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1 Introduction

1.1 Nanotechnology

Nanotechnology is a design, synthesis and implementation of nanostructures or
nanomaterials. It paves a way for fundamental understanding of materials’ di-
mension and their corresponding physical properties for a desired application.

Synthesis and processing of nanostructures are the essential aspects of nanotech-
nology. Studies on their new physical properties and applications are possible only
when nanostructured materials are made available with desired size, morphology,
microstructure and chemical composition. In general, there are two philosoph-
ically distinct approaches for creating small objects: top-down and bottom-up.
In the top-down approach, small features are patterned in bulk materials by a
combination of lithography, etching and deposition to form functional devices and
their integrated systems. The top-down approach has been exceedingly successful
in many venues, with perhaps, microelectronics being the best example today.
While developments continue to push the resolution limits of the top-down ap-
proach, these improvements in resolution are associated with a near exponential
increase in cost associated with each new level of manufacturing facility. Whereas,
in the bottom-up approach the functional structures are assembled from well de-
fined chemically and/or physically synthesized nanoscale building blocks. The
optimization of this bottom-up approach for nanotechnology requires a focus on
two key areas that are at the heart of devices and integration processes. First of
all, the bottom-up approach necessitates nanoscale building blocks with precisely
controlled and tunable chemical composition, structure, size and morphology, as
these characteristics determine their corresponding physical properties. To meet
this goal, it requires developing methods that enable rational design and pre-

dictable synthesis of building blocks. Secondly, it is critical to explore and develop



1 Introduction

the limits of functional devices based on these building blocks. In this doctoral
work, the above basic principles are taken into consideration for the selection of
both vertical and horizontal nanowire fabrication techniques, the integration of
the synthesized functional nanowires into device and their characterization under

different conditions.

1.2 Organization of The Thesis

This dissertation is organized into seven chapters including the current one.
Chapter 2 discusses some of the theoretical concepts of the low dimensional
systems. It begins with introducing the size effect on properties of materials.
The two types of electron transport mechanisms and the basic concept of the
nanowire synthesis techniques are also presented. Chapter 3 discusses the tech-
niques used for various thin film deposition: resist and various metals. Details
about the resist film preparation and microstructuring processes which were used
mainly for a horizontal nanowire synthesis is explained. The metal film deposition
technique and some of its basic concepts regarding the atomistic thin film growth
mechanisms are also discussed. This technique is used mainly for two differ-
ent purposes: for deposition of a nanowire material and for catalyst preparation
for horizontal and vertical (mainly for Vapor-liquid-solid technique) nanowire
synthesis, respectively. The characterization techniques which are used to ele-
mental, morphological, and structural analysis of these nanostructures are also
briefly discussed in chapter 4. The next two chapters focus on the main work of
the dissertation which discuss the three different techniques of various nanowire
synthesis. On one hand, Chapter 5 presents the thin film fracture based syn-
thesis of horizontal nanowires. In this chapter, the basic processing steps as well
as various investigation of the as-synthesized and locally oxidized nanowires are
discussed. On the other hand, chapter 6 presents the vertical nanowires syn-
thesized by two different techniques: Vapor-liquid-solid and direct oxidation of
metal powder. The discussion regarding elemental and morphological analysis,
their electrical as well as various sensoric properties are also included. Finally,
chapter 7 concludes the dissertation with a summary of the principal results

and brief experimental discussions followed by an outlook.



2 Theoretical Considerations

The present chapter discusses the basic theories of the observed phenomena in
low dimensional systems. It is divided into three main sections. The fist section
introduces some of the concepts associated with electron states in one dimen-
sional systems such as nanowires. The second section discusses selectively the two
electron transport mechanisms which is observed on dimensionally constrained
materials. Finally, the basic concepts regarding the two main techniques used
for the here-synthesized horizontally and vertically aligned nanowires will also be

briefly presented.

2.1 Size Effect on Properties of Materials

Reduced dimensionality arises when at least one dimension of a physically active
region is small compared to a relevant scale length. As a result, condensed matters
exhibits some remarkable peculiar properties, such as physical, chemical etc.,
when their dimension changes from bulk to nanoscale. The unique properties
exhibited by nanostructures, in general, can be attributed to different origins:
for example, due to large fraction of surface atoms, large surface energy, spatial

confinement etc. Some of the observed phenomena are as follows:

o Significantly low melting point or phase transition temperature and appre-

ciably reduced lattice constant, due to huge fraction of surface atoms.

e One or two order magnitude higher mechanical strength. This effect could

be due to reduced probability of defects.
o A high resistivity due to dominant surface and grain boundary scattering.

» Significantly different optical properties due to an increase in band gap etc.
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The dimension dependence of these properties shows that the general physical
behavior of a material can be tuned considerably by adjusting its shape or size.
One of the simplest illustration of low dimension behavior is the particle in a
box, by considering a rectangular structure with a flat potential inside (taken
as zero) and infinitely high mathematically sharp walls. The three dimensional

Schrodinger equation of an electron can be written as follows;

h2

2m*

where m* is the effective mass of an electron. Considering a nanowire, the total
potential V' (z,y, z) can be written as the sum of a two dimensional confinement
potential plus the potential along the wire. The potential along the axis can
be best set to zero by considering its length as infinite when compared to its

cross-section (thickness).
Viz,y,z) = V(z) +V(y,2) (2.2)
The eigenfunction can be written as the product of the free carrier solution which

is a plane wave and the confined solutions as written in equation

ik,

V(9. 2) = B0 2) = Gunr) exp

(2.3)

where r is the position vector in the yz plane parallel to the wire cross-section
and L is the normalization length of the wire. The function ¢, ,,(r) satisfies the

two dimensional Schrodinger equation.

hQ
* Van,m(ya Z) + V(y7 Z)¢n,m(y> Z) = Ewn,m(fya Z) (24)

2m

As a model system, the wire can be considered as a rectangular cross-section and
assume the potential V' (y, z) to be infinite out side of the wire. Then ), (v, 2)

equals

bant2) = () P sn() 25)

where n, m = 1, 2, 3... and L, and L, are the dimensions in the y and z-

directions, respectively. Since the motion is taken to be free electron-like, it leads
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to a continuum of states called subbands with energies

Rk n’R*m? mPhin?
) nm — E En m — =
ke, ke F Eon, 2m* 2m*L§ + 2m* L2

(2.6)

Thus in the effective mass approximation, the motion along the axis of the wire
can be described by a parabolic dispersion relation.
The density of states is defined as the number of states (N) per unit energy and

per unit volume of real space, which can be expressed mathematically as

AN

== (2.7)

p(E)

Hence, for nanowires the total number of states N is equal to the length of the
line in k-space (2k,), divided by the length occupied by one state ( 27/L), and
divided by the length in real space;

1

1
N'"Y =2 x 2K, ——— 2.8
XL (28)
The "2" prefactor accounts for the spin degeneracy. Therefore
4k
NP = =2 2.9
o (2.9)
and thus
dN'P 2 (2.10)
dk, T '

The density of states for a one dimensional wire is:

AN'D NP gy
DY) = = z 2.11
po(B) =15 dx  dE (2.11)

From equation [2.6] the energy dispersion along the axis is still a parabola:

dk om*\2 B3
= = 2.12
i~ () 212
Then equations and result in
2m*\z 1
P(E) = ( ) 2.13
0P8 = (55) = .13
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where the energy E is measured upwards from a subband minimum. Compar-
ing the density of states for bulk (3D), quantum wells (2D) and quantum wires
(1D), a successive reduction in the freedom of the electron motion results in a
reduction in the functional form of the density of state by factors of £ 3, Figure
2.1| summarizes the relationship among the different dimension of materials with

their corresponding density of states.

Degrees of freedom Density of states
Ppost
) o E1/2
J
-
Ppost
o E0 = const.
2
- [
Ppos]
o E*|/2
Y
-
Ppost
oc YE)
0 D
- [

Figure 2.1: Schematic illustrating of electronic density of states
(DOS) with their corresponding degree of freedom . Systems with 3,
2, 1 and 0 dimensions can be referred as bulk, quantum well, quantum
wire and quantum dots, respectively.



2.2 Electrical Transport in Nanostructures

2.2 Electrical Transport in Nanostructures

The electrical transport process of low dimensional structures depends on many
physical scale lengths such as screening length, Fermi wave length, mean free
path, coherence length, thermal length etc. Among these property determining
factors, the influence of electron mean free path and Fermi wave length on the
property of the materials will only be discussed in the following subsection. The
quantum tunneling as well as the temperature dependence of conductivity will

also be discussed.

2.2.1 Diffusive and Ballistic Transport

The electrical transport mechanism can be ballistic or diffusive depending on the
size of lateral dimensions as well as the type of a nanowire (e.g. single crystal,
polycrystalline etc.). For instance, as the length of the wire (L) is reduced to the
mean free path of an electron [ (i.e. the average distance between two consecutive
collisions) the electron transport mechanism changes from diffusive to ballistic as
shown in Figure 2.2 The diffusive electron transport (L > [) is mainly as a
result of numerous scattering events (e.g. grain boundary or defects) [1] and
can be observed in macroscopic materials as well as in polycrystalline nanowires.
Whereas, a ballistic electron transport occurs when the length of the conductor
is smaller than the electron mean free path (L < [) phenomenon of electrons
traveling from one electrode to another without scattering. In this case, the
conductivity of the conductor no longer depends on its length.

When the width of the wire (W) is further reduced to the wave length of electrons
at the Fermi surface (called Fermi wavelength) Ag (i.e w « Ap), the conductance
through the nanowire will be quantized in a step of 2¢?/h where e is the electron
charge and h is plank’s constant. Thus, the conductance will be independent of
the length of the wire. In typical bulk metals the Fermi wavelength associated
with the conduction electron Bloch waves is on the order of 0.1 nm. This short

wavelength is due to the high spatial density of electrons.
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Figure 2.2: Sketch showing the two possible electron transport mech-
anisms. Diffusive electron transport. Numerous scattering (top) and
ballistic electron transport: FElectrons are only backscattered at the
boundary (bottom). 1 refers to the mean free path of the conduction
electrons.

2.2.2 Quantum Tunneling

Tunneling is a phenomenon which involves a charge transport through an insulat-
ing media separating two conductors that are extremely closely spaced. It is an
evanescent wave coupling effect that occurs in the context of quantum mechanics
at which the behavior of particles is governed by Schrodinger’s wave equation.
Considering a particle (e.g., an electron) with energy E approaching from the
left to a finite potential barrier U, where £ < U and width L as schematically
shown in Figure (top), the wave associated with the particle can be described
by a time independent Schrodinger equation. On both sides of the barrier (re-
gion I and IIT) U = 0 where no force acts on the particle, the one dimension

Schrodinger’s equation of the particle takes the form:

W d*yYr
2m* dx?

+(E)¢; =0 (2.14)
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I 11 I1I

Figure 2.3: Sketch showing quantum tunneling: finite potential wall
(top) and the incident, partly reflected and partly transmitted wave
function of the particle as the function of distance (x) (bottom).

W d*rg
2m*  dx?

where m* is the effective mass, h is Planck’s constant and v; and v;;; are the wave

+ (E) ¢ =0 (2.15)

function of the particle at region I and III, respectively. Like wise, the Schrodinger

equation of the particle inside the potential barrier can also be written as

R d*r
2m* dx?

+(E-U)Yn =0 (2.16)

where ;7 is the wave function of the particle inside the barrier.
The corresponding possible solutions to these equations which represent the wave

function of the particle at the three different regions are :

Y = Ae™® 4 Be™* (2.17)
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Y = Ce™* + De* (2.18)
U = Fe™* (2.19)
where ky=v2m*E /h and ky=,/2m*(U — E)/h represent the wave number of the

de Broglie waves outside and inside the barrier, respectively and A, B, C, D and F
are coefficients. The incident particle which encounters the potential barrier faces
two phenomena: transmission and reflection from the barrier. In order calculate
the transmission probability T, appropriate boundary conditions to ¢;, ¥ and

¥ should be applied [2]. Thus, considering these conditions A/F ratio yields

AL ik RO aerar [L (R ROV ok
i T e i1 tR2 - === B 2.20
F lQ + 4 </€1 kz)] ¢ i 2 4\k ke ‘ ( )

Assuming that the potential barrier U is high relative to the energy E of the
incident particle (i.e., ko/k1 > ki/ks), the ratio of the wave numbers can be

approximated as follows

Fe F h2 (2.21)

The width of the barrier can also be considered as wide enough so that ¢;; will
be severely weakened inside the barrier. This means that kyL >> 1 and el >>
e *L Hence, (A/F) ratio in equation can be approximated as

A1 ik
= = |+ | eltrth)l 2.22
F [2+%Je (2.22)

By considering the complex conjugate of (A/F), the transmission probability T

of the particle can then be described as

AAN 1 1

After substituting the corresponding values of k; and ks, the ratio of the wave
numbers (ko/k;)? in equation yields

B\> U
(h) =1 (2.24)

10
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This shows that the value in the square bracket of equation varies much less
with £ and U than does the exponential. Thus, a reasonable approximation of

the transmission probability of the incident particle is
T ~ e 2L (2.25)

Equation shows that the width of the barrier plays a role on the tunneling
probability of the particle i.e., the smaller the barrier thickness is , the higher the
tunneling probability will be. Hence, it is possible for a particle to be found in
the other side of the potential barrier even if it has lower energy than the barrier,
which is classically forbidden. This kind of description can be used to explain the
tunneling of an electron between metal clusters or grains which are insulated by
a nano scale medium (e.g, thin oxide films). For instance, a thin, non-conducting
layer sandwiched between a metal grains can be referred as a barrier potential
and can be treated mathematically as discussed above. Figure (bottom) an

example of a typical wave function for an incident and transmitted particle.

2.2.3 Temperature Dependence of Conductivity

The electronic transport depends in general on the density of states (p), the posi-
tion of the Fermi level, the temperature and the applied field [3]. The tunneling
transition of electronic carriers from occupied to unoccupied states involves one
or more phonons, and is called "hopping”. When both the number of phonons
and the energy decrease, the hopping between states that are closer in energy
(even if they are wider spaced) becomes more preferable than that between the
nearest neighbors whose energies differ substantially. This mechanism is known
as variable range hopping (VRH) conductivity, or Mott’s conductivity which is
often used to describe a low temperature conductivity in strongly disordered sys-
tems with localized states.

The quantum confinement of carriers in the one dimensional materials changes
their electronic energy states significantly, and makes the transport properties
of these systems very different from their bulk counterparts. Some of the ex-
perimental data on the resistance of metal nanowires, for example, have been

explained by hopping mechanisms [4], [5] which is an exponential dependence on

11
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temperature as

R(T) = Ry exp[(?)”] (2.26)

where v depends on the dimensionality d of the hopping process, and R, and Ty

are material dependent constants.

1

= 2.2
1+4+d (227)

v

where d = 1, 2 and 3 for 1-D, 2-D and 3-D variable range hopping, respectively.

For instance, the variable range hopping for one dimensional structures v = %,

the Mott’s "T'2” law can be rewritten as;

1o, 1
R(T) = Ro exp[(%)i] (2.28)
where 8

where p(Er) electronic density of states at the Fermi level, £ is the localization
length (spatial extension of localized wave function) and kg Boltzmann constant.
The basic concept of electron localization (£) was first introduced by Anderson
[6] and named after him. Anderson pointed out that the electric wave function
in a random potential may be profoundly altered if the randomness is sufficiently
strong. The traditional view had been that scattering by the random potential
causes the Bloch waves to loose phase coherence on the length scale of the mean
free path [. Nevertheless, the wave function remains extended through out the
sample. Anderson pointed out that if the disorder is very strong, the wave func-
tion may become localized, in that the wave function decays exponentialy from

some point in space i.e.,

()] ~ eap ("5') (2:30)

At a particular temperature, the probability of an electron hopping from one lo-
calized state to another depends on two parameters; R the spatial separation of
the sites, and W their energy separation. The range R between two sites deter-
mines the probability of hopping between them, thus the shorter the range the

greater the hopping probability, but as conduction through the material is a re-

12
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sult of chains of successive hops, it is the "average nearest-neighbor range” which
governs the conductivity. Following Mott, the probability of hopping between

two states of spatial separation R and energy separation W has the form:

w
P~ -2 - — 2.31
exp(—2aR kT) (2.31)

1

where o' is the attenuation length for a hydrogen-like localized wave function.

Rewriting gives
P ~exp(—R +W') = exp(—R) (2.32)

where R = 2aR, W' = W/kT and R = R + W' is the range between the two
states. The particular hop is represented by a point in a plane defined by R" and
W' axes.

The states can be regarded as points in a four-dimensional random array (three
spatial coordinates and one energy coordinate) where the 'distance’ between two
states is given by the range R. The probability of hopping between two states is
determined by the "distance” 3 between them, and the shorter this ”distance”
the greater the hopping probability. Conduction is the result of many series of
hops through this four-dimensional array, and as short-range hops are favored, it
is the average nearest-neighbor "distance” between states in this four-dimensional

space which determines the overall conductivity.

2.3 Nanowire Synthesis Techniques

The nanowire synthesis techniques used in this work are based on three different
approaches: the thin film fracture based for the horizontal nanowire formation,
the direct oxidation method and vapor-liquid-solid (VLS) technique where both
techniques are used for vertical nanowire synthesis. The coming sections merely
discusses the basics of two of the techniques used (i.e both thin fracture prop-
erties of brittle films and VLS in general context) where as the direct oxidation

technique will be discussed in section for convenience.

13
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2.3.1 Thin Film Fracture

The fracture behavior of thin films on a substrates differs from the bulk behavior
due to the small film thickness and the presence of the substrate [7]. In contrast
to the bulk behavior where a propagating crack of critical length leads to fracture
and total failure, a cracked film may still remain bonded to the substrate. This
leads to multiple crack formation since a single crack reduces the film stress in
the film only locally as result of the constraining effect of the substrate. Thin
films on a substrate are usually in a biaxial stress state, especially for thermal
stresses induced by differences in thermal expansion coefficient between film and
substrate. The constraining effect of the substrate on the released strain energy
in thin film under biaxial stress is schematically compared in Figure to a free
standing sheet under uniaxial load.

In a free standing sheet, the volume V.., affected by the release of the energy

(a) (b)

film &
—* 0F
a
57 fis f

substrate

Of 4—

Figure 2.4: The volume of strain energy released by the formation of
a crack is larger in a freestanding film under uniazial tension (a) than
in a film bonded to a substrate subjected to a biaxial film stress (b).

due to crack formation scales with the crack length a; and the film thickness hy
according to equation [2.33]
Viheet X @ (2.33)

In contrast, for a film on a substrate, the volume V;;,,, in which the strain energy
is released yields a stronger influence of the film thickness due to the substrate
constraint and scales as

Viim o ath? (2.34)

14
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For a film bonded by a substrate, the energy W, released by the introduction of

a crack is given by
2

g
Wy o ——2L2ah? (2.35)
B

where oy, is the film fracture-stress, defined as the maximum stress prior to crack
formation, and Ey represents the plane-strain elastic modulus of the film. The
energy release rate GG is defined as the reduction of the elastic energy associated
with a crack advancing by unit area A (where A o< a;hy) is:
othy

G:ZZ% (2.36)
This dependency implies that the film thickness plays the role of a critical crack
length. For homogeneous films, the driving force for crack propagation parallel
to the surface is reached at every site along the film once the stress reaches the
fracture stress. The crack propagation parallel to the surface is called channel
cracking since the crack forms a channel of constant width as it propagates in the
film. The parameter Z in equation comprises the elastic mismatch between
film and substrate and the crack geometry. There are different geometries for
thin film cracking; Isolated surface cracks, crack channeling including the forma-
tion of a network of cracks, debonding at the film/substrate interface and crack
penetration into the substrate.
One of the reasons for this induction of stress in films can be a thermal expansion
difference between the film and the substrate. When the temperature is changed
from some temperature Tj to a different temperature T', the thick substrate ac-
quires thermal strain, but remains stress-free [§]. The film also acquires a thermal

strain which differs from that of the substrate by

er = T(af — ag)dT (2.37)

To
where oy and o, are thermal expansion coefficients of the film and the substrate
respectively. When the film and substrate are well bonded, the net in plane
strain in the film is equal to the thermal strain of the substrate. So the mismatch
strain in the above equation must be accommodated by elastic and inelastic
deformation in the film. If the film remains elastic during the temperature change,

this mismatch strain induces a biaxial stress in the plane of the film, o7, given

15
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by
E
rer (2.38)

(ol =
r 1—Vf

where E; is Young’s modulus and vy is Poisson’s ratio of the film. Stress can
also be generated by applying a bending moment to the film-substrate composite
in which the ductile substrate remain unfractured but brittle thin film fractures.
So the total stress in the film is the sum of the gross stress, the thermal stress,

and the applied stress.

