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Abstract

Structuring of material on the nanoscale is enabling new functional materials
and improving existing technologies. Glancing angle deposition (GLAD) is
a physical vapor deposition technique that enables thin film fabrication with
engineered columnar structures on the (10 to 100) nm scales. In this thesis,
we have developed new methods for controlling the morphology, microstruc-
ture, and texture of as-deposited GLAD films and composite films formed
by phase transformation of GLAD nanocolumn arrays during post-deposition
annealing. These techniques are demonstrated by engineering the vapour flux
motion in both Fe and ZnO nanorod deposition and FeS, sulfur-annealing.

Crystalline Fe nanorods with a tetrahedral apex can be grown under rapid
continuous azimuthal rotation of the substrate during growth. Discontinu-
ous azimuthal rotation with 3-fold symmetry that matches the nanocolumn’s
tetrahedral apex symmetry produces nanocolumns with in-plane morpholog-
ical and crystal orientation. This method, called flux engineering, provides
a general approach to induce biaxial crystal texture in faceted GLAD films.
Similar effects were found for ZnO nanocolumns.

Reliable production of photovoltaic-grade iron pyrite thin films has been
challenging. Sulfur-annealing of bulk films often produces cracking or buck-
ling. We used the flux-engineering processes developed for Fe to control the

inter-column spacing of the precursor film. By precisely tuning the inter-



column spacing of the precursor film we can produce iron pyrite films with
increased crystallite sizes >100 nm with a uniform, crack-free, and facetted
granular microstructure. Large crystallites may reduce carrier recombination
at grain boundaries, which is attractive for photovoltaic cells. We assessed
the viability of these films for photovoltaic applications with composition,
electrical, and optical characterization. Notably, we found a 27 ps lifetime of
photocarriers measured with ultrafast optical-pump/THz-probe and tested
charge-separation characterization between the pyrite films and a conjugated
polymer with absolute photoluminescence quenching measurements. These
results provide the foundation for future improvements in pyrite processing

for photovoltaic cells.
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Chapter 1
Introduction

The histories of materials science and technological development are in-
timately linked. Materials development enables technology development,
which in turn enables new materials development, setting up a virtuous cy-
cle of scientific and technological progress. Presently, efforts are focused on
pushing our understanding and control of materials into the nanoscale. This

is the essence of the set of fields broadly characterized as nanotechnology.

There are several modern technological examples that illustrate the suc-
cess of materials science and materials structuring at the nanometer scale.
Perhaps the most common, sophisticated example is the modern integrated
circuit. In 2012, Intel® started shipping processors based on the 22 nm Tri-
gate technology, otherwise known as FinFETs. An example of a FinFET
transistor is shown in Figure 1.1. The three-dimensional structure of this
device is due to the novel raised transistor channel architecture which allows
the gate to surround the channel and control current flow more effectively
than in a traditional planar transistor. This innovation reduces power usage
of the transister by limiting leakage current[15]. Fabricating these devices
at scale required a decade-long effort in materials processing research, which
provides a clue as to the amount of effort such achievements require. The
result is that transistor density in integrated circuits continues to scale ex-
ponentially, according to Moore’s Law, with Intel demonstrating processors

with 5 billion transistors.!.

Intel’s ® 62-core Xeon Phi has 5 billion transistors.
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Figure 1.1: Schematic and electron micrograph of a FinFET. Zathlon, "Tri-
gate” June 24, 2006 via Wikipedia, Creative Commons Attribution.

Outside of the microelectronics industry, nanoscale materials are find-
ing applications in virtually every technological application from energy to
medicine. Notable examples include, photovoltaic technologies for solar power
generation that have developed from wafer-based technologies to conven-
tional thin-films and onto more sophisticated quantum dot or organic archi-
tectures in the pursuit of lower-cost and greater conversion efficiencies. Me-
chanical energy-scavenging technologies that depend on nanowires made of
piezoelectric materials have been developed. Graphene, a 2D layer of carbon,
is being rapidly developed for electronics. Biosensing, such as bio-tagging
with quantum dot fluorescence or nanoplasmonics, is poised to rapidly im-

prove quantification of medicine for individualized treatments.

All of these developments require a robust method for controlling ma-
terial properties on the nanoscale. Consequently, groups are continuously
investigating new methods for nanoscale fabrication and improving existing
methods. This thesis has focused on improving one particular fabrication
and structuring technique called Glancing Angle Deposition (GLAD) that
can be used to create columnar thin film structures. The overall goal of this
thesis is to develop advanced methods in GLAD to further develop functional

materials for energy applications, such as photovoltaic cells.

1.1 Materials synthesis and processing

Materials science is a strongly interdisciplinary field with contributions and

collaborations from biology, chemistry and physics. As such, the methods for
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controlling material synthesis, and thereby material properties, are diverse
and varied. Materials of interest include organic materials (e.g., plastics,
semiconductor polymers, and photoactive small molecules), inorganic mate-
rial (e.g., semiconductors, ceramics, metals) and composites. In application
these materials are assembled on spatial scales that range from ~1079 m in
the case of quantum dots to ~ 10?> m in the case of buildings and bridges
and ~ 10* m in the case of the interstate highway system. This represents
spatial control over the arrangement of materials spanning 13-orders of mag-
nitude! An incredible achievement of technological progress that cannot be

over-emphasized.

In this thesis, we are primarily interested in thin films. Such films typ-
ically range from ~ 1 nm to ~ 1 um in thickness, and can be composed of
bulk/continuous or porous material. The structure, grains, and material ar-
rangement play a critical role in the material properties. These effects can
manifest as changes in the effective medium. For example, periodically al-
tering the film porosity modulates the effective index of refraction to form
a photonic crystal[16]. In other cases, fundamental material parameters can
be altered from their bulk values. The shift in electronic energy levels due
to quantum confinement in quantum dots or quantum wells are a well-cited
example of the substantial effect that structure can have on a material’s

properties[17, 18].

1.1.1 Bulk thin films

Thin films are primarily produced by vacuum deposition techniques, such
as physical vapour deposition, chemical vapour deposition[19], atomic layer
deposition[20], and pulsed laser deposition [21] due to the highly controlled
environment of a vacuum that in turn enables precise composition con-
trol [19]. However, chemical synthesis techniques performed in less controlled
environments are possible in some applications. These techniques include,
but are not limited to, spray-coating[22], spin-casting, sol-gel[23], and elec-
troplating [24]. Post deposition processing may include a sintering step, for
example, to recrystallize an inorganic colloidal ink into a thin film[25], or

annealing (thermal processing) to affect composition or microstructure.
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Each technique has its own advantages that include the control over the
material synthesis, fabrication speed, and costs (infrastructure and opera-
tion). Selection is made based on the application requirements and costs.
Due to the high degree of environmental control available in vacuum deposi-
tion, these methods tend to find applications in the microelectronics industry
where strict control over composition (i.e., doping, defects, contaminants) is

required to ensure proper device performance.

Physical vapour deposition such as evaporation or sputtering affords con-
trol over the thin film properties by tuning the deposition conditions during
growth. These include temperature, pressure (residual or added gas com-
position), deposition rate, and shadowing effects. Structure zone diagrams,
such as those developed by Thornton [2] are assembled to describe the effect
of the deposition conditions on the structure of the film. For example, the
structure zone diagram for high-rate sputtering shown in Figure 1.2 describes

the effects of several processes on the final film morphology.

Additional processes can be used to further modify the structure of the
films during growth. Particle bombardment, from substrate-biased sputter-
ing or ion milling, can have significant effects on the structure and crys-
tallinity of the resulting film[19]. Film texture can also be modified by de-
positing at modest oblique angles (o < 70°) and at deposition angles relevant
to GLAD (« > 70°)[26]. These points will be discussed later.

A survey of the energy sources available to modify the film structure dur-
ing growth was compiled by Harper[3] and reproduced in Figure 1.3. Many
secondary effects, such as phase transformation, grain growth, interface en-
ergy minimization, and strain energy minimization can have important and
dramatic effects on structure[19, 27, 28]. Post-deposition thermal process-
ing can assist in modification of the film structure directly through diffusion
and by activating other processes such as grain growth or compound forma-
tion. Several of these effects will play an important role in determining the

structure of the films discussed in this thesis.
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Figure 1.2: (a) Structure zone diagram that demonstrates the superposition
of deposition processes that control the structure in high-rate sputtering
growth. In (b) the effects of substrate bias voltage during sputtering are
shown. Reproduced with permission from [2].
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1.1.2 Nanostructured thin films

Engineering 3-dimensional columnar, porous, thin films has garnered signifi-
cant interest in a variety of application areas due to the potential for perfor-
mance improvements. These applications include optical devices[16, 29, 30],
structured electrodes|31], high-interface area sensors[32, 33, 34, 35], magnetic

recording media[36], and nanoelectronics[37, 38, 39, 40].

While this thesis focuses on GLAD, a physical vapour deposition method
that can precisely engineer thin film material into columnar structures on
the (10 to 100) nm scale[41, 4, 42, 43], there are several competing tech-
niques. These include both bottom-up[44] and top-down nanostructuring
techniques[45]. Top-down processing includes templating, such as with an-
odized aluminum oxide[46], and deep reactive ion etching[19], which are often
used to produce arrays of one-dimensional nanowires[47, 48]. The smallest
of these structures tend to have diameters in the range of (10 to 100) nm
because controlling infilling or etching processes on the ~ 10 nm scale is

challenging.

Bottom-up processes are dominated by seeded forms of nanowire growth,
such as vapour-liquid-solid growth of nanowires[45, 49, 50, 51], carbon nan-
otube growth[52], or dislocation-driven nanowire growth[53]. These tech-
niques can produce nanowires with diameters ~ 10 nm wide with high-aspect
ratios (t/w > 100:1) of highly crystalline materials. Nanowire growth is con-
trolled by many of the same parameters that affect bulk film growth in physi-
cal vapour deposition, such as availability of reactants (chemical potential or
deposition rate), pressure, residual gas composition, and temperature. The
seed material can be used to dope semiconductor nanowires during growth,
but in other cases can induce unwanted contaminants into the nanowire[54].
Preventing contamination from the seed material can be difficult and is an
active research problem[55]. Due to the high-level of interest in nanowires
and their applications, growth capabilities have developed quickly. Recent
advances have demonstrated kinking to change the growth direction[56], ra-

dial and linear pn junctions[57], and diameter modulation|[8].
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1.2 Glancing Angle Deposition

Glancing Angle Deposition[58, 59, 60, 4] is a physical vapour deposition tech-
nique developed by the Brett group at the University of Alberta. The key
innovations of GLAD are: 1) use of dynamic substrate rotation to orient the
substrate freely into any orientation during growth and 2) a highly oblique,
collimated vapour flux such that the deposition angle is a > 70°. Combined,
these two enhancements allow for the column morphology to be precisely con-
trolled during film growth by a process of geometric self-shadowing. These

features will now be explained in more detail.

Substrate rotation allows for precise positioning of the collimated vapour
flux relative to the substrate plane (Figure 1.4). Two stepper motors actuate
the rotations around two axes; one around the substrate normal changes the
azimuthal position of the flux, ¢, and another axis in the substrate plane
changes the angle of inclination, known as the deposition angle, a. Together
these two rotations control the flux direction and change the column growth
direction. This capability allows a variety of structures to be produced in-
cluding vertical posts, helices and square spirals by changing the flux motion
algorithms during growth, as seen in Figure 1.5. The structures have allowed
GLAD films to be constructed for a variety of device applications such as
birefringent optical filters[61, 62], photonic crystals [63], chemical and bio-

logical sensors[64, 65, 66, 30, 16] and mechanical pressure sensors[67].

GLAD growth is often viewed as a ballistic growth process, where the
column shaping process relies on geometric shadowing to limit the location
of material deposition to the column tips. Migration of material from the
deposition location to the shadowed surface is therefore undesirable. To limit
surface diffusion, and thus migration of material to the shadowed portion of
the growth surface, a low homologous temperature is used; the film growth
surface temperature (Ts) is a small fraction of the material’s melting point
(Thr) so that ©7 = Ts/Ty < 0.3. This allows for shadowing processes in the
film to have a greater influence in shaping the morphology of the film, as seen
in Figure 1.2. When ©7 — 1 GLAD can become ineffective at controlling

the surface evolution of the material[4, 68].

A conceptual illustration of the GLAD growth process is shown in Fig-
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Figure 1.4: Schematic representation of the collimated vapour flux position
relative to the substrate plane. Flux position is controlled by the azimuthal
angle ¢ and deposition angle (inclination angle «). A modulation angle 7
is sometimes used to denote oscillation in the flux azimuthally, relative to
the vapour incidence plane defined by the substrate normal and flux vector.
Reproduced with permission from [4].

ure 1.6. Growth proceeds from initial nucleation, through roughening where
surface topology initiates geometric shadowing, and then onto deposition
of columnar structures once shadowing is initiated. Materials that nucle-
ate by a Volmer-Weber growth process[19] will tend to produce well-formed
structures, as geometric shadowing can be initiated soon after the nucleation
process. However, the Volmer-Weber nucleation model does not apply to all
materials and may not be justified at the low homologous temperatures in
which GLAD usually operates. Instead, at low homologous temperatures, ki-
netic roughening can produce sufficient surface topology to initiate geometric
shadowing[69]. The study of kinetic roughening is deep and connected to the
theory of fractal surface evolution. These concepts are beyond the scope of
this thesis, but the interested reader can find several texts on the subject
(69, 70].

There are characteristic limitations to traditional columnar GLAD films
grown by ballistic deposition and geometric self-shadowing. The stochastic
development of nanoscale structure with GLAD has been described as physi-
cal self-assembly[71]. However, it is more apt to call GLAD growth a physical
self-organization process as it occurs under non-equilibrium conditions[72].
The organization of material is not perfect. For instance, oxide materials

often contain fibrous intracolumn structures[4]. These features are a direct
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Figure 1.5: The basic GLAD structures: (a) slanted post, (b) chevron, (c)
vertical post, (d) slanted post stack, (e) high-low stack and (f) Rugate. These
structures are fabricated using constant, discrete and continuous motion in
a and ¢. Reproduced with permission from [4]. (a-c) Reproduced with
permission from [5] and (d) Reprinted with permission from [6]. Copyright
2007, American Institute of Physics.
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Figure 1.6: Conceptual illustration of the GLAD growth process from a)
nucleation, b) onset of geometric shadowing, c-d) development of columns
and column extinction. In slanted posts the column tilt angle ¢ is often
smaller than . Reproduced with permission from [4].

result of the stochastic nature of the GLAD growth process. In general, small
scale structure (<10 nm) within an individual column cannot be reliably con-
trolled with GLAD. At larger-scales, ~ 100 nm, the inter-column structure
can be controlled through defining a seed pattern that initiates geometric
shadowing and defines the spatial arrangement of the columns. Shadow in-
stability and column width broadening during growth place limits on the fi-
delity of this initial pattern as the film grows[73, 74, 75]. In other words, the
correlation length of the growth surface in a typical GLAD film is finite and
on the order of 100 nm [69, 70, 73, 76]. Considerable effort has been made to
increase the correlation length for optical applications of GLAD films, such as
in photonic crystals [74, 75]. These requirements motivated the development
of the phi-sweep method that modulates the azimuthal position (modulation
angle v in Figure 1.4) of the substrate to suppress shadow instability and
maintain good adherence to an initial seed pattern after ¢ ~ 1000 nm of
growth [77, 74, 75]. A combination of patterned seeds to initiate geometric
shadowing and a tuned phi-sweep modulation angle v that limits deposition
between the columns represents the state-of-the-art in column engineering
with GLAD. Presently, it is not clear if additional improvements can be made

with more complex motion algorithms that further mitigate shadow insta-
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bility. Other solutions will have to be explored, such as crystalline growth
modes that provide additional constraints on column broadening, improve in-
tracolumn structure, and enable control over other microstructural features.
Enabling or enhancing crystalline growth modes in GLAD is a general theme
of this thesis.

