theory (DFT) with the nonequilibrium Green’s func-
tion, were performed. Our calculation results observed a high and colossal
in-plane MR ratio of graphene about 284% and 3100%. A higher MR ratio
beyond 3100% can be obtained when the width of the Ni(111) structures on a

nanometer scale are considered.
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Figure 5.1: Spin-charge density mapping of the proposed system when the Ni(111)
nanostructures are in (a) PC and (b) APC states (red: spin-up charge density; blue:
spin-down charge density).

5.2 Characteristics of Induced Magnetic Mo-

ment of Graphene

We investigated the characteristics of the induced magnetic moment on
graphene, which is sandwiched between the Ni(111) nanostructures. Particu-
larly we focused on the boundaries between the bare and sandwiched graphene.
Mapping of the spin-charge density, as shown in Figure indicates that the
magnetic moment was induced only on graphene sandwiched by Ni(111) nanos-
tructures up to the boundaries. However, the details of the induced magnetic
moment profile, shown in Figure indicate that the magnetic moment was
damped to a small value on the bare graphene part near the boundaries for a
few C atoms before reaching zero. This damping corresponds to wave function
matching at the boundaries between sandwiched and bare graphene.

The C atoms of the bare graphene far from the boundaries have no induced
magnetic moment, as shown in Figure[5.1]and Figure[5.2] Here, the Dirac cone
of the graphene is similar to that of the pristine graphene because the chiral
symmetry was preserved: na, = ng, with ¢ =1 or |. Meanwhile, the sand-
wiched graphene has an induced magnetic moment depending on the magnetic
alignment of the Ni(111) nanostructures. For the Ni(111) nanostructures in
APC state, Figure (a,) indicates that the induced magnetic moments on
the C'y and Cp atoms of the sandwiched graphene have an antiferromagnetic
order. Thus,

N4l =Npr > Nar = NBY, (51)

which implies that the chiral symmetry is broken, and the mass gap of the Dirac
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cone is open. However, for Ni(111) nanostructures in PC state, the induced
magnetic moments in the C'4y and Cp atoms of the sandwiched graphene have

the same magnetic orientation and almost the same value (Figure[5.2|(b). Thus,

nayr = Npy > Ny = Npy, (52)

This means that the equipotential between the C'4 and Cpg preserves the Dirac
cone. However, due to the induced magnetic moment on sandwiched graphene,
the Dirac cone on the spin majority channel is lower than that on the spin

minority channel, which is a characteristic of ferromagnetic materials.

The magnetic moment characteristics of the C'y and C'z atoms in the sand-
wiched graphene agree with the findings of a previous chapter [4 Interest-
ingly, the characteristics of the induced magnetic moments in the sandwiched
graphene part were different in the APC and PC states. In the APC state,
the amplitude of the induced magnetic moment decreased from the center of
the sandwiched graphene to the boundary direction. The magnetic moment
amplitude of the C atoms at the center of the sandwiched graphene agrees
well with the magnetic moment of the C atoms of Ni/graphene/Ni MTJ (a
Ni/graphene/Ni system with periodic boundary conditions on the x- and y-
axes), which is ~ 0.04 pp. This means that the decrease in the magnetic
moment amplitude along the boundary direction corresponds to the charac-
teristics found in the finite size of the Ni nanostructures. From the struc-
ture of the system, this decrease is attributed to the coordination of Ni(111)
nanostructures, which compresses their shape toward the center but main-
tains their bond with C atoms at the interfaces. An edged shape was formed
on the Ni(111) nanostructures at the boundaries, which increases the lattice
mismatch between the Ni layer at the interfaces and the graphene layer, and
in turn, decreases the charge transfer from Ni atoms to C atoms. Thus, the
reduced charge transfer from the Ni atoms to the C atoms at the interface
decreases the induced magnetic moment on the C atoms. Since the lattice
mismatch increases along the direction of the boundary, the induced mag-
netic moment also decreases along the same direction. However, the profile
of the induced magnetic moment on sandwiched graphene is unique in PC.
The induced magnetic moment initially decreases from the center of the sand-
wich to the boundaries. However, it then increases even higher than that
of the center part before finally decreasing again near the boundaries. The
magnetic moment of the C atoms in the center of the sandwiched graphene

was approximately equal to the induced magnetic moment of the C atoms of
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Figure 5.2: The induced magnetic moment of graphene of the proposed system when
the Ni(111) nanostructures are in (a) APC and (b) PC states.

the Ni/graphene/Ni MTJ, which was ~ 0.022 pp. Furthermore, the decrease
in the induced magnetic moment on the neighboring C atoms, which shifted
from the center of the sandwich graphene to the boundary, corresponds to
the increasing lattice mismatch, similar to the case of APC. Additionally, the
amplitude of the magnetic moment on the C atoms increased even more than
that in the center part at the boundaries due to the reduction in the antifer-
romagnetic configuration between sublattices A and B near the boundary. In
the periodic system of Ni/graphene/Ni MTJ, we obtained higher amplitude
of the induced magnetic moment of C atoms in APC is higher than that in
PC since the carbon atoms of sublattices A and B in graphene had to have
an antiferromagnetic (AFM) configuration because of the half-filled p,-orbital
and Pauli’s exclusion principle. This rule is often found in organic molecules in
sp?-hybridization or magnetic alternant hydrocarbon systems . The con-
tribution of the antiferromagnetic alignment between the hybridized C and Ni
atoms near the boundaries is more dominant than that of the AFM alignment
between the C atom sublattices A and B, leading to the increased induced
magnetic moment. Finally, at the boundaries, the induced magnetic moment
of the C atoms in the sandwiched part decreases again, indicating increased

lattice mismatch.

These changes in the induced magnetic moment on sandwiched graphene
affect the Dirac cone and mass-gapped Dirac-cone characteristics. For the

Ni(111) nanostructures in the APC, the decreasing induced magnetic moment
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Figure 5.3: The transmission probability of graphene from the proposed system
when Ni(111) nanostructures in PC state.

of the sandwiched graphene toward the boundary reduces the size of the mass-
gapped Dirac cone. This implies that the Dirac cone mass-gapped is smaller
at the boundaries of the sandwiched graphene than at the center. For Ni(111)
nanostructures in the PC state, the changes in the induced magnetic moment
affect the size of the Stoner gap between the spin majority and spin minority

channels. These characteristics are discussed in detail in the next section.

5.3 Colossal In-Plane Magnetoresistance of

Graphene

Figure 5.3 and Figure [5.4|c) show the transmission probability of electrons
through sandwiched graphene from our proposed system when the Ni(111)
nanostructures are in the PC and APC states, respectively. When the Ni(111)
nanostructures were in the PC state, the transmission probability profile for
the proposed system is similar to that of the pristine graphene, as shown
in Figure [5.3] The typical transmission probability of the pristine graphene
originates from the Dirac cone of graphene, where the transmission probability
results in zero conductance at the Fermi energy and increases linearly with
energy. The slight increase in the total transmission probability comes from
spin-up electrons that transmit through graphene and Ni(111) nanostructures.

Thus, spin-up electrons have a higher transmission probability than the spin-
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Figure 5.4: (a) The local density of states (LDOS) of graphene in Ni/graphene/Ni
MTJ, (b) projected density of states (PDOS) of C'4 and Ni at interface hybridized
with C'4, and (c) the transmission probability of graphene from the proposed system
when Ni(111) nanostructure in APC state.

down electrons.

Further, a profile similar to that of the pristine graphene was observed when
the Ni (111) nanostructures were in the APC state, as shown in Figure [5.4{c).
However, a unique gap-like transmission probability was found at £ — Erp =
0.18 — 0.22 ¢V and 0.58 — 0.78 ¢V | with its lowest transmission probability
at F — Er = 0.2 and 0.65 eV |, respectively, To understand the origin of the
gap-like transmission, local density of states (LDOS) and projected density
of states (PDOS) calculations were performed on the Ni/graphene/Ni MTJ,
which represents the sandwiched part of the proposed system. The LDOS of
graphene, shown in Figure (a), suggests that the Dirac-cone-like density
of states (DOS) which was observed at £ — Er = 0.2 €V corresponds to the
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gap-like transmission probability found at £ — Er = 0.2 eV . This relation
was observed in the spin majority and minority channel. This Dirac-cone-like
DOS is originated from the hybridization between d.z2-orbital of Ni atoms at
the interface and p.-orbital of C atoms (Figure [5.4b)). The Dirac-cone-like
DOS profile at E — Er = 0.2 eV, which was observed in LDOS of graphene,
was also found in both the PDOS of p.-orbital of CA atoms and d,2-orbital
of Ni atoms below CA atoms, implying the characteristics of hybridization
(Figure. 5(b)).