2.3.1.1 Crack Driving Force and Crack Resistance

The crack driving force G is the elastic energy reduction associated with the crack
advancing per unit area. The crack resistance I' is the energy needed to advance
the crack per unit area. A crack cannot grow when the driving force is below
the resistance and grows when the driving force equals the resistance. The three
locations of the crack resistance that is in the film, Iy, in the substrate, I'y, and
on the interface, I';, have different values. The crack resistance also depends on
the crack velocity and on the environment. If a film is under tension and is brittle
a possible failure mode is cracking in the film. The crack elongates laterally in the
film until it meets the film edge or another crack. The lateral crack length can be
many times the film thickness. This kind of crack is called a channel crack. Since
the film may have many pre-existing flaws under a large stress, many channel
cracks can form.

The origin of the first channel crack is from the worst pre-existing flaw in the
film. Let h be the film thickness, o the stress in the film and a the size of the

pre-existing crack in the film, the crack driving force is given by [g].

(1-vj)o%a

G=k
Ey

(2.39)
where k is a parameter which is shape dependent. The pre-existing crack grows

when the crack driving force G equals the crack resistance I'y that is

(I -v})o*a

G=k E,

— T (2.40)
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There are two cases: if a << h, the crack front runs both toward the interface
and laterally in the film. In the other case if a ~ h, the crack can only elongate
laterally in the film. When the lateral crack length exceeds several lengths to the
film thickness, the driving force attains a steady state value.

A film under a tensile stress may debond from the root of a channel crack or
from the edge of the film. When the debond length exceeds several times the
film thickness, the debonding process attains a steady-state and the driving force
becomes independent of the debond length. Under the plane strain conditions,

the debond driving force is given by

B (1-— I/]%)O'zh

G =" (2.41)

The film debonds steadily when the driving force equals the resistance, G = T';. In
general if stored elastic energy is greater or equal to the critical energy for fracture

and delamination, then fracture and delamination may occur simultaneously.

2.3.2 Vapor-Liquid-Solid Growth Mechanism

The vapor liquid-solid technique was used for the synthesis of vertical ZnO
nanowires (see . In this technique, a second phase material, commonly re-
ferred to as either an impurity or a catalyst is purposely introduced to confine the
crystal growth. A catalyst forms a liquid droplet by itself or alloying with growth
material during the growth, which acts as a trap of growth species. Enriched
growth species in the catalyst droplets subsequently precipitates at the growth
surface resulting in one dimensional growth.

The VLS technique was first described by Wagner [9] in 1964 by using a Au par-
ticles as catalysts to grow crystalline semiconductor whiskers from vapor sources
such as SiCly or SiH,. The principle for Si whisker growth is schematically
shown in Figure (a). The Au particles deposited on the surface of an Si sub-
strate react first with Si to form Au-Si alloy droplets at a certain temperature.
As shown in the Au-Si phase diagram in Figure (b), the melting temperature
of the Au-Si alloy at the eutectic point is very low (about 363 °C at an Au:Si ratio
of 4 : 1) compared with that of Au or Si. Au and Si can form a solid solution

for all Si content (0-100%). In the case of Si deposition from the vapor mixture
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2 Theoretical Considerations

of SiCl, and H,, the reaction between SiCl, and H, happens at a temperature
above 800 °C without the assistance of catalysts. Below this temperature, almost
no deposition of Si occurs on the substrate surface [10]. At a temperature above
363 °C, Au particles can form Si-Au eutectic droplets on Si surfaces, and the re-
duction of Si occurs at the Au-Si droplets due to a catalytic effect. The Au-Si
droplets absorb Si from the vapor phase resulting in a supersaturated state. Sub-
sequently, the supersaturated silicon will diffuse from the liquid-vapor interface
and precipitates at the solid-liquid interface resulting in the growth of the silicon.
The growth will proceed in the solid-liquid interface as shown in Figure (a).
Once the growth species is adsorbed onto the liquid surface, it will dissolve into
the liquid. The material transport in the liquid is diffusion controlled and occurs
under essentially isothermal conditions. This technique, in general, is widely used
for the synthesis of a variety of 1D nanomaterials that include elemental semicon-

ductors [11, [12], TI-VI semiconductors [13], 14] and III-V semiconductors [15] [16],
oxides [17, I§] etc.

Some of the requirements for the VLS growth are summarized as follows [9]:

(a) 1,500} (b) Liquid

W4y

06
®
l Au-Si .;': Liquid + (Si)
O (Au)
NV =2
) 3 = 300
AuU-Si =

Au Si
0 100
Percentage of Si atoms

Figure 2.5: Schematic showing the principal steps of VLS growth :
initial nucleation and continued growth (a), and a phase diagram of
Au-Si binary system (b).

o The catalyst or impurity must be inert chemically. It must not react with

chemical species such as by-products present in the growth chamber.

o The interfacial energy plays a very important role. The wetting character-

istics influence the diameter of the grown nanowire. For a given volume of
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2.3 Nanowire Synthesis Techniques

liquid droplet, a small wetting angle results in a large growth area, leading

to a large diameter of nanowires.

o The catalyst or impurity must form a liquid solution with the crystalline

material to be grown at the deposition temperature.

o The distribution coefficient of the catalyst or impurity must be less than

unity at the deposition temperature.
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3 Material Deposition Techniques

Deposition of thin films has been a subject of intensive study for almost a century,
and many methods have been developed and improved. Among the various tech-
niques developed, electrochemical deposition, laser ablation, vacuum deposition
(thermal evaporation or sputtering), and electron-beam physical vapor deposi-
tion are the most used in recent time.

This chapter discusses the three mainly used material deposition techniques: spin
coating, thermal evaporation, and magnetron sputtering. The first section dis-
cusses spin coating which is a routinely used method for the formation of thin
photoresist/polymer films under ambient condition. The next sections are de-
voted for the two main PVD techniques (i.e. evaporation and sputtering) which
requires high vacuum conditions. Moreover, the principle of the in-situ thickness
monitoring and the discussion about the atomistic film growth process will also

be briefly presented .

3.1 Spin Coating

Spin coating is widely used in microelectronics to deposit photoresist and spe-
cialty polymers on flat surface at the start of the lithographic patterning process
[19, 20]. In order to achieve high-fidelity lithography, a smooth, a uniform pho-
toresist film of predictable and reproducible thickness is required. The spin coat-
ing process can be broken down into the four stages as shown in Figure The
deposition, spin-up, and spin-off stages occur sequentially while the evaporation
stage occurs throughout the process, becoming the primary means of thinning
near the end.

The deposition process involves the dispense of an excessive amount of fluid

onto a stationary or slowly spinning substrate. The fluid is deposited through a
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Figure 3.1: Spin coating stages: deposition (a), spin-up (b), spin-off
(¢) and evaporation (d).

nozzle at the center of the substrate or over some programmed path. An exces-
sive amount of fluid is used to prevent coating discontinuities caused by the fluid
front drying prior to it reaching the wafer edge.

In the spin up stage, the substrate is accelerated to the final spin speed. As ro-
tational forces are transferred upward through the fluid, a wave front forms and
flows to the substrate edge by centrifugal force, leaving a fairly uniform layer of
photoresist behind.

The spin off stage is the spin coating stage where the excess solvent is flung off
the substrate surface as it rotates at speeds between 2000 and 8000 rpm. The
fluid is being thinned primarily by centrifugal forces until enough solvent has
been removed to increase viscosity to a level where flow ceases.

When flow in the thin coating is no longer possible, evaporation takes over to
further reduce the film thickness. A uniform film can be obtained when the vis-
cosity is not dependent on shear rate (i.e. Newtonian) and the evaporation rate

is independent of position. The thickness of a spin coated film, H, is given by
[20]
0
Pl A 3ne
H=|(1- 3.1
( pA) <2p°Aw2> 3
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where pA is the mass of the volatile solvent per unit volume, p°A is its initial
volume, w is the angular velocity, n is the liquid viscosity, and e the evaporation
rate, which is related to the mass transfer coefficient. Equation reveals that
the film thickness can be controlled by adjusting the solution properties and the
deposition conditions.

The Shipley 1813 photoresist coating on a silicon substrate (76- mm diameter,
p-doped, 1-10 Qecm resistivity, 380 mm thick, (100) oriented and coated with
100nm thick thermally grown SiO;) by spincoating (Spin-Coater GYRSET RC
518 (SUESS)) was then microstructured by using photolithography technique.
This resist microstructuring was done in collaboration with Dr. Bernd Schmidt
(Forschungszentrum Dresden-Rossendorf Institute of Ion Beam Physics and Ma-

terials Research, Dresden, Germany).

3.1.1 Photolithography based Resist Microstructuring

Lithography is also often referred to as photoengraving, and is the process of
transferring a pattern into a reactive polymer, termed as resist, which will sub-
sequently be used to replicate that pattern into an underlying thin film or sub-
strate [21, 22]. Many techniques of lithography have been develop in the last
decades with various lens systems and exposure radiation sources including pho-
tons, z-rays, electrons, ions and neutron atoms. These techniques share the same
approaches and are based on similar fundamentals despite of having different ex-
posure radiation sources. However, here, the resist microstructuring was mainly
done by using photolithography (i.e., using a UV light source) which is the most
widely implemented technique in microelectronic fabrications.

Figure (a) outlines some of the basic steps of photolithographic process, in
which the positive resist material is applied as a thin coating over some base (e.g.,
silicon substrate) and subsequently exposed in an image wise fashion through a
mask (shown in black line in (ii)), such that light strikes selected areas of the
resist material. The exposed resist is then subjected to a development step. As
the result, the exposed areas will be rendered more soluble in some developing
solvent than the unexposed areas, thereby producing a positive tone image of the
mask. These process are shown schematically in Figure (a) (i-iii).

Figure (b) shows the photo of the microstructured Shipley 1813 photore-
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3.2 Physical Vapor Deposition

sist on the oxide coated silicon substrate. It consists of 24 equally sized (~
1 ¢m?) microchips, where three of them were differently microstructured. The
microstructured resist was used as a base for the synthesis of well organized

nanowires (discussed in chapter [5)). The choice of the optimal thickness of the

(a) resist

(i) IS

222222

(1) ————

(b)

(i

Figure 3.2: Schematic representation of the photolithographic process
sequence (a) such as positive resist coating (i), photoexposing (ii),
and developing (iii), and the photo of the microstructured resist on a
silicon wafer prepared by this technique (b).

microstructured resist film to obtain a desirable cracks upon thermal cycling was
done by analyzing the fracture properties of various thicknesses. Table [3.1] sum-
marizes details of the microstructuring by photolithography on various thickness
of the resist. All of the resists were subsequently hard baked at a temperature of
120°C for 30 minutes in order to further improve the adhesion. The hard bake
step concludes the photolithography sequence by creating the desired pattern on
the wafer. The resist with thickness about 560 nm were found optimal for the

desired crack formation and selectively used for the nanowire synthesis.

3.2 Physical Vapor Deposition

Physical vapor deposition (PVD) is a technique whereby physical processes, such
as evaporation, sublimation, or ionic impingement on a target, facilitate the trans-

fer of the atoms from a solid or molten source onto a substrate.
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Table 3.1: Details of the microstructuring process of various thickness
of the resist by photo-lithography.

Coating Soft-Bake | Light- Development | Thickness
speed [°C]/Time | exposing time|s] [nm]
[R/min] [min] Time [s]

5000 100/30 2.0 30 580.6
5000 100/30 2.0 30 258.4
5000 120/30 2.0 65 446.8
5000 120/30 2.0 90 376.4
5000 100/30 2.2 40 616.4
5000 100/30 2.0 30 290.3

All of the thin film deposition in this work were done by using a custom made vac-
uum chamber which was integrated in both evaporation and sputtering. Figure
[3.3] shows both the external and the internal part of the chamber. The chamber
consists of sputter targets, evaporation sources, two quartz microbalances for an
in-situ film thickness monitoring and a sample holder.

The Chamber is equipped with a rotary pump (Pfeiffer DUO 005 M), to gen-

Figure 3.3: The physical vapor deposition chamber used for thin film
preparation: Photo (a) and inner part of the chamber (b). The num-
bers represent sputtering sources (1 and 2), evaporation source (5),
quartz crystal microbalance (3) and a sample holder (4).

erate the pre-vacuum (107! torr) together with a turbomolecular pump (Pfeiffer
TMU 260) were used for creating the end-vacuum in the range of 10=7 - 1073
torr. A relatively good vacuum condition is required to reduce collision of the

transported material with the residual gas. Thus, the reduction in the rate of
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deposition and oxidation of the materials were prevented.

3.2.1 Thin Film Deposition by Evaporation

This technique was mainly used for the deposition of adhesion promoter such as
Chromium (purity = 99.99%, Goodfellow) prior to nanowire material deposition
into cracks (see chapter [5)) and for the deposition of gold before the synthesis
of ZnO nanosails (see chapter in which gold was used as a catalyst for the
growth of the nanostructures.

The basic process of this technique is based on thermal energy which is supplied
to a source from which atoms are evaporated for deposition onto a substrate. The
vapor source configuration is intended to concentrate the heat near to the source
material and to avoid heating the surroundings. Heating of the source material
can be accomplished by any of several methods. The simplest is resistance heating
[23, 24] of a wire ( tungsten (W), tantalum (Ta)) or stripe of a refractory metal
to which the material is attached. Larger volume of the source materials can be
heated in crucibles of refractory metals, oxides or carbons by resistance heating,
high frequency induction or electron beam heating. The evaporated atoms travel
through reduced back ground pressure in the evaporation chamber and condense
on the growth surface.

Figure|3.4]shows the home made metal evaporator which is designed to reduce any
possible thermal coupling problem. The Tantalum (Ta) heater coil filament was
selected to carry the high current and generate the heat required to evaporate
the charge. Ta is known for its high melting point, thermal shock resistance,
and ductility among the refractory metals. In this design, the Ta heater coil is
minimally supported within notched ceramic support rods to reduce heat sinking.
The coil extends well below the bottom of the crucible so that the thermocouple
touching the crucible bottom is immersed within the same heating environment
as the crucible and thus stabilizes at the same temperature. Moreover, the coil is
extended towards the crucible mouth, above the level of the charge, which leads
the mouth of the crucible to be at higher temperature than the temperature
of the charge. This prevents condensation of evaporant droplets at the mouth
and also prevents evaporants which wet the crucible from migrating out of it.

In addition, the radiation heat shielding consists of several wraps corrugated Ta
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foil is used to reflects radiation from the coil and crucible, thereby improving
source temperature and reducing out gassing of nearby hardware. A cup shaped
crucible sources (length = 17mm, and inner diameter = 3mm) made of aluminum
oxide, molybdenum, and boron nitride were used as a source of the evaporant.
Crucible materials should be chosen whose residual contaminants are the least
harmful to the film being deposited. However, much of the volatile contaminant
were removed from the crucibles and associated components by firing it at higher
temperature than the desired evaporation temperature prior to the filling with
new evaporant.

The quantitative interpretation of evaporation phenomena was first studied by

sample holder

sample — URHV

aperture  — | : )
system 2 ™
p—— evaporator heating
metal A system
(c) crucible

Figure 3.4: The sketch showing the metal evaporator with a power
feed through (a), and both the external (b) and the internal (c) part
of the metal evaporator cell.
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Hertz, Knudsen and Langmuir. Based on their investigation (mainly by Hertz),
the maximum evaporation rate is attained when the number of vapor molecules
emitted corresponds to that required to exert the equilibrium vapor pressure while
none return. These idea led to the basic equation for the rate of the evaporation

from both liquid and solid surfaces, namely, [25]

_aeNA(Pe_Ph)

o 2rMRT

(3.2)

where ¢, is the evaporation flux in number of atoms (or molecules) per unit area
per unit time, and «, is the coefficient of evaporation, which has a value between
0 and 1.

The main characteristic of evaporation is very poor step coverage, including
shadow effects, as illustrated in Figure [3.5] Therefore, the deposition of the
adhesion promoter on thin film cracks which have high aspect ratio was done

under rotation to minimize the shadowing effect.

VL 77777774

Figure 3.5: Shadow effects observed in evaporated films. Arrows show
the trajectory of the material atoms being deposited.

3.2.2 Thin Film Deposition by Sputtering

Sputtering process can be divided into four categories: dc, RF, magnetron, and
reactive. This sputter-erosion of solid materials by positive-ion bombardment is
widely used as a source of vapor for thin film deposition because of the following

unique combination of advantages over other techniques: any material can be
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volatilized by sputtering, compounds are volatilized stoichiometrically, and the
film deposition rate can be uniform over very large area. Here, the deposition of
metals (such as gold, platinum, palladium etc. with 99.99% purity) was mainly
done by magnetron sputtering and will only be discussed.

Magnetron sputtering is presently the most widely commercially practiced sput-
tering method due to its high deposition rates. These are typically order of
magnitude higher rates than attained by conventional sputtering techniques. It
incorporates a crosswise magnetic field over the cathode which prolongs the elec-
trons residence time in the plasma and thus enhances the probability of ion col-
lision. The electron within the dual field (i.e. both magnetic- and electric fields)

experience the well known Lorenz force in addition to an electric field force:

mdv

F:
dt

= —¢(E+vxB) (3.3)

where ¢, m and v are the electron charge, mass and velocity, respectively. This
leads to the larger discharge current and increased sputter deposition rate, in
other words this magnetic field greatly increases their mean free path length be-
fore they finally escape to the anode by scattering. Because the travel path of
electrons is now much longer than the electrode gap, the minimum pressure to
sustain the plasma is much lower for the magnetron than for the planar diode.
The sputtered atoms retain most of their kinetic energy on reaching the sub-
strate. Besides, the deposition rate is increased because of reduced scattering
and redeposition of sputtered atoms on the cathode. Figure [3.6| presents the
cathode shape and configuration of magnetic field in a typical sputtering system
[26].

3.2.3 In-Situ Film Thickness Monitoring

The thickness of the film during evaporation and sputtering was controlled by a
conventional STM-100/MF quartz crystal microbalance (QCM) monitoring sys-
tem which is one of the most widely diagnostic instruments in thin film technology.
The QCM consists of a thin quartz crystal sandwiched between two metal elec-
trodes as shown in Figure[3.7 Thus, an alternating electric field is applied across

the crystal, causing vibrational motion of the crystal at its resonant frequency.
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Figure 3.6: Sketch showing the principle of magnetron sputtering.

The basic working principle of the QCM is the converse piezoelectric effect in

=~ 5 MHz

electrode

Figure 3.7: Quartz-crystal deposition monitor in crossection.

which the application of a voltage across the crystal results in a corresponding
mechanical strain. The crystal symmetry dictates that the strain induced in a
piezoelectric material by an applied potential of one polarity will be equal and

opposite in the direction to that resulting from the opposite polarity. Applica-
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tion of an electric field across the crystal produces a shear strain proportional to
applied potential . Therefore, an alternating potential across the crystal causes
vibrational motion in the quartz crystal with amplitude parallel to the surface of
the crystal.