1.2.1 Crystallinity in GLAD films

Crystalline growth processes can occur in GLAD films. These effects can
be used to control morphology, microstructure and texture [26] of the films
by designing the process parameters accordingly (e.g., flux configuration,
temperature, deposition rate). Early reports on the influence of deposition
flux rate and rotation rate on the development of crystalline columns were
made about a decade ago [43, 78, 79]. Since that time, specific materials
studies have been made on elemental and composite materials as listed in
Table 1.1. These additional studies have also reported on the influence of
pitch, the amount of the film growth along the substrate normal per substrate
rotation, and on the morphology and crystallinity of GLAD films [4, 80, 81,
82, 83, 84]. In this thesis, we will primarily use the deposition rate and the

flux motion (in o and ¢) to control the film’s properties.

Table 1.1: List of crystalline materials deposited with GLAD.

Elemental materials

Cu [85, 67, 82, 86, 87] Ge [88] Mg [89]
Ru [90, 83] Sn [91] W [92, 93, 94]
Composite materials
CaFy [95] CrN [96] MgF, [97]
MgO [98, 99] YSZ [80, 100] ZnO [101, 81]

More recently, vapour-liquid-solid (VLS) crystalline nanowire growth of
indium tin oxide (ITO) and Ge has been adapted to GLAD in a process
named VLS-GLAD [102, 103, 104]. In VLS growth a eutectic droplet con-
centrates vapour and precipitates the vapour as a crystalline material at the
droplet/solid interface. In effect, the droplet constrains the shape and broad-

ening of the column/nanowire as it grows. This process was first developed



1.2. GLANCING ANGLE DEPOSITION 13

by Wagner in 1964 for Si and has been applied to many semiconductors and
oxides since that time [105, 45, 49, 50, 51].

As mentioned above, large values of O can often be deleterious to GLAD
films due to the larger surface diffusion smoothing out the structure. How-
ever, in some materials evaluated temperatures can enable alternative and
useful growth modes. Indium tin oxide (ITO) provides a striking example of
this case. For O < 0.2 1TO grows as a typical columnar GLAD film. As tem-
perature is increased to ©7 > 0.3 In/Sn droplets form and the growth mode
changes from ballistic self-shadowing to VLS crystalline nanowire growth.
This results in branched nanowire structures called ‘nanotrees’[102]. The
VLS growth process can be enhanced with the geometric shadowing pro-
vided with GLAD. Effects such as shadow-mediated diameter modulation,
and biaxial texture through evolutionary selection have already been demon-
strated in VLS-GLAD systems[8, 106]. Access to the growth of a wide range
of materials compatible with VLS and provides new opportunities to extend
the GLAD toolkit.

Controlling crystal texture with evolutionary selection

Crystal growth in GLAD films appears to be connected to texture evolution.
Shadow-mediated competition exists between the columns in a GLAD film,
and the deposition conditions should ensure that crystalline columns are able
to avoid extinction during growth. Abelmann and Lodder [26] note that tex-
ture development requires that crystals can grow in a manner that minimizes
their surface energy. This is only possible in cases of high surface diffusion,
or with vapour incident from all directions. This observation provides a clue
as to the role of deposition pitch in encouraging crystal growth in GLAD
films.

Although a complete picture of texture evolution [26, 107, 108] has yet
to be developed, contributing effects include the crystal geometry [90, 109],
flux capture cross-section[100, 110], asymmetric surface diffusion [111], sur-
face energy[100, 112, 92, 109, 113], and shadowing[90]. Development of the
in-plane and out-of-plane texture can be controlled by shadow-mediated com-

petition between the nanocolumns, whereby columns with a faster vertical
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growth rate are able to out-compete columns that grow more slowly. This
process is known as evolutionary selection. In cases where the azimuthal
flux symmetry is broken, biaxial texture can be developed, due to a compet-
itive advantage afforded to nuclei oriented for rapid growth. Out-of-plane
texture is often defined by the surfaces with low-adatom mobility (interface
minimization effect) due to enhanced adatom capture and therefore faster
vertical growth[100, 95, 92].

Control of crystal texture by engineering the flux motion is a major theme
in Chapter 3. More discussions of crystal texture effects in GLAD films will
be provided there.

Thermal processing

Post-deposition annealing steps can often have beneficial effects for enhancing
the composition or crystallinity of GLAD films[31, 4]. For example, a two-
step annealing process is used in both regular GLAD ITO and VLS-GLAD

ITO to increase transmissivity and conductivity of the material[31, 102].

High-temperature annealing can modify the film morphology through
many of the same processes identified during growth at high-temperature
(Figure 1.3) such as grain growth, recrystallization, diffusion and compound
formation[28, 114, 115, 116, 117]. Therefore, care must to taken when de-
veloping an annealing process to select temperatures, heating rates, and ex-
posure times that will improve the desired material properties without neg-
atively affecting others. In the case of GLAD films, additional concern must
be given to maintaining structural fidelity during the annealing process. As
a rule of thumb to prevent significant loss of structural definition annealing
should be limited to O < 0.5.

Post-deposition sulfur-annealing of Fe GLAD films is discussed further
in Chapters 4 and 5. This process was used to develop iron pyrite (FeSs)
thin films where microstructural control is imposed through design of the Fe

precursor morphology.
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1.3 Motivation and materials selection

As GLAD has matured, an increased focus on device applications has emerged.
Several potential areas of technological significance have been explored[4],
including optics [61, 62, 63], sensors [64, 65, 66, 30, 16|, mechanical devices
[67], catalysis [118, 119], microfluidics [120, 121}, chemical analysis [122], and
energy [31, 4]. Advanced energy materials are of particular interest to our
group. These applications require materials structuring techniques that also
maintain other characteristics important for device operation, such as semi-
conductor behavior, chemical activity, and optical transparency. Simultane-
ous optimization of both morphology and other functional properties presents
new challenges for GLAD. Specifically, achieving semiconductor behavior re-
quires crystalline material. This requirement may be achieved through either

a crystalline growth mode or by thermal processing post-deposition.

In this thesis, we worked towards meeting these challenges for two mate-
rials of significance for energy generation; FeSy and ZnO. Iron pyrite, FeS,, is
an earth-abundant semiconductor with widely recognized potential for pho-
tovoltaics (Chapter 4 and 5). ZnO nanocolumns can be used as a transparent
conductive oxide for photovoltaics and as a piezoelectric mechanical energy
scavenger (Chapter 6). Further introduction to these materials will be pro-

vided in their respective chapters.

Two major thrusts were undertaken in this thesis. The first thrust involves
development of flux engineering techniques for enhanced morphological, mi-
crostructural and crystal texture control over as-deposited GLAD materials.
These methods were demonstrated with Fe (Chapter 3) and ZnO (Chapter
6). The second thrust centers on development of a fabrication process for
FeSy with intent towards photovoltaic applications. The Fe films developed
in Chapter 3 were used as precursors for the production of FeS, films via
sulfur-annealing (sulfurization). Control over the Fe inter-column spacing
was used to influence the recrystallization process that occurs during sulfu-
rization, and allows us to tune the iron pyrite film microstructure (Chapter
4 and 5).

Others groups have previously explored crystalline GLAD growth in both
Fe [123, 124, 125, 126, 127, 128, 129, 130] and ZnO [101]. Previous work
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on oblique deposition of Fe has used stationary substrates or continuous
azimuthal flux motions to characterize the role of deposition angle, deposition
rate, pressure, and temperature in determining the magnetic anisotropies,
column tilt angle and crystal texture of Fe nanocolumns. We have extended
those studies by providing a wide survey in pitch of Fe nanocolumn growth at
highly oblique deposition angles. Additionally, we have shown that discrete
flux motions can be used to develop biaxial texture in these Fe nanocolumns.
This technique complements other flux motion algorithms used to control
crystal texture, which have been previously demonstrated in GLAD materials
including:CaF, [95], Cu [85, 67, 82, 86, 87|, MgO [98, 99], Ru [90, 83], W
(92, 93, 94].

The previous work on ZnO [101] provided a proof-of-concept of low-
temperature crystalline ZnO growth. We have complemented this work by
systematically exploring the effects of flux engineering (i.e., substrate rota-
tion rate and deposition rate) on the morphology and crystallinity of ZnO
nanocolumns to test the feasibility of using GLAD to create high-aspect ratio

columnar structures or nanowires.

Thus far, reliable production of phase-pure iron pyrite thin films with
controlled material properties remains difficult, limiting photovoltaic device
development [10, 131]. Recent work has focused on fabrication of iron pyrite
thin films using techniques including solvothermal synthesis [132], metal-
organic chemical vapor deposition [133, 134], chemical vapor deposition [135,
136], spray pyrolysis [137, 138, 139, 140], nanoparticle synthesis [141, 25],
sputtering [142, 143], sol-gel [144], chemical vapor transport [145, 146, 147],
and sulfurization of iron and iron oxide precursors films [148, 149, 150, 151,
152, 142, 153, 154, 155, 156).

Sulfurization is attractive for its simplicity and therefore potentially low
processing costs. Sulfurization of bulk thin films suffer from potential stress
failure of the iron pyrite film, such as buckling or cracking [157, 158, 159, 150].
During phase transformation unconstrained material will expand due to the
density difference between iron (p,, = 7.87 g-cm™3) and iron pyrite (p,, =
4.89 g-cm™3). Attempts to alleviate stress failures include the addition
of adhesion layers [142] and limited attempts to introduce porosity into Fe

precursor by depositing onto heated substrates [150]. By using columnar
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Fe-precursors deposited with GLAD, and developed in Chapter 3, we can
accommodate the material expansion during sulfurization. We show that
stress failure can be eliminated and that the morphology and crystal struc-
ture of the iron pyrite films can be tuned to achieve uniform films com-
posed of large grains/crystallites desirable for photovoltaic application. This
technique was explored for Fe-precursors deposited with both electron-beam

deposition (Chapter 4) and sputter deposition (Chapter 5).

Lastly a note on the chronology of the work. The chapters was completed
in the following chronological order: 6, 5, 3 and 4. The ZnO work was
pursued with the intent to test the limits of GLAD ZnO nanowire growth
for mechanical energy scavenging electric generation. For this particular
application, high-aspect ratios of t/w > 100:1 are required. It became clear
during the work that these specifications were not achievable with the GLAD
process, and so we changed focus to FeS; development. This explains the

discontinuous jump between Chapters 5 and 6.



Chapter 2
Experimental methods

In this chapter, a brief overview of some of the experimental methods used
in this thesis will be provided. Although the techniques presented here may
be generally familiar to the reader, there are a few specialty techniques, such
as x-ray diffraction pole-figures and image analysis, that would benefit from

a brief review or introduction.

2.1 GLAD deposition systems

A GLAD deposition system has two major requirements that are uncommon

in physical vapour deposition systems. These are

1. Dynamic control over substrate rotation during growth

2. A directional, collimated vapour flux

The geometry of a typical GLAD system is illustrated in Figure 2.1. The
substrate is placed above the source material. Two stepper motors control
the azimuthal angle (¢) and the angle of inclination («) of the substrate.
Often the stepper motors are controlled by software running on a computer
connected to the system. More advanced setups incorporate feedback from
film thickness monitors to allow the motion of the substrate to be triggered

at precise stages during growth [60].

18
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Figure 2.1: Schematic illustration of a GLAD deposition system showing the
deposition angle o and azimuthal rotation angle ¢ that allow for arbitrary
orientation of the substrate chuck relative to the incoming vapour source.

Reprinted with permission from [4].
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To meet the second requirement, thermalization of the vapour source
must be avoided; that is, the directionality of the flux must be preserved.
Generally, the flux is produced from a ‘point’ source to reduce the angular
distribution of flux arriving at the substrate. To preserve directionality of
the flux during transit, the mean-free-path (\) of the flux particles must be
larger than the characteristic size of the system (L), which can be defined
as the chamber size or the throw distance (distance between the source and
the substrate). Expressed mathematically, the flux must have a Knudsen
number K,, = A\/L > 1 [19]. To achieve this deposition often occurs at high-
vacuum pressures (<100 mPa) or even lower where the mean-free-path can

be in excess of 1 m.

In other physical systems where the particle flux is composed of heav-
ier particles, such as droplets, colloids, or molecules, it may be possible to
maintain the directionality of the flux at higher pressures where the reduced
mean-free-path may be possible. This is due to the larger momentum of these
particles and the smaller effect that collisions with gas during transit have
on the direction of motion. A real life example of this effect is rime ice. This
phenomena occurs at atmospheric pressures when high-wind speeds direct
super-cooled water droplets onto a substrate upon which they condense into

a columnar morphology reminiscent of a GLAD structure [160, 161, 162].

Modern GLAD systems, including those within the Brett group, have
extended capabilities with additional equipment such as ion guns and sub-
strate temperature control. Additional equipment can be used to modify or
monitor the film growth. For example, an ion beam can be used to alter the
structure via re-sputtering and/or heating,[163, 164, 165] substrate cooling
can be used to improve structuring[166, 167, 168, 4] and elevated substrate
temperatures can be used to encourage crystalline growth or enable VLS
growth modes [102].

There are several techniques to generate a particle flux in a physical
vapour deposition system. The two main methods used in this thesis are
electron-beam evaporation and sputtering. However, other methods can be
used with GLAD including thermal evaporation, pulsed laser deposition, and

spray /nozzle deposition [4].
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2.1.1 Electron beam deposition

The vapour flux is produced by heating a crucible full of source material with
an 10 mA to 100 mA electron beam. Electrons are generated by thermionic
emission, accelerated through a high-voltage field, and then directed to the
source with electromagnetic fields. By sweeping the electron beam across
the source, the heat distribution can be tailored to accommodate different
materials [19, 4]. Upon sufficient heating the source material’s vapour pres-
sure will exceed the hydrostatic pressure within the chamber and produce a

vapour flux [19].

Of importance to GLAD, an electron-beam system tends to produce a
vapour flux that is highly collimated (Af < 2°) due to the small size of the
source material (= 10mm) and low deposition pressures (P < 0.1 mPa). The
flux particles are not energetic with kinetic energy E ~100 meV. This limits
substrate heating when the vapour condenses to form a solid film. In turn, a
reduced growth surface temperature helps to reduce surface diffusion. Note

that radiative heating from the vapour source is still present.

2.1.2 Sputter deposition

A vapour flux in sputter deposition is created by bombarding heavy ions,
typically argon, into a solid target material. A momentum transfer process
leads to ejection of target atoms that form the flux. The ions are created by
lighting a gas plasma in the chamber. Positively charged ions are then accel-

erated into the target due to a negative potential applied to the target [19].

A considerable advantage of sputtering is that virtually any material,
including composite materials, can be sputtered. In addition, the deposited
thin films have nearly the same relative composition of elements as in the
source material although oxides and nitrides can be problematic [19]. This is
a useful feature, as the stoichiometry of composite materials is often critical

to their functionality.

Before the advantages of a wide material selection and composition con-
trol offered by sputtering can be realized in GLAD several issues must first

be addressed. The use of a plasma to generate ions is problematic for GLAD
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as it necessitates higher pressures than electron-beam deposition. It is not
uncommon for sputter deposition to occur at pressures above 10 Pa. An-
other issue in sputter deposition is that the target sizes tend to be large,
which produces a broader angular distribution within the flux (A6 > 10°).
Kinetic energies of ~10eV can also exists within the flux generated by sput-
ter deposition. Thus significant substrate heating can occur as the adatoms

condense and thermalize on the substrate.