The gap-like transmission probability at £ — Er = 0.65 eV results from the
opening mass-gapped Dirac cone of graphene (Figure [5.4(a)). However, com-
pared to the mass-gapped Dirac cone of graphene shown in Figure (a), the
width of the transmission probability gap of the proposed system is smaller.
Furthermore, the transmission probability at £ — Er = 0.65 eV is considerably
high, unlike the LDOS of graphene in Figure[5.4(a); the DOS at E— Er = 0.65
eV is almost zero similar to DOS at £— Er = 0.2 eV. This difference is because
the induced magnetic moment differs between the C atoms at the boundaries
and center of the sandwiched graphene, thereby leading to different mass-
gapped size and a parabolic transmission probability gap with smaller gap size.
Moreover, the small width of Ni (111) nanostructure does not optimize the in-
duced magnetic moment on graphene and a constant value is not achieved,
thereby resulting considerably high conductance at £ — Er = 0.65 eV. How-
ever, this also implies that, when a width of Ni(111) nanostructures is consid-
ered in the nanometer scale, the transmission probability at £ — Er = 0.65
eV will be as low as at £ — Er = 0.2 eV.

By comparing the transmission probability of electrons of the Ni(111)
nanostructures in APC and PC states, a high and colossal in-plane MR ratio
of up to 3100% and 284% was observed at £ — Er = 0.2 and 0.65 eV, respec-
tively(Figure [5.5(a)). Applying a gate voltage to the proposed system shifts
the Fermi energy39,40 to £ — Er = 0.2 eV resulting in a colossal in-plane
MR ratio (Figure. 6(b)). Interestingly, this high in-plane MR ratio can be
achieved just by sandwiching graphene with Ni(111) nanostructures with an
atom-scale width of 12.08 A. By increasing the width of Ni(111) nanostructure
to the nanometer scale, a colossal MR ratio of > 3100% can be expected at
E—FEr =0.65 eV because in APC state the gap-like transmission will be nearly
zero similar to that at ' — Er = 0.2 eV; however, the transmission probability
is higher than that at F — Er = 0.2 eV when PC state is considered.
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5.4 Summary

In this study, we investigated the in-plane conductance of graphene, where
the Ni(111) nanostructures with a width of 12.08 Ais sandwiched in the center
of the graphene. Both the APC and PC states of the Ni(111) nanostructures
were considered. The induced magnetic moment was observed on the sand-
wiched graphene and could be controlled using the magnetic alignment of the
Ni(111) nanostructures. When APC (PC) state is considered, we observed
that the carbon atoms of sublattices A and B of the sandwiched graphene had
an antiferromagnetic (ferromagnetic) order. Both spin configurations lead to a
controllable mass-gapped Dirac cone in the sandwiched graphene. The mass-
gapped Dirac cone is open (closed) for APC (PC) state due to the modulated
(equi-) potential between the C'4 and Cp of the sandwiched graphene.

When the Ni(111) nanostructures were in the PC state, the transmission
probability of the proposed system produces a profile similar to that of the pris-
tine graphene. Furthermore, a slight increase in the total transmission prob-
ability was observed from spin-up electrons that transmit through graphene
and the Ni(111) nanostructures. Thus, spin-up electrons have a higher trans-
mission probability than the spin-down electrons.

However, for the Ni (111) nanostructures in the APC state, a unique gap-
like transmission probability was observed from F — Erp =0.18-0.22 ¢V and
0.58-0.78 eV with the lowest transmission probability at £/ — Fr =0.2 and 0.65
eV, respectively. The gap-like transmission probability at £ — Er =0.2 eV
comes from the Dirac-cone-like DOS shown in the local density of sandwiched
graphene due to the hybridization property between the d,2-orbital of Ni atoms
at the interface and p,-orbital of C atoms. On the other hand, the gap-like
transmission probability at £ — Er =0.65 eV comes from the opening mass-
gapped Dirac cone of graphene. However, the gap-like transmission probability
was smaller than that found in the LDOS of graphene in Ni/graphene/Ni MT\J.
This is because the induced magnetic moment decayed from the center part of
the sandwiched graphene toward the boundary, leading to a parabolic shape
for the transmission probability gap.

Finally, high and colossal in-plane MR ratios of up to 3100% and 284%
were observed at £ — Er = 0.2 and 0.65 eV. By applying a gate voltage,
the Fermi energy can be controlled resulting in a colossal in-plane MR ratio.
Furthermore, by increasing the width of the Ni(111) nanostructure to the
nanometer scale, a colossal MR ratio ;3100% can be expected because the

gap-like transmission is nearly zero at £ — Er = 0.65 ¢V in the APC state but
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having higher the transmission probability than that at £ — Er = 0.2 eV in
the PC state.
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Chapter 6

The Importance of Proximity
Effect in 2D Materials-based
Magnetic Junctions and Its
Relation to Tunneling

Magnetoresistance

6.1 Introduction

A successful control on the graphene’s MGDC and getting colossal IMR,
ratio has been discussed previously in chapter [4] and [5] respectively. Thus, an
optimization to create a successful design of a graphene-based spin-valve struc-
ture spintronics device need to be performed. The optimization was needed
for realization of the actual device and for ensuring a performance comparable
to that predicted in this theoretical study. The chemical bonding between the
Ni slabs and graphene in Ni/graphene/Ni needs to be perfect to get control on
graphene’s MGDC. This perfect surface can be realized experimentally; how-
ever, it is relatively difficult. Thus, to avoid a complete change in the IMR of
graphene due to a defect at the Ni/graphene interface, a barrier is necessary
to maintain the graphene Dirac cone, although some defect occurs on the Ni
surface. Furthermore, when the chemical bonding between Ni and graphene
lead to difficult control of graphene’s Fermi Energy. By creating the barrier,
an easier controllability of graphene’s Fermi energy will be expected, as shown
in Fig. . Prior to further investigation on the effectivity of proximity ef-
fect on controlling MGDC of graphene, understanding how the Ni(111) surface
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state as evanescent wave work on graphene created magnetic proximity effect
is necessary.

Prior to further investigation on the effectivity of proximity effect on con-
trolling MGDC of graphene, understanding how the Ni(111) surface state as
evanescent wave work on graphene created magnetic proximity effect is neces-
sary. In this chapter, a theoretical study is conducted to understand the origin
of the magnetic proximity effect in 2D material which was sandwiched with
ferromagnetic metal. In this study, a Ni/nhBN/Ni magnetic junctions with
n = 2, 3, 4, and 5 were considered. The study will shows that the proximity
effect has a close relation to the tunneling transport of Ni/nhBN/Ni magnetic
junctions when CPP scheme is considered. The study will also answer the
reason why the TMR ration of 2D materials-based MTJ is reducing when the
thinkness of 2D materials is increased and why 2D materials-based MTJ give
such a low TMR ratio.

At first, a study on Ni/2hBN/Ni magnetic junctions will show that the
Ni’s surface state (111) is the main contribution to the tunneling transmission
of the electrons when electrons flow from one Ni slab to another through two
hBN layers. When the number of hBN is increased to three, the Ni(111) slabs’
surface state still survives, giving a magnetic proximity effect on middle hBN.
However, the magnetic proximity effect on middle hBN is weak enough since
the d,2-orbital of the Ni(111) surface state works on unfilled p.-orbital of B
atoms. However, the d.2-orbital of the Ni(111) surface state works significantly
on the graphene layer since it works on 7-orbital of graphene. Further study
was performed to understand the effectivity of proximity effect on controlling
MGDC of graphene.

6.2 Transmission Mechanism of Ni/hBN/Ni
MTJs with Different Numbers of hBN

Layers

The pd-hybridizations at both the upper and lower interfaces between the
Ni slabs and hBN stabilize the system. This chemical property between Ni and
hBN is also based on the unique electron transmission phenomenon appearing
in hBN-based junctions. A large amount of evidence supporting this idea is
presented below.

Fig. shows the TMR ratio of 2D material-based MTJs as a function
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Figure 6.1: The possible charges response when electric field is introduced to the
chemical bonding-based interface found in Ni/graphene/Ni MJ (left) and van der
Waals-based interface found in Ni/hBN-graphene-hBN/Ni MJ (right).

of the number of 2D material layers as an insulator barrier. The black line
shows the TMR values, which were taken at the Fermi energy, namely the
zero-bias limit, for various numbers of hBN layers. The TMR ratio profile
is in good agreement with a previous theoretical study and is consistent
with several experimental studies . When a double-hBN layer with two
stacked hBN planes (2hBN) is considered as a tunnel barrier, the TMR ratio
increases compared with a monolayer of hBN. This increase was due to the
difference in the transmission process of the electrons. When a monolayer
of hBN is considered as a tunnel barrier, due to pd-hybridizations from both
upper and lower Ni slabs coupled with N atoms, charge transfer occurs, leading
to the hBN layer becoming metallic . Thus, the propagating wave electrons
become the dominant contributor to the transmission between the two Ni(111)
electrodes.

In addition, when 2hBN is used as a tunnel barrier, because of the weak
van der Waals interaction between the two hBN layers, electrons are transmit-
ted through the tunnel barrier via the Ni(111) surface state at the interface.
This transmission process can be observed from the transmission probability
profile of the Ni/2hBN/Ni system, as shown in Fig. [6.3(a). In the case of the
Ni/hBN/Ni MTJ, the high transmission peak in the minority spin channel,
which is observed when the system in the PC state is located at the Fermi
energy [92]. However, for the Ni/2hBN/Ni MTJ, as shown in Fig. [6.3(a),
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Figure 6.2: The TMR ratio vs the number of 2D materials layers as tunnel barrier at
two different energies; E — Ep =0 eV (the zero-bias limit) and 0.34 eV (the highest
peak of spin-down electrons transmission probability in PC state started from n =

3).

the high transmission peak in the minority spin channel is shifted toward an
energy higher than the Fermi energy by 0.28 eV.