The extremely sensitive nature of the piezoelectric devices toward mass changes
was first demonstrate by Sauerbey [27]. According to Sauerbeyts equation, the
mass changes Am at the surface of the QCM electrode surface causes a change

in the oscillation frequency Af of the crystal:

where C the sensitivity factor of the crystal used. Equation relies on a linear
sensitivity factor which is the fundamental property of the QCM crystal. In this
case, the incremental change in mass due to the additional deposition is treated
as though it was really increasing the thickness of the underlying quartz. The
deposited film is considered to be rigid and so thin that it does not experience
any shear forces during vibration.

The thickness of the film can be calculated by:

_ Am

d
_

(3.5)
where d; and py are the thickness and the bulk density of the deposited film,
respectively. respectively. However, vacuum and gas phase thin film depositions

exhibit more complicated frequency-mass correlations as shown in equation:

_ Nypg _ 7 (fuf1)
dy = mt&n ! [Ztan (fﬁ)] (3.6)

where N, is the frequency constant of a quartz crystal, p, is the density of the
quartz (2.684 g/cm?), fi and f, are frequencies of loaded and unloaded crystals,

respectively, and Z is the Z-factor of the film material.
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3.2.4 Atomistic Film Growth

Growth of thin films, as all phase transformation, involves the processes of nu-
cleation and growth on the substrate or growth surfaces. The nucleation process
plays a very important role in determining the crystallinity and microstructure
of the resultant films. For the deposition of thin films with thickness in the
nanometer region, the initial nucleation process is even more important. The
size and the shape of the initial nuclei are assumed to be solely dependent on
the change of volume of Gibbs free energy, due to supersaturation, and the com-
bined effect of surface and interface energies governed by Young’s equation. No
other interactions between the film or nuclei and the substrate were taken into
consideration. In practice, the interaction between film and substrate plays a
very important role in determining the initial nucleation and the film growth.
The many observation of film formation have pointed three basic growth modes:
island (Volmer-Weber), layer ( Frank-van der Merwe), and Stranski-Krastanov.
Figure illustrates these three basic modes of initial nucleation in the film
growth. Island growth occurs when the growth species are more strongly bonded
to each other than to the substrate. Many systems of metals on insulator sub-
strates, alkali halides, graphite and mica substrates display this type of nucleation
during the initial film deposition. Subsequent growth results in the islands to co-
alesce to form a continuous film. The layer growth is the opposite of the island
growth, where growth species are equally bound more strongly to the substrate
than to each other. First complete monolayer is formed, before the deposition of
second layer occurs. The most important examples of layer growth mode are the
epitaxial growth of single crystal films. The island-layer growth is an intermedi-
ate combination of layer growth and island growth. Such a growth mode typically
involves the stress, which is developed during the formation of the nuclei or films.
The free energy change accompanying the formation of an aggregate of mean

dimension r is given by
AG = asr* AGy + a1y, + g5, — a9y (3.7)

The chemical free-energy change per unit volume, AG,, drives the condensation
reaction. There are several interfacial tensions, v and these are identified by the

subscript f, s, and v representing film, substrate and vapor, respectively. The
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Figure 3.8: Schematic illustrating three basic modes of initial nucle-
ation in film growth: Island (Volmer-Weber) growth (a), layer (Frank-
van der Merwe) growth (b) and Island-layer (Stranski-Krastonov

)growth (c) .

formation of new phases results a reduction of Gibbs free energy, but an increase
in the total surface energy. The nucleation is stable only when its size is larger
than the critical size, r*:

—2 (al’Y'uf + A27Yfs — CLQVSU)

r* = 3000, (3.8)

Correspondingly, AG, evaluated at r = r* is

AG* _ 4 (al/yvf + a2Yfs — a2/7sv)3

27a3AG? (8:9)

For island growth, the contact angle must be larger than zero. Therefore ac-
cording to Young’s equation the relation among the interface energies will be as
described in equation [3.10]

Yoo < Vfs + Yof (310)

If the deposit does not wet the substrate at all, the nucleation is a homogeneous
nucleation. For layer growth, the deposit wets the substrate completely and the

contact angle equals zero; the corresponding Young’s equation becomes:

Vsv = Vs + Vof (311)
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Island-layer growth is a little more complicated and involves in situ developed
stress. Initially the deposition would proceed following the mode of layer growth.
When the deposit is elastically strained due to, for example, lattice mismatch
between the deposit and the substrate, strain energy would be developed. As
each layer of deposit is added, more stress is developed and so is the strain energy.
Such strain energy is proportional to the volume of the deposit, assuming there
is no plastic relaxation. When the stress exceeds a critical point and cannot
be released, the strain energy per unit area of deposit is large with respect to
Yo, permitting nuclei to form above the initial layered deposit. In this case, the
surface energy of the substrate exceeds the combination of both surface energy

of the deposit and the interfacial energy between the substrate and the deposit:

Vsv > Yfs + Yof (312)

33



4 Characterization Techniques

This chapter presents the basics of the characterization techniques used for the
analysis of structural, chemical as well as physical properties of the synthesized
horizontal- and vertical nanowires (nanosails and nanoseaurchins). These char-
acterization techniques include light optical microscopy, atomic force microscopy
(AFM), scanning electron microscopy (SEM), transmission electron microscopy
(TEM), high resolution transmission electron microscopy (HRTEM) and a-ray
photoelectron spectroscopy (XPS). Moreover, the custom made device used for
electrical characterization of the synthesized nanostructures will also be discussed

briefly.

4.1 Light Microscopy

A light microscope has been used for about 300 years. It is a deceptively simple
instrument, being essentially an extension of human eyes which magnifies images
of small objects, enabling to directly view structures that are below its resolving
power (0.1 mm). Further more, it offers a first look at most samples and could
be used to routinely document the progress of an investigation.

The direct visual advantage of a light microscope enabled quick investigation
of the features of thin film cracks and a deposited metal film for fractured
based nanowire and ZnO nanosail synthesis, respectively. The characterization of
crack’s morphology, particularly, was often done at different magnification rang-
ing from 25 x to 1000 x right after crack formations. This helps to check the
features of the cracks prior to material (such as gold, silver etc.) filling. Fig-
ure shows the schematic representation of the possible reflection of the light
on a delaminated area near/around the cracks as observed by the microscope.

The incoming light will be reflected on the surface of the delaminated thin film,
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thus the surrounding cracks appear darker as shown in many of optical images in

chapter [5. The resolving power of a microscope is taken as the ability of the mi-

Figure 4.1: Schematic illustration of reflection of light from the de-
laminated thin film. As the result the crack appears darker when it is
observed by optical microscope.

croscope to reveal adjacent structural detail as distinct and separate. It is these
impacts of diffraction that limit the ability to resolve fine details. The extent of
and magnitude of the diffraction patterns are affected by both the wavelength of
light (\), the refractive materials used to manufacture the objective lens and the
numerical aperture (NA) of the objective lens. There is therefore a finite limit
beyond which it is impossible to resolve separate points in the objective field,
known as the diffraction limit. Assuming that optical aberrations in the whole

optical set-up are negligible, the resolution d, is given by:

d=—— (4.1)

4.2 Atomic force microscopy

Atomic force microscopy (AFM) was introduced about 20 years ago [2§]. Since
this time these technique has been revolutionized surface analysis by providing
high-resolution visualization of structures at the atomic- and nanometer-scales.

The remarkable feature of AFM instruments is its ability to examine samples at
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ambient conditions and even in liquids. Moreover, it can be applied for charac-
terization of materials of any kind. This functionality is inherent to AFM, which
is based on detection of more universal tip-sample mechanical forces. The scope
of AFM applications includes high-resolution examination of surface topography;,
compositional mapping of heterogeneous samples and studies of local mechanical,
electric, magnetic and thermal properties. These measurements can be performed
on scales from hundreds of microns down to nanometers, and the importance of
AFM, as characterization technique, is further increasing with recent develop-
ments in nanoscience and nanotechnology.

AFM employs a sharp tip (typically made from SizNy or Si ) to probe the surface
under investigation. The tip is placed at the end of a long cantilever with a low
spring constant (~ 1 Nm™2) and brought into physical contact with the surface
as shown in Figure (a). The force on the tip is determined by a laser probe.
AFM head employs an optical detection system in which the tip is attached to
the underside of a reflective cantilever. Typically, a diode laser is focused onto
the back of a reflective cantilever. As the tip scans the surface of the sample,
moving up and down with the contour of the surface, the laser beam is deflected
off the attached cantilever into a dual element photodiode. The resolution limit
of AFM is highly influenced by the size of the tip. The sharper the tip, the better
the resolution as shown in Figure (b).

When the probe-surface spacing is relatively large (= 1 nm or greater), the
interactions are dominated by long-range van der Waals forces (Figure (c)).
These attractive forces depend exponentially on distance and are extremely sen-
sitive to probe-tip shape. Other attractive forces include metallic adhesion forces
and charge accumulation between the probe tip and the nearest surface atom.
At small spatial separations (=~ 0.1 nm or less), the wave function of the probe-
surface overlap and short-range quantum-mechanical exchange-correlation forces
dominate due to the Pauli exclusion principle. These forces decay exponentially

with increasing distance:

F =—yAFEcx [Uz] ’ (4.2)
e

where AFE¢ is the width of the conduction band, v is a dimensionless factor

approximately equal to one, y is the decay rate of the force, and o is the conduc-
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Figure 4.2: Schematic representation of an atomic force microscope
(a). The inset shows the close view of the tip-surface interaction. The
tip-effect (b) and the force-displacement curve (c) are also shown.

tance [29].

4.2.1 Probe-Sample Interaction

The way in which image contrast is obtained can be achieved in many ways. The
three main classes of interaction are contact mode, tapping mode, and noncontact
mode. Here, the contact mode was used for topography analysis of different

nanowires. Hence, the contact and noncontact modes are selectively discussed.

4.2.1.1 Contact Mode

Contact mode is the most common method of operation of the AFM. As the name
suggests, the tip and sample remain in close contact as the scanning proceeds and
it is in the repulsive regime of the inter-molecular force curve (see Figure . In
this mode, the tip never leaves the surface (as shown in Figure (a)), so this

mode can be used for very high resolution imaging. The maximum vertical force
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is also controlled, so the compression of the sample can be limited. The lateral
forces, as the tip moves over the surface, can be a problem in some situations,
but can actually be an advantage in other situations. The lateral deflection can
give information about the friction between the tip and the sample, and can
show areas that may have the same height, but different chemical properties. In
contact mode, the set point value is the deflection of the cantilever, so a lower

value of the set point gives a lower imaging force.

(a) —

Al Ao A0 o

Figure 4.3: Sketch depicting contact mode (a) and noncontact mode
(b) of AFM.

4.2.1.2 Noncontact Mode

Non-contact operation is another method which may be employed when imaging
by AFM. The cantilever must be oscillated above the surface of the sample at
such a distance that it is no longer in the repulsive regime of the inter-molecular
force curve. This is a very difficult mode to operate in ambient conditions with
the AFM. The thin layer of water contamination which exists on the surface on

the sample will invariably form a small capillary bridge between the tip and the
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4.3 Scanning Electron Microscopy

sample and cause the tip to "jump-to-contact'. Even under liquids and in vac-
uum, jump-to-contact is extremely likely, and imaging is most probably occurring
using unintentionally tapping mode, in which the periodic contact to the sample
surface occurs.

The AFM (Park scientific instrument, Auto probe CP) was used for the topo-
graphical investigation of the synthesized nanowires (see chapter Figure
shows the observed grainy nature of the as-synthesized nanowires. However, due

to tip effect the resolution of individual grains was not possible.

Figure 4.4: The AFM image of the nanowires synthesized by using
thin film fracture approach (see chapter@. The inset shows the rough-
ness of the nanowires.

4.3 Scanning Electron Microscopy

The scanning electron microscope (SEM) is one of the most widely used instru-
ments in materials research laboratories. It is central to microstructural analysis
and therefore important to any investigation relating to the processing, proper-
ties, and behavior of materials that involves their microstructure. The SEM is
used for imaging the surface of the materials (e.g., topographical features) with

the aid of signals derived from the interaction between the probe electrons and
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the specimen. The strength of the SEM lies in its inherent versatility due to the
multiple signals generated, simple image formation process, wide magnification
range, and excellent depth of field.

Here, the SEM (Philips X L 30) was used for thorough topological investiga-
tions of various nanostructures including nanowires, nanoseaurchins and nano-
sails. The feature of the thin film cracks was also studied prior to the nanowire
formations (see images in section . The topography analysis of the cracks on
the resist was done after depositing a conductive layer (e.g. gold, platinum etc.)
Moreover, the elemental composition analysis (discussed in section 4.4]) of the

nanostructures was also done.

4.3.1 Principle of Operation

Figure shows a schematic diagram of an electron optical column for a two
lens of SEM. A source of electron is focused (in vacuum) into a fine probe that
is scanned over the surface of the specimen. As the electrons penetrate the
surface, a number of interactions occur that can result in the emission of electrons
or photons from (or through the surface). The electron gun operates typically
over a range 0-30 keV sometimes extending up to 60 keV depending upon the
type of instrument and application where the specimen is maintained at earth
potential. The microscope is a probe forming system where each lens condenses
and demagnifies the electron source to a focus spot at the specimen surface.
Figure (b) shows the corresponding ray diagram for a complete microscope.
Apertures that are included at various positions to limit divergence of the electron
beam. To achieve the smallest diameter electron probes incident on the specimen
the final condenser lens must have low aberrations; however, the resolution of the
final image cannot be less than the diameter of the scanning electron beam. Small
electron beam is, therefore, high resolutions are obtained if the lens apertures is
adjusted to an optimum size ~ 150 um diameter. A large depth of focus is
achieved for these instruments because the electron beam is focused from the
aperture on to the specimen surface over a distance of typically ~ 15 mm, if the
beam divergence is low (o = 3.3x1073 rad) this gives the depth focus of several
millimeters. It is the combination of the high resolution with the large depth of

focus which makes SEM well suited to examine topography of the materials such
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4.3 Scanning Electron Microscopy

as fracture surface.

Three types of electron guns are in common use today: tungsten (W) and
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Figure 4.5: Schematic diagram of a scanning electron microscope (a),
and ray paths in SEM; standard arrangement for image formation (b).

lanthanum hexaboride (LaBg) thermionic electron guns, and the field emission
gun. Tungsten and lanthanum hexaboride are used as filaments in thermionic
electron guns, in which the filament (cathode) is heated by applying a current.
Emission of electrons occurs at high temperatures and requires that the gun
be operated in a high vacuum to avoid oxidation. The emitted electrons are
accelerated to high energy by the application of a negative voltage to the cathode
and a bias voltage to the grid cap with the anode grounded. This triode system
accelerates the electrons and provides an initial focusing into a probe. Tungsten
is popular for its low cost, ease of replacement, and high current yield, while
LaBg (used here) provides a brighter source (higher current density) useful for
higher resolution. In the field emission gun, a fine tip is placed near a grid and
electrons escape the surface due to the high extracting field strength created by
the first grid. A second grid provides the accelerating voltage. Field emission

requires ultrahigh vacuum and is more expensive, but it provides much higher
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brightness with a resultant increase in resolution.

4.3.2 Electron-Sample Interactions

When an electron emitted from the source and hit the solid surface, it pene-
trates into the microstructure of the solid and interact with its atoms. During
this process, two different interaction phenomena can occur: elastic and inelastic
scatering. The electrons do not lose significant energy during elastic scattering
instead they get deflected at the nucleus; it merely changes its direction. Where
as, the collision between electrons with electrons of the atomic shell is accom-
panied by an energy transfer due to an equal masses of the colliding particles
(inelastic scattering). As the result, the incident electron does not only change
its direction, but it also slows down. These two processes operates side by side
and simultaneously. As a consequence of these different scattering events, an
electron probe which originally was sharply focused in vacuum spreads over a
greater volume after penetrating the solid (see Figure [4.6). The shape and the
size of this scattering volume depends upon the material as well as on the energy
and angle of incidence of the probe electrons. The most accurate theoretical val-
ues for extension and shape of the scattering volume are obtained with the aid
of Monte Carlo calculations [30], B1].

The principal images produced in the SEM are of three types: secondary elec-
trons (SE) images, backscattered electrons (BSE) images and elemental z ray
maps. The elemental z ray maps is discussed in the coming section. Secondary
and backscattered electrons are conventional separated according to their ener-
gies. The primary beam current i, the BSE current iggsg, the SE current igg,
and the sample current transmitted through the specimen to the ground ig¢ is

defined as (according to Kirchoff current law) [32]:
o = ipse +isp +isc (4.3)

These signal can be used to form complementary images. As the beam current
is increased, each of these current will also increase. The corresponding yields
of the BSE n and SE 4, which refer to the number of BSE and SE emitted per
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Figure 4.6: Schematic diagram illustrating the volume of material
that is probed by an incident electron beam together with the volumes
from which z-rays and backscattered, Auger and secondary electrons
emanates.

incident electron, respectively, are defined by:

;

n= 2 (4.4)
20

5= (4.5)
20

Both SE and BSE yields increase with decreasing glancing angle of incidence
because more scattering occurs closer to the surface. This is one of the major
reason why SEM provides excellent topography contrast in SE mode; as the

surface changes its slope, the number of SE produced changes as well.
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4.4 Energy Dispersive X-Ray Analysis

An Energy Dispersive X-ray Spectrometer (EDX) mounted in a scanning electron
microscope (SEM) (Philips X L30) was used to identify and determine the local
content of zinc oxide (ZnO) nanosails as shown in Figure [£.7]

The transfer of energy from the primary electrons to the solid, i.e., the inelastic
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Figure 4.7: EDX spectra of the as-synthesized ZnO nansails which
confirms the presence of Zinc as well as oxygen.

interaction, leads to various secondary process such as secondary electron (SE)
emission, z-ray emission, Auger electron (AE) emission etc., as shown in Figure
4.8l A primary electron incident with sufficiently high energy initially detaches
an electron from an inner shell, for instance the K shell, and removes it from
the atom. As a result, the atom attains a higher energy state. When the atom
returns to its ground state, an electron from an outer shell (e.g. L shell) fills the
vacancy in the K shell. The energy released in this process leads to the either
photon (z-ray) or another electron (Auger electron, e.g. from the L shell). The
vacancy now left in the L shell is filled by a further transition of an electron from
an outer shell, with the associated emission of the another z-ray or AE. This
process will be repeated in a similar sequence until the atom finally has returned

to its neutral ground state.
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4.4 Energy Dispersive X-Ray Analysis

The basis of practical quantitative electron probe microanalysis is Castaing’s

PE

Klabs

Figure 4.8: Sketch showing how the xz-ray and auger electrons are
emitted as the result of the energy release by the electron from the

highre states returns to its ground state [33).

first approximation, which relates the concentration with for a constituent in

the unknown to the concentration in a standard in terms of the ratio of z-ray

intensities generated in the target:
c;, If
(4.6)
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where C' is the mass concentration, ¢ is generated characteristic peak intensity
, © denotes a specific constituent, and * demotes the standard, such as pure el-
ement. The actual measured value is the ratio of emitted intensities I”/IZ. so
called k value. The emitted z-ray intensity ratio deviates from the generated
intensity ratio in equation because of interelement or matrix effect.

Quantitative analysis procedure so called ZAF method which is based upon a
combination of theory and empiricism have been used to calculate separate cor-
rection factors for each of the matrix effects. Using the matrix effect the most

common form of the correction equation is

Ci
Ci

=ZAF [[ZG] (4.7)
1¢ '

The term ZAF in equation [4.7] refers to the correction due to effect of atomic
number (Z), X-ray absorption effect (A) and X-ray fluorescence. Since the com-
position of the unknown appears in each of the correction factors, its necessary
to an initial estimate of the composition. The advantage of this procedure is
first, there is no need to know the spectrometer’s efficiency. Second, an exact
knowledge of the inner shell ionization cross section or fluorescence yields is not

needed, since they also cancel in the ratio.

4.5 Transmission Electron Microscopy

A transmission electron microscope (TEM) is one of the most powerful instru-
ments for investigating the microstructure of materials. This instrument enables
the fine-scale microstructure to the nanoscale to be examined in specimens suffi-
ciently thin (less than 200 nm) to facilitate transmission of a beam of electrons
without a great loss of intensity. It has high lateral spatial resolution (better
than 0.2 nm) and is capable to provide both image and diffraction information
from a single sample.