Attempts to improve the suitability of sputtering for GLAD include the
use of collimating plates, long-throw distances, magnetron sources, and hollow-
cathodes that provide additional electrons by thermionic emission which
reduces the pressure required to sustain a sputter plasma [169, 4, 19]. In
Chapter 6, most of these techniques were used for ZnO sputter deposition.
A collimating plate was avoided as it reduces the flux rate significantly and
the flux rates for ZnO were already low enough to require >24 hr deposition

times.

2.2 X-ray diffraction

Detailed introductions to x-ray diffraction (XRD) as a technique for thin film
characterization can be found elsewhere [170, 171]. A brief overview will be
given here to refresh the reader. A familiarity with diffraction, reciprocal

space, and crystal structure are assumed.

X-ray diffraction is a technique that utilizes the coherent, elastic scatter-
ing of hard x-ray light (Aiw > 10 keV or A < 0.2 nm) to deduce information
about the spatial positions of atoms in a crystal lattice. This is performed
by diffracting x-rays off of a sample as illustrated in Figure 2.2. The angle of
incidence of the incoming x-ray’s is defined by w, the angle of the diffracted
beam by the angle 26 and Cj is the scattering vector. The diffraction angle,
known as the Bragg angle, is related to the crystal plane spacing (dy.) by
the Bragg law.

2dhk15in9 =nA (21)
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Figure 2.2: Schematic of Bragg reflection. Where the angle of incidence of
the incoming x-ray’s is defined by w, the angle of the diffracted beam by the
angle 26 and C} is the scattering vector. Ky and K are the incoming/outgoing
X-ray wave-vectors.

Broadly speaking, crystalline materials can be broken up into three cat-
egories: polycrystalline with random crystallite orientations, polycrystalline
with non-random crystallite orientations (textured), and single-crystal mate-
rials. These categories are illustrated in Figure 2.3. Thin films generally fall
into the second category. This has important implications for the collection
and interpretation of XRD data.

In a typical diffractometer (also called a ‘goniometer’) the angle of inci-
dence of the incoming x-ray beam and the position of the detector can be
varied independently. In this case the angle of incidence is sometimes re-
ferred to as w. The most common use of XRD is the determination of crystal
phase(s) of a material with a symmetric 6/20 scan. This is performed by
rotating through all w = 6 positions and recording the intensity of diffracted
light 7(26). The peaks in I(260) provide a fingerprint of the material phases

within the sample.
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Figure 2.3: Illustration of the crystallite spatial orientations inside crys-
talline thin films. Films can be polycrystalline with random orientations
(untextured), polycrystalline with ordering (textured) and single crystal or
epitaxial.

2.2.1 Grazing incidence x-ray diffraction

Symmetric scans can work well for thicker films but for thin films that are
<100 nm thick some diffraction peaks may be undetectable due to lack of
interaction between the x-rays and the film material. In this case, diffracted
intensity can be improved using grazing incidence x-ray diffraction (GIXRD).
In GIXRD the incoming x-ray beam is kept at a grazing angle of incidence
so that w =~ 1° and the path length of the x-ray through the film is increased
thereby increasing the intensity of the diffracted light.

Whereas the scattering vector @ is always parallel to the substrate normal
in a symmetric §/260 scan it rotates in a GIXRD scan. Thus, Cj may not be
parallel to the reciprocal space vector for a particular set of crystal planes
when the Bragg condition is met. Due to the rotation of Cj GIXRD can
introduce diffraction peaks from single-crystal substrates, such as Si wafers,

that are not observed in the /260 configuration.

An example of this is shown in Figure 2.4a which was taken on Si (100)
substrates with w = 2°. In this case the (004) Si diffraction peak at 26g;,,, =
69° observed in a /26 scan is not present, instead the (311) Si peak is seen.
The reason for this becomes clear in Figure 2.4, which shows that at the
Bragg angle for the (004) Si peak that Cj is not parallel to the (004) direction.
However, the (311) Si diffraction peak does appear at 20 = 56° in this con-
figuration, where the Bragg condition and @ || (311) condition happen to be
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met simultaneously.
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Figure 2.4: (a) Grazing incidence x-ray diffraction pattern of a 1200 nm
Fe film deposited at 1 nm pitch. Expected peaks for BCC iron (ICSD 00-
006-0696) are shown for comparison. Reproduced here from Figure 3.5. (b)
Geometric configuration of the x-ray beam when attempting to detect the Si
(400) peak in the GIXRD configuration with w = 2°. Dark lines indicate the
GIXRD configuration, and gray lines are for a /20 symmetric scan.

2.2.2 Texture determination with pole figures

As visualized in Figure 2.3, polycrystalline materials can exhibit preferential
ordering of crystallite orientation, called a crystal texture or simply texture.
Texture is classified by the number of degrees of constraint placed on crystal-
lites in the sample. Constraint in one degree of freedom is referred to as fiber
texture and constraints in two degrees of freedom is called as biaxial texture.
Texturing can be viewed as intermediary steps between complete disorder in
randomly oriented polycrystalline powder samples to highly ordered epitaxial
thin films.

In fiber-textured thin films crystallites, are oriented preferentially along

one axis, known as the fiber axis. Typically, the fiber axis corresponds to the

substrate normal, either due to evolutionary selection of grain growth and/or
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by the constraints imposed by the substrate plane and a grazing incident flux
in GLAD [109, 26]. In thin films with biaxial texture, the two axes that define
the crystallite constraints typically lie within the substrate plane and along
the substrate normal. However, in principal any two independent axes are

possible.

Texture manifests itself in a diffraction experiment as a non-isotropic
distribution of intensity along a diffraction ring. This can be clearly seen

from two-dimensional diffraction frames shown in Figure 2.5.

(a) (b) (c)

Figure 2.5: Two dimensional frames taken from the Bruker Discover D8
instrument at NINT. The Bragg angle 0, decreases from left to right. The
three frames shown correspond to (a) a polycrystalline powder sample with
isotropically distributed crystallites that produce uniform diffraction rings,
(b) a polycrystalline textured thin film sample that shows intensity variation
across the diffraction rings and (c) a single crystal Si wafer where diffracted
intensity is localized to a small point.

A pole figure maps the spatial distribution of diffracted x-ray intensity in
the hemisphere above the sample plane. In other words, for a given diffraction
peak the pole figure provides a spatial map of C_j These maps are typically
drawn on a page using a stereographic projection. By measuring pole fig-
ures of at least three separate diffraction peaks the distribution of crystallite

orientation in the sample can be determined uniquely [170].
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2.3 Image analysis

Electron microscopy is a convenient method to study the microstructure and
morphology of GLAD films. As a result, imaging is regularly performed to
examine the film structure qualitatively and monitor the reproducibility of

the deposition process.

Qualitative changes in the microstructure in response to changes in de-
position parameters can be quickly made by assembling image surveys. In
addition, simple quantitative measurements, like film thickness or post den-
sity, can be taken manually by a human observer. In our experience there
can be significant variation in the judgments made by human observers eval-
uating the same set of images. To help place data acquired from images on
a firmer footing, image processing and analysis can be used to systemati-
cally analyze electron micrographs. This technique also has the advantage
of automating the evaluation process, so scaling from a handful to 100s of
images becomes trivial. Ease of access to large image areas enables statisti-
cally significant sampling of the films across much larger areas than would

be practical to perform manually.

In general, there are three basic steps required to characterize an electron

micrograph and produce a usable measure.

1. Object segmentation; potential objects of interest are identified and

isolated within the image.

2. Object classification; segmented objects are classified or filtered into

groups.

3. Object measurement; measurements on the object shapes or ensemble

of classified objects are made.

Items 1 and 3, segmentation and measurement, are tractable with off-the-
shelf software packages such as Mathematica (Wolfram Research), MATLAB
(Mathworks) and ImageJ (NIH) [172]. Object classification (or image recog-
nition) requires sophisticated algorithmic techniques and remains an active

research problem in computer science. Therefore, we made the pragmatic
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decision to leave classification to a human observer. This approach avoids
extensive algorithmic development and testing, but still benefits from en-
hanced productivity and objectivity enabled by machine segmentation and

measurement.

The work within this thesis has focused on film thickness measurements,
object counting, object area summation, object alignment, and some other
basic measures. Many of these object measures are implemented in off-the-
shelf software packages, such as Mathematica. Thus, the objective is to
devise an algorithm for preparing and segmenting the image into separated
objects that can be further processed and measured by the software package.
An example of a plan-view SEM image of GLAD Fe posts and an array of

segmented objects shown in Figure 2.6.

Figure 2.6: (a) Example of an original plan-view image of an iron nanocolumn
film (Chapter 3) that has been segmented (b). Each object is identified by a
separate color.

An example from Chapter 3 will now be used to illustrate and introduce
some of the concepts and image analysis techniques used within this the-
sis. Beyond the work presented in this thesis, these techniques have been

extended in both internal[84] and external collaborations [173].

There are many texts discussing image processing and analysis available
for the interested reader. Two that were particularly useful are "The Im-
age Processing Handbook”[174] and "Hands-on Morphological Image Pro-

cessing” [175]. The former provides a broad applications based overview of
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image processing, and the latter introduces the algebra of mathematical mor-
phology that forms the basis of several useful image processing methods. An
extensive introduction to mathematical morphology will not be given here,

but relevant concepts will be introduced as required.

2.3.1 Thresholding/binarization for object segmenta-

tion

Thresholding or binarization of a greyscale or color image is often used to
segment objects. This works best when the pixel intensity histogram is bi-
modal with one population of pixels representing objects and another the
background. Images used for analysis are taken normal to a cleaved film
cross-section or normal to the substrate surface. In both cases the film mate-
rial is typically ‘whiter’ than the substrate or vacuum. In plan-view images
of very-thin films (<100 nm) the large depth of field of the scanning elec-
tron microscope can make it difficult to segment only the surviving posts
and ignore extinct posts/nuclei at the base of the film. In these cases object

classification can be used to select/filter the segmented objects later on.

There are several well-established algorithms that can be used to thresh-
old images based on the pixel intensity histogram [174]. In this work we
often used Otsu’s clustering algorithm|[7], which attempts to minimize the
intra-class variance between the background and object pixel populations.
In some cases we used other algorithms due to their superior segmentation
performance. These included Kittler’s minimum error algorithm[176] and
Kapur’s entropy maximum[177]. These algorithms differ in the metric used
to define the threshold, but often produce threshold values that are within
~ 10 intensity levels of each other (for 8-bit images, 2° = 256 intensity

levels).

A segmentation example is shown in Figure 2.7. Before performing the
binarization step the original image is processed to enhance the edge con-
trast, remove noise, and increase the dynamic range. Image enhancement
can serve two purposes, to assist a human observer in manual analysis or

classification by highlighting key features or to prepare images for automated
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image processing. The pixel intensity histogram in Figure 2.7 clearly shows
a bimodal distribution, and the threshold value determined by Otsu’s clus-
tering algorithm|[7] is marked between these two populations. Note that the
binary mask is imperfect and contains unwanted objects and segmentation

errors. These will be dealt with in further processing steps.
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Figure 2.7: (a) SEM image from Figure 2.6a cropped to remove the scale
bar. (b) The same SEM image after image and edge enhancement. (c)
Thresholded binary image. (d) Pixel intensity histogram for the image in (d)
and the threshold value found by applying Otsu’s clustering algorithm [7].
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2.3.2 Watershed transform for splitting conjoined

objects

The watershed transform[178] is often used to separate conjoined objects in
a binary image or segment objects from a greyscale image. The binary image
in Figure 2.7c has several cases where two segmented objects are conjoined.
For example, two conjoined triangular posts objects are shown in Figure 2.8a.
This is a common problem when thresholding tightly packed objects. When
the conjoined objects have a convex intersection the watershed transform can

be used to define boundaries to separate them [174].

A greyscale image can be represented as a surface topology map, with
pixel intensity values representing height. Conceptually, the watershed trans-
form produces a boundary by flooding the valleys of this topology. The
boundary is defined as the interface between any two basins after sufficient
flooding. Successful application of the watershed transform thus requires 1)

markers to define the initial flooding points and 2) an image to process.

To prepare a suitable image for the watershed transform a Euclidean dis-
tance transform can be used to produce a surface topology map from a binary
mask. Each pixel within an object is replaced with a value corresponding to
its distance from the boundary; larger values are given to pixels further away
from the boundary. Thus, the centers of each object are given the largest
values. Now the output of the distance transform can be viewed as a topol-
ogy map, where pixel values correspond to the valley depth (Figure 2.8b). To
define the initial points of flooding for the watershed, ultimate erosion points
are often used. The ultimate erosion points are produced by eroding (remov-
ing) pixels from each object’s boundary, until a object with 1-pixel width
remains (i.e., a point or a line segment). In effect, this creates markers that
are located within the region of the valleys produced by the distance trans-
form (Figure 2.8¢). These two images of 1) valleys produced by the distance
transform, and 2) markers corresponding to the ultimate erosion points are
inputs for the watershed transform. The watershed transform then produces
a boundary mask, which can be overlaid onto the original binary image to

separate the conjoined objects as seen in Figure 2.8d.
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Object A

Object B

Figure 2.8: Demonstration of the conjoined object separation, such as the two
triangular objects (A & B) shown in (a). A distance transform is computed
to create a source image with the appropriate topology shown in a relief plot
for perspective in (b). The ultimate erosion points are also produced from
the original binary mask to create a marker for the initial flooding locations
(c). The points in (c) have been dilated with a cross-matrix for presentation.
After the watershed transform is used to compute the boundaries, they can
be overlaid on the original objects to separate them as in (d).
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2.3.3 Extracting human classified objects with geodesic

dilation

There may be unwanted objects in the segmented images. Object classifica-
tion can be used to filter the objects into several groups for measurement. It
may be possible to classify objects algorithmically if strong clustering of the
object properties is present (e.g., color, circularity, area). Principle compo-
nent analysis can be used to find grouping across several properties [174]. In
cases where strong clustering is difficult to achieve, a human observer can be

used to classify the objects instead.

To assist the human observer, it is often easiest to examine the original
or enhanced images. In this case, it is useful to allow rapid identification
of objects within the greyscale image, and use those choices to select for
segmented objects from a binary mask. To achieve this we have allowed
a human observer to identify objects within ImageJ[172] by placing single
pixel markers in an overlay. This overlay can then be exported and used
to select segmented objects in a binary mask by using a geodesic dilation;
the markers are dilated (increased in size) under the constraint of the mask
shape. The result is that only objects with a marker within their interior are
selected (Figure 2.9). Further refinement of the classification can be achieved
by evaluating the binary masks and selecting objects with a color fill tool in

ImageJ[172] or any other any image editing tool.
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(b) ()

Figure 2.9: Demonstration of object selection with geodesic dilation. The
source image is shown in (a). Markers are defined either by a human observer
or by an algorithmic process (b). Application of the geodesic dilation selects
only the marked objects (c).
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Chapter 3

Flux engineering of iron

nanocolumns

»
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@

We show that it is possible to induce in-plane crystal texture morpho-

Flux configuration

logical orientation by engineering the azimuthal distribution of the flux to
match the symmetry of faceted iron nanocolumns. Thus we can create bi-
axially textured nanocolumns with an in-plane alignment that is controlled
by the flux configuration. The work in this chapter was published in ACS
Crystal Growth € Design in 2012 [179].
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3.1 Introduction

GLAD is a nanostructured thin film fabrication process that can produce
helical, chevron, and columnar nanorod arrays [41, 4, 42, 43]. The distin-
guishing feature of GLAD, compared to other nanostructuring techniques,
is the use of a collimated vapour flux that sculpts the film growth front
through substrate motion in a regime of ballistic self-shadowing induced at
highly oblique angles (« > 70°, defined between flux direction and substrate
normal). In the literature, GLAD is often used interchangeably with the
terms oblique angle deposition (OAD) [85] or inclined substrate deposition
(ISB) [98], although these terms can also be used to describe techniques
where the deposition angle is less than 70°. In the first generation of GLAD
techniques, substrate motion was limited to continuous rotations around the
substrate normal. With this class of motion, control of the columnar struc-
ture on the 10 nm to 50 nm scale is possible, which enabled applications that
rely on the inter-column structure on the 100 nm scale. Such applications
include optical devices [61], chemical and biological sensors [64, 65, 66] and

mechanical pressure sensors [67].