On the other hand, the local density of states (LDOS) of hBN at the
interfaces in Fig. [6.3(b) shows newly created states at the insulator gap of
hBN. Furthermore, the LDOS of those states shows a correlation with the
profile of the transmission probability of the system, whereby an increase in
the density of states at an energy higher than the Fermi energy in the spin
minority channel corresponds to a high transmission peak in the spin minority
channel. Therefore, these states are the dominant contributors to electron
transmission through the insulator barrier. The projected band structure in
Fig. [6.3(c) shows that these states originate from the Ni(111) surface state
with major d-components. The high transmission peak observed at an energy
higher than the Fermi energy in the spin minority channel corresponds to the
d2-orbital of Ni(111) at the interfaces that hybridize with the p,-orbital of the
N atoms. Simultaneously, the flat and broad states in Fig. [6.3(b) correspond
to the s-orbital of Ni(111) at the interface. The relatively larger components in
the d,2-orbitals compared with the p,-orbitals suggest that the wavefunction
is indeed in a tunnel regime, where 2hBN behaves as a potential barrier for
the Ni d-electrons.

When the number of hBN layers is increased further, for example, 3hBN,
the contribution from these surface states at the Fermi energy is quenched.

The surface states of Ni(111), which are derived from the s-orbital of the sys-
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Figure 6.3: (a) The transmission probability of Ni/2hBN/Ni, (b) The spin- charge
density mapping (red color represent spin-up charge density mapping) and LDOS
of 2hBN insulator barrier in Ni/2hBN/Ni system in PC state, (¢) The projected
bandstructure of Ni/2hBN/Ni for spin minority channel.

tem with more than two hBN layers, became weaker around the Fermi energy,
as shown in Fig. [6.4{b). This quenching leads to a decrease in the transmis-
sion probability of electrons in the spin minority channel of the PC state at the
Fermi energy, which is approximately equivalent to the transmission probabil-
ity of electrons in the APC state, as shown in Fig. a) . This result reduces
the TMR ratio of the system at the Fermi energy, which is lower than that
observed for Ni/2hBN/Ni. Furthermore, when the number of hBN layers is
further increased to 4hBN and 5hBN, a monotonic decrease in the TMR ratio
with respect to the increasing number of hBN layers is expected just around

the Fermi energy.

97 Osaka University



- VAT o o S S S S ——
0.05—T——T1—"T1 T BN o
— APC Spin-up 1 upper- F.p!n—up ]
0.045f |— PC Spin-up - upper-hBN spin-down | 1
ﬁ({;g‘i;i"'d"w" - L b= m]:ddle—hBN spiln—up ]
A of ""“'ld““'“ ] Fi= middle-hBN spin-down| |
= ] am F 1 |-- lower-hBN spin-u ]
035k I - : L P_ P 4
E o I j - 1 == lower-hBN spin-down | ]
2 003 : . 5075 ) .
(=W E = I: g
£ 0.025F : - a | .'} ]
= 4 ) ]
2 0.02f : - i) {}j-“ ]
£ I i =S d
Z 0.015F . . g [ h
bt | 4 L III i
= ook I - 025f | o
1 - F | pil ]
0.005F i 1 [ | Wl ]
A 1 . p
04 02 0 02 04 o 04 -2 0 0.2 04
E-E. (eV) E-E (V)

Figure 6.4: (a) The transmission probability of Ni/3hBN/Ni and (b) The spin charge
density mapping of Ni/3hBN/Ni in PC state (red color represent spin-up charge
density mapping) and LDOS of 3hBN insulator barrier in Ni/3hBN/Ni system in
PC state.

6.3 High Transmission Magnetoresistance on
the Excited State and Influence of the
Proximity Effect

In the last section, the presence of a peak in the transmission probability
is discussed. As shown in Fig. [6.3] and Fig. The high transmission peak
of electrons in the spin minority channel, when the MTJ is in the PC state,
was observed at an energy slightly higher than Fermi energy (E — Er =0.28
eV for Ni/2hBN/Ni and E — Er =0.34 eV for Ni/3hBN/Ni). Interestingly,
this high transmission peak of electrons is still present upon further increasing
the number of hBN layers. From the transmission probability of electrons of
Ni/nhBN/Ni with n = 4 and 5, the peak of the high transmission probability
of electrons in the spin minority channel, when the MTJ is in the PC state,
was also observed at an energy of 0.34 eV higher than the Fermi energy, as
shown in Fig. [6.4] (a) and (c), which is the same as Ni/3hBN/Ni. Interestingly,
it was found that, at £ — Er =0.34 ¢V for Ni/nhBN/Ni with n = 1 — 4, a
high and increasing TMR ratio is observed, but decrease when n = 5 as shown
by red line in Fig. 6.2l To understand this behavior, further investigation was
performed on the electronic state of the insulator barrier for the Ni/nhBN /Ni
system with n = 4 and 5.
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Figure 6.5: (a) The transmission probability of Ni/4hBN/Ni, (b) The charge density
mapping of Ni/4hBN/Ni (red color represent spin-up charge density mapping) and
the LDOS of 4hBN insulator barrier of Ni/4hBN/Ni system in PC state, (c) The
transmission probability of Ni/5hBN/Ni, and (d) The charge density mapping of
Ni/5hBN/Ni (red color represent spin- up charge density mapping) and the LDOS
of 5hBN insulator barrier of Ni/5hBN/Ni system in PC state (insert: magnified
LDOS of middle hBN of Ni/5hBN/Ni system).

The LDOS of the hBN layer in the insulator barrier for the Ni/nhBN/Ni
system with n = 4 and 5 are shown in Fig. (b) and (d), respectively.
Looking on the LDOS of hBN in insulator barrier for n = 3, 4, and 5, a typical
behavior corresponding to the presence of the magnetic proximity effect, which
is the penetration depth of the spin polarization of a magnetic metal (Ni) into a
nonmagnetic material (hBN), is observed. This proximity effect, which causes
an evanescent wave, or a dumping mode inside hBN, is found as an LDOS of
hBN layer, at £ — Er =0.34 eV | gradually decrease when hBN become far
from interface. However, the LDOS at E — Er =0.34 €V still survives even for
middle hBN in the Ni/5hBN/Ni system. Sharp dumping is observed because

the proximity effect of d,2 acts on the p, orbital of B, which is unoccupied.
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At an energy close to the Fermi energy, because the energy gap of hBN does
exist, no real propagating modes in the hBN slab are expected. On the other
hand, at £ — Fr =0.34 eV , because a small LDOS is still observed through all
hBN in the tunnel barrier, propagating modes in the hBN slab are expected.
Thus, for the case of Ni/nhBN/Ni with n > 2, the proximity effect becomes
the main contribution for the transmission of electron with energy around 0.34
eV through the hBN tunnel barrier

This tunneling behavior causes an interesting filtering effect. When the
energy range is 0.34 eV higher than the Fermi energy, in the PC state, the
minor-spin channel exhibits a high transmission probability. In contrast, for
the major-spin channel, the transmission is significantly reduced. The high
transmission for the minor-spin channel originates from the d-orbital nature,
because a large pd-hybridization causes a spin-split LDOS with a large peak at
the corresponding energy. Thus, except for the d channel, a lower transmission
can only be expected. Therefore, the major spin component exhibited reduced
transmission. As a result, the ratio of the minority-spin transmission and
majority-spin transmission should become more prominent as n increases. This
large transmission probability is found only when a parallel-spin configuration
is selected, with the pd-hybridization occurring on both sides of the hBN.

In the case of APC, a blocking behavior was observed. An optimum block-
ing behavior was observed when 4hBN or more was used as an insulator barrier.
On Ni/3hBN/Ni, in the APC state, the spin majority and spin minority still
show a small transmission probability (but still higher than the transmission
probability of spin majority in the PC state). This result is due to the fact
that the middle hBN is not spin polarized owing to the opposite proximity
effect acting on it from the lower and upper Ni/hBN interfaces. Thus, the
blocking behavior is not perfect and leads to a small number of electrons pass-
ing through the insulator barrier for both the spin minority and majority.
However, in the case of Ni/4hBN/Ni, two middle hBN have oppositely spin
polarized each other, making the blocking behavior much stronger and result-
ing in a lower electron transmission probability for both spin majority and
minority, which shows similar transmission probability value as spin majority
in the PC state. Together with electrons high transmission of spin minority
channel in PC state, as a result, the TMR ratio also becomes significant at a

sharp LDOS position of 0.34 eV above the Fermi energy.