Figure illustrates the lay out of a TEM in the form of a ray diagram. The
electrons emitted from the electron gun are accelerated to an energy of between
100 keV- 3 MeV. The condenser lens then shapes them at an approximately paral-
lel beam which illuminates the specimen uniformly. The objective lens produces

the first image, which is then magnified by the intermediate and projector lens
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4.5 Transmission Electron Microscopy

and finally projected onto the fluorescent screen (see Figure 4.9 (a)). TEM offers
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Figure 4.9: Schematic layout and ray diagrams of a transmission elec-
tron microscope. Ray diagram for bright field imaging: the aperture
angle of the bundle of rays leaving each object point is limited to ap-
proz. 1 mrad by the objective aperture (a), and ray diagram for se-
lected area of diffraction (SAD).

mainly two methods of specimen observation; diffraction mode and image mode.
In the diffraction mode, an electron diffraction pattern is obtained on the fluo-
rescent screen, originating from the the sample area illuminated by the electron

beam. Whereas the image mode produces an image of the illuminated sample
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area. The image can contain contrast brought about by several mechanisms:
mass contrast, due to spatial separations between distinct atomic constituents;
thickness contrast, due to non uniformity in sample thickness; diffraction con-
trast, which in the case of crystalline materials results from scattering of the
incident electron wave by structure defects etc..

Different parts of unscattered and/or scattered electrons contribute to the for-
mation of an image. Figure[4.10] (a) shows the ray layout of the bright field (BF)
imaging ray. The electrons scattered by or diffracted at the specimen by angle
larger than ©g are intercepted by the objective aperture and cannot contribute
to the image. In dark field (DF) images (shown in Figure [£.10] (b)), the image
is generated not by the direct beam but by the intensity of diffracted or scat-
tered electrons and achieved by displacing the objective aperture i.e. the TEM
is switched to SAD mode. The degrading of spherical aberration as a result of
displacing the aperture can be avoided by tilting the incident film so that the
diffracted electrons pass through the centered aperture as shown in Figure
(c). To obtain image contrast in a very thin and weakly scattering specimen |,
both the electron in the direct beam and scattered electrons must be included in
image production as shown in Figure m (d). A phase contrast is then created

by allowing the scattered or diffracted electron to interfere with the direct beam.
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Figure 4.10: Imaging mode: bright field (BF) mode (a), dark field
(DF) mode (displaced aperture), dark field mode (centered) and high
resolution mode.
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4.6 X-ray Photoelectron Spectroscopy

The microstructural analysis of various synthesized nanostructures such
ZnO nanoseaurchins and nanosails were investigated by using high resolution
TEM Philips CM 30ST microscope (LaBg cathode, 300 kV, Cs = 1.15 mm).
SAED (selected area electron diffraction) and PED (precession electron diffrac-
tion) were also done using a diaphragm which limited the diffraction to a circular

area of 2500 in diameter.

4.6 X-ray Photoelectron Spectroscopy

X-ray photoelectron Spectroscopy is a surface sensitive spectroscopy technique
that allows chemical identification of the elements in the top atomic layers of a
sample by recording the binding energies of the electrons associated with these
atoms. Furthermore, because the binding energies differ not only from chemical
species to species, but also vary with the bonding conditions in which the ele-
ment is found, this technique also provides information on the actual compounds
present on the surface. In essence, it probes the electronic structure of the sur-
face. When used in combination with sputter depth profiling, in which ions are
used to remove surface layers from a sample, XPS provides information about
the depth profile of a sample.

The basic process of photoelectron emission is shown in Figure[4.11} A photon of
sufficiently short wavelength (i.e. high energy) can ionize an atom, producing an
ejected free electron. The kinetic energy Ej of the electron (the photoelectron)

depends on the energy of the photon expressed by Einstein photoelectric law:
E,=hv—Fp (4.8)

where F, is the photoelectron kinetic energy, hv the exciting photon energy and
Ep the binging energy of the electron in the solid. Since A is known, measuring
of F}, will enable ot determine Ez. The usefulness of determining Eg for material
analysis is obvious since Epg for different atoms is distinct. Or the energy levels
(or eigenvalues €) of each orbital are different for the same orbital in different
atoms, because the electrostatic attraction for different nuclei is different. To a
first approximation the binding energy of an electron is equal to the € value. So by

experimentally determining an e value, which is specific to the atom concerned,
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Figure 4.11: A sketch showing the basic process of photoelectron
emissions (a)and (b).

it is therefore possible to identify the atom. The samples in such experiments are
electrically connected to the spectrometer to balance the charge of the emitted
electrons and to adjust the two Fermi levels. Therefore the binding energies are

usually referenced to Fermi level and the above equation is rewritten as:
Ey=hv—FEp — (4.9)

where 1) is the work function of the spectrometer.

The source X-rays are in short generated by bombarding a water cooled anode
with 10-15 keV electrons. Typical anode materials are magnesium or sodium or
aluminum, because the energy width of the characteristic x-ray lines are small
for light elements.

The XPS technique is highly surface specific due to the short range of the pho-
toelectrons that are excited from the solid. The energy of the photoelectrons
leaving the sample are determined and will give a spectrum with a series of pho-
toelectron peaks. The peak areas can be used to determine the composition of
the materials surface. The shape of each peak and the binding energy can be
slightly altered by the chemical state of the emitting atoms.

In this work, the X-ray spectrometer ( VG Sceintific limited, VGS 5000 ESCA)
was mainly used for determination of the ZnO formation in the synthesized
nanoseaurchins. The intensity vs. binding energy plot obtained clearly shows

that the nanoseaurchins are composed of ZnO.
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4.7 Electrical Measurement Device

Figure 4.12: Photo of the microchip holder device which was used to
measure the electrical properties of various nanowires. The inset (top-
left) shows the microchip consists of horizontal nanowires at each of
the contact junctions, and the number refers to the contact points.

4.7 Electrical Measurement Device

Electrical and electronic measurements of materials are among the most power-
ful techniques available for materials characterization. These measurements can
reveal information that completely characterizes the electrical transport proper-
ties of a material. The electrical measurement of the synthesized nanowires was
done by using a Keithley Picoammeter 6485, computer controlled power supply
(Redlab 4301, from MeilHaus Electronic GmbH) and chip holder device. The
Keithley picoameter enables to measure very small current values in micro- as
well as nanoampere scale. Figure [£.12 shows a custom made chip-holder device
which was used for a direct current (DC) conductance measurement of both hor-
izontal and vertical ( e.g., nanoseaurchins and nanosails) nanowires. It consists
of 12 easily adjustable gold pins and is designed to fit each chips (inset in Figure
so as to avoid contact instability. The numbers (1, 2 and 3) on the chip
represent one of the possible electrical contacts, where usually 3 was used as a
reference. For instance, in the case of horizontal nanowires synthesis each con-

tact junctions (shown in the white arrow in the inset) consists of nanowires. The
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nanowire integrated microchip is then mounted into the device as shown by the
red arrow where it is further connected to a Keithley Picoammeter and a power
supply. Thus, the conductance measurement of the wires can be carried out by

using either contact 1 or 2 in reference to 3.
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Horizontal Nanowires

Nanowires with the transverse direction well below 100 nm are one of the best
candidates for further technological miniaturization. They have been proposed
as being potentially important in the development of interconnects and active
components in future nanoscale electronic, magnetic and photonic devices. The
presence of two confined directions in nanowires enable them to exhibit different
electronic properties unlike their bulk counterparts, which includes enhanced sur-
face scattering effect, change in screening length etc. Moreover, the high aspect
ratio (length/diameter) of nanowires give them an advantage among nanostruc-
tures for biological and chemical sensing applications. Due to their unique prop-
erties, they have drawn huge interest in various research area of physics, materials
science, and chemistry.

Several techniques have been developed for the fabrication of one dimensional
structures by various researchers. However, extended investigation was given for
few of these techniques due to various reasons (e.g., cost, versatility, reproducibil-
ity etc.). The nanowire fabrication method falls into three broad categories:
lithographic technique (e.g. photo- and e-beam lithography), template-assisted
synthesis (e.g. electroplating and electrophoretic deposition), chemical synthesis
and self assembly.

The present chapter includes a detailed description of nanowire fabrication from
various metallic and semi-conducting materials, different characterization tech-
niques used for structure and morphology analysis of the synthesized nanowires
and study of their electrical properties under various conditions.

The chapter is further subdivided into different sections and subsections. The
first section explains detailed experimental procedures, which begins with dis-

cussing about the observed phenomena during resist film cracking. The crack
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formation on a thin film is a primary step for the horizontally aligned nanowire
formation. The second section mainly focuses on the electrical properties of the
already synthesized nanowires under different conditions. Moreover, discussions
regarding the sensoric properties of the various nanowires and different methods
of nanowire anodization and their corresponding electrical properties are also in-
cluded.

The nanowire synthesis approaches used in this thesis, basically combines both
the bottom-up (nanowire formation) and top-down (resist microstructuring) tech-
niques. It is mainly based on a relatively controlled thin film fracture, which was
then used as a template. It presents a simple way of device fabrication based on

integrating the synthesized nanowires into silicon micro-chips.

5.1 Experimental Details

5.1.1 Nanowire Fabrication

The fabrication of nanostructures such as nanowires in a rapid and cost effective
method has still been a challenge in nanotechnology over the past several years.
Precise techniques for structuring on the nanoscale exist, but in most cases the
techniques used are either relatively slow, expensive (e.g. electron-beam [34] or
dip-pen lithography [35]) or material specific, and are often limited to distinct
deposition techniques. On the other hand, the cost effective self-organized tech-
niques often suffer from a lack of controllability; leading to problems to connect
nanowires in a desired way and integrate them into standard processes.

One alternative and relatively simple technique is based on thin film fracture
[36H39] which involves the usage of cracks as a template for a nanowire synthesis.
The detailed mechanisms and general behavior of thin-film cracks have been thor-
oughly investigated in the past decades [40H44], and even the crack generation
as well as propagation under different circumstances were also studied. Cracks
are associated with the mechanical failure of a material and can be observed
on different objects at different scales such as drying muds, spin-coated organic-
inorganic coatings at higher temperature [45], low K-dielectric thin films [46] etc.
As a consequence, they are often seen as a problem and undesirable, therefore

researchers focus on finding ways of prevention.
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The formation of the desirable cracks in the thin film can be done in two ways:
by bending of flexible substrates covered with brittle thin films or by exposing
the film/substrate system to a drastic temperature change which induces high
thermal stress in the film attached to a rigid substrate. The latter means of
crack generation is due to difference in thermal expansion coefficient between
the substrate and a fragile film. Moreover, this crack generation can also be
"guided” by introducing pre-defined weak sites [37, [39] which will be discussed in
the next subsection. The mesoscopic or nanoscopic cracks which are intention-
ally produced by these techniques can be used as templates for the fabrication of
nanoscale wires; even both controlling the wire dimension and fabrication of two
different nanowires were also possible by using those templates as shadow masks
[38]. Using shadow masks for the fabrication of nanostructures have been also
reported elsewhere [47, [48]. However, the challenge so far in this thin film frac-
ture approach is on the fabrication of these cracks in a well controlled, designed,
and reproducible way in an integrated surrounding, particularly the formation of
defined contacts as interface to the macro-world, e.g. on a silicon microchip.

The synthesis of nanowires based on a controlled crack formation at a predefined
site requires proper selection of a brittle thin film which can be easily prepared
and fractured with good reproducibility. Among the easily fractureable materials,
Shipley 1813 photoresist and polymethymethacrylate (PMMA) showed reliable
mechanical properties. The basis of this particular fabrication and integration
technique of the nanowires into microchips is based on the possibility of synthe-
sizing different types of nanowires integrated into a chip in a relatively simple
approach as compared to other scientifically suggested techniques. In general,
the fabrication procedure contains five main steps as illustrated briefly in Figure
(a) - (f). The first and the primary step of the process was deposition of
a photoresist (or PMMA in the case of e-beam lithography (discussed in sec-
tion5.1.1.2)) with various thicknesses on thermally oxidized silicon samples (5705
thickness of 100 nm) by spin-coating on p-doped silicon substrate (76 mm di-
ameter, p-doped, 1-10 Qcm resistivity, 380 mm thick, (100) oriented. Second,
photo-lithography and e-beam lithography were used to microstructure the pho-
toresist and the PMMA, respectively. This microstructuring of these thin films

on a silicon substrate helps to:
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o Prepare micro-scale electrical contacts while synthesizing the nanowire si-

multaneously, and

» Create and analyze different geometries of thin films in order to form desired

pattern of cracks after thermal cycling by creating weak sites on the film.

This process enables to form a predefined site where, , most likely, the failure of
the film is to occur as the stress field is expected to concentrate on the weakest
site. Figure (a) and (b) shows one of the microstructured resist thin films on
a silicon wafer and a microchip, respectively. The microstructured resist/silicon
wafer consists of 20 microchips with 4 additional different microstructure designs.
The crack generation on the resist (third step) was done by baking the microchips
at a temperature of 360 K for about half an hour. The already baked sample
was then exposed to thermal cycling down to cryogenic temperature mainly by
using liquid nitrogen (temperature about 77 K) for few seconds (between 3 to
5 seconds). This process can be carried out either by a direct dipping of the
thin film coated sample into liquid nitrogen or by exposing it to a liquid nitrogen
steam. The baking temperature as well as the liquid nitrogen exposure time was
optimized to get the desired cracks, as the fracture property of the film depends
on the condition during film preparation. The drastic thermal change induces
thermal stress in the resist film which leads to the formation of nanoscopic or
macroscopic fracture patterns upon relieving the film stress. The fourth step
(the vacuum deposition of the electrical contacts and the nanowire material as
shown in Figure|5.1| (d)) and the final steps (mask lift-off) will be discussed at a

later stage in the subsections to follow.

5.1.1.1 "Controlling” or ”"Tuning” Crack Patterns

The formation of cracks on bare thin films materials are often relatively uncon-
trolled, mostly random and can even cover the whole area of the thin film. This
phenomenon is one of the difficulties of cracks to be used as part of functional
templates for a nanostructure fabrication by filling them with a necessary ma-
terial. Thus, the great challenge, so far, is the formation of ”controlled” micro-
or nanoscale cracks in a desired pattern at a desired location. To solve these
and other related problems, several methods have been developed on different

types of thin-film/substrate system in the past years. One of these methods was
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(f

Figure 5.1: General processing steps for manowire fabrication based
on thin film fracture. A well cleaned silicon substrate with 100 nm
thick oxide is masked by a photoresist film by spin - coating (b). A
microstructuring process by exposing the thin film with UV or e-beam
lithography to create a suitable design (c) by using a mask yields a
rectangular shape film after removing the UV exposed area (e.g. for
positive resist). The cracks generation by thermal cycling (d) and
finally the material deposition(e) and successive mask lift-off results
formation of nanowires and electrical contacts (f).

by creating a predefined site where the strain field is expected to concentrate
and lead to fracture. This type of method was done by using a microstructured
photoresist films on a silicon substrate as shown in Figure [5.2] The resist mi-
crostructuring was done by using conventional photo-lithography technique. The
microstructured photoresist wafer consists of 20 (each 1 ¢m? area) microchips
(Figure |5.2| (b)) and each chip has eight resist stripes with 6, 8 and 10 pm width
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as shown by the arrow in Figure (c) along 200 pum length. This gives in prin-
ciple the possibility for mass production of cracks which are ready to be filled by
materials needed. These microstructuring of the film enables the fabrication of a
relatively well ”controlled” (patterned) crack formation at a predefined site. Sim-
ilar "controlled” alignment of cracks have also been observed on a stainless-steel
foil substrate [38] where a simple application of the uniaxial bending can result
cracks arranged in parallel. However, the fabrication of two parallel cracks, for
example, on a rigid substrate is in principle difficult since the two strain fields
associated with the cracks prefer (tends) to join each other. These types of phe-

nomena (mechanism) of thin film fracture have been studied thoroughly [49]. The

Figure 5.2: Microstructured photoresist on Silicon substrate (a), the
magnified image of one of the microchips (b) and the site where pat-
terned cracks were observed (c).

examination of several shapes of microstructure pattern reveal that simple rect-
angular stripes of photoresist are very effective to create a well ordered fracture
patterns. This simple shape of the photoresist has shown high reproducibility
of crack formation. The cracks formed in these stripes are well organized and

follow a "zig zag” pattern. However, this pattern was not observed for all widths
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of stripes as shown in Figure [5.3] since the strip dimension plays an important
role on the design of the pattern that the cracks follow. For a 10 um strip width,
for example, the cracks are very well defined and equidistantly distributed. They
are about 20 which are aligned in 45° to each other across the 200 pum length
and are the most reproducible. In contrast, 8 um and 6 pum stripes appear to be
more irregular as shown in Figure (b) and (c), respectively. These patterns
are believed to occur as the result of biaxial stress developed during tempera-
ture treatment of the film, however for a detailed understanding of the patterns
observed for those different strip’s dimensions further study needs to be done.
The connection of the nanowires, obtained after material deposition and lift-off,
is a further advantage of the setup as it guarantees a certain defect tolerance:
if one single wire fails, the others still perform, changing the overall electrical
performance in a tolerable way.

Different mechanisms were observed on the resist film when they are subjected to

I/

N\

Figure 5.3: Optical microscopy of different crack patterns on a 10 um
(a), 8 um (b) and 6 um (c) stripes.

drastic temperature change by causing a thermal stress in the film. These include

resist buckling, buckle-driven delamination [50] 51], worm-like (telephone cord)
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patterns as shown in Figure [5.4] and some micro-scale branches with "Lambda”
structure close to the contact was also observed (marked in square in Figure
(a)). Figure (a) shows the buckle driven fracturing phenomena which was
observed on 10 pm strip. This type of buckling (debonding) from the substrate
and subsequent delaminating of films occur upon releasing compressive stress [52]
and usually occurs when buckling stress exceeds film fracture stress. Figure
(b) and (c) show the partial film buckling and the sinusoidal type buckled fea-
tures called telephone-cord on 8 and 6 pm strip dimensions, respectively. They
occurred as a result of the biaxial compression which is induced by the thermal
stress, and this type fracture pattern has been observed in several thin film sys-
tems [53] [54]. The sinusoidal crack patterns on bulk materials [55] usually shows
dependence on the immersion velocity and the temperature gradient which also
shows a little influence on the resist film during crack formation.

The compressive stress developed in an elastic rectangular shape strip is deter-
mined by different factors such as width of the strip (b), thickness of the film (h)
etc. and can be described as equation [56],

or = 12(119712@2) <Z>2 (5:1)

where o is the stress on the film, v is Poisson’s ratio and E' is the elastic mod-
ulus.

The above equation clearly shows how a compressive stress depends on the strip
dimension, which plays an important role on the formation of the three different
film fracture mechanisms for the same resist thickness during cracking. More-
over, the film thickness dependence of the stress [41} 49] led to find the critical
photoresist thickness, under which no cracks can be formed. Hence, the optimal
thickness of the photoresist was identified by investigating the crack behaviors
observed at various resist thicknesses. In doing so, a 560 nm-thick photoresist
film was found to be optimal for the formation of the desired cracks. If the film
was too thin (below 400 nm), the stress developed in the film seems not enough to
induce the fracture in the third step, and yielded almost no cracks on the resist,
whereas when the film was too thick (above 1000 nm), the risk of uncontrolled
delamination of larger parts of the photoresist film was very high, and the cracks

could not be guaranteed to reach down to the substrate.
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Figure 5.4: The Scanning electron microscopy image of photoresist
film upon thermal cycling. Buckling-driven delamination (a) buckled
(b) and worm-like or telephone cord formation (c).