To improve control over the intra-column structure, the second generation
of GLAD techniques (Figure 3.1) has incorporated more complex substrate
motions during film growth. Typically, this involves modulation of either the
azimuth or angle of inclination during film growth. Techniques such as phi-
sweep [77], substrate swing [180], spin-pause [181], and alpha-modulation [29]
have been developed. Second generation GLAD nanostructures can be used
in applications which were too demanding for the first generation, including
square-spiral photonic crystals [63] and precisely engineered birefringent thin
films [62].

The first two generations of GLAD technology have primarily focused
on flux engineering to sculpt nanostructured morphology under conditions
of limited surface diffusion. Third-generation GLAD techniques combine
growth kinetics and flux engineering to design nanostructures with desirable
morphological and crystalline properties. Work towards the third generation
began with reports of crystalline GLAD films [43, 78, 79], followed by material
specific studies (CrN [96], Ge [88], Mg [89], MgF, [97], Sn [91], Y'SZ [80, 100],
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Generation 1 Generation 2 Generation 3
Continuous motion (¢), Modulated motion (¢, a) | Algorithmic motion for
Static () crystal growth

Figure 3.1: Examples of the three generations of GLAD technology. Parts
reprinted with permission from [8]. Copyright 2012, American Institute of
Physics. Parts reprinted with permission from [9].

ZnO [101, 81]). Several groups reported on the influence of pitch, the amount
of the film growth along the substrate normal per substrate rotation, and
on the morphology and crystallinity of GLAD films [4, 80, 81, 82, 83]. In
parallel, the use of GLAD to influence crystal texture through evolutionary
selection was under investigation in a variety of material systems including
CaFy [95], Cu [85, 67, 82, 86, 87], MgO [98, 99], Ru [90, 83], W[92, 93, 94].
More recently, flux shadowing in GLAD has improved morphological control
of vapor-liquid-solid (VLS) grown nanostructures [102, 103, 104]. Electric,
magnetic, and optical properties are influenced by the morphology and crys-
tallinity of nanostructured films. Therefore, advanced control over the crys-
tallinity and morphology should improve a variety of device applications.
Benefits of third-generation GLAD films have already been demonstrated
with enhanced field-emission from faceted structures[182] and biaxial tex-
tured buffer layers used to grow crystalline semiconductor films on amor-
phous substrates [99, 183, 184]. As the third generation develops, GLAD
may become a useful platform technology for several applications such as

solar power, fuel cells and batteries.

In this chapter, we use Fe GLAD nanocolumns to demonstrate the level
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of morphological and crystal texture control possible by engineering the az-
imuthal motion of the collimated vapor flux without changing the other de-
position parameters. Previous work on oblique deposition of Fe has used
stationary substrates or first-generation motions to characterize the role of
deposition angle, deposition rate, pressure, and temperature in determin-
ing the magnetic anisotropies, column tilt angle and crystal texture of Fe
nanocolumns [123, 124, 125, 126, 127, 128, 129, 130]. Pitch is known to af-
fect development of crystallinity and has an obvious affect on morphology
where vertical posts form at small pitches (=~ Inm) and helices at large-pitches
(~ 100 nm). We have characterized the effect of pitch on this system over
4-orders of magnitude to determine the regime of crystalline growth. Under
continuous substrate rotation and a pitch <5 nm, crystalline Fe nanocolumns
that have a faceted, tetrahedral apex are formed. Relative to the substrate
surface, the columns have an out-of-plane crystal orientation, but no in-plane
orientation (fiber texture). The 3-fold azimuthal symmetry of the columns
provides an opportunity to induce in-plane orientation by changing the evo-
lutionary selection dynamics during film growth. We accomplish this by
designing the flux to also have an azimuthal 3-fold symmetry. The resulting
films retain the out-of-plane crystal orientation but now also possess in-plane
orientation of their morphology and crystal texture, and thus have biaxial
texture. Furthermore the alignment of in-plane orientation is determined
solely by the flux configuration (Figure 3.2); this is not an epitaxial effect
but rather produced by directing the self-organized growth through engineer-
ing the positions of the incoming flux. Engineering algorithmic flux motions
has the potential for extending the quality and control of GLAD microstruc-
tures in both ballistic and guided (e.g., vapor-liquid-solid) growth.

3.2 Experimental Details

The deposition system used in this work was a custom, high-vacuum, electron
beam deposition system (Kurt J. Lesker AXXIS). Elemental iron (cylindrical
pieces 3 mm to 6 mm in length, 99.95% purity, Kurt J. Lesker) was deposited
on the native oxide of Si (100) substrates (test grade, single-sided polished,
p < 100 Q - cm, University Wafer) positioned 42 cm away from the source.
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(a) Isotropic flux (b) 3-fold symm. flux

OF

1

Figure 3.2: Schematic of the two flux patterns used. Continuous substrate
rotation in (a) led to isotropically orientated columns with fiber texture.
Moving the substrate through a 3-fold symmetric pattern in (b) produces
preferential orientation in the triangular columns and a biaxial texture.

Before deposition, substrates were cleaned by sonication in de-ionized water,
then rinsed with acetone and isopropanol, and finally dried with a jet of
clean dry air. Deposition commenced after the chamber pressure was below
0.3 mPa and was kept near that value during film growth. An electron
beam with spot size of 1.5 cm in diameter created a localized melt in the
crucible. A quartz crystal thickness monitor (Maxtex SC-105) reported the
nominal flux rate, which was maintained at (0W.1+0.01)nm-s~! by adjusting
the beam current. Substrate motion control was achieved with two stepper
motors that controlled the vapour flux incidence angle («), and azimuth (¢).
All films reported here were deposited at o = 88°, measured relative to the
substrate normal. Deposited film thicknesses were between 20 nm and 1200
nm; deposition pitches were between 0.1 nm and 500 nm. We also define
a flux azimuthal symmetry parameter (FASP), which corresponds to the
number of stopping points around one complete rotation of the substrate.
A traditional vertical column would have an FASP = 0 (see Figure la),
representing a continuous rotation around the substrate normal. A serial bi-
deposition film[61] or substrate-swing[93, 94] would have a FASP = 2, and
we use a deposition with a FASP of three (see Figure 3.2b) here to achieve
a 3-fold symmetric flux distribution. Films deposited at a FASP = 3 were
limited by the rotation speed of the chuck to a 2 nm pitch. Details of the

substrate motion control used for the FASP = 3 films, including an example
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motion file, are presented in Appendix A.

Number density, areal density, and orientation of the faceted, triangular
columns (Figure 3.4a, b) were determined from image analysis of plan view
scanning electron microscope (SEM) images taken with a Hitachi S4800.
Each image analyzed corresponds to a different section of the film by trans-
lating the field of view to avoid double counting. Number density (columns
per unit area) and areal density (column area per unit area) were determined
using a combination of human observers and machine processing routines.
Human observers marked triangular, faceted columns with the multi-point
tool in ImagelJ [172]. Two observers processed a significant subset of the
images and the counts from each observer were highly correlated. Changes
in observer should not affect the reported trends. After applying an edge-
enhancing filter and median filter for noise reduction to the original image, a
thresholding routine implemented in Mathematica 8.0.4 (Wolfram Research)
segmented the images to produce a binary mask of object candidates. Details
of this process were discussed in Section 2.3. We discarded objects intersect-
ing the field-of-view boundary. Conjoined objects are a common problem
seen when thresholding images containing densely packed convex features. To
separate conjoined objects we applied a boundary computed from a marker-
based watershed transform of the Euclidean distance transform (input) and
the ultimate-erosion points (marker) of the binary image [174]. Finally, a
geodesic dilation of the binary mask and marker produced in ImageJ se-
lected objects identified as faceted columns. These concepts were introduced
in Section 2.3 and Mathematica code samples for processing the images is

provided in Appendix B.

When computing the number density, we compensated for the difference
in likelihood between a large object and a small object intersecting the bound-
ary and being discarded from further counting by using a standard adjusted

count[174] for each object. The adjusted count is defined as

W,Ww,
Na justed — A/
st = 2 W, — R (W, — By

objects

(3.1)

where W, , are the width and height of image and F,, are the width and
height of the object. Thus, a larger object is weighted more heavily as it is
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more likely to have intersected the image boundary and been discarded from
further analysis. To calculate the number density (py) and areal density (p4)

for each sample we used the following equations

Nad'us ed
pN= ) J—t (3.2)
images 1mage
Nad'usted Zob jects Aob ject
pPA = Z ;V JA . ’ (3.3)
images mmage

The sums occur over all the SEM images taken for that sample, where
Ajmage is the entire image area (field-of-view) and Agjeq: is an object area for
one column. We measured the triangular column orientation from the angles
of line-segments placed to outline the cross-section of each column in ImagelJ.
In cases where the triangular cross section was distorted due to intra-column
shadowing, seen in FASP = 3 films, a line-segment was placed to connect the
vertices, as shown in Figure 3.3. Orientation histograms were produced by

compiling orientation data from all the images taken of a film.

Figure 3.3: Line segment traces (red lines) for well-formed (a) and malformed
(b) trianglur Fe posts. Notice the identations on the sides of the post in (b)
that are likely caused by the shadowing of the adjacement objects.

X-ray diffraction (XRD) profiles were taken with a Rigaku Ultima IV
using a Cu Ka source in grazing-incidence (w = 2°) configuration and a

monochromator to remove Fe fluorescence. A Bruker D8 Discover using a
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Cu Ka source, 0.5 mm collimator, Bruker HiStar area detector at a distance
of 15 cm measured the pole-figures. Transmission electron microscopy (TEM)
was used to image select Fe nanocolumns, and to further analyze their crystal
structure with selected area electron diffraction (SAED) on a JEOL 2200 FS
and Hitachi H9500.

3.3 Results

(a) Growth <111>

"’(5»
Flux

Figure 3.4:  Schematic of a nanocolumn and the incoming flux (a). Two
representative SEM images of the nanocolumns taken above the substrate
plane (b) and at an oblique angle of 88° (c) demonstrate the tetrahedral,
faceted apex of the nanocolumns and their triangular cross sections.

We used GLAD to implement engineered motion of the inclination and
azimuthal angles of the Fe flux to control nanocolumn shape, crystallinity
and texture. Iron nanocolumns deposited at a deposition angle o = 88° and
1 nm pitch (continuous rotation) as shown in the growth schematic Figure
3.2a exhibit faceted morphology with a triangular cross-section as seen in the

SEM images shown in Figure 3.4. The faceted shape and triangular cross
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section are indicative of a cubic crystal structure where the (111) direction
is aligned parallel to the growth direction as seen in Figure 3.4a. X-ray
diffraction confirmed the crystalline nature of the nanocolumn films. A sam-
ple diffraction pattern from a 1200 nm thick film in Figure 3.5 matches well
with the BCC iron structure (ICSD 00-006-0696). The diffraction profile was
taken in a grazing-incidence configuration (w = 2°) to measure peaks absent
in the 6/20 symmetric configuration. A peak at 20 = 56° is attributed to Si
(311) which is expected in the grazing-incidence configuration used with Si
(100) wafers. The remaining peaks at 26 values of 35°, 38°, 54°, 77° and 88°
cannot be accurately identified, but are likely due to iron oxide phases (FeyO3
and Fe3O,) since the films were exposed to the ambient environment before
diffraction measurements were made allowing for oxidation of exposed sur-
faces within the film. High-resoluation TEM imagery of the nanocolumns
reveal a ~5 nm surface layer as seen in Figure 3.6, which is consistent with
surface oxidation. Diffraction patterns for films ranging in thickness from 50

nm to 1200 nm all showed peaks consistent with an iron BCC structure.

GIXRD w=2°]
Fe BCC 00-006-0696 ]

(110)
Si (311)

I (a.u.)

> (310)
E'.v(zzz)

5 25 45 65 865 105 125 145
26°

Figure 3.5: X-ray diffraction pattern of a 1200 nm Fe film deposited at 1
nm pitch taken at a grazing incidence. Expected peaks for BCC iron (ICSD
00-006-0696) are shown for comparison.

The faceted, tetrahedral apex of the crystalline nanocolumns suggests
that the nanocolumns are textured with the growth-axis parallel to the (111)
direction, as that crystal geometry can produce tetrahedral apices. An XRD
pole-figure of the (110) diffraction peak shown in Figure 3.7f confirms that the
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Figure 3.6: High-resolution TEM image of a Fe nanocolumn (deposited at
a 1 nm pitch) that shows the oxide layer present on the surface.

nanocolumns are fiber-textured with the (111) parallel to the substrate nor-
mal. These results motivated an attempt to induce preferential orientation
of the triangular cross sections and biaxial texture in the film via evolution-
ary selection of grains in the nucleation layer. We used a flux engineered to
have a three-fold azimuthal symmetry (FASP = 3) to grow several films to a
thickness of 500 nm with a pitch of 2 nm and compared them to films with a
FASP = 0 with a pitch of 1 nm. Limited rotation speed of the motors in the
deposition system prevented us from achieving an overall pitch of 1 nm in
the FASP = 3 films. In each case, we measured the orientation of the trian-
gular nanocolumn cross-sections and took XRD pole-figures shown in Figure
3.7. A flux with FASP = 3 produces triangular nanocolumns preferentially
oriented across the film so that the normal of each edge is parallel to a flux
vector as shown in Figure 3.7a. Visible in this figure is a small population
of nanocolumns oriented in the inverse direction. Pole-figures for the (110),
(200), and (211) seen in Figure 3.7b-d have 3-fold azimuthal symmetry. The

positions of the peaks are in agreement with the expected positions (overlaid)
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for an out-of-plane (111) texture. Azimuthal positions seen in pole-figures
agree with the expected positions of the (110), (200), and (211) peaks for
biaxial texture as illustrated in the schematic of Figure 3.7g. Together this
data confirms that FASP = 3 flux is able to produce biaxial textured Fe
nanocolumns denoted as [111](110) in the common notation [26], where the
square brackets indicates the out-of-plane direction and the parenthesis the
crystal face parallel to the flux incidence plane. When a flux with FASP =
0 is used, azimuthal orientation of the nanocolumns (Figure 3.7¢) and the
in-plane texture are lost so that the nanocolumns only exhibit a fiber-texture
(Figure 3.7f).

The lowest energy faces of the BCC structure in iron are the {110} planes
followed by the {100} planes [185], so it is reasonable to expect the facets of
the nanocolumn apex to be composed from one of these families. Measure-
ments of the angle subtended by the nanocolumn apex from several SEM
images produce values ranging between 75° to 105°, and no values as low as
60° were observed. The expected value for a {100} habit is 90°, whereas the
{110} habit is 60°; our experimental results are consistent with the {100} in-
terpretation. Previous experiments have also observed a {100} crystal habit
[125, 129]. However, variations in the viewing angle will distort the measured
angle, and a definitive measurement of the crystal habit will require further

study.