When adding more hBN as an insulator barrier to 5hBN, the transmission

probability at an energy of 0.34 eV is reduced, as shown by the red line in
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Figure 6.6: (a) The transmission probability of Ni/hBN-Gr-hBN/Ni and (b) The
spin charge density mapping of Ni/hBN-Gr-hBN/Ni (red color represent spin-up
charge density mapping) and LDOS of hBN-Gr-hBN insulator barrier of Ni/hBN-
Gr-hBN/Ni system in PC state.

Fig. 6.2l This is because, although the blocking effect has become stronger
since 4hBN is used as an insulator barrier, when 5hBN is considered, the
proximity effect found in the middle hBN becomes weaker. This is clearly
shown in Fig. [6.5(d), where the LDOS of the middle hBN at £ — Er =0.34
eV become much smaller than that of the middle-interface and interface hBN.
This smaller LDOS leads to a significant reduction in the peak transmission of
minority spin electrons in the PC state compared to that in the Ni/4hBN/Ni
system. Therefore, the TMR ratio was reduced and became smaller than that
of the Ni/4hBN/Ni system.

Interestingly, the effect of proximity can be magnified when the hBN layer
is replaced with a graphene layer. For example, by replacing the unhybridized
hBN layer of the Ni/3hBN/Ni MTJ with graphene, Ni/hBN-Gr-hBN/Ni was
formed, as shown in Fig. (b). The interface connection from Ni to hBN was
found very similar between Ni/3hBN/Ni and Ni/hBN-Gr-hBN/Ni junctions,
since Ni-N interlayer distance is 2.05 A for both of junctions. The LDOS of
the hBN-Gr-hBN insulator barrier is shown in Fig. (b). The LDOS of
hBN at the interface in Fig. (b)is very similar to that of the upper (or
lower) hBN in Ni/3hBN/Ni. However, there is a clear difference in the LDOS
of graphene from the middle hBN of Ni/3hBN/Ni. Fig. [6.6/(b) shows a 6-times
higher electronic density of states on graphene at ¥ — Er =0.34 eV compared
to the center hBN in Ni/3hBN/Ni MTJ for the spin-down channel. Thus,

these states lead to a higher transmission probability for the corresponding
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energy. As shown in Fig. (a), a high magnetoresistance ratio of 1200%
was observed for the Ni/hBN-Gr-hBN/Ni MTJ at E— Er =0.34 ¢V . This high
magnetoresistance ratio is higher than that of the Ni/4hBN/Ni MTJ, as shown
in Fig. but has a similar thickness to Ni/3hBN/Ni. The high performance
and unique characteristics of the Ni/hBN-Gr-hBN/Ni MTJ could provide novel
functionalities, such as optically induced MTJs, which are introduced in the

following section.

6.4 Proposed Design and Mechanism of Opti-
cally Induced MTJs

The proposed idea of using a Ni/hBN-Gr-hBN/Ni MTJ as an optically in-
duced MTJ is shown in Fig. 7. The process of reading and writing data in
memory using light irradiation was considered here. For the writing process, as
discussed in a previous study, optical demagnetization using a circularly polar-
ized femtosecond or sub-picosecond laser and field-assisted magnetic switch-
ing can change the magnetic orientation of the free Ni(111) ferromagnetic
layer [93]. The high performance and unique characteristics of the Ni/hBN-
Gr-hBN/Ni MTJ are primarily used in the reading process. Two Au elec-
trodes were used to flow the current into the proposed MTJ device. A small
bias voltage was applied. First, the current flowed from the Au electrode to
the transparent electrode on top of the Ni/hBN-Gr-hBN/Ni MTJ. Without
any light irradiation onto the system, the reading process cannot be optimally
carried out because the current passing through the MT/J is relatively small in
both APC and PC states. This is because at the Fermi energy, the electron
transmission for the APC and PC states is low, as explained in the previous
section. Reading conditions 1 and 2 are shown in Fig. 7 (b). When linearly
polarized light, for example, infrared or visible light, is used on the upper Ni
slabs to excite electrons below the Fermi energy to an energy of 0.34 eV higher
than the Fermi energy, the optimal reading process is observed. The condition
3. Fig. 7 (b) shows that a high transmission occurs in the PC state, resulting
in the flow of current through the MTJ towards the lower Au electrode. In
addition, condition 4 shows that the MTJ is in the APC state, thus explaining

the observed low transmission.
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Figure 6.7: (a) The writing and (b) the reading process of Ni/hBN-Gr-hBN/Ni
proposed MTJ device with light irradiation.

6.5 Summary

The Ni/nhBN/Ni MTJs were investigated by increasing the number of hBN
layers in the tunnel barrier. Owing to the electron transmission through the
surface states, an increasing TMR ratio was observed when considering 2hBN
as the tunnel barrier compared with the case of a monolayer hBN. However,
a monotonic decrease in TMR was observed when more than two hBN layers
were considered. This behavior is attributed to the quenched surface states of

Ni(111) at the Fermi energy, which occur at the insulator gap of hBN.

On the other hand, it was found that the Ni/nhBN/Ni MTJ exhibited a
slight shift in the highest transmission peak toward an energy higher than the
Fermi energy. This result is attributed to electron transmission through Ni d.2

which hybridized with N p,. Interestingly, a high and increasing TMR ratio
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was observed at the energy where the high transmission peak was located.
These results are due to the proximity effect of the unhybridized hBN layer.
The effect of proximity can be magnified when the hBN layer is replaced with
a graphene layer. When Ni/3hBN/Ni was considered and the unhybridized
hBN layer in Ni/3hBN/Ni was replaced with a graphene layer, a stronger
proximity effect became evident through the higher electronic density of states
at the corresponding energy for the LDOS of graphene. Thus, these states
lead to a higher transmission probability for the corresponding energy. A high
magnetoresistance ratio of 1200% was observed for the Ni/hBN-Gr-hBN/Ni
MTJ at an energy of 0.34 eV.

The high performance and unique characteristics of this Ni/hBN-Gr-
hBN/Ni MTJ make it possible to exploit a novel device functionality, namely,
that of an optically induced MTJ. The process of reading and writing in the
proposed MTJ is expected to be conducted by light irradiation. Optical de-
magnetization and field-assisted magnetic switching are expected to change
the magnetic orientation of the free Ni(111) ferromagnetic layer. This process
represents the writing process of the proposed device. On the other hand,
the unique characteristics of the Ni/hBN-Gr-hBN/Ni MTJ would mainly con-
tribute to the reading process. The linear polarization of light was applied to
induce the transmission to occur at energies higher than the Fermi energy by
0.34 eV. This process was used to read the magnetic alignment of the Ni/hBN-
Gr-hBN/Ni MTJ.
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Chapter 7

Effect of interface on the

graphene Dirac cone control in
a Ni/hBN-graphene-hBN /Ni

magnetic junction

7.1 Introduction

After understanding the origin of proximity effect on the 2D materials
tunnel barrier in the previous chapter [6] further study was performed to un-
derstand the effectivity of proximity effect on controlling MGDC of graphene.
In this chapter, a study in which the magnetic proximity effect of the Ni
surface state was used to control the pseudospin of graphene is presented.
This study presents a theoretical study on the Ni/hBN-Graphene interface of
Ni/hBN-Gr-hBN/Ni system in controlling mass gapped Dirac cone (MGDC)
of graphene. The MGDC of graphene is controlled through its pseudospin
term, similar to the previous Ni/graphene/Ni system which has been dis-
cussed in chapter [l However, in this study, the magnetic proximity effect
controlled the potential of graphene’s carbon atom sublattice A (C1) and B
(C2). The graphene layer was sandwiched between monolayer hBN and fol-
lowed by Ni(111) nanostructures to introduce the magnetic proximity effect
on the graphene layer. At the interface, 12 stacking configurations of hBN
layers and graphene were considered. The calculation was performed when
Ni(111) slabs were both in APC and PC state. In this study, we investigate
the influence of Ni(111) ’s surface state as an evanescent wave that works

on different sites of graphene on the electronic structure of graphene. Our
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Figure 7.1: The relative total energy respect to lowest energy for all proposed stack-
ing configuration and its classification into three groups.

results suggested that the 12 stacking configurations can be categorized into
three groups, each corresponding to van der Waals interaction between hBN
and graphene based on the relative total energy. Each group shows unique
characteristics in controlling graphene mass gapped. The magnetic proximity
effect and weak hybridization from the Ni(111) surface state as an evanescent
wave plays a major role in determining the characteristics of MGDC. Finally,
a device that can move the upper and lower Ni(111)/hBN slabs translation-
ally is proposed as a possible application of the Ni/hBN-Gr-hBN/Ni magnetic

junctions as a spin-mechatronics device.