5.1.1.2 Nanowire-Material Deposition

A choice of the metalization technique can strongly affect the final nanowire mor-
phology and its physical properties. The material deposition technique (fourth
step) used here, was based on physical vapor deposition (PVD) which often re-
sult polycrystallinity in the deposited film. The desired material for the nanowire
formation was done selectively by magnetron sputter deposition under ultra high
vacuum (UHV). The sticking properties of the metal on the substrate is crucial
to form a uniform and continuous nano- or mesowire. Hence, before the de-
sired metal could be deposited an adhesion promoter was used to ensure that
the sputter deposited material sticks well to the substrate; this could be either
evaporated chromium (Cr) or sputter-deposited titanium (Ti) both with 99.99
% purity from Goodfellow industry. One of these metals, with thickness about
3 nm, was deposited while the sample was kept under rotation. The rotation of
the sample while depositing material increases the possibility of material covering
of the crack opening area to reach down to the substrate. This minimizes the

shadowing of the delaminated cracks which has a high aspect ratio (typically the
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crack opening at the top is between 100 nm and 150 nm, while the film is 560
nm thick). The metal was deposited under a base pressure of 10~% mbar for the
adhesion promoters (particularly Cr) and under argon pressure of 3.4 x 103 mbar
for the nanowire materials during sputtering. The metal deposition covered the
whole area including the cracks, therefore an additional micromask was used to
deposit exclusively on the cracked rectangular strip so as to avoid any short cir-
cuits. The novelty of this nanowire fabrication technique relies on the possibility
of fabricating various types of nanowires, and has better advantage than other
methods which are mostly material specific. The fabricated nanowires includes,
for example, gold (Au), palladium (Pd), nickel (Ni), platinum (Pt), zinc oxide
(ZnO) and Ti which were able to be sputter deposited at a thickness of about 50
nm, and at a rate of 0.5 A/s, to form the corresponding metal nanowires. The
substrate was kept at room temperature during the metal deposition process.
Since the deposition of the material by this method also covers areas outside
the cracks, a further step is required. Therefore, to separate the nanowires (or
material filled cracks), mask lift-off was done consecutively. This process was per-
formed by first soaking the sample in acetone for about 1 min and then keeping
it in an ultrasonic bath (BANDELIN, Sonorex, frequency - 35 Khz) for roughly
2 s. Keeping the sample in the ultrasonic bath for too long may destroy the
nanowires. The subsequent depositing and removing of the superfluous materials
resulted in the formation of 20 well-defined ”zig-zag” metal nanowires across a
200 pm channel.

Furthermore, the angular deposition of the nanowire material on the delaminated
cracks as a mask yielded either "zig” or "zag” wires as a result of an angle depen-
dent shadowing effect. Based on this shadowing effect, the creation of two parallel
or connected nanowires from different materials by a similar approach was also

Y

possible, as reported in previous work [38]. The "zig-zag” patterned nanowires
are already connected to larger rectangular electrical contacts, which was done
simultaneously during the nanowire material deposition. However, outside of the
micro-scale channel, only random wires were observed (see Figure (a)). For
the integration of these nanowires into devices and thus to analyze their electrical
properties, this random network formation was avoided by covering the sample
with an additional mask during deposition process. The atomic force microscopy

(AFM) image in Figure (b) shows the as-synthesized nanowires after per-
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forming the whole processing steps. It shows a granular structure with a rough
surface area, which enables the fabricated nanowire to have a better functional
advantage for sensor applications. The thickness variation of individual grains
is seen in the AFM image in Figure (¢) which shows the change in the wire

topography (roughness). However, due to the inherently limited resolution of

Opm 2pm Onm 500nm 1000 nm

Figure 5.5: Images of Au nanowires (NWs) integrated in a microchip.
Optical microscopy image showing a well-organized “zig-zag” pattern
of NWs between two electrical contacts (yellow areas) (a). In con-
trast, next to the contacts, an unorganized pattern of wires can be
found. The photographs in the inset show the wafer (7.62 cm in di-
ameter) consists of chips (each 1 ¢cm?); the position where the mi-
croscopy image was taken is marked with an arrow. AFM image of
polycrystalline Au NWs (b). Magnification of (b) showing the typical
thickness variation along the NW (c), indicating the granular nature
of the wires, which is important for sensor applications. Typical fab-
rication problems (d). Arrow 1 points to a swing by of the NW caused
by a thickness gradient in the step edge (magnified on the right), and
arrow 2 shows a discontinuity.

AFM determined by the shape of the tip, the gaps between the grains (clusters)
could not be resolved.
Generally, the fabrication of the nanowires by using a thin film fracture approach

can be highly influenced by many factors, which have to be considered. These
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factors include: the ambient conditions during the microstructuring of the resist
(e.g., humidity, pressure, etc.), the thickness of the film (as mentioned earlier),
the temperature to which the film was baked during crack formation, and the
degradation of the resist film over time (e.g., from light exposure). One of the
important factor for the achievement of reproducible crack patterns is the unifor-
mity of the resist thickness whereas a thickness variation could lead to a defect
formation which could result; (i) cracks which were not connected to the electri-
cal contacts (causing a "swing by” of the nanowire) as shown in Figure (d),
(ii) in discontinuities or (iii) in mask peel-off resulting in total destruction of the
nanowire mask. Usually, the latter case occurs if the photoresist is too thick. In
thicker films, more strain could be built up and thus a larger force was acting on
the interface, leading to delamination. In contrast, not enough strain was built
up under a critical film thickness, which showed no cracks upon thermal stress
was induced.

Figure [5.6| shows the other application of the microstructured thin film fracture
approach for formation of a suspended nanowire at a specific location. The syn-
thesis of this type of nanowires was done in the labs of TU-Illmenau by Dr. V.
Cimalla (now Fraunhofer Institut fir Angewandte Festkoerperphysik, Freiburg)
by microstructuring the Poly(methyl methacrylate) (PMMA) film using e-beam
lithography technique. Following a similar procedure as illustrated in Figure
(a) (also similar to the basic processing steps outlined in Figure [5.1]), which
includes spin coating, film microstructuring, cracking, material depositing and
lift-off process, a nanowire could be formed. The "bow-tie” type pattern, as sug-
gested elsewhere [57], was used to create a predetermined breaking point at the
thinnest part of the photoresist film. As strain concentration occurs preferentially
at notches, they act as a starting point for crack formation. Figure (b) shows
the result after all process steps were completed and a further substrate etching
step was performed: a free-standing bridge composed of suspended Ni nanowire
between two electrodes was created. In principle, these types of structures can
be used as mechanical resonators [58), [69]. The "bow-tie” structures are also very
useful for basic research [60] and are an example of the broad application of the
nanowire synthesis approach, being discussed here. But in terms of reproducible
fabrication, it turned out that the "zig-zag” type of nanowire formation was much

more reliable.
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Figure 5.6: Sketch of the NW formation steps for the bow-tie-type
microstructure pattern (a) and SEM image of the contacted NWs after
cracking of the resist film, metal deposition, and mask lift-off (b). A
further etching step converts the wires into a free-standing bridge.

5.2 Results and Discussion

5.2.1 Electrical Characterization of Nanowires

The integration of nanowires into devices is the vital step for building functional
electronic devices. Unlike other nanowire synthesis methods which require the
manipulation of nanowires for integration, the synthesis approach, used here,
enables easy fabrication and gives an opportunity to analyze them further. A
primary and fundamental attribute of such a two terminal nanowire- based de-
vice is electrical continuity, i.e the ability to transport charge carriers along its
length under a longitudinal potential bias. The electrically continuous nanowires
then can be further investigated by carrying out several tests. The following
subsections discuss different properties including the electrical characterization
at different temperature regimes, and study of the oxidation properties of the
polycrystalline nanowires. The first test of sensoric properties of the synthesized

polycrystalline wires are also presented.
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5.2.1.1 Room Temperature Current - Voltage Characteristics

The room-temperature electrical measurements were performed under ambient
conditions using Au contact pins connected to the fabricated nanowire circuits.
The current through the nanowire circuit was measured by using a Keithley 6485
picoamperemeter (which is optimized for measuring the extremely small electrical
signal) while increasing the voltage from 0 to 2 V. The resistance of each nanowire
was extracted from the slope of the current-voltage (I-V) curve below 0.5 V. Fig-
ure|5.7| (a)-(d) shows a set of I-V curves for Au and Ti nanowires. A correlation of
the I-V curve with nanowire thickness (diameter) is not obvious since the wires
are a polycrystalline, and it is not possible to resolve each grain in the ~ 14
pm long wires. However, a correlation between the nominal thickness deposited
and the resistance was observed. The electrical property of these nanowires will
mainly be influenced by the "largest” gap between the grains. Higher electrical
resistance values were recorded from the I-V curve of these nanowires (shown in
Figure as compared to their corresponding bulk counterparts. This proper-
ties of the nanowires is due to strong confinement, which enhances surface- and
grain-boundary scattering [61]. The scattering phenomena decreases the mean
free path () of the conduction electrons which therefore decreases the electrical
conductance of the wire. The curves show an almost linear characteristic up to
a certain bias voltage (around 500 mV) in almost all nanowires. However, at
higher voltages, current fluctuations were observed, mainly, in the Au nanowires
(see Figure (a) and (b). However these were not often observed on the Ti
nanowires (c) and (d). The current fluctuations at higher voltage are very
likely due to high fields and high electric current density which is known to en-
hance cluster (grain) fusing [62] and electromigration [63] [64], respectively. The
cluster-fusing effect is illustrated by the sketches in Figure [5.8| (c) and (d). Upon
increasing the voltage (i.e., enhancing the induced field between the grains), the
gaps with high voltage drops will tend to decrease by changing the shape of the
metal grains. As a result, the potential barriers between the grains will reduce
which then allows the electron transport from one grain to another and enhance
the electrical conductance of the wire. While Figure (a) and (b) shows only
small variations around 500 mV, appearing as small noise, the changes in the
[-V characteristics of the Au nanowire in Figure (a) are more pronounced.

These wires have 10 times less resistance due to smaller dimensions and/or larger
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Figure 5.7: The I-V characteristics of both Au nanowires with resis-
tances of 10 kQ (a), and 2.6 M (b), and TP nanowires with resistance

4 MQ (¢) and 0.01 MQ (d). Current fluctuation at higher voltage was
observed in Au nanowires.

gaps between the grains. Around 500 mV an increase in conductance could be
observed, and further decreasing the voltage caused a continued increase in con-
ductance (loop one). Ramping to higher voltages in a second loop caused an
even more pronounced increase in the current, further confirming the change in
grains to a certain extent. The long delay time of the phenomenon is particularly
interesting. The ramping down of the voltage occurs in a matter of seconds; even
at lower voltages an increase in conductance can be observed. Obviously, there
is some threshold or barrier value that has to be overcome to induce reorgani-
zation. If the largest gap closes, the voltage drop at the second-largest gap will
be increased, leading to a cascade down through the smaller gaps. Increasing
the voltage can, in contrast, also initiate electromigration as a result of the high

current density (~ 10" A/m?) through the wire. This increases the resistance of
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the wire, as shown in Figure (b), region I, where a wire with an even lower
conductance is used. Eventually, the permanent destruction of the nanowire oc-
curs when the current is further increased. The fluctuation phenomena depend
strongly on the size of the nanowires as well as on their material composition.
In general, precious metals fluctuate at significantly lower current than other
transition metals, such as Ni or Ti, under ambient conditions. The integrated
nanowires fabricated here allow, in principle, detailed studies of this behavior, as
vacuum deposition techniques allow a variation of crystallinity, grain size, com-
position, and in this case the height and width of the nanowires [3§].

From the room temperature I-V behavior of these nanowires, it can be concluded
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Figure 5.8: The I-V characteristics of Au nanowires with resistances
of 3 MQ (a),and 0.25 MQ (b). Sketch indicating the polarization by
the high electrical field between grains (c), and grain fusing leading to
the formation of a path of enhanced conductivity (d).

that the driving voltage for these nanowires devices should stay below 500 mV'.

5.2.1.2 Variable Temperature Electrical Characterization

The presence of gaps between the grains in the nanowires very likely favors a
hopping conductivity mechanism [65]. To study this electrical transport proper-

ties, various variable-temperature measurements were performed under ambient
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Figure 5.9: Temperature dependence of manowire resistance: I-V
characteristics of Ti NWs upon heating from room temperature to 363
K (a). Resistance versus temperature at 100 mV for Au (b) where the
red solid line represents the power-law fit to the data (R ~ T~%), and
the fit for Ni NWs shows a 1D wvariable-range hopping (VRH) (R ~
eap(Ty/ T3 (c).

condition. Figure (a) shows the I-V characteristics of Ti nanowires under
different temperatures. Unlike the bulk counterpart, the measurements show an
increase in the conductance of the nanowires upon increasing the temperature.
It was conducted by heating the Ti nanowires to a fixed temperature in the small
temperature range (300 — 363) K. Measurements of the corresponding I-V char-
acteristics was carried out below 500 mV in order to avoid fluctuations. The
decrease in the electrical resistance upon heating could be as a result of an in-
crease in thermal energy absorbed by the localized electrons in the grains. This
enables more electrons to hop by overcoming the energy barrier between the grain
of nanowires as temperature increases.

The variable-temperature electrical characterization helps to gain an insight
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into the possible contributions of the different scattering mechanisms within the
nanowires. The electron transport mechanism in these polycrystalline nanowires
is in the diffusive regime where the conduction is dominated by carrier scattering.
Generally, the diffusive nature of electron transport can be attributed to phonon
(lattice vibration), boundary scattering, lattice and other structural defects, and
the presence of impurity atoms. For the thorough investigation and detailed
analysis, it was necessary to go to a wider temperature range including cryo-
genic temperatures. Figure (b) and (c) shows a plot of the resistance versus
temperature for Au and Ni nanowires, respectively, which exhibits a nonmetal-
lic behavior. The red solid line in Figure (b) represents a fit to power-law
hopping model (R ~ T~%). On the other hand, the low temperature dependence
of the Ni nanowires was able to be fitted to one-dimensional (1D) variable-range
hopping (VRH) model (R ~ exp(Ty/T)""). These mechanisms could be origi-
nated from the nanoscopic dimension of the wires and its polycrystalline nature
where the random arrangement of the grains in the nanowires can be considered
as a disordered system. A similar type of conduction behavior has also been
observed in various disordered materials, where the resistance curves suggested
a variable-range hopping mechanism [66-68]. In the other case, increasing the
wire thickness led to a transition towards bulk behavior, as the hopping barriers
become lower whereas the role of phonons becomes more important. This can
be shown in the resistance versus temperature behavior of Ni mesowires (Figure
, which have a nominal thickness of 150 nm. Unlike Ni nanowires, it showed
almost constant resistance over a larger temperature range. This effect is most
probably due to the combined effect of the two conductivity mechanisms, that
is, power-law hopping-assisted conductivity (Figure (b)) which is typically
thermally activated and a bulk conductivity (Figure 5.10] (c)) at relatively lower
and higher temperatures, respectively. This phenomenon is technologically ap-
plicable as the temperature stability of current is of great importance for devices

such as sensors.
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Figure 5.10: Resistance versus temperature for a Ni mesowire. The
resistance changes by only 0.6 kQ in a temperature range of more
than 110 K, representing an effective temperature coefficient of 2 x
1074, one order of magnitude smaller than the bulk value of 3 x 1073.
The increase in resistance indicates two mechanisms: hopping-assisted
transport at low temperatures (b) (the solid line is a power-law fit
(R ~ T~%)) to the data) and phonon scattering at relatively higher
temperatures (c).

5.2.1.3 Oxidation of Metal Nanowires

Many metals form compact oxide films when they are exposed to an open air.
These oxide formations have been studied and two assumptions were proposed
several years ago [69, [70]. The first assumption was based on the diffusion of
the metal ions through the oxide film at considered temperature. At the surface

between the oxide and air, the metal ions combine with oxygen to form new
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layers of oxides, if electrons can get through the layer too from the metal to
the free surface. Whereas, the second assumption was proposed on the basis of
electron transport through the oxide layer. This electron transport can occur by
two mechanisms; either by thermionic emission from the metal into the conduc-
tion band level of the oxide or by quantum tunneling. The thermionic induced
transport is almost impossible to occur at room temperature if the corresponding
work function is greater than 1 eV. Hence, the quantum mechanical effect is the
more likely mechanism, but it is only if the thickness of the oxide is extremely
small (e.g., < 2 nm).

The kinetics of the oxide film growth was analyzed and studied in detail by Wag-
ner [71] and Cabera and Mott [69] for thick (thickness > 1 pm) and thin (<
20 nm) films, respectively. The Wagner’s theory of thick film growth provides a
means by which the rate of film growth can be related to other measurable trans-
port properties, such as diffusion coefficients. It had been observed that the film
growth obeyed parabolic kinetics i.e. X? = kt where X is the film thickness and k
is the parabolic rate constant. The parabolic kinetics can be seen consistent with
the rate of growth being controlled by transport down by a gradient of driving

force, which becomes proportionally smaller as the film thickness increases as

dX  k,

o ax (5-2)

Thus, Wagner theory is based upon diffusion across the film being the slowest,
and therefore the rate-limiting step in the overall sequence of reactions. However,
the assumptions in this theory become poor as the film thickness gets sufficiently
small. The quantitative as well as qualitative details of an oxide film growth
for various materials has been reported elsewhere [72]. On the other hand, the
Cabrera-Mott theory describes the oxidation of a thin film in atomistic rather
than phenomenological terms. The bases of this theory is that the electron can
freely pass from the metal to ionize the adsorbed oxygen atom or molecules at
the oxide/gas interface so that the electron electrochemical potential is equal in
the metal and the adsorbed layer. As a result, uniform electric field (zero space
charge) will be induced in the film by positive surface charge on the metal and
negative from excess oxygen ions in the oxide/gas interface. Figure shows
an energy band diagram which illustrates before and after the electron transfer

from the metal to oxygen adsorbed on the surface according to the Cabrera-Mott
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Figure 5.11: Electron energy level diagrams, before (a) and after (b)
electron equilibrium, illustrating how the transfer of the electrons from
the metal to oxygen adsorbed on the surface of a thin, growing oxide
film generates a uniform Electric field according to Cabrera-Mott the-
ory. Ey, A¢d and ¢ represent the Mott potential, the voltage across
the film and the work function of the metal, respectively.

theory. In this mechanism of oxidation, the electric field drives the slow ionic
transport across the film and causes it to thicken. The electron continues to
cross the film readily to maintain zero current.

The local nanoscale oxidation of semiconductors and metals attracts a lot of
interest from both scientific and technological point of view. This oxidation
phenomena have been observed on three-, two- as well as one-dimensional nanos-
tructures. However, among these, one-dimensional structures are more liable
for oxidation due to their high aspect ratio. Therefore, the formation of oxides
should be carefully studied since the overall performance of future nanostructure
integrated devices could be affected. Nevertheless, a controlled oxide formation
has been used for the fabrication of electronic devices. In the coming subsections,
the native and controlled oxidation of different polycrystalline nanowires at room

temperature will be discussed.

Oxidation of Nanowires at Room Temperature The oxidation of some metals

occur if they are exposed in air or upon applying a certain bias voltage. The
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rate of oxidation depends on the dimension of the material and expected to be
significantly higher for the nanscopic material than their bulk counter part due
to high surface-to-volume ratio.