As stated in the introduction, a complete picture of texture evolution[26,
107, 108] has yet to be developed. Contributing effects include the crystal
geometry [90, 109], flux capture cross-section [100, 110], asymmetric surface
diffusion [111], surface energy [100, 112, 92, 109, 113], and shadowing play
a role [90]. Development of the in-plane texture is likely due to shadow-
mediated competition between the nanocolumns, whereby columns with a
faster vertical growth rate are able to out-compete columns that grow more
slowly. Mechanisms for the out-of-plane texture appear more complex. Abel-
mann and Lodder[26] argue that a uniform distribution of adatoms is required
for successful crystal growth. We propose that at low pitch, the combination
of surface diffusion, presumed to be constant across our films, and rotation
are able to distribute adatoms on the nanocolumn growth surface uniformly,

enabling crystalline growth. The low energy surfaces (high-mobility) are the
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(a) 3-Fold (SEM) (b) 3-Fold (110) (c) 3-Fold (200) (d) 3-Fold (211)
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Figure 3.7:  Sector plots show the azimuthal distribution of nanocolumn
edge normals measured from plane view SEM images for a film deposited
with 3-fold symmetric flux (FASP = 3) (a) and another film under continuous
rotation (FASP = 0) (e). The radial distance of the sector plots corresponds
linearly to the count of each 10° bin, with the largest bin count of 139 for (a)
and 89 for (e) occurring at the circumference. Flux directions are overlaid
on (a) for FASP = 3 and the pole figures in (b,c,d) for the same FASP=3
film have been oriented to have the identical flux orientations on the page.
A pole-figure (f) for the FASP = 0 film shown in (e) demonstrates the loss
of in-plane crystal orientation. A schematic of the crystal morphology of the
BCC structure is shown in (g) from a perspective view and with the (111)
direction normal to the page. Colors of red, green, blue indicate the crystal
faces in the schematic. A label and colored line corresponding to the face
in (g) has been added to each pole-figure (b,c,d,f) to indicate the expected
peak position for (111) out-of-plane texture.
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{100}, and {110} planes and the highest energy surface (low-mobility) is the
{111} family of planes [185]. Therefore the observed out-of-plane orientation
along the (111) direction is consistent with previous work, where surfaces
with low-adatom mobility will define the fastest vertical growth direction
due to enhanced adatom capture[100, 95, 92]. The facets of the pyramidal
apex appear to be comprised of the {100} faces, which is a configuration
that minimizes surface energy. With flux in the FASP = 3 configuration a
[111](110) orientation develops, which indicates that columns with the fastest
vertical growth are oriented with their {100} faces directed towards the flux.
One potential explanation is that crystallites with this azimuthal orientation
receive a nearly uniform distribution of adatoms on their growth surface.
Therefore these columns can continue to undergo textured growth and out-
compete disoriented columns. However, a full understanding of the growth of
these films and the development of biaxial texture will require further study

and simulation.

Next we investigated FASP = 0 films to determine the effect pitch has on
the film morphology, nanocolumn crystallinity, and the inter-column com-
petitive dynamics due to shadowing. As mentioned above, the observed cor-
relation between crystallinity and low pitch observed in GLAD films can be
interpreted as the threshold where the combination of flux rotation around
the growth front and surface diffusion are sufficient to distribute adatoms
uniformly across the growth surface. The exact value of the pitch threshold
will depend on the material, deposition temperature (surface diffusion), and
other system parameters. A comparison between nanostructures deposited
at pitch values of 1 nm and 500 nm shows the expected change from columnar
morphology at 1 nm pitch to the helical morphology at 500 nm as seen in the
TEM images in Figure 3.8. The lattice spacing displayed inset to Figure 3.8a
matches the value for BCC iron expected from XRD. Selected area electron
diffraction patterns inset on Figure 3.8 reveal high crystallinity at a pitch of
1 nm and a reduced crystalline character and amorphous structure at a pitch
of 500 nm. Thus, the pitch threshold where crystalline growth is possible

should exist between these two values.

Faceted nanocolumn number density provides a measure of the efficacy

of the flux configuration to enable crystalline growth. This is possible be-
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Figure 3.8: Bright-field TEM images of a nanocolumn deposited at a 1 nm
pitch (a) and a helix deposited at a 500 nm pitch (b). Selected area electron
diffraction images taken from each structure are shown inset on (a) and (b).
Also a high-resolution lattice image is shown inset to (a).

cause faceted nanocolums, oriented along the (111) direction, are expected
to grow more quickly than cylindrical nanocolumns. Thus the growth front
becomes dominated by faceted nanocolumns, as observed in SEM images
across a range of thicknesses. Number density data for films across four or-
ders of magnitude in pitch, deposited at a nominal thickness of 50 nm are
shown in Figure 3.9. We observe high faceted column density (a50 um=2)
at low pitch, and low density (~ 3 yum~2) at high pitch, with a transition
occurring at around a pitch of 5 nm. The onset of faceted columns below 5
nm pitch suggests that under this threshold, the combination of flux rota-
tion, which distributes the adatoms azimuthally and modulates their parallel
momentum, in conjunction with surface diffusion is sufficient to uniformly
distribute adatoms and thereby enable textured nanocolumn growth. In ef-
fect, at low pitch the collimated flux can simulate an azimuthally isotropic
vapour source. Similar transitions of Fe nanocolumn crystal and morpho-
logical properties have been observed for a variety of deposition parameters
that affect surface diffusion, such as temperature, pressure and deposition
rate [124, 125, 26]. Above 50 nm pitch, these effects are unable to distribute

the adatoms uniformly around columns, leading to a growth surface that
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follows the slow rotation of the flux, and helical structures are developed.

Films grown at 10 nm pitch, slightly above the threshold determined in
Figure 3.9, also exhibit a morphology dominated by triangular nanocolumns,
although with rounded corners, in the thick-film limit reached at 500 nm of
growth (Figure 3.10). Therefore, performing the same measurement shown
in Figure 3.9 with thicker films will obscure the transition in pitch. This
effect is clearly seen in Figure 3.11 where the triangular column density is
plotted with film thickness for a series of films deposited at 1 nm and 10 nm
pitch. Above 50 nm thickness, the column density difference between the
series decreases until the series merge above 250 nm of total film growth.
Inter-column shadowing produced at high deposition angles limits the sur-
face area of the active growth front and drives the convergence between the
two series in Figure 3.11 at large thicknesses. This convergence also occurs
for the areal density of the series (not shown) as expected. Below 50 nm of
thickness, shadow competition between the initial nuclei leads to evolution-
ary selection of crystallites with their fast growth direction, (111), oriented
parallel to the substrate normal. Thus, oriented columns come to domi-
nate the growing film. As the population grows and the cross-sectional area
of each nanocolumn increases the shadowing limit begins to drive competi-
tion within the faceted nanocolumn population after 50 nm of film growth.
Shadowing continues to provide a selection pressure so that only the fastest
growing (textured) nanocolumns survive as the film continues to grow, which
assists in the evolution of the crystal texture and morphological orientation

presented in Figure 3.7 for 500 nm thick films.

3.4 Conclusion

Texture evolution studies in obliquely deposited Fe films have shown that
deposition rate and pressure affect the development of fiber texture or biax-
ial texture [124, 125, 26]. Biaxial texture in other materials has also been
demonstrated, and substrate motion can affect alignment of the biaxial tex-
ture so that the out-of-plane orientation is normal to the substrate or tilted
into the substrate plane [93, 94]. We have shown that either fiber texture or
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Figure 3.9: Density of faceted nanocolumns in 50 nm thick films as a function
of deposition pitch. A pitch threshold occurs around 5 nm. At lower values
the nanocolumns exhibit a triangular cross section, and at higher values
faceting is lost and columns with a circular cross section become increasingly
prevalent. Sample plane-view SEM images (a-e) at the pitch values indicated
with arrows demonstrate the loss in triangular nanocolumns.
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Deposition Pitch

Film Thickness

Figure 3.10: Plane view SEM images of Fe films deposited at different values
of pitch (cplumns) and total film thickness (rows) are shown. The morphol-
ogy moves from facetted at low pitch, to circular and finally to helices at
large pitch. Note that facetted, triangular morphology develops at 10 nm
pitch as the film grows.
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Figure 3.11:  Faceted, triangular column density for 1 nm and 10 nm

pitch films as a function of film thickness. Evolutionary selection drives
the population increase in the fast-growing faceted nanocolumns up to 50
nm of film thickness. As growth continues, competition between the faceted
nanocolumns begins and the population decreases. Eventually shadowing
limits the density of columns and the two series merge. Plane-view SEM
images (a-e) show the growth of the film for the 1 nm pitch series.
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biaxial texture, both with (111) out-of-plane orientation normal to the sub-
strate, can be developed by changing the flux azimuthal distribution. Con-
tinuous substrate rotation (azimuthally isotropic) produces a fiber texture.
Matching the azimuthal symmetry of the flux to that of the nanocolumn mor-
phology, produces in-plane orientation via evolutionary selection and results
in a biaxial texture. Furthermore, an in-plane morphological orientation ac-
companies in-plane crystal orientation and the flux controls the alignment
of both. Thus, the direction of in-plane orientation on the substrate is con-
trolled by the flux configuration. Although we used nanocolumns with a
3-fold azimuthal symmetry, in principle orientation of 4-fold and 6-fold sym-
metric morphologies should be possible with this technique. Engineering the
flux distribution to influence growth kinetics represents a third generation of
GLAD techniques that can provide new opportunities for GLAD where con-
trol of crystal texture, faceting, and grain size enhance device performance
in applications like piezoelectric energy scavenging devices and structured

electrodes for solar and energy storage.

In the following chapters, we will use these nanocolumn arrays as pre-
cursors for iron pyrite formation. The control over the nanocolumn density
developed here, through the deposition angle, will be shown to play a critical

role in influencing the microstructure of the iron pyrite films.
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Chapter 4

Control of iron pyrite thin film
microstructure by sulfurization

of columnar iron precursors

Fe Fe

Ul L i T

We now use the techniques established in the previous chapter to produce
large-grained, uniform, crack-free iron pyrite thin films. These films are pro-
duced by sulfur-annealing the iron films in a process termed ‘sulfurization’.
Void-fraction of the precursor films controls iron pyrite microstructure (e.g.,
crystallite size, morphology) and can eliminate cracking or buckling. Com-
position, electronic properties and photocarrier dynamics relevant to photo-
voltaics are presented. This chapter was published in Solar Energy Materials
and Solar Cells [186].
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4.1 Introduction

Iron pyrite is an indirect band gap (0.95 eV) semiconductor material with
high optical absorption (a, > 10° cm™! for hv > 1.3 V), which results in an
absorption length (L, = 1/a,) that is 10® to 10* times smaller than crystalline
silicon [10, 187]. The large optical absorption reduces the amount of material
required for photovoltaic devices. Combined with the low material extraction
costs and processing costs, in part determined by high material abundance,
development of iron pyrite photovoltaic cells may contribute to global power

production at the terawatt scale [188].

Despite iron pyrite’s favorable photovoltaic properties and several decades
of experimental and theoretical effort, development of iron pyrite remains in-
complete [10, 135, 187, 146, 143]. Some progress towards photovoltaic devices
has been made with reports of thin film Schottky cells with Au, Pt, and Nb
contacts [189, 187], photoelectrochemical cells [190, 146, 133, 191, 192, 193,
194, 154] and nanocrystal pyrite inorganic-organic hybrid devices[195]. How-
ever, power conversion efficiencies remain low with upy < 0.2% for hybrid
cells [195] and ppy < 6% for photoelectrochemical cells [190]. A low open-
circuit photovoltage (Voo < 200mV) in single-crystalline material is one
of the main challenges towards improving efficiencies [190, 189, 196, 187].
Several mechanisms for the low Vpe have been proposed and explored in
the literature, including bulk non-stoichiometry via vacancies or impurities
(197, 190, 198, 199, 200, 189, 187, 201, 202, 203], Fermi level pinning from
surface states [198, 204, 199, 205, 187], and phase impurities (such as marca-
site or amorphous iron sulfide) [197, 196, 206, 202, 188, 143], but a consensus
for the cause of low V¢ has not been reached. Improving device performance
will require more complete understanding and control over growth mecha-
nisms, microstructure, surface chemistry, doping and electronic properties,

and passivation[10, 187].

Thus far, reliable production of phase-pure iron pyrite thin films with
controlled material properties remains difficult, limiting photovoltaic device
development [10, 131]. Recent work has focused on fabrication of iron pyrite
thin films using techniques including solvothermal synthesis [132], metal-

organic chemical vapor deposition [133, 134], chemical vapor deposition [135,
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136], spray pyrolysis [137, 138, 139, 140], nanoparticle synthesis [141, 25],
sputtering [142, 143], sol-gel [144], chemical vapor transport [145, 146, 147],
and sulfurization of iron and iron oxide precursors films [148, 149, 150, 151,
152, 142, 153, 154, 155, 156].

Sulfurization is attractive for its simplicity and therefore potentially low
processing costs. Typically, bulk Fe precursor films are used, where the mi-
crostructure, optical and electrical properties of the iron pyrite are primarily
controlled through the sulfurization conditions (e.g., temperature, pressure,
duration)[157, 207, 208, 209, 153, 210, 211]. Although some studies have
explored the effect of the precursor’s structure, such as Fe film thickness and

grain size [150, 212], the full potential of this technique remains uncultivated.

Conversion of Fe to FeS, occurs through an intermediate phase of FeS [157].
Insufficient diffusion through the intermediate FeS layer can lead to incom-
plete conversion in thicker films. However, this issue is mitigated for photo-
voltaic applications where only thin layers 100 nm are required. An issue that
does persist at these thicknesses is potential stress failure of the iron pyrite
film, such as buckling or cracking [157, 158, 159, 150]. During phase trans-
formation unconstrained material will expand due to the density difference
between iron (p,, = 7.87 g-cm™?) and iron pyrite (p,, = 4.89 g-cm™3). At-
tempts to alleviate stress failures include the addition of adhesion layers[142]
and limited attempts to introduce porosity into Fe precursor by depositing
onto heated substrates [150].

In this chapter we mature the idea that precursor structure can be used
to influence the iron pyrite microstructure. In the previous chapter, we used
flux engineering to develop precursors with a columnar morphology and tun-
able spacing. This allows sulfur vapor to penetrate the depth of the film
to assist sulfurization [157], and proper spacing of the columns eliminates
stress-failures by incorporating voids into the film. The angle of incidence
of the flux, known as the deposition angle («), controls the column spacing
(void fraction) of the precursor films. A schematic of the deposition and
sulfurization process is shown in Figure 4.1. Here, we show that stress failure
can be eliminated with precursors deposited at @ > 80°. Morphology and
crystal structure of the iron pyrite films can be tuned to achieve uniform films

composed of large grains/crystallites desirable for photovoltaic application.
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Figure 4.1: FElectron micrographs of a Fe precursor deposited at o = 88°
and tp. = 936nm (1000 nm nominal) and the resulting sulfurized film. A
schematic of the deposition geometry is provided to illustrate the deposition
angle («) and rotation angle (¢). Changing the deposition angle («) affects
the inter-column spacing (d), so that (d) tends to increase with o and thereby
increase the void fraction of the film. Column parameters are bracketed in

the schematic, to indicate that these parameters are statistical averages over
the film.
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We consistently used a sulfurization recipe taken from an examination of
the literature [157, 207, 208, 209, 213, 210, 211] and have not attempted to
demonstrate improvements on sulfurized iron pyrite through the sulfurization
chemistry. Instead, we establish that precursor structure, primarily void frac-
tion, presents an additional mechanism to control iron pyrite microstructure
that can potential supplement changes in the sulfurization recipe. Finally,
we have characterized the optical and electrical properties, including optical-
pump/THz-probe measurements of carrier recombination times, of the films
with the largest grains (produced at a = 82°) to gauge their suitability for
device applications and contrast them with other sulfurized iron pyrite thin

films.