7.2 'Total energy and magnetic properties of
Ni/hBN—graphene-hBN /Ni

Fig. shows the relative total energy of all 12 stacking configurations in
the APC and PC states to the lowest total energy. The lowest total energy
was shown by the HC1B-BC2H stacking configuration. From Fig. based
on the relative total energy range to the lowest energy, the 12 stacking con-
figurations can be classified into three categories. The first category (group I)
is the stacking configurations with a relative total energy range of 0-2 meV.
This category consists of HC1H-BC2B and HC1B-BC2H stacking configura-
tions. The second category (group II) is the stacking configurations with a
relative total energy range of 55-65 meV, i.e., HCIN-BC2H, BC1B-NC2H,
HC1H-NC2B, and HC1B-NC2N. Finally, the third category (group III) is the
stacking configurations with a relative total energy range of 100-130 meV, i.e.,

NCIN-HC2H, NCIN-BC2B, HC1B-NC2N, HCIN-NC2H, BCIN-NC2B, and
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Stacking Interlayer distance (A)

No. Arrangement N-Gr B-Gr
Bame upper | lower | upper | lower
1 HC1H-BC2B 2.71 2.71 2.85 2.85
2 HC1B-BC2H 2.71 2.71 2.85 2.85
3 HC1N-BC2H 2.74 2.76 2.88 2.90
4 BC1B-NC2H 2.77 2.76 2.91 2.89
5 HC1H-NC2B 2.76 2.75 2.90 2.88
6 HC1B-BC2N 2.76 2.78 2.89 2.92
7 HC1H-NC2N 2.79 2.79 2.93 2.93
8 NC1IN-BC2B 2.81 2.81 2.95 2.95
9 HC1B-NC2N 2.80 2.81 2.94 2.94
10 HC1N-NC2H 2.80 2.80 2.94 2.94
11 BC1IN-NC2B 2.83 2.83 2.96 2.96
12 HC1N-NC2B 2.81 2.82 2.95 2.95

Table 7.1: The interlayer distance between upper/lower hBN with graphene for all
stacking configurations.

HCIN-NC2B. The stacking configurations are classified into three groups cor-
responding to van der Waals bonding interactions between hBN and graphene

layers.

Tabel shows the interlayer distance between the hBN and graphene for
both upper and lower hBN. Tabel shows that group I, has the shortest
interlayer distance between hBN and graphene compared to other groups, al-
though it has the lowest relative total energy range. This is because of the
interaction between the localized electron density of hBN on N atoms and the
m-orbital of graphene. The van der Waals bonding between hBN and graphene
is the strongest when N atoms are not placed on the top or below the C atoms
of graphene because the repulsive electron screening interaction between C
atoms of graphene and N atoms of hBN was reduced. Furthermore, when N
atoms of hBN are placed on the top or below C atoms of graphene, the relative

total energy increases. This increase because the repulsive electron screening
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Figure 7.2: Spin charge density mapping of Ni/hBN-Gr-hBN/Ni magnetic junctions
in (a)HC1B-BC2H, (b)BC1B-NC2H, and (¢)BCIN-NC2B stacking configurations
for APC and PC states. (Red color represent spin-up charge density and blue color
represent spin-down charge density)

interaction becomes stronger and leads to the weaker van der Waals bonding,
resulting in a bigger interlayer distance between hBN and graphene layers. The
interlayer distance of the stacking configuration in group II, is shown in Tabel
When one of the hBN layers (either lower or upper) placed the N atoms
on the top or below C atoms, the interlayer distance between that hBN and
graphene became greater than group I. When both upper and lower hBN layers
place the N atoms on the top and below the C atoms of graphene, as shown
in group III, the relative total energy increases even more. The increase in the
relative energy corresponds to the bigger interlayer distance between hBN and
graphene. This result agrees with the study on hBN-graphene-hBN stacking
in previous shapter[6] However, in this case, the charge transfer from Ni atoms
at the interface to N atoms of hBN results in additional electron screening at
the interface. It strengthens the electron screening repulsion between hBN
and graphene, categorizing the 12 stacking configurations into three groups
becomes more clearer than in the previous study.

Furthermore, the total energy difference between the APC and PC states
is relatively small for all 12 stacking configurations. Suggesting that the mag-
netic coupling between two Ni slabs is relatively weak. Fig. 3 shows the spin-
charge density mapping for each group represented by BC1H-HC2B (group
I), BC1B-NC2H (group II), and BCIN-NC2B (group III). The induced mag-
netic moment occurred on hBN layers is consistent with the studies discussed
in chapter [6] in which the hybridized N atoms have induced magnetic mo-
ment with the same spin direction as Ni atoms. This characteristic is true for

all stacking configurations. For the case of graphene, the induced magnetic
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Stacking Magnetic Moment (up)
No. Arrangement APC PC
Name C1 Cc2 Cl1 c2
1 HC1H-BC2B 0.000 0.000 0.002 0.003
2 HC1B-BC2H 0.001 -0.001 0.002 0.002
3 HCIN-BC2H -0.006 0.005 -0.004 0.006
4 BC1B-NC2H -0.005 0.006 0.006 -0.003
5 HC1H-NC2B -0.004 0.005 0.007 -0.002
6 HC1B-BC2N 0.004 -0.004 0.007 -0.002
7 HC1H-NC2N 0.000 0.000 -0.011 0.015
8 NCIN-BC2B 0.000 0.000 -0.014 0.015
9 HC1B-NC2N 0.000 0.001 0.015 -0.012
10 HC1N-NC2H 0.012 -0.012 0.002 0.002
11 BC1N-NC2B -0.010 0.010 0.003 0.003
12 HCIN-NC2B -0.011 0.011 0.002 0.002

Table 7.2: The induced magnetic moment on C atoms in sublattice A (C1) and
sublattice B (C2) of graphene in both APC and PC states.

moment is unclear (Fig. [7.2). However, Table [7.2| shows that a small but non-
negligible induced magnetic moment was observed on graphene. Interestingly,
the induced magnetic moment on graphene is based on the stacking config-
uration. Therefore, the total energy difference between APC and PC states
might come from the induced magnetic moment configuration, which occurs

on C atoms of graphene layers due to the proximity effect of Ni surface states.

Table 7.2 shows the induced magnetic moment on C atoms in sublattice A
(C1) and sublattice B (C2). For group I, the proximity effect only works on
m-orbital of graphene since the Ni atoms at interface hybridized with N atoms
of hBN and N atoms was placed on top and below of hollow site of graphene.
This means that the Ni surface state as the evanescent wave does not directly
affect the spin-charge density of C atoms. Therefore, when the PC state is
considered, a small but non-negligible induced magnetic moment on C atoms
is observed, as shown in Table [7.2 However, there is a slightly different char-
acteristic between HC1H-BC2B and HC1B-BC2H stacking configurations. In
HC1H-BC2B, the magnetic moment of C2 atoms is higher than that of C1
atoms. This resulted from B atoms being located on top and below C2 atoms
and the induced magnetic moment on B atoms slightly induced a magnetic
moment on C2 atoms by giving an additional 0.001 pp higher than that of C1

atoms. This reason also explains the equal magnetic moment on HC1B-BC2H
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since upper and lower B atoms are located below or above different graphene
sublattices. However, when the APC state is considered, different behavior of
induced magnetic moment between HC1H-BC2B and HC1B-BC2H stacking
configurations is observed. In both stacking configurations, since the position
of N atoms of upper and lower hBN is symmetric to graphene, the proximity ef-
fect is canceled out on the m-orbital of graphene. For the case of HC1H-BC2B,
the induced magnetic moment, which comes from B atoms proximity effect, is
also canceled out since both upper and lower the B atoms are located above
and below C2 atoms. However, for the case of HC1B-BC2H, since B atoms
are located on different sublattices, thus a small induced magnetic moment of

0.001 pp is observed on C1 and C2 with having antiferromagnetic order.

When the stacking configuration of group II is considered, one of two hBN
layers, either the lower or upper, has the N atoms, which hybridized with
Ni atoms at the interface, placed in line with C atoms. Here, the proximity
effect from one of the hBN /Ni slabs perturbs the electrons of C atoms directly.
When the PC state is considered a larger induced magnetic moment on C atoms
affected by the surface state of hybridized Ni was observed compared to that
found in the stacking configuration of group I. In the case of APC state, since
the position of N atoms is not symmetric, i.e., one placed on the top/below of
C atoms and another placed on top and below hollow site, an obvious induced
magnetic moment on graphene was observed. The antiferromagnetic (AFM)
order on the induced magnetic moment of C1 and C2 but having the same
amplitude comes from the half-filled p.-orbital and Pauli exclusion principles
are often found in organic molecules in sp? hybridization or magnetic alternant

hydrocarbon system [88]

For the stacking configuration in group III, the induced magnetic moment
on graphene depends on the position of N atoms in the upper and lower hBN,
i.e., symmetric or asymmetric. In group III, the N atoms of hBN layers were
placed on top and below of C atoms. Thus, it is considered symmetric when
N atoms of the upper and lower hBN layer agrees one-C atom of graphene.
However, it is considered asymmetric when N atoms of the upper and lower
hBN layer agree with different sublattices of C atoms, e.g., upper hBN in
line with C1 and lower hBN in line with C2. The most significant induced
magnetic moment was observed upon symmetric stacking configurations and
PC state compared with other stacking configurations. The proximity effect
from the Ni slabs upper and lower were summed up on one of the C atoms and

created an antiferromagnetic order of induced magnetic moment between C1
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and C2 atoms. However, when the APC state was considered, the proximity
effect from upper and lower Ni slabs canceled out, resulting in zero induced
magnetic moment on graphene. When asymmetric stacking configurations
were considered, the induced magnetic moment of graphene is also significant
when the system is in the APC state. This characteristic comes from the
proximity effect of upper and lower Ni slabs working on different C atoms of
graphene. Since the upper and lower Ni slabs have an opposite direction and
graphene prefers to have antiferromagnetic order; thus, the induced magnetic
moment of C1 and C2 atoms reinforce each other. However, when the system
is in a PC state, the proximity effect creates ferromagnetic order induced
magnetic moment on C atoms, but near to zero since the effect is reduced due

to the antiferromagnetic nature of C atoms of graphene.