The oxidation behavior of both Ni and Ti nanowires were investigated at room
temperature. The experiment was carried out by setting two different conditions;
one while constantly applying a bias voltage across the nanowire and the other
without. This helps to investigate almost exclusively the effect of either air or
field driven oxidation on nanowires. Oxidation plays a major role in changing the
electrical properties of nanowires due to their confined scale, therefore it can be
more enhanced and becomes a major problem for the persistence of the electrical
conductivity and affect the stability of the device. The oxidation behavior of
Ni wires can be analyzed by investigating the change in resistance with time
under normal atmospheric conditions (native oxidation). The objective of the
experiment is to study the "real-world” oxidation effect in the nanowires. For
instance, the shelf life time of the device can be influenced by oxidation. Figure
5.12| (a) depicts the behavior of the native oxidation of a Ni nanowires. It shows
a slow increase of the resistance over time. The resistance-time measurement was
done while applying very low bias voltage in order to minimize the effect of field
induced oxidation. In the case of native Ni oxidation, oxygen diffuses slowly at
the surface. However, at grain boundaries the rate of oxygen diffusion is expected
to be relatively fast. This diffusivity gets weaker due to the formation of thicker
oxide width over time, which eventually follows a relatively slow process. As the
result, the resistance exhibits a slow increase over time. However, the outcome of
the experiment shows a roughly linear resistance behavior over the observed time
scale. It can be concluded that the structure is smaller than the normal passive
depth. Therefore, the oxidation reaction is not slowed down or stopped at a
specific point over this short time scale. The resistance shows a linear-dependent
characteristic in these conditions. Hence, it can be assumed that the resistance
versus time relation under a normal oxidation is linear.

The other analysis of the oxidation of Ni was done by applying a constant voltage
across the nanowires. This experiment gives a clue about the effect of electric field
and is vital for electronic devices since the electric current often runs continuously.
The influence of the electric field on facilitating the rate of oxide formations on
metals [73H75] and particularly on nanowires [76] is widely studied. Figure [5.12]
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(b) shows the field-induced oxidation of a Ni nanowire while a 0.6 V bias voltage
was applied. This bias voltage is capable of inducing very high field ( ~ 10® V/m)
since the intergrain separation is expected to be in nanometer range. This effect
of field-induced oxidization was done on the already nanowire-integrated circuit.
Unlike the unbiased (native) oxidation, the resistance versus time relation was
not linear. The presence of the field is found to initially enhance the resistance of
the nanowire dramatically from 3 M{2 to 85 M2 in less than 5 minutes, however,
this enhancement reduces upon thickening of the oxide layer, as this makes the
migration of the metal cations or oxygen anions, and their diffusion through the
oxide layer difficult. The overall process of oxidation could result the formation of
the NiO-Ni core shell nanowires by forming a conductive core (Ni) and insulating
shell (NiO). The outcome of this experiment can be used to study the device
instability as a result of oxidization for nanowire integrated devices, and suggests
the minimum current to be used to avoid further oxidation.

Generally, the polycrystalline nature of the nanowire can influence the oxide
formation process. The grain boundaries, (i.e. the region of transition between
crystals of different crystallographic orientation in contact with each other) act as
fast diffusion paths, therefore the oxide is expected to be thicken and the growth
rate is relatively fast as compared to the native oxide formation. It is worth to
mention that the boundary diffusion properties of a given material depends upon
a number of parameters characterizing the boundary and the diffusing species.
The fast-diffusion character of grain and interphase boundaries results in many

discontinuous solid-state reactions being boundary-diffusion controlled.

Electrochemical Oxidation of Nanowires The local oxidation of metals and
semiconductors have been one of the scientific interest for many researchers.
Therfore, various anodization techniques have been developed. Among these
methods using a conducting atomic force microscope (AFM) [77H79] and scan-
ning tunneling microscope(STM) [80, [8I] tip induced oxidation were commonly
applied. These controlled and local oxide formation had been used for the fabri-
cation of nano-electronic devices [77, [80, [82].

In this work, before starting locally anodizing the nanowires, several test mea-
surements were done on sputter deposited Ti films which have different thick-
ness; 10 and 50 nm on 7 mm x 25 mm glass substrate. Figure (a) shows
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Figure 5.12: The native oxidation (resistance versus time) (a) and
the field-induced oxidation characteristic (b) of Ni nanowires as func-
tion of resistance and time.

the schematic representation of the anodization process used for anodizing both
films. Two positively biased (anode) Au rods were used and were kept in contact
with the Ti surfaces through out the process. The other negatively biased Au
electrode was connected through a water meniscus. The choice of a deionized wa-
ter with the maximum purity as oxygen source reduces the possibility of residual
contamination during anodization process. The use of water as oxygen source for
anodization have been reported elsewhere [80, 81l 83]. When a positive bias is
applied to surface (anode) relative to the other Au electrode (cathode), the water

meniscus works as a small anodization chamber. The anodization and/or oxygen
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Figure 5.13: Schematic representation of local anodization of
nanowires (a) and the photo showing how the electrodes and the film
are potentially biased (b).

evolution proceed on the sample surface at the point beneath the Au electrode.

Figure (a) shows the current measured during the anodization process for a
10 nm sputter deposited Ti films. The measurement was done at 10 anodization
voltage i.e., the voltage applied between the Au electrode which is immersed in
water and the Ti surface. During the process, the current through the film was
measured while applying constant 1 V between the two Au electrodes on the
surface of the film. The current shows a decrease through time in both cases.
However, high current rate decrease was observed in the 10 nm thick Ti film than
the 50 nm thick film (Figure [5.14] (b)) for the same anodization voltage, and
the current vanished after about 700 second. This fast current decrease in the
thinner film could be attributed to the drastic increase in the thickness of the
oxide which was enhanced by the relatively high induced field in the thin film.
The post electrical conductivity measurement of the film also showed a decrease
which could be due to either the increase in number of the electron trap site in the
film as a result oxygen vacancies formation. Two different values of anodization
voltage for two 50 nm thick Ti films was also used to investigate its influence on
the oxidation process as shown in Figure (b). The slight current difference
before the start of anodization is due to contact instability which can affect the
measured resistance of the film. The 15 V anodization voltage results roughly
45 % decrease in the current through the film, whereas for the 10 V anodization

voltage about 25 % current reduction was observed in the same measuring time
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Figure 5.14: The current versus anodization time of 10 nm (a) and

50 nm (b). The current was measured through the film during the
anodization process.

scale. This phenomena is attributed to the higher field induced oxidation of the
15 V which results thicker oxide film formation.

The surface (anode) reactions can be in general described as:

M + tHy0O — MOy + 22H™" + 21¢ (5.3)
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Figure 5.15: x-ray photo spectroscopy (XPS) analysis of the 50 nm
Ti film after anodization which reveals the formation of Ti0s.

where M is the surface material (e.g. Si, Ti etc.) and z is an oxidation number.

For Ti surfaces, M is Ti and z is 2. Tip (cathode) reaction:
2H,0 + 2¢ — Hy +20H~ (5.5)

To ensure the formation of T0,, film characterization was done. Figure [5.15]
shows the analysis of the anodized film by z-ray photo spectroscopy (XPS). This
was done on the 50 nm Ti film right after anodization process and it confirms
the formation of the T%0.

Similar to the technique used for the Ti film, the anodization of polycrys-
talline nanowires of 70 nm thickness was done. To place the water droplet on
the nanowire area of the sample, the contact angle measuring device integrated
with CCD camera was used as shown in Figure[5.16] (a). Here, the contact angle

needle was used for two purposes: to place the water droplet and as a cathode.

79



5 Synthesis and Characterization of Horizontal Nanowires

Figure [5.16] (b) shows the schematic representation of the anodization process.

As soon as the bias voltage was applied, a faradaic current expected to flow

Figure 5.16: Photo of the contact angle measuring device used for
placing the water droplet(a), and the sketch featuring where the water
droplet was placed (b).

through the contact needle-nanowire junction as a result of the electrochemical
reactions (see equations and [5.5). Since the nano-oxidation process uti-
lizes a water meniscus, the process strongly depends on the amount of adsorbed
water and, therefore, the atmospheric humidity. During the anodization process,
two voltage sources were used: one for the anodization (referred as anodization
voltage) and the second for current measurement through the wire during an-
odization process. The latter helps to find the optimal (desired) current. Hence,
finding the "right” current value was done in situ by controlling the current mea-
sured through the nanowire during oxidation. This helps to avoid the complete
anodization of the nanowire which was not the aim of the experiment. The higher
the anodization voltage and the longer the anodization time, the thicker the oxide
and the more insulating the wire will be due to its oxide shell. Figure [5.17] (a)
shows the rapid decrease in current through the nanowire during the anodiza-
tion process. A 10 V anodization voltage between the cathode (contact needle)
and anode (nanowire), and a 0.5 V bias voltage at both ends of the nanowire
were used. After certain anodization time, the current becomes constant. This
phenomenon usually occurs when the oxide thickness reaches at critical value
where further oxide growth is imminent. The oxide formation can affect the con-

ductance of the nanowire in two ways either by narrowing conduction channel
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Figure 5.17: The current measured through the Ti nanowire per time
at 10 V anodization voltage (a) and the I-V characteristics of the Ti
nanowire after anodizing with o voltage of 10 V for a period of 5
minutes (b).

(minimizing the transverse grain size ) or by forming oxide barrier between the
grains which is accompanied by a resistance increase. Figure m (b) shows the
[-V characteristics the Ti nanowire after anodizing for 5 minutes at anodization
voltage of 10 V. Initially, the nanowire showed an ohmic behavior with resistance
of 7.1 MQ). However, after anodization the I-V curve shows a non-ohmic behav-

ior.
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Various current-voltage measurements were also taken and analyzed for differ-
ent anodized samples. Figure (a) shows the change in resistance of the Ti
nanowire at different anodization voltage for the same anodization time (about
1 minute). The anodization voltage was increased in a 0.4 step up to 3 V. The
resistance of the wire increases upon increasing the anodization voltage. Figure
5.18| (b) also shows the conductance change for the corresponding anodization
voltage. The higher the anodization voltage the lesser the conductance of the
wire for the same anodization time.

In macroscale anodization of metals, it is well-known that the thickness of the

anodic oxide is determined by an applied sample bias voltage. Similar to the
nanoscale oxidation observed here in both thin films and nanowires, the voltage
plays a role in controlling the ultimate thickness of the oxide film. However, the
determination of the absolute thickness of the anodic oxide formed in nanowires
prepared by the method mentioned here was difficult to measure.
Further variable temperature measurement shows a non-ohmic behaviour of the
anodized Ti-T%O, core shell nanowire. Figure [5.19] (a) shows the current mea-
sured through the nanowire upon increasing temperature. The nanowires have
the nominal thickness of 50 nm and anodized at the voltage of 10 V for 5 minutes.
The current measured shows a semiconducting nature of the nanowire. Figure
5.19| (b) shows the I-V characteristics at different temperatures. The conductance
of the nanowire increases upon increasing the temperature which is unlike to its
bulk counter parts where the conductance decreases due to phonon scattering.

For further electrical characterization of the anodized Ti nanowires at different
temperature, 70 nm nominal thickness of Ti nanowires were prepared and then
anodized at 10 V for 5 minutes. Figure [5.20] shows the non-linear I-V curves
measured at different temperature: from room temperature up to 16 K. The
conductance appears to decrease as the temperature decreases, which could be
attributed to the confinement of the Ti-T'¢O, core shell nanowire and the electron
localization due to disorder nature of the polycrystalline nanowires. Further-
more, these conductance changes were observed at a certain bias voltage (about
0.15V') which shows a typical Coulomb blockade phenomenon. This phenomenon
typically occurs due to small capacitance of the multiple metal-Insulator-metal
(Ti-Ti05-Ti) tunnel junctions which suppresses the electron tunneling and the

quantized charge of electrons between the grains which can be observed at both
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Figure 5.18: The I-V characteristics of the Ti nanowire at differ-
ent anodization voltage (a), and the change in conductance of the
nanowire at various anodization voltage (b)

room [84] and low temperatures [85]. When the charging energy associated with
a transfer of one electron, Ec = €?/2C where C' is a capacitance, is large com-
pared with the available thermal energy, kT, the transport properties of the
system become strongly influenced by the discrete nature of the electron charge.
Single-electron devices, in which one-electron charging can be controlled by us-
ing Coulomb-blockade effect, have attracted much attention. Hence, its effect on

memory devices [86] and transistors [87] at room temperature had been reported.
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Figure 5.19: The temperature dependence of the current measured
through the Ti-Ti09 core shell nanowire measured at constant 0.2 V
(a), and the current-Voltage characteristics of the core shell nanowire
at different temperatures(b)

5.2.1.4 Nanowire-based Gas Sensors Device

Nanostructure based sensors are one of the great achievement of nanotechnology.
These smallest dimensional structures play a key role on detecting biological and
chemical species, and posses extremely high sensitivity, real-time detection abil-

ities and low power consumption [88]. Because of their high surface-to-volume
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Figure 5.20: The I-V measurement of the Ti-TiOo core shell
nanowire at room and low temperatures.

ratio and tunable electron transport (quantum confinement), their electrical prop-
erties can be affected by a small perturbation upon exposure to analyte molecules.
Among these nanostructures, nanowires, one dimensional nanoscale materials, are
one of the most promising materials for detection of various species in small con-
centration. Therefore, they have been used for the detection of various chemical
and biological species such as ethanol [89], DNA [90], glucose [91], cholesterol [92]
etc.

Pd nanostructures including nanowires [88, 93, 94], mesowires [95], nanotubes
[96] and other one dimensional structures such as carbon nanotubes [97], titania
nanotubes [98] etc. have been used for hydrogen gas sensors. The polycrystalline
nature of the nanowires synthesized by the thin film fractured approach (dis-
cussed in section consist of nanoscopic gaps. These enable them to have a
better sensitivity for different chemical species upon exposure due to relatively
high diffusion along the grain boundaries. During hydrogen exposure, two dif-
ferent resistance (conductance) response mechanisms were observed as shown in
Figure [5.21] (a) and (b). Figure [5.21] (a) shows the first observed response of the
nanowires while exposed to small concentration of hydrogen. This experiment
was done under ambient condition and in an open beaker. The observed decrease

in the resistance could be a result of Palladium hydrate formation upon hydrogen
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adsorption. When the Pd nanowires are exposed to hydrogen molecules, the hy-
drogen molecules will be adsorbed on to the surface. The adsorbed molecules are
then dissociated into the octahedral interstitial sites along the grain boundary
[99], and react with the Pd atoms to form palladium hydride (PdH,) [93-95] of
a and [ phases, which are dependent upon the hydrogen concentration [100].
These phenomenon decreases the intergrain distance in the nanowire, resulting
the swelling of the Pd grains due to hydrogen absorption, therefore the nanowire
resistance decreases accordingly (shown in Figure (a)). On the other hand,
the hydrogen adsorption process could also leads to an increase of resistivity
because of the additional electron scattering on such impurities. Even though,
the expansion of Pd lattice induces slight enlargement in the nanowire diameter
which occurs due to the formation of PdH, phase , the overall conductance tends
to decrease. Figure[5.21](b) shows this decrease in current (increase in resistance)
upon exposure to a forming gas (10% hydrogen and 90% nitrogen). In both cases
50 nm nominal thickness of Pd nanowires were used. Its worth to mention that
the Pd response (either increase or decrease in resistance) also depends on the
concentration of the hydrogen. Therefore, the overall response of the nanowires
upon hydrogen exposure is the resultant (superposition) of these mechanisms.
Bulk Au is well known to posses chemically inertness and low reactivity on its
surface. This properties made Au the most valuable and desirable metal in mod-
ern history. However, Au nanostructures have shown strongly reactive nature.
These remarkable properties could originate from strongly modified electronic
structure of Au nanograins and nanostructures as their size and/or dimensional-
ity are reduced [101), 102].
Figure shows the observed decrement in resistance of the Au polycrystalline
nanowire upon hydrogen exposure. The decrease in resistance could be attributed
to the adsorption of the hydrogen molecule resulting in the formation of fraction-
ally conducting bridges across the gaps between the grains in the nanowire [103].
This open beaker experiment test of the 50 nm nominal thickness nanowire was
able to show that the hydrogen presence was able to be detected. However, for
more deep understanding of the mechanisms, further experiments should be done.
Regardless, the few-process step devices, fabricated in this work, show the poten-
tial of the fracture approach: nanowires could be integrated as functional parts

in silicon-based microchips.
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Figure 5.21: The resistance change of Pd polycrystalline nanowires
per time upon hydrogen exposure (a) and current vesus time plot for
the same type of nanowires in 10% hydrogen gas (b).

Furthermore, the 50 nm nominal thickness intrinsic ZnO nanowire prepared by

sputter deposition of ZnO on thin film cracks and successive mask lift-off , was

used for ozone sensing. This sensing test was done in collaboration with Dr. V.

Cimalla (Fraunhofer Institut fir Angewandte Festkorperphysik,Freiburg). Fig-

ure [5.23 shows the ozone sensitivity of the nanowires which exhibits a fast and a

high switchability upon exposure. This ozone sensitivity test was done based on

two mechanisms: ultraviolet (UV) (intensity = 4 mW/cm?) photoreduction and

subsequent ozone reoxidation of zinc oxide as a fully reversible process which can
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Figure 5.22: Response of Au polycrystalline nanowires upon exposure
to hydrogen gas.

be repeated many times. The UV photoreduction results a decrease in resistance
(shown by green arrow in Figure which is attributed to the absorption of
photons with energy higher than the energy band gap of the ZnO that lead to the
generation of electron-hole pairs by light absorption [104]. Furthermore, oxygen
is desorbed from the surface of the nanowire leading to creation of free elec-
trons [105, [106]. The UV light irradiation whose associated energy is higher than
the bonding energy between Zinc and oxygen leads to oxygen release from the
nanowire in the gaseous form, leaving behind two valence electrons in the vacant
site. If both electrons remain in the vacancy, the neutrality charge is preserved
and the vacancy has 0 effective charges. If one or both of the localized electrons
are excited and transferred away from the vacancy, the vacancy is left with an
effective positive charge. The charged oxygen vacancy (singly or doubly ionized)
becomes an electron- trapping site where one or two electrons can be made avail-
able for conduction. The formation of doubly charged oxygen vacancies can be
described by the defect (equation - applied to ZnO when exposed to UV
light [107].

(Zn* O* ) gur + (W)yy — (Z0*TO7 ) gur + e, (5.6)

(Zn*T O )gur + (W) yy — Z0*t 4 Ogyr + 2e, (5.7)
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Figure 5.23: The resistance response of ZnO nanowires upon ozone
exposure. The green and red arrows represent the UV photoreduction
and subsequent ozone reoxidation of zinc oxide nanowire, respectively.

The subsequent oxidation in ozone (shown in red arrow in Figure |5.23]) leads to
annihilation of the charged oxygen vacancies by incorporation of oxygen into the

nanowire by surface recombination as described in equation [5.9

3
(Zn*TO* gy + O3 — (Zn*TO*7 )y + 502<g) (5.9)

Thus, the charge carrier concentration decreases drastically which is accompanied
by a drastic increase in resistance as shown in Figure [5.23] The ozone sensitivity
depends on the size of the grains [I06]. When the grain size decreases, the area
of grain boundaries will increase. Therefore, the absorption and desorption of
atoms from the surface has a much larger influence on the conductivity because
the depletion layer caused by trapped charge carriers occupies a large fraction
of the grain surface/volume. Consequently, the conductivity changes observed
during UV irradiation and re-oxidation of the films are strongly dependent on

surface morphology and type of contaminants incorporated in surface states.
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5.3 Conclusion

In this chapter, the synthesis of horizontally aligned nanowires on convention-
ally fabricated silicon microchips based on a fracture approach is demonstrated.
Furthermore, the basic electrical properties of these nanowires are examined and
discussed, showing their suitability for applications. Different patterns of pho-
toresist on silicon were treated to yield desirable and reproducible cracks. The
fabrication of well-patterned cracks was successfully achieved by employing both
bow-tie and a strip photoresist geometries. The microstructuring process was
done by e-beam and conventional lithography for the bow-tie and strip shapes,
respectively. For the simpler rectangular strip, it was observed that the strip
dimensions play an important role in yielding cracks patterns. Therefore, among
the stripes investigated, those with 10 pm width, 200 pgm length, and 560-nm
height showed "zig-zag” pattern cracks with good reproducibility. This fracture
approach allowed for the synthesis of different types of nanowire (such as Au, Ti,
Ni, Pd, ZnO, Pt, etc.) after metal filling and removal of the excessive nanowire

materials and remaining resist.