4.2 Experimental details

4.2.1 TIron precursor film deposition

The iron precursor films were deposited using a similar recipe established in
Chapter 3. Briefly, the iron precursor films were deposited with a custom,
high-vacuum, electron-beam evaporation system (Kurt J. Lesker AXXIS)
onto unheated Si substrates (100, p-type, test-grade, p < 100 - cm, Uni-
versity Wafer) and fused quartz after reaching a chamber pressure of p <
0.1 mPa, which was maintained during deposition. Substrates were cleaned
by ultra-sonication in de-ionized water, followed by rinses in acetone and
isopropanol. The substrate chuck was placed 42 cm from the crucible. El-
emental iron (cylindrical pieces 3 mm to 6 mm in length, 99.95% purity,
Kurt J. Lesker) source material was held in a graphite crucible. An elec-
tron beam with sweep pattern size of 1.5 cm in diameter melted the source
material. Nominal flux rate was monitored with a quartz crystal thickness
monitor (Maxtex SC-105) and maintained at (0.1+0.01)nm-s™! by adjusting
the beam current periodically throughout the deposition. The vapour flux
incidence angle («) was held at a constant value for each deposition, but
the azimuth (¢) was continuously increased (constant rotation). Deposition
pitch was held constant at a value of 1 nm for each deposition to achieve the

well-formed tetrahedral columns discussed previously in Chapter 3.
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4.2.2 Iron film sulfurization

After deposition, the iron films were sulfurized ' to produce iron pyrite (FeS,)
in sealed quartz ampoules at 450 °C (Figure 4.2). The quartz ampoules
(inner diameter 25 mm) were prepared by cleaning in de-ionized water under
sonication, followed by rinses in acetone, isopropanol and ultra-pure water.
Ampoules are then placed in a glass oven held at 110 °C and left overnight.
Sulfur powder was placed in the ampoules (Alfa Aesar, 99.9995 %, CAS
No. 7704-34-9) with Fe precursor films. The amount of sulfur powder was
adjusted to the ampoule volume, so that a partial pressure of Sgi) would
reach 80 kPa at 450 °C. Typically, 200 mg to 250 mg of powder were added
to meet this requirement. Afterwards the ampoules were pumped down with
a glass diffusion pump for >1 hour before sealing under vacuum. Sealed
ampoules were placed in a tube furnace (Lindburg Blue M, one zone) at
room temperature and ramped to 450 °C in 45 minutes, and then held at

450 °C for 10 hours before passively cooling back down to room temperature.

Figure 4.2: Photograph of a fused quartz ampoule with a Si substrate and
iron pyrite thin film after sulfurization.

4.2.3 Characterization

Morphological characterization of both iron precursors and sulfurized films
was performed with SEM (Hitachi S4800). Select sulfurized samples were

iThe American spelling of “sulfurization ”is used here to be consistent with the majority
of the scientific literature.
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also examined with TEM (JEOL 2200 FS and Hitachi H9500) and EDX
(Hitachi S5500) under STEM-HAADF (atomic number contrast). TEM and
EDX samples were prepared by focused ion beam (FIB) to create 30 nm thick
lamellas and by mechanically removing film material from their substrate and

placing the powder on TEM grids.

A ToF-SIMS IV instrument (ION-TOF GmbH) produced composition
depth profiles via time-of-flight secondary ion mass spectroscopy (ToF-SIMS)
with a 200 pm x 200 pm sputter etch area and a centred 40 pm x 40 pm
analysis area. X-ray diffraction profiles were acquired with a Bruker D8 Dis-
cover, with a Cu Kea, 0.5 mm collimator, and HiStar area detector positioned
at a distance of 15 cm. Iron fluorescence is produced by the Cu Ka radiation

and was compensated for by increasing the acquisition time per frame.

Crystallite size was calculated by fitting the (200) peak at 260 = 33° with
a pseudo-Voigt profile [170]. The instrumental function was estimated by
fitting the (110) peak at 20 = 30.4° of the NIST SRM 660b (lanthanum
hexaboride, LaBg) to a pseudo-Voigt profile. Diffraction data for LaBg was
taken on several days, and collected under the same conditions as the film
diffraction data. The Cauchy contribution of the integral breadth, which is
due to crystallite size-broadening, was calculated for both the films and LaBg
powder reference [214]. The instrumental resolution was estimated by aver-
aging the integral breadth from six fits and taking the mean for the integral
width limit. The crystallite size instrumental limit was taken to be the crys-
tallite size calculated for an integral breadth that is three standard deviations
from the mean LaBg integral breadth. After subtracting the instrumental
contribution to the (200) integral breadth, the crystallite size was calculated
with the Scherrer equation assuming monodisperse, cubic crystallites. Fur-
ther explanation and summary of size-broadening analysis from diffraction

line profiles is summarized elsewhere [170].

Reflection and transmission spectra of the films on fused quartz substrates
were acquired with a variable angle spectroscopic ellipsometer (V-VASE, J.A.
Woollam Col. Inc). Absorption spectra were calculated using a simple single-

reflection model described by Equation 4.1.
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1 T,
o, = ——In

4.1
t 1-R, (41)

where t is the film thickness, and T, and R, are the reflection and transmission
values. Room temperature Hall measurements were taken with HL5500PC

Hall Effect Measurement System (Accent) with pressed indium contacts.

By collaborating with Dr. Hegmann’s group in the Department of Physics
we were able to obtain measure the ultrafast photoconductivity by optical-
pump/THz-probe measurements at room temperature. The experimental
technique is illustrated schematically in the inset for Figure 4.15 and a
schematic of the optical setup is provided in Appendix C. The sample is ex-
cited with an ultrafast optical pump pulse (800 nm, 100 fs) which generates
charge carriers in the film. The resulting transient photoconductivity is then
probed by monitoring the negative differential transmission, —AT, /T, of the
main peak of the THz pulse with respect to pump-probe time delay. In the
limit of small transmission modulation, —AT, /T, is proportional to the time-
dependent photoinduced conductivity of the sample. Optical-pump/THz-
probe measurements allow probing of transient photoexcited carrier dynam-
ics and photoconductivity over picoseconds time scales in a contact-free fash-
ion, and have been successfully applied for exploring ultrafast carrier dy-
namics and the nature of conduction in a variety of materials[215], including

nanogranular[216] and nanocrystalline[217] materials.

4.3 Results

4.3.1 Microstructural survey with «

Porous iron GLAD films were deposited with a range of void fractions by
adjusting the deposition angle («) from 30° to 88° on Si and fused quartz
substrates. A schematic in Figure 4.1 clarifies the relationship between «
and Fe film morphology. Post deposition the films were sulfurized in a sealed
quartz ampoule with 80 kPa of sulfur at 450 °C for 10 hours. An example
of a Fe film before and after sulfurization is shown in Figure 4.1. In this

case (o = 88°), the columnar structure of the Fe film is clearly seen and
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this structure is reflected after sulfurization. Inter-column spacing of the
precursors decreases with a. At the lowest values studied (o = 30°) the films
are bulk-like, but have a surface microstructure consistent with a high-density
of grain boundaries as shown in Figure 4.3. Voids and grain boundaries
assist sulfurization by increasing sulfur vapor transport into the film [157].
We have examined films across a range of deposition angles (enumerated in
Table 4.1) to examine microstructural changes and determine the conditions
that produce films most suitable for photovoltaics (e.g., uniform and large-

grained).

Figure 4.3: Plan-view SEM image of a Fe precursor film (o = 30°, 200 nm
nominal).

Our iron pyrite films consist of equiaxed grains, where the grain size and
their spatial distribution depend on the void fraction of the Fe precursor,
controlled by «, as shown in Figure 4.4. Three regions are observed across
the range of «v studied: cracked and/or buckled planar films av < 81°, uniform
planar films 81° < a < 83°, nanostructured films o > 84°. Films sulfurized
at a < 81° produce small grains similar to those seen in Figure 4.4a. At the
opposite end, o > 84°, the films are composed of small grains grouped into
larger surface structures Figure 4.4c,d). Surface grooves appear at a = 84°,
but it is not clear if the grooves extend to the base in the film from the cleaved-
cross section images in Figure 4.4¢c. As « increases further, the film consists of

nanopillars =~ 100 nm in diameter, which themselves appear to be comprised
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Table 4.1: Sample legend for the sulfurized iron pyrite films produced from
columnar Fe GLAD precursors. The sulfurized film thickness (tp.s,), Fe
precursor deposition angle (ap.), Fe precursor thickness (tg.).

ape Nominal tpe Measured tpe  0tpe  tres, Otres,

() (nm) (um) (um) (om)  (nm)
30 200 187 9 312 18
90 200 179 9 902 36
70 200 167 9 442 23
80 200 194 10 333 17
81 200 217 14 330 17
82 200 192 11 359 21
83 200 206 11 311 16
84 200 220 11 335 18
86 200 174 9 284 15
88 200 132 7 222 12
82 100 88 4 182 13
82 200 197 11 329 17
82 300 296 15 502 30
82 200 492 25 786 43

88 1000 936 72 1371 82
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of smaller grains ~ 10 nm in size (Figure 4.4d). In between these two regions,
at 81° < a < 84° bulk-like, poly-crystalline films with large faceted grains
~ 100 nm in size are produced (Figure 4.4b). This microstructure appears
well-suited for electronic devices, due the large crystallites that may facilitate
long-carrier lifetimes if the iron pyrite can be made defect-free. Plan-view
SEM images indicate that voids are present in the film at a = 82° and
direct confirmation of these voids was made by imaging a film lamella with
a transmission electron microscope (Figure 4.5) We have not attempted to
remove the voids through changes in sulfurization conditions of precursor
morphology. A voided microstructure may be a necessary trade-off to achieve

larger grain growth.

Fitting of the (200) x-ray diffraction peak with a pseudo-Voigt profile was
used to calculate crystallite size as a comparison to the grain size observed
in the electron micrographs [170]. In general, these two measures do not
correspond to the same physical entity. Their difference has been previously
highlighted by Ares et al.[159] where they showed that grains imaged with
atomic force microscopy (AFM) were consistently larger than the crystallite
size measured with XRD. Our crystallite size measurements are shown in
Figure 4.6. The crystallite size begins at 70 £ 16 nm (o = 30°) and trends
towards smaller values as « increases and finally reaches a value of 30£9 nm
at a = 88°. However, in the range between 81° < a < 84°, the crystallite size
increases suddenly, diverges from the overall trend and increases to values
>100 nm. Note that the lower bound error bars for a few points with crys-
tallites above 100 nm extend to negative values and thus have been omitted
from the semi-log plot. These large crystallites approach the instrumental
limit of the x-ray diffractometer that is defined by the minimum integral
breadth measurable, and thus cannot be quantified precisely. To illustrate
this point, the measured integral widths are also shown in Figure 4.6b and
the data demonstrate the sudden decrease to the instrumental limit for films
in the range 81° < a < 84°. Confirmation of this effect was made by re-
peated sample fabrication and repeated measurements near o = 82°. The
Scherrer formula calculates the ratio of the 4th and 3rd moments of the crys-
tallite size distribution (D = (D) /(D?3)); it is not a measure of the average

crystallite size or first-moment of the crystallite distribution [170]. Overall,
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Figure 4.4: Morphology of sulfurized films from Fe precursor films deposited
at a) 80°, b) 82° c¢) 84°, and d) 88°. Imaging of cleaved-cross sections for
samples c¢) and d) are shown at the bottom and demonstrate the transition
to a porous structure at large deposition angles.
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Protective coating

Substrate

Figure 4.5: TEM survey image of the lamella taken from the sulfurized film
(precursor, a = 82°, 200 nm). Large crystallites mixed with voids can clearly
be seen.
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changes in the crystallite size observed by electron microscopy (Figure 4.4,
Figure 4.5) agree with the trends seen in x-ray diffraction data (Figure 4.6)
and provide a complimentary picture of the effect void-fraction has on iron

pyrite microstructure.
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Figure 4.6: Crystallite size a) calculated from the (200) diffraction peak
decreases with deposition angle («), except for the region around o = 82°
where the crystallite sizes approach the instrumental limit (dashed lines).
Negative error bars for three measurements in a) are omitted on the log-
scale, but extend below the x-axis. The integral breadths of the peaks are
shown in b) for comparison, where the decrease to the instrumental limit is
more apparent.

While grains >100 nm have been observed in other sulfurization work,
crystallite sizes measured by XRD have remained at ~ 100 nm even under
conditions of hotter sulfurization temperature, or longer processing times [218,
219, 159]. Control over precursor void fraction provides another mechanism,
in addition to the sulfurization chemistry to optimize the microstructure of
iron pyrite for devices. Further improvements in crystal growth may be
expected by combining void-fraction with improved sulfurization conditions

(e.g., hotter temperatures). Control over crystal growth and crystallite size
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is an important parameter in photovoltaic materials. For example, grain
boundaries can affect electronic properties such as photocarrier lifetimes and
mobility. Thus, void fraction engineering may be an important technique for

producing photovoltaic-grade iron pyrite films.

4.3.2 Stress-related failure changes with «

In conjunction with the changes in morphology and microstructure, stress
failures were observed for iron pyrite sulfurized from films deposited below
a < 80°. Buckling occurs at @ = 30° and was initiated during cleaving for
a = 50° (Figure 4.7). Residual stress also contributes to poor adhesion to
the Si substrates, with both the 30° and 50° films delaminating partially
during a Scotch tape test. In comparison, films > 70° are robust enough
to stay completely adhered. However, cracking similar to that in Figure
4.4a, is present at o = 70° and 80°. The compressive and tensile stresses
that lead to cracking, buckling and poor adhesion can be attributed to the
volume expansion during phase transformation and substrate-film thermal
expansion mismatch. The linear thermal expansion coefficients at 300 K for
both substrates, Si and fused quartz (2.6 x 107K ™" and 0.59x 107K ~1)[220],
are smaller than that of iron pyrite (4.5 x 1076 K~)[147]. This mismatch is
expected to contribute to tensile stress, and hence cracking, as the sulfurized
material cools from the reaction temperature (450 °C) to room temperature.
During sulfurization, the precursor Fe films undergo a volume expansion of
approximately 3.5 times due to the density difference between iron (p,,, =
7.87 g - cm™?) and iron pyrite (pmp.s, = 4.89 g cm™?), which contributes
to compressive stress. When laterally constrained by the substrate (i.e., no

buckling) films are only free to expand along the substrate normal.

We can reduce the lateral constraint on volume expansion by increasing
the void fraction of the precursor films through a as shown in Figure 4.8.
The low value of normal expansion at a = 30° is attributed to the sponta-
neous buckling that occurs there, which removes the lateral constraint of the
substrate/film interface. For o = 50° and 70° where spontaneous buckling
is absent, lateral constraint by the substrate forces the thickness expansion

to increase to values between 2.5 to 3.0. When o > 80° the increased void
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(b)

Figure 4.7: Examples of buckling seen in (a) a = 30° and (b) a = 50° films
after sulfurization.

fraction allows for lateral expansion and the normal expansion decreases to

the unconstrained value of 3.5'/% ~ 1.51 as expected.

Reduced stress during recrystallization can lead to larger crystallite sizes
[221], which may offer an explanation for the sudden increase in crystallite
size seen in Figure 4.4 and Figure 4.6. In this region, the void fraction
reduces stresses which result in the recrystallization process producing larger
grains/crystallites. The smaller crystallites seen as isolated structures form
at a > 84° suggests that long-range diffusion processes are important for
producing large-crystallites. However, the precise role that voids play in the
dynamic recrystallization process during sulfurization will require additional

studies.