7.3 Controllable Dirac cone of graphene due

to tunable pseudospin term of graphene

Table [7.3| shows the predicted spin-charge density n, ) where 7 is either
C1 or C2 and o is either spin-up (1) or spin-down (J). The value of n,, is
assumed to be determined by integrating n,(r) within an ionic radius of the
carbon atom. This spin-charge density contributes to determining the poten-
tial of C1 and C2 atoms, corresponding to Dirac cone perseverance. Both
HC1H-BC2B and HC1B-BC2H stacking configurations have N atoms above
and below the hollow site of the graphene layer for the group I stack con-
figurations. However, where HC1H-BC2B (HC1B-BC2H) are symmetrically
positioned (asymmetrically), the location of B atoms is different. This differ-
ence affects the spin-charge density on C1 and C2. In HC1H-BC2B stacking
configuration, since upper and lower B atoms are located on top and below of
C2 atoms, a modulated spin-charge density between C1 and C2 is expected.
From Table [7.3] it shows that upon the system in APC state,

Nne2t = Nez,l > Moty = Nty (7.1)

The difference found between ngy, and ne;, comes from the van der Waals
interaction between the C2 and B atoms. From Equation [7.1] the potentials
between C1 and C2 atoms are modulated, resulting in an open gapped Dirac
cone, as shown in Fig. (a). Since the spin-charge density difference between

spin-up and spin-down electrons is the same, thus the band structure of spin-
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Integrated spin charge density (1)
Stacking APC PC
No. | Arrangement
Name c1 c2 C1-C2 c1 c2 C1-C2
spin-up | spin-down | spin-up |spin-down| spin-up |spin-down| spin-up |spin-down| spin-up |[spin-down| spin-up |spin-down
HC1H-BC2B | 1.997 1,997 1.964 1.964 0.033 0.033 1.998 1.996 1.965 1.962 0.033 0.034
2 HC1B-BC2H 1.979 1.978 1.978 1.979 0.001 -0.001 1.980 1.978 1.980 1.978 0.000 0.000

Table 7.3: The integrated spin-charge density of C1 and C2 in APC and PC states for HC1H-BC2B and HC1B-BC2H stacking configurations.

Integrated spin charge density
Stacking APC PC
No. | Arrangement
Name Cc1 c2 C1-C2 Cc1 c2 Cl1-C2
spin-up | spin-down | spin-up |spin-down| spin-up [spin-down| spin-up |spin-down| spin-up |[spin-down| spin-up |spin-down
3 HCIN-BC2H | 1.975 1.981 1.991 1.986 -0.016 -0.005 1.976 1.980 1.991 1.985 -0.015 -0.005
4 | BC1B-NC2H | 1.992 1.997 1.973 1.967 0.019 0.030 1.997 1.991 1.969 1.972 0.028 0.019
5 | HC1H-NC2B | 1.970 1.974 1.997 1.992 -0.027 -0.018 1.976 1.969 1.993 1.995 -0.017 -0.026
6 | HC1B-BC2N | 1.979 1.975 1.985 1.989 -0.006 -0.014 1.981 1.974 1.986 1.988 -0.005 -0.014

Table 7.4: The integrated spin-charge density of C1 and C2 in APC and PC states for HCIN-BC2H, BC1B-NC2H, HC1H-NC2B and HC1B-
BC2N stacking configurations.
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Stacking

Integrated spin charge density

APC PC
No. | Arrangement
Name Cc1 c2 ci1-c2 C1 c2 Cc1-c2
spin-up | spin-down | spin-up |spin-down| spin-up [spin-down| spin-up |spin-down| spin-up |spin-down| spin-up |spin-down
7 | NCIN-HC2H | 1.994 1.994 1.980 1.980 0.014 0.014 1.988 1.999 1.988 1.973 0.000 0.026
NCIN-BC2B | 1.976 1.976 1.993 1.993 -0.017 -0.017 1.969 1.983 2.000 1.985 -0.031 0.000
HC1B-NC2N | 1.986 1.986 1.986 1.985 0.000 0.001 1.994 1.979 1.979 1.991 0.015 -0.012
10 | HCIN-NC2H | 1.993 1.981 1.981 1.993 0.012 -0.012 1.988 1.986 1.988 1.986 0.000 0.000
11 | BCIN-NC2B | 1.980 1.990 1.990 1.980 -0.010 0.010 1.986 1.983 1.986 1.983 0.000 0.000
12 | HCIN-NC2B | 1.974 1.985 1.997 1.986 -0.023 -0.001 1.981 1.979 1.993 1.991 -0.012 -0.012

Table 7.5: The integrated spin-charge density of C1 and C2 in APC and PC states for NCIN-HC2H, NCIN-BC2B, HC1B-NC2N, HC1IN-NC2H,
BCIN-NC2B and HCIN-NC2B stacking configurations.




majority and minority channels is overlapped. However, when the PC state is

considered,

neog > Nez,l > Noly > Ne, - (72)

showing induced magnetic moment was observed on C1 and C2 atoms. Equa-
tion [7.2 indicates that the potentials between C1 and C2 atoms are modu-
lated and spin-polarized, resulting in gapped Dirac cone being open and spin-

polarized, as shown in Fig. [7.3(b).
For the case of HC1B-BC2H, in the APC state, the van der Walls interac-

tion between B and C atoms occurs on C1 and C2 atoms. However, a magnetic
moment occurs on C atoms which were induced by the magnetic moment on

B atoms, resulting in modulated spin-charge density as follows:

ne1y = Nez,l > Mot = Nezt- (7.3)

Equation shows that the potentials between C1 and C2 atoms are modu-
lated, and the spin-charge density difference between spin-up and spin-down
electrons is the same. Therefore, the gapped Dirac cone is open with spin-
majority and minority channel overlap, as shown in Figure. 5(a). However,
in the PC state, unlike the HC1H-BC2B stacking configuration showing the
gapped Dirac cone is open, HC1B-BC2H shows a closed Dirac cone. This
characteristic comes from the asymmetric position of B atoms, which induced
the same magnetic moment on C atoms creating an equivalent spin-charge

density between C1 and C2 as follows:

neiy = Ne2t > Net,, = Nee,, - (7.4)

Thus, the equipotential was expected, preserving a chiral symmetry creating
a closed gapped Dirac cone. Further, the spin-charge density between spin-
up and spin-down electrons creates the closed Dirac cone polarized, as shown
in Fig. 5(b). Finally, the opening and closing of the gapped Dirac cone on
HC1B-BC2H stacking configuration, which is the most stable one, show the
controllable Dirac cone, which comes from the controllable induced magnetic
moment of graphene. Although the gap found in the APC state is relatively
small, in the following two sections, the influence of weak hybridization between
Ni and C atoms through damped Ni d.2 surface state and C p, is introduced

to widen the gap of the Dirac cone.
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Figure 7.3: The band structure of Ni(111)/hBN-Gr-hBN/Ni(111) in (a) HC1H-
B(C2B and (b) HC1B-BC2H stacking configurations in both APC and PC states.(Red
line represent spin majority channel and blue line represent spin minority channel)

7.4 Influence of the surface state of Ni works
directly on C atoms in the gapped Dirac

cone

When the N atoms of one of the hBN layers, either upper or lower hBN
layer, are in the APC or PC state, a different induced magnetic moment is ob-
served between C1 and C2, as shown in Table[7.4. Thus, a MGDC is observed
for both APC and PC state cases, as shown in Fig. [7.4 However, interest-
ingly, the gap size for spin majority and spin minority channels is different
and rather significant. For instance, it can be seen on the band structure of
HCIN-BC2H. For both APC and PC cases, the spin majority channel has a
large bandgap greater than 200 meV, while oppositely, the spin minority has
a bandgap smaller than 100 meV. This characteristic can be explained by re-
ferring to the integrated spin-charge density for the stacking configuration in
group II shown in Table [7.4]

For the case of HCIN-BC2H, when the APC state is considered, the spin-
charge density difference of spin-up electrons is almost three times that of
spin-down electrons. Therefore, the MGDC is more prominent in the spin
majority channel than the spin-minority channel. This significant difference
was also found when the PC state was considered. The high difference in spin-
up electrons resulted from the Ni surface states’ direct influence on C1 atoms.
The lower Ni slab has a spin-up direction of the magnetic moment. Thus, the

C1 has a spin-down direction of an induced magnetic moment since graphene
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Figure 7.4: The band structure of Ni(111)/hBN-Gr-hBN/Ni(111) in (a)HCIN-
BC2H, (b)BC1B-NC2H, (c)HC1H-NC2B and (d)HC1B-BC2N stacking configura-
tions in both APC and PC states.(Red line represent spin majority channel and
blue line represent spin minority channel)

prefers to have antiferromagnetic order with the magnetic moment direction
of Ni slabs, as shown in Table The spin-up electron density is suppressed
to be lower than the spin-down electron density, resulting in a big difference

in spin-up electron density between C1 and C2.