To investigate the suitability of these nanowires in devices, their conductiv-
ity and stability in an electric field was studied and compared to mesowires. Un-
der ambient conditions, in the temperature range of (300 - 363) K, the nanowires
showed a small increase in resistance, mainly due to hopping process. Lower-
temperature measurements also showed completely different behavior. Unlike
their bulk counterpart, their resistance decreases while temperature is increased.
The conductivity through the nanowire in this temperature regime was found
to be hopping assisted and was fitted to a both variable-range and power law
hopping model for Ni and Au nanowires, respectively. In contrast, the resis-
tance of the mesowires exhibits almost total stability in the temperature range
of (160 — 270) K. This stability could be a combination of two different con-
ductivity mechanisms; hopping-assisted and bulk conductivity at relatively lower
and higher temperature, respectively. The oxidization properties of Ni nanowires
under different conditions were also studied. It was shown that field-driven oxida-
tion occurred much more quickly than native oxidation. Field-induced oxidation

can be observed in many electronic devices, which can also affect performance of
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the nanowire integrated devices.

The local anodization of Ti nanowires based on electrochemical method was
discussed. Highly purified deionized water meniscus as potential oxygen source
was used. This helps to prevent any contamination of the nanowire during an-
odization process. The influence of different anodization voltage and anodization
time at both the Ti nanowire and film were investigated. For instance, the rate
of current decrease in thinner films was higher than thicker films during anodiza-
tion process. This method provides an opportunity on fabrication of metal-metal

oxide core shell nanowires in a simple and in well integrated system.
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Vertical Nanowires

One of the most attractive classes of materials for functional devices are semicon-
ductors. Among these materials, zinc oxide (Zn0O) is an outstanding semiconduc-
tor having a direct wide band gap energy of 3.37 eV and a large excitonic binding
energy (60 meV) at room temperature. It’s excitonic binding energy is much
higher than the thermal energy at room temperature (26 meV) compared to other
materials such as ZnSe (22 meV), ZnS (40 meV), and GaN (25 meV). Due to their
wide range of applications, various techniques have been developed for the syn-
thesis of functional semiconductor nanostructures including Vapor-Liquid-Solid
(VLS) [0, 108] based, direct oxidation process [109], selective-area metalorganic
vapor phase epitaxy technique [ITOHIT2] and others [113] etc. However, the main
challenge in the usability of the synthesized functional nanostructures in electri-
cal devices like gas-, photo- sensors etc., depends critically on the ability to form
quality contacts and junctions. One of the solution to this problem is addressed
in this part of the thesis.

This chapter discusses the synthesis and characterization of functional ZnO nanos-
tructures based on two different techniques. Therefore, it is divided into two
broad sections with respect to the technique used for the synthesis. Section one
deals with the nanostructure synthesis by VLS technique. Under this section,
both the structural and the morphological studies as well as the observed electri-
cal properties of the as-synthesized ZnO nanostructures are presented. Whereas,
the second section of the chapter focuses on the direct metal oxidation technique
used for the synthesis of morphologically different ZnO nanostructures. The
subsections are devoted for both the characterization and discussion of their cor-
responding electrical and sensoric properties of the nanostructures. Their detail

analysis such as morphology, composition etc. were thoroughly investigated by
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various characterization techniques including high resolution transmission elec-
tron microscopy (HRTEM), scanning electron microscopy (SEM) and z-ray pho-
toelectron spectroscopy (XPS).

Generally, this chapter is devoted for the discussion of a simple, bio-safe, inexpen-
sive, synthesis of functional ZnO nanostructures which are integrated into device

in relatively simple steps.

6.1 Synthesis and Characterization of ZnO Nanosail

The catalyst-based VLS growth of vertical nanowires is a wide spread and very
efficient technique [9, 108] for many semiconductors (including Si, I1I-V and II-
VI compounds). Different catalysts such as tin (Sn) [114, [115], copper (Cu)
[116] and Au [9, 117, 1I8] have been used for the growth of 1 D ZnO structures.
The grown morphologies include nanowires [108, [119], -spirals [120] -belts [121], -
combs [119], -cantilever [122] or -sails [123] which exhibit a high surface to volume
ratios and superior mechanical stability making them ideal candidates for sensors
[124], field effect devices or switches [125]. Also, an alignment of these esthetically
pleasing structures is possible by combining the VLS growth with conventional
microstructuring techniques [126, 127], which gives a well determined starting
point for the subsequent VLS growth. However, forming contacts with the VLS
grown structures to utilize them in a device is still tedious, because either the
substrate material has to be the same like the VLS material or a laborious pro-
cedure has to be used. Such bridges between two contacts were fabricated from
several semiconductors of je.g., GaAs, Si, GaN or ZnO. Typically this requires a
careful process control and a large amount of process steps [112, [128-130]. Nev-
ertheless, the great potential of these structures has been already demonstrated,
e.g., as bio sensors, but requires manual and individual contacting by e-beam
lithography and focused ion beam techniques [I31].

In this part of the chapter, the contact formation in VLS growth by simply using
the ability of individual crystals to interpenetrate each other in a self organized
manner during the straight forward growth is presented. It was carried out by
growing VLS structures directly on two neighboring Au circuit paths of a mi-
crochip; bridges over predefined gaps were formed by interpenetrations of the

grown nanostructures. No special substrate has to be used in order to create
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these bridges. By controlling the width and distance of the gap on the conven-
tionally microstructured contact lines or the growth time, the density of the gap
bridging intersecting nanostructures can be controlled in order to achieve a mas-

sively parallel set of intersecting nanowires.

6.1.1 Experimental Details

The synthesis of the zinc oxide (ZnO) nanostructures was done in collaboration
with the group of Prof. Dr. C. Ronning (Physikalisches Institut, University of
Gottingen). The sample preparation process consists of two major steps. First,
the sputter deposition of Au on a microstructured photoresist film (see Figure
in chapter [f)) on silicon substrates (76 mm-diameter, p-doped, 1 — 10 Qcm
resistivity, 380 pum thick, (100) oriented and coated with 100 nm thick thermally
grown Si03). The same type of microstructured photoresist film/substrate sys-
tem was used for both the horizontal (see Chapter [5)) and vertical nanowires.
The microstructure pattering was done by using conventional photo-lithography.
For better adhesion of Au on the substrate, about 3 nm of Ti was sputter de-
posited prior to the Au film formation to ensure that the deposited Au will not
be removed during resist removing process. This process of removing the resist,
to obtain the Au circuit, was done by soaking into acetone and using ultrasonic
bath (BANDELIN, Sonorex, frequency - 35 Khz). Here, the Au circuits are used
for two purposes : as a catalyst and electrical contact during and after synthesis,
respectively. Both the Au film and the adhesion promoter, Ti, were deposited
using argon ions at a pressure of about 3.0 x 1072 mbar (with a base pressure
of 8.6 x 10~ mbar) and at the rate of 1.2 and 0.5 A/s, respectively. For the
sake of film uniformity, sample rotation was used while depositing both Au and
Ti. Figure (a) shows the part of the 50 nm Au contacts right after the resist
removing process.

The second step of the process is growing the nanostructure by a VLS technique
[132, 133] on the already Au deposited silicon sample. This procedure starts with
placing both the source material and the catalyst (Au) coated substrate in the
furnace. Figure (a) shows the optical image of the as-sputter deposited 50 nm

thick Au film on a silicon substrate. The clean Au deposited sample were then
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Figure 6.1: Schematic diagram of the experimental set up used for
the ZnO nanosail growth.

placed at a position in the furnace with a sample temperature of about 1000 °C.
And pure ZnO powders as source material were also put in an alumina boat and
placed at the center of a tube furnace as schematically shown in Figure[6.1} The
furnace was heated up to 1350 °C with a ramp of 190 °C per hour for 5 min. Dur-
ing the entire process an argon gas flow of 50 scem (standard cubic centimeter per
minute) with a system pressure of about 100 mbar was applied. The argon gas
flow direction was adjusted to transport the ZnO vapor from source to substrate
only at 1350 °C, but an opposite gas flow direction was applied during heating-up
and cooling-down.

At about 1350 °C the ZnO vapor started to evaporate and was continuously car-
ried out by the flow of argon to the already melted Au liquid droplets. The liquid
Au droplet posses higher accommodation coefficient, it is therefore a predefined
site for growth. Saturated growth ZnO in the Au liquid droplet will diffuse to
and precipitate at the interface between the 100 nm silicondioxide layer and the
melted Au. Continued precipitation or growth will separate the substrate and the
liquid droplet. The sail-like nanostructure ( denoted as nanosail in the following)
will continue its growth at equilibrium temperature while the ZnO vapor con-
tinues to flow. The possible growth mechanism in a vapor-liquid-solid technique
is discussed in chapter 2] The grown ZnO nanosails cover the whole Au area
and bridges the gap between the Au contacts as shown in Figure (b). The
inset in Figure[6.2] (b) shows the interpenetration between the nanosails observed
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Figure 6.2: The optical image of a 10 um wide channel after 50 nm
Au deposition (a)and scanning electron microscopy image after Zno
nanosail growth (b). The gap between the contacts are bridged by the
grown nanosails. The inset shows the interpenetration of nanosails.

between the Au contacts. This bridging phenomena play a role on the functional
properties of the nanosail integrated device formed.

For detailed investigation of the as-synthesized ZnO nanosails, they were scratched
from an Au support and analyzed by high resolution transmission electron mi-
croscopy (HRTEM) with a Philips CM 30ST microscope (LaBg cathode, 300
kV, CS = 1.15 mm). Selected area electron diffraction (SAED) and precession
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electron diffraction (PED) [134HI37]) were carried out using a diaphragm which
limited the diffraction to a circular area of 2500 A in diameter. HRTEM mi-
crographs (multislice formalism) were simulated with the EMS program package
[138] (spread of defocus: 70 A, illumination semiangle: 1.2 mrad). All images
were evaluated (including Fourier filtering) with the programs Digital Micrograph
3.6.1 (Gatan) or Crisp (Calidris). Chemical analyses by EDX were performed
with a Si/Li detector (Noran, Vantage System).

6.1.2 Result and Discussion
6.1.2.1 Characterization of ZnO Nanosails

The characterization of the as-synthesized ZnO nanosails enable careful and thor-
ough investigations of composition, real structure and morphological studies of
the nanosails. Figure [6.3| shows the SEM image of the nanosails grown on the
Au contact pads. The grown ZnO nanosails bridges the 10 pm gap in between
the contacts as shown in the dash line in Figure[6.3] (b). The inset in Figure
(c) shows the interpenetration of the nanosails which was observed in between
the 10 pm gap. The high quality bridges by the interpenetrating nanosails in
this way are the basis for the electrical and sensing properties of the nanosail-
integrated device. The schematic representation in Figure (d) shows how the
interpenetrating nanosails appears after growth. The conductivity of the bridg-
ing nanosails was studied and presented in section [6.1.2.2]

Further more, the through TEM investigation (done in collaboration with Prof.
Dr. Lorenz Kienle at CAU, Kiel) enables to obtain a detailed information about
the ZnO nanosails. By taking into account the reference measurements performed
on chemically pure ZnO, the equimolar ratio Zn:O and the absence of any contam-
inations was verified by STEM and nanoprobe EDX. The nanosails show uniform
morphological attributes, which were described for nanobelts [139] in many con-
ditions, namely that they grow along [01-10] of the wurtzite-type structure with
top/bottom triangular surfaces parallel to the low energy (2-1-10) layers. The
acute angle at the tip of the nanosails was determined to be close to 30°. For zone
axis orientation [2-1-10], one of the long edges of the triangle appears smooth on

an atomic scale due to its parallel alignment to the growth direction. Hence, the
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Figure 6.3: The scanning electron microscopy image of the Au con-
tacts after ZnO growth up on increasing magnification from (a) to
(¢c). The inset in (c) shows the interpenetrating nanosails. The
sketch shows the grown nanosails including the possible interpenetra-
tion which bridges the 10 um gap between the contacts(d).

nanosails are terminated on one side by (0001) layers, as shown in Figure [6.4] (a),
while the opposite edge contains steps ( see arrows in Figure[6.4] (a)) representing
surface instabilities of the polar (0001) surface. The thickness of the nanosails ap-
pears uniform. The gold particle at the tip of the nanosails represents a twinned
multi-domain single crystal consisting of consecutive (111) lamella separated at
coherent boundaries. No preferred orientation of Au particle and ZnO nano-
sail was observed, including the minimum interface mismatch orientations with
(0001) parallel to (111) [140} 141]. Actually, even orientations with strong mis-
match, e. g., (0001) orthogonal to (111) produce well-aligned and flat interfaces
with the corresponding precession electron diffraction (PED) pattern as shown in
Figure (b). All nanosails were fully crystalline up to the outermost edge and
free of any crystal defects, like stacking faults. As demonstrated for zone axis
[2-1-10] in Figure (¢), the high-resolution micrographs can be interpreted by
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Figure 6.4: TEM investigation of the nanosails structure: nanosails
are terminated on one side by (0001) layers, while the opposite edge
contains steps, see arrows (a), Bright-field high resolution micrograph
near the interface Au / ZnO with corresponding PED pattern. (right,
rotation corrected), all aligned in zone axis orientation [2-1-10] (b).
Experimental and simulated HRTEM micrographs (inserted, t = 3.3
nm) for zone axis [2-1-10]. Here, Af and At represents the change in
focus and the specimen thickness, respectively (c).

the inserted multislice simulations based on the wurtzite-type structure. For the
change in focus ( f = -45 nm), the imaging conditions of Scherzer focus are ap-
proximated, hence, the black dots represent the positions of the Zn and O atoms.
As a rule, larger fragments of the specimen represent an aggregate of several
nanosails fused by distinct types of interpenetration and intergrowth. Both phe-
nomena could generally be described by the set of twin laws described in the past
for ZnO nanostructures. In contrast to ZnO nanowires [142] and nanobelts [143]
a bicrystalline morphology in a single nanosail was never observed, but twinning
always includes several individuals. Such scenario reminds of self-assembled ZnO
nanostructures, like octa-twin tetralegs [144], nanocombs [145]and others [146],
however, the driving force for interpenetration seems dominant for the nanosails.
One of the cases of interpenetration studied by HRTEM is shown in Figure

(a), for two nanosails with nearly rectangular orientation of the (0001) layers
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50 nm

(0001)

Figure 6.5: Microscopic and electronic features of interpenetrated
nanosails (a), and intergrowth (b) of two nanosails with PED pat-
terns, common zone axis [2-1-10].

according to coherent (10-1-2) twinning [I147]. A non-merohedral twinning com-
bining two nanosails at incoherent boundaries is shown in Figure (b). In this
case, the (0001) layers of two fused nanosails are rotated by 17.5° around [2-1-10],

which represents the common zone axis of the individuals.
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6.1.2.2 Electrical Properties Nanosails at Room- and Low-Temperature

The few step preparation of the circuit path and the nanosails emphasizes the
advantage of the technique and makes it convenient for the analysis of the elec-
trical properties. It turns out that a massive parallel connection of intersecting
nanosails is preferable, as to less connections result in noise from individual de-
fects and lead to non reproducible results. The reproducibility was verified by
preparing two different density of nanosails which were synthesized by controlling
the growth time. The electrical properties of the low and high density were then
investigated. Figure (a) shows the SEM micrograph of the as-synthesized
low density nanosails. The I-V measurment of theses nanosails shows either no
current or highly pronounced noise as shown in Figure (b).

On the other hand, the high density nanosails shows highly reliable and repro-
duciable electrical properties, therefore further electrical analysis under different
conditions is possible. Figure (a) shows the I-V measurement of the high
density nanosail-based device at room temperature with and without a bias gate
field. Without the gate voltage, the single crystalline nanosails exhibit a typi-
cal non-linear behavior of two Schottky diodes in reverse series as schematically
shown in Figure (b), with a symmetrical characteristic around zero. With a
gate field applied via the highly doped substrate used as bottom gate, the source-
drain current through the nanosail device was measured. It is worth to mention
that, the currents with a massive parallel connection were on the mA scale, which
makes them very interesting for integration in conventional electronics.

The conductance of the high density ZnO nanosails was also influenced by tem-
perature when it was measured at both low and room temperatures. Figure
shows the I-V characteristic comparison at 16 K and 300 K which exhibits an
increase in the resistance of the nanosails at 16 K. Both temperature measure-
ments were done at the pressure of 2 mbar. The change in resistance from room
to low temperature can be attributed to the effect of charge carrier localization

at lower temperature.

6.1.2.3 Nanosail-based UV- and Gas-Sensor Devices

The conductance of ZnO (with band gap 3.37 eV) nanostructures changes upon
UV light exposure [148]. Figure|6.9|(a) shows the UV response of the synthesized
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Figure 6.6: The scanning electron microscopy image (a) and the I-V
characteristics (b) of the low density ZnO nanosails. The I-V curve
shows mo current measured between the two Au contacts.

ZnO nanosails which was measured at 6V bias voltage. The nanosail-integrated
device was exposed to the UV light lamp (A = 360 nm, UV spotlight H135,
LABINO AB) at room temperature in ambient. The fast switching (change in
conductance) was observed while the light was switched on and off in equal in-
terval of time. When photons in higher energy (e.g., UV light) falls on the ZnO
nanosails, it leads to an increase of the electrical conductance. The photoconduc-
tion is mainly originated by the band-to-band electron-hole pair generation and
the recombination mechanism swiftly contribute to recover the initial carrier con-

centration in the nanosails after the light is off. However, Figure[6.9] (a) shows the
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Figure 6.7: The I-V characteristics of the ZnO nanosails at both 0
V and 2 V gate voltage(a), and the sketch showing the shottkydiode
foramtion on the ZnO-Au contacts (b).

initial current (taken as baseline) was not fully recovered after switching off the
light. Various assumption have been given for this mechanism. The first assump-
tion is based on the presence of intrinsic point defects which exhibit metastable
charge states located between shallow and deep energy levels [149, [150]. Accord-
ing to this assumption oxygen vacancies can be excited to a metastable charged
state after a structural relaxation. In these states, the recapture of the electrons
is prevented by a thermally activated barrier [I50]. The second assumption is

based on the electron-hole separation related to the surface properties of the
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Figure 6.8: The I-V characteristics of the high density ZnO nanosail
which are integrated into device both at 300 and 16 K.

metal oxides [I51} 152]. This phenomenon is as a result of the adsorption of O,
or OH molecule on to the nanosail surface [105]. This adsorption of Oy molecules
causes the built-in potential near the surface of the nanosail which separates the
photogenerated pairs: holes accumulate at the outer and electrons remain in the
inner part. This photogenerated effect prevents the recombination of a fraction
of the pairs and results an increase in current after each cycle of UV exposure.
Figure (b) shows the UV- photoconductance comparison of the ZnO-nanosails
under UV and in dark state. The resistance of the nanosails decreases character-
istically upon the exposure of the UV-light which can be due to the migrations
of the photo-generated holes to the surface and discharge the adsorbed oxygen
ions through the electron-hole recombination process [105]. The photoresponse
could also be attributed to the potential barrier lowering between the ZnO and
the Au contact of the reverse biased diode. These basic electrical properties were
demonstrated by using them as UV-light dependent resistor (UV-LDR). In addi-
tion, the oxygen chemisorption also plays a significant role on the sensitivity of
ZnO nanostructures [153]. This UV-light sensitivity could be used for the fabri-
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Figure 6.9: The UV light response of the ZnO nanosails (a). The
"ON” and "OFF” signs refer to the UV light exposure and dark states

, respectively. The I-V characteristics comparison of the nanosails at
both states (b).

cation of optical switches or detectors [131], [154].