Above o = 80°, sufficient void-fraction exists in 200 nm (nominal tp,)
precursor films to prevent stress-related failures that would be detrimental
to their application in devices. At a = 88°, the columnar structure of the
sulfurized films in Figure 4.4d (nominal ¢, = 200 nm) is maintained in
sulfurization of Fe precursors with a nominal thickness of 1000 nm (Figure
4.1). However, a thickness survey of a = 82° films in Figure 4.9, shows that
the large-grained films begin to crack at a precursor thickness of 300 nm. This
suggests that void fraction must be tuned in accordance with the precursor
thickness to avoid cracking after sulfurization. Columnar GLAD films, like

the Fe precursors, exhibit column broadening during growth [92, 84, 222].
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Figure 4.8: Thickness ratio between the sulfurized and precursor Fe film
plotted against the deposition angle («). Points are marked by the cracking
behaviour observed in the films. At large deposition angles the void fraction
of the precursor increases and the films approach the value for unconstrained
expansion marked by the dashed horizontal line.

Reducing column broadening in the precursors, for example by increasing
rotation rates during deposition, may also help suppress crack formation in

thicker iron pyrite films.

4.3.3 Detailed characterization at o = 82°

Iron pyrite films sulfurized from 200 nm thick precursors deposited at o =
82° are crack-free, uniform with large grains/crystallites. These films are
sufficiently thick for strong absorption of sunlight, and the large crystallites
may help improve carrier transport and lifetime. As these characteristics are
appealing for photovoltaics we have further examined films prepared at these
conditions to determine their phase purity, composition, and optoelectronic

properties.

Composition and crystal phase

X-ray diffraction patterns demonstrate that the sulfurized films have a single

crystal phase. A typical pattern for an iron pyrite film (precursor, o = 82°,
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Figure 4.9: Plan-view images of sulfurized films from o = 82° precursors at
nominal thicknesses of 100 nm a), 200 nm b), 300 nm ¢) and 500 nm d). A
cross-section image of the film at 200 nm is included in e).
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trpe = 200 nm) is shown in Figure 4.10a. There is no indication of a marcasite
phase, a common impurity, in the diffraction profile, or in the diffraction
profiles for the other films studied. Diffraction patterns for all the samples

are presented in Figure 4.11.

We used transmission electron microscopy and electron diffraction on me-
chanically removed film material and lamellas (= 30 nm thick) to character-
ize the crystallinity and internal film structure. A high-resolution image of
a crystallite is shown in Figure 4.10f. Measurements of the lattice spacing
from this image and others produce a value of 0.54 £ 0.03 nm in agreement
with the expected value of 0.5428 nm. Electron diffraction patterns, such as
that shown in Figure 4.10h, further confirm the crystallinity of the material.
Several of the crystallites show the development of right-angled surfaces that
suggest {100} surfaces on the crystallite faces, but the faceting is often im-
perfect as seen in the Figure 4.10g. Changes in the sulfurization conditions

may help improve consistency in crystallite shape.

Large crystallites, exceeding 100 nm in diameter can be seen in Figure
4.10g, corroborating the evidence for large crystallites in the previous SEM
(Figure 4.4) and XRD diffraction data (Figure 4.11).

Composition was investigated with depth profiles taken with ToF-SIMS
(Figure 4.10b) and energy dispersive x-ray spectroscopy (Figure 4.10c-e).
Both techniques reveal the presence of oxygen within the film. Crystalline
phases with an oxygen component were not observed in the XRD line profiles,
thus the oxygen may be present on the surface[223] and/or as a substitutional
defect [201, 202]. Presently it is unclear if the presence of substitutional oxy-
gen is detrimental to the performance of iron pyrite in photovoltaic applica-
tions [201, 202]. Other samples at o = 30°,50°,70°,80°, and 88° also show
similar oxygen components (see Figure 4.12). In collaboration with Brian
Worfolk of Dr. Jillian Buriak’s group in Chemistry, we have begun to ex-
plore surface oxidation of similar iron pyrite films (o = 88°) with ultra-violet
and x-ray photoelectron spectroscopy (not shown). Initial results suggest
that after exposure to atmosphere, oxidation of the surface progresses over
the span of days to weeks. Thus, it is likely that at least some of the ob-
served oxygen is due to surface oxidation. Oxygen contamination, potentially

located at the surface and/or grain boundaries, has been observed by other
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Figure 4.10: Characterization of a sulfurized film from an o = 82° and 200
nm nominal thickness Fe precursor. a) XRD diffraction profile for the sample
along with powder diffraction profiles for the pyrite (ICDD 01-071-0053), and
marcasite (ICDD 01-075-6904) phases shown for comparison. b) A composi-
tion depth profile of the film acquired with ToF-SIMS shows the continuous
presence of oxygen throughout the film depth. Spatial composition maps for
c) Fe, d) S, and e) O taken by EDX also indicate the presence of oxygen.
TEM images of a film scraped off of the substrate to form a powder are shown
in f) and g) along with an electron diffraction pattern shown in h).
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Figure 4.11: X-ray diffraction profiles for all samples studied. The samples
are broken up into three groups by color. The black profiles are from sulfu-
rized precursor films at a variety of deposition angles, but with a constant
nominal thickness of 200 nm. The blue profiles are from repeated measure-
ments. Magenta profiles are from a sulfurized precursors of varying thickness.
Data for the 82°, 200 nm point from the black and magenta series was taken
from different films. The powder diffraction patterns for pyrite (Black, ICDD
01-071-0053) and marcasite (Red,ICDD 01-075-6904) are shown at the bot-
tom of the plot for comparison.
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groups[135, 157] emphasizing the need for surface passivation [187]. Address-
ing these deficiencies experimentally, if possible, will likely require improve-
ment in the sulfurization process and careful treatment of the samples to

avoid oxidation before characterization.

4.3.4 Optical and electronic properties

Optical absorption was measured for iron pyrite sulfurized from o = 82°
precursor with nominal Fe thicknesses of 100 nm, 200 nm, 300 nm, and 500
nm. Absorption spectra and a Tauc plot for these films are shown in Figure
4.13 where the data has been linearized according to Equation 4.2 [224, 225,
135].

(aohv)" = B(hv — E,) (4.2)

where n = 1/2 and E, ~ E,. Using this method, the band-gap of the
film at a = 82° estimated to be 0.98 £ 0.04 eV, with values for the other
films between 0.94 eV to 0.98 €V, in agreement with the accepted value
of 0.95 eV [10]. Reasonable values for the band-gap in the literature can
deviate from the accepted value by 0.1 — 0.2 eV depending on the quality
of the material and the experimental methods used [225, 10, 135]. Future
work, may investigate the behavior of the sub-band absorption as the system
temperature is reduced as a sceondary confirmation of a lack of amorphous

regions within the film.

A room temperature four-point probe was used to measure resistivity,
with measured values between 2.2 €2-cm and 7.6 €2 - cm for the films between
200 nm and 500 nm thick. We measured the Hall mobility and majority
carrier concentration for sulfurized films at a = 82° and nominal Fe thickness
of 200 nm, 300 nm, and 500 nm. The measured carrier mobility was on the

order of 0.1 em? - V™! . s7! with majority carrier concentrations between

10 ecm™3 to 10 em—3.

Both Altermatt et al.[10] and Ferrer et al.[11] have compiled data of

the mobility and carrier concentration of pyrite from the literature. An
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Figure 4.12: Time-of-flight secondary ion mass spectrometer (ToF-SIMS)
composite depth profiles taken from sulfurized films of precursors with a
nominal thickness of 200 nm and deposition angle (a) of a) 30°, b) 50°,
c) 70°, d) 80° e) 82° and f) 88°. The sputter time has been normalized
to the film thickness (1.0), defined by the half-max point in the Si curve.
Oxygen is present for all samples, and a peak in the oxygen signal occurs
immediately before the substrate, which corresponds to the Si native oxide.
At high porosity f) sputtering of the film and substrate appears to occur
simultaneously, which causes the gradual change in composition.
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Figure 4.13: (a) Absorption spectra and (b) Tauc plots of sulfurized samples
from v = 82° precursors at all thicknesses studied. Noise at the higher photon
energies is due to the transmission approaching the instrumental limit.

empirical relationship between the majority carrier mobility and majority

carrier concentration has been used describe the trend in the data.

Hmaz — Hmin (43)

MU= Umin + 1 T (nmaj/nref>/3

Parameter values used here and in the previous work were {1, = 0.02cm?:
Vs™ e = 300em?- Vs, =6 x 1017cm ™ and B = 1.3, which
were originally proposed by Dasbach[226] to describe how the room temper-
ature carrier mobility is limited by phonon scattering and lattice defects. We
have digitized the data in Figure 1 from Altermatt et al.[10] and included our
own data from films sulfurized from precursors deposited at o = 82° and a
nominal thickness of 200 nm, 300 nm and 500 nm on fused quartz substrates.
The combined data set and model is presented in Figure 4.14. These values
overlap well with the literature values summarized in reports by Altermatt
et al.[10] and Ferrer et al.[11]. Important to this work, this suggests that the
voids present in these films are not of sufficient density to disrupt continuous
in-plane electrical pathways. We have not reported majority carrier type due

to the known difficulties in reliably determining majority carrier type in iron
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pyrite thin films with Hall measurements|11].
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Figure 4.14: Majority carrier mobility versus majority carrier concentration
for data taken from Altermatt et al.[10] and from sulfurized films measured
in this work. The data includes some repeated measurements of the same

film. The line is a empirical curve using parameters found in the literature
[11, 10].

At present, the cause of the consistent electrical properties observed in
iron pyrite films remains unresolved. Metallic sulfur-deficient phases[143],
oxygen doping or point defects[135, 201, 227], and surface effects|[135, 228|
have all been proposed. Our work does not support the metallic sulfur-
deficient phases as the cause. Unlike Yu et al.[143], we do not observe large
amorphous regions that could indicate a sulfur-deficient phase. Spatial com-
position maps (Figure 4.10) also do not indicate sulfur deficient regions within

the crystallite volume.

As the primary interest in iron pyrite is as an absorber material in photo-

voltaic cells, we have quantified the ultrafast photoconductivity of the mate-
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rial with a room temperature optical-pump/THz-probe measurement shown
in Figure 4.15. This work was pursued in collaboration with Dr. Hegmann’s
group in the physics department. We find that FeSsy exhibits photoconductiv-
ity characteristic of semiconducting materials: the initial fast rise, followed
by a fast decay over tens of picoseconds. The time evolution of photocon-
ductivity can be fit by a bi-exponential decay with fast (4 ps) and slow (27
ps) components, indicative of at least two different carrier relaxation mecha-
nisms such as carrier trapping at bulk defect and grain boundary trap states.
These lifetimes are significantly shorter than previous studies, which have
reported lifetimes (10 to 100) ns for pyrite films prepared by spray pyrol-
ysis and sulfurization of iron oxides [154]. As lifetimes of at least 100 ns
are required for good photovoltaic performance [10], further improvements
in carrier lifetimes are required before application of these films to devices.
Substitutional oxygen defects may act as Shockley-Read-Hall recombination
centers, and therefore limit carrier lifetimes in these films [201, 227]. Reduc-
ing oxygen incorporation is an obvious area of improvement, and should be

possible with changes to the sulfurization chemistry.

4.4 Conclusion

We have demonstrated that engineering the void fraction of Fe precursor films
can be used to control the microstructure of iron pyrite thin films produced by
annealing in a sulfur atmosphere. Precursor films have a columnar morphol-
ogy, which assists the sulfurization processes by enhancing the diffusion into
the film’s bulk[157]. With sufficient void fraction (o > 80°), stress-related
failures (i.e., buckling or cracking) in the iron pyrite films can be eliminated.
Furthermore, within a narrow range of void fraction seen around a = 82°,
the crystallite size of the iron pyrite peaked and was 4 to 5 times larger than
for a # 82°. Control over crystallite growth is important, as crystallite size
influences carrier dynamics that are important for photovoltaic applications.
For instance, large crystallites reduce grain boundaries and may assist in im-
proving photocarrier lifetimes. Here, we have achieved some of the largest
crystallites for sulfurized Fe films in the literature [208, 218, 159, 151]. Typ-

ical crystallite values for sulfurization at 450 °C are D = 40 nm, with values



4.4. CONCLUSION 80

0.06
pump
0.04 | : pulse ?
8 I
- ‘-"’ 1 THz probe
~ pulse
- D
P 002 t=4.3ps+0.2ps
T t,=27 ps + 1 ps
}
0.00 @-
0 20 40 60 80 100
Time (ps)

Figure 4.15: Transient photoconductivity from optical-pump/THz-probe
measurements of a 200 nm (nominal) 82° sulfurized film on fused quartz
after photoexcitation with 800 nm pulses at a pump fluence of 290 pJ cm ™.
The experimental data is represented by symbols (open circles), and the solid
line is a fit to a biexponential decay. Fit parameters are given in the legend.

Inset — schematic diagram of the optical-pump/THz-probe experiment.
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<90 nm at 500 °C [159]. Crystallite sizes > 100 nm can be produced by other
methods [25, 229]. Thus, engineering the void fraction makes metallic-Fe
sulfurization competitive with other fabrication techniques in this area. Our
iron pyrite films have a single crystal phase and possess optical and electrical
properties consistent with other thin films prepared elsewhere [10, 135, 11].
Despite the large crystallite sizes, carrier lifetime in these films is too short to
produce high-performance photovoltaic devices. Careful tuning of the sulfur
annealing conditions to reduce bulk defects, and a better understanding of
interactions at the surface and grain boundaries, should help improve carrier

dynamics.

Void fraction engineering provides a means to tune microstructure (i.e.,
crystallite size and morphology) that is independent of sulfur annealing con-
ditions. Thus, the technique presented here compliments, and may enhance,
existing and future sulfurization methods in the pursuit of high-quality, low-
cost, iron pyrite thin films for photovoltaics. The next chapter will use sim-
ilar sulfurized iron pyrite films and evaluate their feasibility as an inorganic

absorber in a hybrid organic-inorganic photovoltaic device.
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The previous chapter established that columnar Fe precursors can be used

to tune the microstructure of iron pyrite produced by sulfurization. Here,

we fabricated similar iron pyrite films and tested their feasibility in a hy-

brid inorganic-organic photovoltaic system with photoluminescence quench-

ing measurements. Such measurements provide an indication of charge trans-

fer between the conjugated polymer and pyrite material. We undertook the

work in this chapter before that in Chapter 4, which helped define the scope

of and design of that subsequent study.!

IThe results of this chapter were presented at the MRS Spring 2012[230] conference

and Next Generation Solar[231] meetings.
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5.1 Introduction

A more complete introduction to iron pyrite was given in the preceding Chap-
ter 4. Briefly, iron pyrite is an earth abundant semiconductor material with
properties that make it desirable for photovoltaic energy conversion. Due
to iron pyrite’s strong optical absorption (a, > 10° cm™! for hv > 1.3 eV)
it could potentially serve as a thin absorber layer[143, 141, 232] or optical

absorber material in inorganic or hybrid devices[233, 195].

This chapter will investigate the feasibility of our iron pyrite films for
use in hybrid photovoltaic devices by performing photoluminescence (PL)
quenching measurements[195] with a conjugated polymer. The PL quench-
ing measurements compare the PL of the conjugated polymer separately
and in contact with the pyrite thin films. A reduction in the PL, known
as quenching, provides an upper-bound for charge-separation at the poly-
mer /pyrite interface. Such experiments provide a check on the quality of the
iron pyrite material without dealing with the complexities of an entire device
architecture and multiple processing steps. Note that we attempted to pro-
duce some Schottky devices (i.e., all inorganic with Au contacts) in parallel
with this work but were unable to maintain the integrity of the transpar-
ent conductor, ITO (indium tin oxide) or FTO (fluorine-doped tin oxide),
through the high-temperature sulfurization steps. Schottky cell architectures
are reported in the literature[187], but required several material layers and
processing undeveloped within our group. As our goal was a test of the ma-
terial properties of the iron pyrite for photovoltaics, the hybrid approach was
chosen for pragmatic reasons; the processes required were well known to our

chemistry collaborators, and therefore presented a more viable route forward.