7.5 Controllable mas-gapped  Dirac-cone

through Ni surface state influence on

C atoms

Both upper and lower Ni slab surface states work on C atoms in group
IIT stacking configuration. The proximity effect of upper and lower Ni slabs

on the C atom can be categorized into two: symmetrically (asymmetrically),
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in which the surface state works on one-C-atoms sublattice (two different C
atoms sublattice). The NCIN-HC2H, NCIN-BC2B, and HC1B-NC2N are
symmetric, while HCIN-NC2H, BC1IN-NC2B, and HCIN-NC2B are catego-
rized as asymmetric. The symmetric and asymmetric influences give different

characteristics on the spin-charge density of graphene; thus, the MGDC.
The symmetric case, e.g., NCIN-HC2H stacking configuration, has zero

induced magnetic moment on graphene in the APC state but larger induced
magnetic moment than group II in PC state. However, although the induced
magnetic moment on graphene is zero in the APC state, Fig. [7.5(a) shows the
mass gapped Dirac in the spin majority and minority channel. This result can
be explained by looking at Table 7.5 The surface state of Ni influences the
spin-charge density of C atoms of graphene, generating different spin-charge
density mapping between C1 and C2, although the magnetic proximity effect is
canceled out on graphene. Since both upper and lower stacking configuration
is symmetric, thus the spin-up and spin-down electron density difference are

the same resulting in overlap MGDC on spin majority and minority channel.

For the case of PC, the induced magnetic moments found in C1 and C2
are different. However, the spin-charge density difference between spin-up and
spin-down electrons is rather different. For instance, it can be seen in the
NCIN-HC2H stacking configuration. It shows that a prominent difference
between C1 and C2 electron density is observed for the spin-down electron
density. However, for the case of spin-up electron density, a small electron
densities difference between C1 and C2 was found instead. This characteristic
comes from the magnetic response of C1 atoms, which tend to have anti-
ferromagnetic order with Ni atoms. Thus, the spin-down charge density of
C1 atoms become larger than the spin-up charge density, while for the C2,
the spin-down electron becomes smaller. Thus, the MGDC for spin majority
channel is slightly open, while the MGDC in spin minority channel is promi-
nent and bigger than group II, as shown in Fig. [7.5(a). This characteristic is
found for all the stacking configurations in group III, which has the asymmetric

influence of the proximity effect.

However, for the asymmetric influence of the proximity effect, a similar
characteristic as our previous study is observed.24 When the APC state is con-
sidered, the surface state of upper-lower Ni slabs works on different graphene
sublattices. Thus, different induced magnetic moments on C1 and C2 are ob-
served. This difference led to the chiral symmetry breaking, resulting in mass

gapped open on graphene’s Dirac cone for both spin majority and minority
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channels, as shown in Fig. [7.6] It is in a rather similar case as found in an
HC1B-BC2H stacking configuration, but the proximity effect is more promi-
nent since it works directly on C atoms. It can be seen from Table that
the spin-charge density difference in group III asymmetric is much bigger than
that in HC1B-BC2H.

Interestingly, the gap size is comparable to Ni/graphene/Ni magnetic junc-
tions as discussed in chapter [d Finally, for the case of PC state, the induced
magnetic moment on C1 and C2 has the same direction and value. Therefore,

a spin-polarized Dirac cone is expected to be observed in Fig. [7.6]

7.6 Possible application on the spin mecha-

tronic valve

The unique characteristics of mass gapped Dirac cone of graphene of
Ni/hBN-Gr-hBN/Ni, which depends on the stacking configuration (that can
be categorized into three), can be proposed as a device where a controllable
MGDC is tuned by using mechanical motion. This is because the van der
Waals interaction between hBN and graphene is weak enough so that the hBN
can be mechanically translated to create another stacking configuration. Re-
cently, tilting two layers of graphene to have particular angle is experimentally
possible, thus, a translation motion can also be expected. Such a device can
be proposed by considering APC state on Ni/hBN-Gr-hBN/Ni with the de-
vice structure which is shown in Fig. [7.7(a). From the most stable stacking
configuration, HC1B-BC2H, the upper slab of Ni/hBN can be shifted to get
BC1B-NC2H stacking configuration. Afterwards the lower Ni/hBN slab can
be shifted to get BC1IN-NC2B stacking configuration. The change of in-plane
conductance at energy ' — Er =-0.3 eV can be expected by looking on the
LDOS of graphene in Fig. [7.7(b) for spin-majority channel and Fig. [7.7(c)
for spin-minority channel. At E — Er =-0.3 eV, for spin-up electrons, mass
gapped was observed only on BCIN-NC2B stacking configuration, while the
other having stacking configuration does not exhibit mass gapped. However,
for spin-down electrons, both BC1B-NC2H and BC1IN-NC2B stacking con-
figurations exhibit mass gapped, while only HC1B-BC2H does not have mass
gapped Dirac cone (MGDC). Therefore, three different non-volatile memory
states can occur by changing the stacking configuration from HC1B-BC2H
to BCIN-NC2B. Further investigation was necessary to comprehend all the

processes and calculate the in-plane transmission probability of the system.
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7.7 Summary

This paper investigated the influence of Ni/hBN-Graphene interface of
Ni/hBN-Gr-hBN/Ni magnetic junctions in controlling MGDC through prox-
imity effect. The 12 possible stacking configurations were proposed. Both
the APC and PC states of the upper and lower Ni slabs were considered for
all the 12 stacking configurations. The 12 possible stacking configurations of
Ni/hBN-Gr-hBN/Ni magnetic junctions can be categorized into three groups
based on the relative total energy to the lowest, which corresponds to the site
of graphene the upper-lower Ni surface state work. The first category (group
I) is the stacking configurations with a relative total energy range of 0-2 meV.
This category consists of HC1B-BC2H, which has the lowest total energy from
the 12 stacking configurations, and HC1H-BC2B stacking configurations. The
second category (group II) is the stacking configurations with a relative total
energy range of 55—65 meV, i.e., HCIN-BC2H, BC1B-NC2H, HC1H-NC2B,
and HC1B-NC2N. Finally, the third category (group III) is the stacking config-
urations with a relative total energy range of 100-130 meV, i.e., NCIN-HC2H,
NCIN-BC2B, HC1B-NC2N, HCIN-NC2H, BCIN-NC2B, and HCIN-NC2B.

In group, I, the position of the upper and lower B atoms determines the
characteristics of mass gapped Dirac-cone of graphene. When it is symmetric,
which is found in a BC1B-HC2H stacking configuration, mas gapped Dirac
cone was found open for both APC and PC states with a gap size less than 50
meV. However, when the position of upper and lower B atoms is asymmetric,
the mas gapped Dirac-cone is open (close) when APC (PC) state is considered.
The gapped mass size found in the APC state is less than 25 meV. This means
the magnetic proximity effect from the B atom can preserve or break the chiral
symmetry of graphene, although the contribution is rather weak.

For group II, the influence of Ni surface state on mass-gapped Dirac cone of
graphene is introduced by either upper or lower Ni slabs, which works directly
on the C1 or C2 atom. This configuration led to the opening of mass-gapped
Dirac cone with one spin majority channel had big mass-gapped while the
other had small mass-gapped for both APC and PC states. The surface state
as an evanescent wave works directly on C atoms, creating bigger mass gaps.

For group III, both upper and lower Ni slabs surface states act on C atoms of
graphene. The proximity, in this case, is categorized into symmetric when the
surface state works only on one sublattice C atoms and the asymmetric when
the surface state works on two different sublattices of C atoms. A prominent

mass gap is observed in the APC state, and the spin majority and minority
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channel overlap for the symmetric one. When the PC state is considered,
one of the spin channels has mass-gapped, larger than group II, while the
other has considerably small mass-gapped. However, a prominent mass-gapped
is observed in the APC state with a spin majority, and a minority channel
overlaps for the asymmetric case. The chiral symmetry is preserved in the PC
state, resulting in a spin-polarized Dirac-cone.