The large surface area of these nanosails and their environmentally friendly nature
make them a candidate in various area of application including chemical, bio or
medical sensing. Hydrogen detection based on nanostructures such as nanowires
[39, O3] or nanorods [155] has been already investigated, where the chemisorp-
tion of reactive gases at the surface of a metal oxide (e.g ZnO) can increase the
conductance of the material [I56]. ZnO nanostructures are also one of the most

promising candidates for detection of various gases such as carbonmonoxide (CO),
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methane (C'Hy), hydrogen (Hz), ethanol (CH3;CH,OH ), hydrosulfide (H»S) etc.
The sensing of these gases is based on the adsorption-desorption mechanism on
the surface of the ZnO nanostructures. For instance, the hydrogen sensing mech-
anism can be explained on the basis of chemisorption of the hydrogen molecule
on the ZnO nanosails. It produces a reversible change in the resistivity with the
exchange of charges between H, and the ZnO surface leading to changes in the
depletion length [I57]. The oxygen vacancy in ZnO nanosails acts as an electron
donor in ZnO to provide electrons to the conduction band of ZnO and makes
ZnO nanostructures an n-type semiconductor [I58]. Various studies have shown
that the exposed surface of ZnO nanostructures adsorbs the oxygen molecules
from the ambient gas components, which capture electrons from the conduction

band and form O~! as follows

Osz(gas) + 2e~ — 207 (ads) (6.1)

Intuitively, a larger surface area provides more positions to adsorb oxygen
molecules. Furthermore, a larger quantity of oxygen vacancy induces higher ad-
sorptions of oxygen without lowering the expansion level of depletion layer for
as-synthesized (undoped) ZnO nanstructures, which results in a further increase
of the resistance of the sensors.

When the ZnO nanostructure based sensor is exposed to a reducing test gas
such as hydrogen, its atoms react with these chemisorbed oxygen ions and pro-
duce H,O molecules consuming chemisorbed oxygen from the surface by releasing
electrons. The sensing mechanism for Hy at room temperature can be represented

by the following relation:

(O7)zno +2H — Hy0(g) + 2¢~ (6.2)

2H2 + 02_ (ads) — QHQO + 2e” (63)

considering O_,, as the predominant adsorbed species on ZnO nanosail surface
at room temperature [I59]. As a result electrons will be released back to the con-
duction band and will contribute to current increase through the nanosail. This

also results in a reduction of surface depletion region and increase conductance.
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Figure 6.10: The resistance response of ZnO nanosails to 10% hy-
drogen exposure.

The reaction is exothermic in nature (1.8 kcalmol™') [160] and the molecular
water desorbs quickly from the surface.

However, the response of ZnO nanosail integrated devices exhibits an increase
in resistance upon the exposure of 10% H, in Ny as shown in Figure This
measurment was carried out at room temperature while it was biased at 4 V .
The decrease in conductance obtained here upon Hs exposure is unlike to the
explantion discussed above. This observed H, sensing mechanism is somehow

complicated and need further understanding.

6.2 Synthesis and Characterization of ZnO
Nanoseaurchins

This section of the chapter discusses the synthesis of the vertical nanowires with-

out an additional catalyst material. The detailed characterization of this catalyst

free ZnO nanostructure were also carried out by TEM, XPS and SEM techniques.

The section is divided into different subsections which start by discussing about
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Figure 6.11: The sketch shows the furnace used for the synthesis of
sea-urchin-like ZnO nanostructures.

the basic synthesis technique used, the structural and morphological analysis and

finish with the analysis of their electrical properties.

6.2.1 Experimental Details

Unlike the VLS technique (discussed in section [6.1)), the zinc oxidation based
synthesis does not require a catalyst for growth of the nanostructure and can
be done in a relatively low temperatures. This zinc oxidation was done in a
horizontal vacuum furnace as shown in Figure which consists of 30 cm long
quartz tube. One side of the quartz tube is connected to two gas inlets (for
both the carrier gas argon and the reactive gas oxygen (99.998% purity)) and the
other side is connected to the rotary vacuum pump. Temperature control was
done by integrated thermocouples. The synthesized ZnO nanostructures have a
sea-urchin-like appearance which are composed a microscalled central core and

nanowires as spikes(denoted as nanoseaurchins throughout the text).

The Zn metal powder from SIGMA ALDRICH (purity 99.995%, size < 150
pum) was mixed with ethanol for uniform distribution of the powder on a 1 cm
x 1 cm silcon substrate (76 mm-diameter, 5 — 7 Qcm resistivity, 625 pm thick,
(100)). The uniformly dispersed and dried ZnO powder was then inserted into
the furnace. The furnace was heated upto 600 °C at the rate of 20 °C/min after

reaching a pressure of 30 mbar. For the success of the nanoseaurchins synthesis,
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both the flow rate and the releasing time of the gasses were carefully controlled.
The optimum flow rate for oxygen and argon was set at 60 and 40 normal liter
per hour (Nl/hr), respectively. Both gases were introduced when the furnace
temperature reaches at 600°C and was kept for about three hours. Later the
furnace was turned off to cool down slowly to room temperature.
The possible growth mechanism of the ZnO nanoseaurchins and nanowires is illus-
trated in Figure [6.12] and consists of two stages: nucleation and growth. When
the Zn coated silicon (100) substrate is heated at 500°C, the metal Zn pow-
der (melting point = 419.53°C) first starts melting and aggregating to form the
micro-sized Zn droplets on the surface of the Si substrate as shown in Figure|6.12
(b). After the introduction of oxygen into the reaction chamber at 600 °C, the
oxygen tends to react with the outer surface of the previously formed Zn droplets
and form nanosized ZnO nuclei on the surface of these Zn droplets (Figure [6.12]
(c)). As the aggregated Zn droplets become supersaturated, the liquid Zn reacts
with oxygen and forms ZnO nuclei at the interface. These ZnO nuclei individually
grow in the upper direction in the form of ZnO nanowires. The nuclei thus play
a crucial role in the growth of ZnO nanowires, which grow until the Zn source
is almost consumed. Therefore, from each zinc droplet there is an origination
of several ZnO nanowires which leads to the formation of the nanoseaurchins.
These structures are grown on the silicon substrate surface with a high density
and cover large area of the substrate.

The morphology and structure analysis of the as-synthesized ZnO nanostruc-
tures were then characterized by different techniques as discussed in the next

subsection.

6.2.2 Result and Discussion
6.2.2.1 Characterization of the ZnO Nanoseaurchins

The morphologies of as-synthesized ZnO nanoseaurchins on the silicon substrate
were characterized by scanning electron microscopy. Figure [6.13] (a)-(c) shows
the different microstructures including the microspheres and microbowls which
were observed at various temperature regions. The various size of the micro-

spheres seemingly have a solid Zn core. These different structures are the sites
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Figure 6.12: The schematic illustration of the the manoseaurchins
growth process: the mizture of Zn powder and ethanol dispersed on
Si substrate (a); formation of aggregated Zn droplets (b); formation
of ZnO nuclei on the surface of Zn droplets (c); growth nanowires out
of the droplets (d).

where the nucleation and further growth of the nanostructures occurs. Figure
6.13] (d) shows the high density as-synthesized ZnO nanoseaurchins which con-
sists of nanowires with various diameter and a length of several micrometer. The
reduction in nanowire diameter projecting out were observed as shown in the
inset of Figure (d). Moreover, no branching was observed on the nanowires,
which implies that the nanowires were grown from spontaneous nucleation.

The morphology and microstructure of the ZnO nanoseaurchins were further
studied by TEM and HRTEM after selectively removing the nanowire by scratch-
ing. The detailed characterization of these nanostructures were done by Dr. An-
driy Lotnyk in the group of Prof. Dr. Lorenz Kienle at CAU, Kiel. Figure |6.14]
(a) shows the TEM bright-field image of a ZnO nanowire. The image shows that
the nanowire consists of two areas. Figure [6.14] (b) presents a precision electron
diffraction (PED) pattern taken from the ZnO nanowire shown in Figure[6.14] (a).
Even though, the synthesis of the nanowires was done at a much lower tempera-
ture than the VLS technique discussed in section[6.1], the TEM and PED pattern

studies reveals the nanowires are single crystalline. The pattern has three set of
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Figure 6.13: The scanning electron microscopy of the ZnO nanoseau-
rchins at different stages. Microspheres (a) and microbowls shows the
early stage of the synthesis. The melted and aggregated Zn powders
and the as-synthesized ZnO nanoseaurchins are shown in (c) and (d),
respectively. The inset in (d) shows the relatively high magnification
of the nanoseaurchins.

spots in viewing direction of ZnO. The TEM investigation of many others ZnO
nanowires always showed such PED patterns. Two sets of spots in Figure
(b) are from a twin structure of ZnO with the twin plane. The third set is from
double diffraction. The latter is most probably due to overlap of twinned regions
of ZnO. Noticeably, similar electron diffraction pattern was observed for the ZnO
whiskers grown by isothermal annealing of wurzite-type ZnO/Zn composite [161].

Figure (d) is a high-resolution TEM (HRTEM) image of ZnO nanowires
shown in Figure [6.14] (a). The image shows more clearly that the nanowire con-
sists of two different areas (see also Figures (d) and (e)). From the HRTEM
image it was found that the ZnO nanowires grows in direction [01-10]. It should
be noted that the twins of ZnO is usually imaged along the [01-10] or [2-1-10]
direction of ZnO [162]. However, due to limitation of the microscope, it was not
possible to tilt the ZnO to the appropriate viewing direction. In order to explain
more accurately the lattice plane contrast of Figure (d), the simulations of
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Figure 6.14: The transmission electron microscopy of one of the
nanowires (a), and the corresponding precision electron diffraction
pattern (b) of the nanowire shown in (a).

HRTEM needs to be done.

The confirmation of ZnO nanowires synthesis was further determined by the -
ray photoelectron spectroscopy (VGS 5000 ESCA). Figure shows the three
strong peaks located at 531.78 eV from O (1s), and both peaks at 1047.88 eV and
1022.73 ¢V due to the Zn (Qp%) and (Qp%) binding energies, respectively. The-
ses peaks ensures the formation of the ZnO nanostructures by direct oxidation

technique used here.
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6.2 Synthesis and Characterization of ZnO Nanoseaurchins
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Figure 6.15: The z-ray spectroscopy survey of the as-synthesized ZnO
nanoseaurchins. The spectrum confirms the formation of ZnQO.

6.2.2.2 Electrical Properties of ZnO Nanoseaurchins

The electrical property of the as-grown ZnO nanoseaurchins was studied after
making a metal contact. For comparison, the I-V characteristics of the synthe-
sized nanoseaurchins and a pure silicon was carried out as shown in Figure [6.16
(a). This ensures that the conductance measured was from the grown nanostruc-
tures rather than the substrate. Figure [6.16] (b) shows the forward-reverse I-V
measurement which indicates a typical ohmic behavior. The ketch in Figure [6.16]
(d) shows how the electrical measurement was done across the two metal contacts
in which they are bridged by the grown nanoseaurchins.

The UV light dependence of ZnO nanostructures is a widely known phenom-
ena due to their large band gap (3.37 eV) and it is discussed in detail in section
[6.1.2.3] Similar to UV detection experiment done for the nanosails, the UV light
lamp (A = 360 nm, UV spotlight H135, LABINO AB) was used. Figure [6.16]
(c) shows the UV switching response of the ZnO nanoseaurchins while turning

on and off in equal interval of time. Unlike the the switching behavior observed
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Figure 6.16: The comparison of the I-V measurement of pure silicon
and ZnO nanoseaurchins (a), the forward-reverse I-V measurement
of the as-synthesized ZnO nanoseaurchins (b) and the observed UV
switching response measured at 6 V (c¢). The sketch shows how the
measurement was carried out (d). The red color on the substrate rep-
resents the metal contact.

for the nanosails, the nanoseaurchins shows the complete recovery of the current
after the UV was switched off. This effect could be attributed to the small surface
area of the nanowires which has relatively less oxygen adsorption. The current
increase by factor of five during UV light exposure shows a better sensitivity than
nanosails shown in Figure

6.3 Conclusion

This chapter presented two different techniques of synthesizing functional vertical
ZnO nanowires: vapor-liquid-solid (VLS) and direct oxidation of Zn powder. The
VLS technique resulted in the formation of high quality junctions by using Au as a

catalyst on a silicon ((100)) substrate which has a 100 nm SiO; insulation layer.
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6.3 Conclusion

The junctions are formed by self organized interpenetration between nanosails
during VLS growth. This effect has been capitalized for a very simple fabrication
process of electrical circuits enabling the functional nanostructures in microchips.
Thus, the nanosail-integrated devices showed all corresponding properties such
as photo-detection or sensory features. Beside for the here demonstrated feasi-
bility of the approach for ZnO, the process is also applicable to other VLS grown
structures. The approach has been demonstrated for ZnO, but can be generalized
in principle to other VLS-grown structures. For example, GaN shows the same
structural features and phases.

On the other hand, the catalytic free metallic Zn oxidation technique was used to
synthesize sea-urchin like nanostructures at relatively lower temperature. These
nanostructures consist of ZnO nanowires with reduction in diameter in the direc-
tion of growth. In this method, large amounts of ZnO nanowires were possible
to synthesize on a silicon ((100)) substrates at temperature of 600 °C. The possi-
ble growth mechanism of these nanostructures is a direct oxidation of the metal
powder which consists of two stages: nucleation and growth, in which the ZnO
nuclei play a crucial role in the growth of ZnO nanowires. Most importantly,
these ZnO nanowires have been produced by a simple, easy, and low cost method
without the use of any catalyst which sometimes creates defects. The synthesized
nanoseaurchins showed a fast switching upon UV light exposure. Moreover, it

exhibited a complete recovery of the current as soon as the light was switched
off.
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7 Summary and Outlook

Due to their one dimensionality, nanowires are one of the best candidates for the
fabrication of various novel functional devices that are based on nano scale effects
such as high photo- and chemical sensitivity, quantum transport phenomena, etc.,
and remain still hot issue in the scientific community. Thus, various synthesis,
characterization, as well as integration techniques of nanowires are being devel-
oped. However, one of the challenges in nanotechnology is the synthesis of these
nanostructures in a fast, less complex, cost effective ways and on finding tolera-
ble or easy means of integrating them into devices. This dissertation addresses
some possible solutions for these problems. Therefore, three different approaches
such as; thin film fracture based for the synthesis of horizontal nanowires; vapor-
liquid-solid and direct oxidation of metal powders for the synthesis of vertical

nanowires are used for a one step nanowire integrated device fabrication.

The thin film fracture based synthesis technique was used for the synthesis
of a well aligned horizontal nanowires. This technique basically uses the mechani-
cal failure of the photoresist for the formation of cracks. The cracks formed by the
thermal cycling (drastic temperature change in the film/substrate system) could
be used as a template. However, it is well known that the formation of cracks
occur typically random in thin films. One method of guiding crack pattering is by
creating a predefined site where the strain field is expected to concentrate. This
was done by using a microstructured photoresist film using a photo-lithography.
It is worth to note that the thin film stress which is the key for crack generation
depends on the film thickness. For thermal cycling induced cracks, 560 nm thick
shipley 1813 photoresist found to be optimal. Further filling of the cracks by
physical vapor deposition method such as sputtering and further lift-off of the

superfluous metal as well as photoresist by acetone ensures the formation of well
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patterned polycrystalline nanowires on a thermally oxidized (100 nm thick) p-
doped silicon at the same time with the conventional microstructures employed as
circuit paths. This approach emphasizes the less complex, relatively inexpensive
and a one step direct integration of the nanowires on a microchips. This part of
the work, discussed so far, is a continuation of my master thesis where this type
of synthesis was discovered, however, in this dissertation the basis for application
as device was given by analyzing different properties of synthesized and already

integrated nanowires.

The two dimensional confinement in the nanowires favors them to exhibit a
unique electrical, magnetic, optical and mechanical properties unlike their macro-
scopic counter parts. To analyze these unique properties, the already integrated
polycrystalline nanowires were characterized under different conditions. For ma-
jority of the nanowires the current-voltage curve seems to follow almost a linear
relationship at room temperature. However, current fluctuations were discov-
ered at a certain region of the voltage particularly in gold nanowires. On the
other hand, this phenomenon was not observed for other type of nanowires in-
cluding titanium and nickel. The observed fluctuation could be attributed to the
type of bond formation of noble metals. The current fluctuation effect even gets
pronounced for higher resistance i.e., smaller diameter of the gold nanowires.
Similarly, increasing and decreasing the voltage across the gold nanowires up to
a particular voltage also shows an increase in conductance of the wire after each
cycle. This effect could be due to the field induced grain fusing in the nanowire
which decreases their interseparation. However, further increase of the voltage
across the nanowires above a critical value can lead to a complete disintegration
of the nanowires. These two mechanisms observed on gold nanowires implicates
that the operating voltage of the devices integrated with these types of wires

should be understood so as to avoid device malfunctioning.

The variable temperature electrical characterization of both gold and nickel
nanowires as well as thicker nickel mesowire were also investigated. Unlike the
bulk materials, both nanowires shows a drastic increase in resistance while de-
creasing the temperature. The typical conductivity mechanisms associated with

this are believed to be a hopping assisted. In contrast, a mixed resistance response
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7 Summary and Outlook

could be created in the nickel mesowire which shows a bulk- and a nanowire-like
response at various temperature regimes, allowing to tune in an almost constant
conductivity value over a large temperature range as it is desired for many func-

tional electronic devices.

The performance of nanowire integrated devices can be highly influenced
by its oxidation behavior. To investigate this, two mechanisms were considered:
the native oxide and the field induced oxidation. The former mechanism highly
influences the shelf-life time of the device which can affect its efficiency as well
as performance. The second mechanism, however, has relatively high oxidation
rate and typically causes significant effect since it can be seen in any current
carrying reactive materials. Therefore, to minimize or avoid this effect the device
should operate at certain maximum voltage. The local, targeted anodization of
nanowires by using pure water meniscus could also be achieved. This technique
can be effectively used for different purposes such as for nanowire thickness control

by forming core shell setups, as it could also be used for quantum wire fabrication.

The high aspect ratio of the nanowires enables them to posses a high sensi-
tivity to a small concentration change of a chemical species as compare to their
thin films and bulk counter parts. In this dissertation, palladium and ZnO poly-
crystalline nanowires were used to detect the presence of hydrogen and ozone,
respectively. The hydrogen detection of palladium, particularly, shows two dis-
tinct responses: one an increase and the other a decrease in conductance up on
exposure. This effect is associated to the response of the palladium nanowire at
different hydrogen concentration where the two effects can be separately observed
below or above of a certain critical value. The bulk gold material is believed to
be inert however, detection of hydrogen by gold nanowire was also shown for
the first time, suggesting that the so far reported interpretation in the literature
might be modified.

A catalyst based vapor-liquid-solid is a widely used technique for the syn-
thesis of various nanostructures including elemental semiconductors, II-VI semi-

conductors, II1I-V semiconductors, oxides etc. However, the integration of these
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nanostructures into devices still remains typically tedious and requires many
steps. In this dissertation, a direct applicable technique of one step integra-
tion of functional ZnO nanosails was developed. Synthesis of defect free high
quality junctions formed by interpenetrating nanosails were able to be synthe-
sized in an integrated surrounding. The density of interpenetrating nanosails can
be enhanced by controlling the amount of gold which was used as both a catalyst
during the growth and as a electrical contact later. Various electrical and sensing
properties of the nanosail integrated device were carried out under various con-
ditions. Mainly, the photo and gas sensitivity, and the field effect properties of

these nanostructures showed their potential application in future nanoelectronics.

The catalyst free direct oxidation of Zn powder for the synthesis of the
so called ZnO nanoseaurchins were also presented. This technique preserves a
nanostructure with a high quality and free from defects such as dislocations.
The development of the low temperature techniques to synthesize oxide nanos-
tructures will be important for their integration with silicon based microelec-
tronics and decreasing cost of fabrication. The current-voltage characteristics
of the nanoseaurchins exhibited an ohmic behavior. The photo switchability of
the nanoseaurchins showed a complete recovery of the current after the light is

switched off. This could be due the defect free growth of the nanoseaurchins.

Generally, this dissertation is devoted on the fabrication of various nanowire
integrated functional devices in a relatively simple approach. This is an important
step, however, for integration of nanowires into the conventional silicon electronic
processing. It is hoped that this will enable and contribute further detailed
examinations of nanostructures from many more metals and semiconductors, and
can be understood as one step forward for the utilization of functional nanowire

devices.
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