The unique characteristics of each group in controlling the mass-gapped
Dirac cone of graphene can be used for a possible application in the spin-
mechatronics device. By fixing the magnetic junctions in the APC state, mov-
ing the upper and lower Ni/hBN slabs translationally from HC1B-BC2H to
BC1B-NC2H and finally becoming NC1B-BC2N, three different conductance
is expected at energy E — Er =-0.3 eV . Thus, a magnetic junction with three

non-volatile memory states can be realized.
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Figure 7.7: The device structure for the proposed application in controlling Dirac
cone through mechanical motion. The LDOS of graphene for (a) spin-up and
(b) spin-down electrons when Ni/hBN-Gr-hBN/Ni system having HC1B-BC2H,
BC1B-NC2H, and BC1IN-NC2B stacking configurations.
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Chapter 8

CONCLUSIONS

The in-plane conductance of graphene is related to its Dirac cone energy
band characteristics, making the electrons in graphene behave peculiarly, hav-
ing the same velocity and no inertia. The Dirac cone of graphene comes from
the perseverance of chiral symmetry of the C atoms in sublattices A and B by
having equal potential between two sublattices. Once the potential difference
arises between C atoms of sublattices A and B, the chiral symmetry will be
broken, and the Dirac cone will create a mass gap. When the Dirac cone of
graphene creates a mass gap, low in-plane conductance of graphene is to be
expected. Starting from the above facts, this thesis suggests a successful de-
sign of a graphene-based spintronic device with high performance by proposing
a perspective of in-plane conductivity change of graphene by controlling the

Dirac cone of graphene in a non-volatile way.

The design proposed in this thesis to control the Dirac cone of graphene
in a non-volatile way is by creating a nano-spin-valve structure of graphene
sandwiched by ferromagnetic metal Ni(111) slabs. In this structure, the con-
trol of the graphene’s Dirac cone characteristics is considered by changing the
magnetic alignment of upper and lower Ni slabs, i.e.; antiparallel and parallel
configuration. It was discussed in {4} that the controllable MGDC of graphene
was successfully done. When the magnetic moments of the upper and lower
Ni(111) slabs have an antiparallel configuration (APC), the MGDC is open.
However, the MGDC is closed in parallel configuration (PC). This unique
characteristic is because the most stable arrangement of the Ni/graphene/Ni
heterostructure occurs when Ni atoms of the upper and lower Ni(111) slabs
at the interfaces are hybridized with different graphene sublattices. In other
words, Ni atoms from the lower Ni(111) slab hybridized with C atoms in sub-
lattice A (i.e., C4), and Ni atoms from the upper Ni(111) slab hybridized with
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C atoms in sublattice B (i.e., Cp). Although the C atoms of graphene bond
with the Ni atoms, this special hybridization preserves the equipotential be-
tween sublattices A and B. Meanwhile, a magnetic moment is induced on the
graphene layer by charge transfer from the Ni to C atoms. Therefore, the in-
duced magnetic moments of the CA and CB atoms depended on the magnetic
alignment of the Ni(111) slabs. Moreover, the induced magnetic moments in
APC and PC between the CA and CB atoms exhibit antiferromagnetic and
ferromagnetic orders. This characteristic implies that the pseudospin between

sublattices A and B can be controlled to preserve or break the chiral symmetry,
making the MGDC controllable.

After the controllable MGDC of graphene was found, the efficiency of this
control on the in-plane magnetoresistance of graphene was investigated. From
the discussion in chapter [5], the controllable MGDC creates a colossal in-plane
magnetoresistance (IMR) ratio for graphene. When an atomic scale width
of Ni slabs is considered (~ 12.08 A) sandwiching some parts of graphene,
a colossal IMR up to 3100% was observed at £ — Er=0.2 eV. This colossal
IMR comes from the electronic states created from pd-hybridization between
graphene and Ni slabs. Its characteristics depend on Ni slabs’ magnetic align-
ment; a high (low) density of states is created when the PC (APC) state is
considered. On the other hand, when the nanometer scale width of Ni slabs is
considered, a colossal IMR beyond 3100% was expected at E — Er=0.65 eV,
which corresponds to the controllable MGDC of graphene.

Successful control of the graphene’s MGDC and a colossal IMR ratio have
been discovered. However, an optimization to create a successful graphene-
based spin-valve structure spintronics device needs to be performed. The op-
timization was needed to realize the actual device and ensure a performance
comparable to that predicted in this theoretical study. The chemical bonding
between the Ni slabs and graphene in Ni/graphene/Ni needs to be perfect to
control graphene’s MGDC. This perfect surface can be realized experimen-
tally; however, it is relatively difficult. Thus, to avoid a complete change in
the IMR of graphene due to a defect at the Ni/graphene interface, a barrier
is necessary to maintain the graphene Dirac cone. Furthermore, the chemical
bonding between Ni and graphene leads to difficult control of graphene’s Fermi
Energy. By creating the barrier, easier controllability of graphene’s Fermi en-
ergy will be expected. However, prior to further investigation on the effectivity
of proximity effect on controlling MGDC of graphene, understanding how the

Ni(111) surface state as evanescent wave work on graphene created magnetic
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proximity effect is necessary.

Prior to further investigation on the effectivity of proximity effect on con-
trolling MGDC of graphene, understanding how the Ni(111) surface state acts
as evanescent wave work on graphene created magnetic proximity effect is nec-
essary. A theoretical study was conducted to understand the origin of the
magnetic proximity effect in 2D material, which was sandwiched with ferro-
magnetic metal. the first investigation was done on a Ni/nhBN/Ni magnetic
junctions with n = 2, 3, 4, and 5. The study shows that the magnetic prox-
imity effect on the hBN layer in the insulator barrier originated from the Ni
surface state at the interface, which acts as an evanescent wave works on the
hBN layer. The evanescent wave created a new state at the bandgap of hBN,
creating an induced magnetic moment. This new state at the bandgap of hBN
became the main contribution to the tunneling transport of Ni/nhBN/Ni mag-
netic junctions when the CPP scheme was considered. The study also answers
that the TMR ratio of 2D materials-based MTJ is reduced when the thickness
of 2D materials increases due to the damping nature of the Ni surface state.
The study also answers that 2D materials-based MTJ gives such a low TMR
ratio because the main transmission contribution is from Ni’s surface state.
The pd-hybridization at the interface leads the surface state of Ni to create a
bonding and antibonding nature. Thus, the high MR ratio was not observed
on Fermi energy but rather at energy higher and lower than Fermi energy.
However, the magnetic proximity effect on middle hBN was weak enough since
the d2-orbital of the Ni(111) surface state works on the unfilled p.-orbital of B
atoms. Thus, replacing the middle hBN in Ni/3hBN/Ni with graphene, a sig-
nificant induced magnetic moment and proximity state was observed because

the d2-orbital of the Ni(111) surface state works on m-orbital of graphene.

After understanding the origin of the proximity effect on the 2D materials
tunnel barrier, further study was performed to understand the effectivity of
proximity effect on controlling MGDC of graphene. The controllable induced
magnetic moment on graphene is replaced through charge transfer to mag-
netic proximity effect. The van der Waals interactions between graphene and
hBN layers led to easy controllability of graphene Fermi energy by using gate
voltage. Furthermore, controlling the induced magnetic moment on graphene
can lead to controllable MGDC size. One of the methods is introducing a
translational mechanical motion of Ni/hBN slabs. This method leads the sys-
tem to exhibit three memory states. It opens the opportunity by creating 2D

materials-based magnetic junctions to have a memory state of more than two
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beyond the conventional magnetic tunnel junctions (MTJs).

Furthermore, it was also discovered that the position of graphene’s MGDC
(above or below Fermi energy) was related to the bonding at the interface
by comparing the position of graphene’s MGDC between Ni/graphene/Ni
and Ni/hBN-graphene-hBN /Ni nano-spin-valve structures. The difference in
charge doping characteristics of graphene’s MGDC was found. In the case
of Ni/graphene/Ni nano-spin-valve structure, the Fermi energy is located be-
low the graphene’s MGDC. This characteristic implies that the graphene is
positively charged doped. However, the position of the Fermi energy below
the MGDC comes from the creation bonding and antibonding state due to pd-
hybridization between C and Ni atoms at the interface. This fact can be proved
by looking at the Fig. [£.2] where the Dirac-cone was observed below and above
Fermi energy, indicating bonding and antibonding states, respectively.

On the other hand, in Ni/hBN-graphene-hBN/Ni case, the Fermi energy
is located above the graphene’s MGDC. This characteristic implies that the
graphene is negatively charged doped. Moreover, unlike Ni/graphene/Ni junc-
tion, Ni/hBN-graphene-hBN/Ni does not have strong pd-hybridization be-
tween C and Ni atoms. Thus, no bonding-antibonding Dirac-cone was observed
on all 12 stacking configurations of Ni/hBN-graphene-hBN/Ni in chapter .
This negatively charged graphene originated from electrical polarization on
hBN at the Ni/hBN interface, where the hBN is positively charged. The pos-
itively charged hBN comes from its pyramidal structure at the interface [92].
Due to its pyramidal structure, the B atoms have a negative dipole moment
while N atoms have a positive dipole moment. Since N atoms are much closer
to graphene, thus graphene becomes slightly negatively charged.

Understanding the chemical and physical properties of the interface in
graphene-based magnetic junctions becomes a foundation for realizing a spin-
tronic device based on graphene in-plane conductance. The findings of pos-
sible control of graphene MGDC through two different characteristics of the
interface (chemical bonding and physical bonding) and the observed colos-
sal IMR ratio presented in this thesis become a significant development in
realizing high-performance 2D materials-based spintronic device having high
performance. Furthermore, the new findings on the functionality beyond the
conventional spintronic device open insight into the novel device of spintronic

device.
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