We collaborated with Dr. Brian Worfolk, then of Dr. Buriak’s group
in the Department of Chemistry to guide our choices of polymers, and pre-
pare and process the polymers for this work. Together, we worked with Dr.
Michael Taschuk from our own group to make the photoluminescent quench-
ing measurements. The measurements were performed in Dr. Al Meldrum’s

laboratory in the physics department.

We have chosen to use an organic polymer as the photoluminescence

source and electron donor to match the equipment capabilities of Dr. Mel-
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Figure 5.1: Band diagram comparing the HOMO and LUMO levels of
PGFDTBT with the conduction and valence bands of FeS,. Values were
taken presented here are taken from the literature [12, 13]. Our collaborators
in The Department of Chemistry also attempted for confirm the electrochem-
ical band-structure of our iron pyrite with cyclic-voltametry measurements.

drum’s lab. There are several candidate polymers with appropriate band
alignment with iron pyrite that will serve this purpose. With the assistance
of Dr. Brian Worfolk, a conjugated polymer abbreviated as PGFDTBT!
(HOMO = 5.58 eV, LUMO = 3.91 €V)[13] was chosen as the donor since its
energy levels form a type-II heterojunction (staggered gap, Figure 5.1) with
iron pyrite (valence band maximum = 5.85 eV, conduction band minimum =
4.9 eV expected) and it exhibits photoluminescence [12]. This polymer has
been successfully integrated into all-organic bulk heterojunction type archi-
tectures for photovoltaics[13] and thus is a promising candidate for pairing

with iron pyrite.

5.2 Experimental details

5.2.1 Iron film deposition

At the time of this study, we were still exploring the use of sputtered-GLAD

to induce structuring. FExcept for the change to sputtering from electron-

iFull name of PGFDTBT is Poly|2,7-(9,9-di-n-octylgermafluorene)-alt-5,5-(40,70-di-2-
thienyl-20,10,30-benzothiadiazole)]
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beam evaporation, the deposition process was similar to that in Section 4.2.1.

Iron thin films were sputtered onto Si substrates ((100), p-type) in a
high vacuum system pumped to a pressure of 0.1 mPa to 1 mPa before
deposition. Metallic iron targets (Kurt J Lesker, 50.8 mm diameter, 1.6 mm
thick, 99.9 % pure) were sputtered in voltage regulation mode (Advanced
Energy Pinnacle+, 550 V, 5 kHz repetition rate, 0.4 us reverse time). Film
thickness was adjusted by changing the amount of energy delivered to the
sputter target (50 kJ, 100 kJ, 200 kJ, and 500 kJ) and porosity was adjusted
by manually changing the deposition angle (o = 0°,70°,80° 85°) at a throw
distance of 150 mm (target to substrate chuck center). Deposition pressure
was reduced to less than 66 mPa with a tantalum hollow cathode operated
in current regulation mode at 1 A.[169, 81] Ar working gas was flowed into
the deposition chamber through the tantalum hollow cathode at a flow rate
of 16.0 sccm. Briefly, the hollow cathode assists in reducing the working
pressure by creating a secondary plasma at the gas inlet and by creating
excess electrons through thermionic emission. Additional technical details of

the sputter system are provided in Appendix E.

5.2.2 Iron film sulfurization

After deposition the Fe films were sulfurized in a tube furnace (Lindburg
Blue M, single-zone) similar to the method used by Dahman.[149] Samples
were placed in a 25.4 cm diameter fused quartz tube with 5 g of sulphur (Alfa
Aesar, 99.9995 %, CAS No. 7704-34-9) placed in a quartz crucible. Ar flow
gas (7 sccm) carried vaporized sulfur across the sample surface. The tube

1

was heated to 400 °C from room temperature at a rate of 10 °C - min™" and

held there for 6 hours.

5.2.3 Characterization

We characterized the sulfurized sample morphology with SEM (Hitachi S4800),
the surface topology with tapping mode atomic force microscopy (AFM: Dig-
ital Instruments Multimode AFM), the crystal phase by XRD, and the com-
position with ToF-SIMS and Auger electron spectroscopy (AES).
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X-ray diffraction patterns were taken with a Bruker D8 Discover operated
in a symmetric scanning mode. The goniometer was equipped with a Cu Ka
radiation source, 0.5 mm collimator and a scintillator detector positioned 15

cm from the sample.

The AES and ToF-SIMS characterizations were performed at the Alberta
Center for Surface Engineering and Science. Composition depth profiles were
measured in the ToF-SIMS IV instrument (ION-TOF GmbH). A Cs™ ion
beam (1 kV, 75 nA) rastered over approximately a 200 um x 200um area
was used for sputter etching and the secondary ion signal was generated by
a Bi" beam (25 keV, 0.7 pA) within a 40 yum x 40 um area at the centre of
the etched crater.

The AES measurements were carried out using a JAMP-9500F Auger
microprobe (JEOL). The instrument is equipped with a Schottky field emit-
ter that produces an electron probe diameter of about 3 nm to 8 nm at the
sample. The accelerating voltage for both SEM and AES was 20 kV and the
probe current for AES was 7 nA. The working distance was about 24 mm.
The sample was rotated 30° away from the primary electron beam to face
the electron energy analyzer in Auger measurement and a M5 lens with 0.6%

energy resolution was used for Auger spectroscopy.

The Auger peaks of Si KLL (1614 eV), Fe LMM (712 eV), and S LVV
(146 eV) were selected for the line profile. The intensity of each pixel in the
Auger image was calculated by (P — B)/B, where P and B are the peak and
background intensity respectively. This intensity definition helps to reduce
the edge effect of islands and dots. An auto probe tracking technique was
used to compensate for possible drifting of the image during the analysis as

a result of power instabilities.

5.2.4 Polymer preparation and spin coating

The PGFDTBT polymer was prepared for spin coating similarly to Allard et
al.[13] and dissolved in o-dichlorobenzene at a concentration of 25 mg mL ™"
and mixed at 75°C for at least 48 hours. All substrates were pre-heated to

80°C before spin coating. The polymer solution was heated to 90°C and
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100 pLb of polymer solution was spun onto the iron pyrite samples at a spin
speed of 600 rpm for 60 s followed by 2000 rpm for 5 s. Samples were air

dried for 2 hr in darkness before photoluminescence measurements.

5.2.5 Absolute photoluminescence quenching measure-

ments

Absolute photoluminescence (PL) quenching measurements allow us to esti-
mate the number of photons absorbed by the conjugated polymer that are
re-emitted in the PL spectra. A decrease in the number of re-emitted pho-
tons indicates that a fraction of the corresponding excitons where unable to
recombine radiatively. We report these effects with a PL quenching value
that indicates the ratio of re-emitted photons IV, in the test sample to those
produced by the polymer reference N,,. Thus, a smaller quenching value
indicates less radiative recombination and a larger upper-bound for charge-

seperation at the interface.

Quenching = N, /N, (5.1)

Photoluminescence was excited with an unfocused HeCd laser (442 nm,
Omnichrome Series 56). Power on the target was monitored using a single
surface reflection from a quartz wedge and a reference power meter (Newport
1815-C). The reference was calibrated using an optical power meter as a
traceable standard (Gentec-EO, PH100-Si). Combining variability in the
laser output (0.5 %) and the absolute calibration accuracy, the laser power
on the target was (16.0+£0.4) mW. The full-width half-maximum illumination
spot size was (1.51£0.05) mm measured using the knife edge technique.[234]
The beam was nearly Gaussian with a peak irradiance on the target of (620+
35 mW - cm™2).

The PL was measured using an optical fibre-coupled compact CCD spec-
trometer. An optical schematic for these measurements is provided in Figure
5.2. The first fibre (Ocean Optics, NA 0.4, High-OH, 600 pm core, 1 m
long) was positioned approximately 14 cm from the illumination spot at an

angle of 8° from the laser axis. The collection fiber was coupled to another
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fibre (Ocean Optics, NA 0.4, High-OH, 600 ym core, 0.5 m) through a long-
pass filter with a 475 nm cutoff that removed scattered laser light before the
spectrum was measured by the spectrometer (Ocean Optics USB2000). The
combined radiometric response of the compact CCD, both fibres, and the
band pass filter was calibrated using a 150 W Xe lamp (Oriel 6256 bulb in
an Oriel Photomax 60100 housing) filtered through a 0.25 m monochroma-
tor (Oriel MS 260i). Output light from the monochromator was monitored
using both surface reflections from a quartz window (~ 8%) and the optical
power meter as a traceable standard (Gentec-EO, PH100-Si). A calibrated
diffuse reflector (Labsphere SRS-99-010) was used to scatter light from the

lamp-monochromator combination to the first fibre’s aperture.

___________ e | I HeCd laser
....... RS M 'v‘, ) (442 nm)

.......
.............

........
..........

s g %
-------

----------

,,,,,,,,

Figure 5.2: Schematic of the setup for the photoluminescence measurements.
M = mirror, BS = beam splitter, S = sample, PM = power monitor.

The PL measurements were performed in random triplicate across all
samples including a Si/PGFDTBT control sample to normalize any system-
atic error. We observed a bi-exponential decrease (71 = 2 min, 7 = 32 min)
in PL efficiency under the illumination conditions described above. To ensure
capture of the peak photoluminescence signal, spectra were obtained in free-
running mode starting with the laser light blocked. Once the spectrometer
was acquiring signals the sample was exposed to the laser for ~ 5s before the
block was replaced. Each photoluminescence measurement was performed

on a fresh spot to avoid signal degradation from cumulative illumination.
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After PL measurements, PGFDTBT thickness was measured using a
white light interferometer (Zygo Optical Profilometer) and SEM (Hitachi
S4800). For the Zygo measurements, a razor was used to scrape the spin-
coated PGFDTBT and iron pyrite layer off the silicon wafers. Step profile
measurements were taken for at least four positions across each sample. For
the SEM measurements, samples were cleaved and examined in cross section.
Reflection and transmission measurements were performed with a spectro-
scopic ellipsometer (V-VASE with Autoretarder, J. A. Woollam Co., Inc.)
and a spectrophotometer (Perkin-Elmer NIR-UV).

Optical model for photoluminescence

The iron pyrite substrate acts as a strong optical absorber. For the poly-
mer /pyrite/Si samples studied here, any light that enters the iron pyrite may
be assumed as absorbed. Based on optical transmission measurements, the
absorption coefficient of our iron pyrite at 442 nm is around 1.8 x 10% cm™!.
Our thinnest iron pyrite film is about 30 nm, and our thickest film is just

under 300 nm.

The following calculations will demonstrate the nearly perfect absorption
of the FeS, in the polymer /pyrite/Si system. Following the thin film optical
model in Figure 5.3a laser light is incident on the sample from the left (1),
and a fraction of the incident light penetrates into the iron pyrite layer (2).
Some of the light within the iron pyrite layer is transmitted to the substrate,
and lost to the system (3a); the remainder is reflected, and returns through
the iron pyrite layer (3b). The remaining unabsorbed light escapes the iron
pyrite layer (4).

Thus we can estimate the fraction of light returning to the polymer after

making a single pass through the iron pyrite layer as,

R = 10*2aoFes2tFe52 (1 - Rpoly:FeSg>2RF652:Si <52>

where ,,, is iron pyrite’s absorption coefficient, and tp.g, is the iron

pyrite’s thickness. For the results presented in this thesis, we find

liffere we use powers of 10 instead of e.
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Figure 5.3: (a) Schematic of thin film optical model, demonstrating that iron
pyrite acts as a nearly perfect absorber for the excitation laser used here. (b)
Schematic for derivation of optical model. We use a two pass model to
approximate the optical behavior of the Poly:FeS,:Si wafer multilayer stack.

0.076 < Rpory:res, < 0.137 (5.3)

and

0.017 < Rpesy.si < 0.053 (5.4)

The range in these parameters reflect our uncertainty in the indices of iron
pyrite and the conjugated polymer. These extremes will occur at opposite
times — when the losses are high at the poly:FeS, interface, they will be lower
at the FeS,:Si interface. In the worst case, using our 30 nm iron pyrite film,

we expect R values of approximately

R = 107 2(1:8x10° em™H)(30x10"Tem) (1 _ () 076)2(0.053) = 3.8 x 107 (5.5)

About one part per thousand of light coupled to the 30 nm pyrite film
will re-enter the polymer PGFDTBT layer. As the thickness increases to 100
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nm, the expected reflectance drops to the part per million level. In all cases,
the returning light is negligible. The iron pyrite layer can be treated as an
infinite sink. This feature simplifies subsequent analysis, as we can ignore

any returning beams from the iron pyrite layer and the Si substrate layer.

A schematic of our poly:FeS, system is shown in Figure 5.3b. Following
this scheme, and applying the infinite sink approximation, it can be shown
with a simple thin film reflection model that the power transmitted through

the polymer film and absorbed by the iron pyrite layer is

PF@SQ - Pincident((]- - RAir:poly)]-OiaopOlytpOly(]- - Rpoly:FeSg)) (56)

where Pjcigent is incident laser power, Ruairpoy i the Fresnel reflection
from the air:polymer interface, and Rpoy:res, is the Fresnel reflection from

the polymer-iron pyrite interface.

Similarly, it can be shown that light that is reflected by the combined

system is given by
Preflected = F)incident(RAir:poly + (1 - RAir:poly>2Rpoly:FeSQ10_2a0p01ytp01y) (57)

The fraction of laser light surviving the first two passes within the polymer
film may be calculated using the second term in the above equation. For
a 100 nm PGFDTBT film, about 3% should be available for a third pass
through the PGFDTBT. Given the experimental uncertainties, this quantity

is considered negligible.

The fraction of incident power absorbed by the PGFDTBT, and available
for driving PL processes, is Piycident — Pres, — Prefiectea- The distribution of

laser power as a function of PGFDTBT thickness is shown in Figure 5.4.
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Figure 5.4: Distribution of incident laser light into the different compo-
nents of the PGFDTBT:FeS, system as a function of PGFDTBT layer thick-
ness. For thin films, most light is coupled to the iron pyrite layer. As the
PGFDTBT layer thickness increases, more light is coupled into the polymer,
and less survives to be absorbed by the iron pyrite.

5.3 Results

5.3.1 Sulfurized iron pyrite films
Morphology

Porous, columnar Fe films were deposited with GLAD on Si substrates and
then sulfurized in a tube furnace under Ar flow with sulfur powder at 400
°C (Table 5.1). As mentioned previously in Chapter 4, during sulfuriza-
tion the precursor Fe films undergo a volume expansion of approximately 3.5
times due to the density difference between iron (7.87 g-cm™) and iron
pyrite (4.89 g-cm™2) and the constrained volume/mass of the Fe precursor
film. The sulfurization process is described by the following net reaction:
4Fe(s) + Sg(g) — 4FeSy(,). The internal stress generated during phase trans-
formation may be reduced by creating grain boundaries and/or voids in the
precursor films.[150] The porosity of films deposited by GLAD increases with
the deposition angle («) as shown for the Fe films in Figure 5.5. After sulfur-

ization, we observe that the sulfurized films’ top surface morphology reflects
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the increase in porosity of the precursor films as shown in Figure 5.6. The
thickness of the Fe precursor film deposited at o = 85° was varied from 42
nm to 11 nm. The grain size and shape remain constant, but voids in the
film disappear in the thinnest film, indicating a decrease in porosity (samples
A-C in Figure 5.6). A decrease in the deposition angle of the Fe precursor
(Figure 5.5) tends to lead to a decrease in void density and roughness on the

surface of sulfurized films (samples D-G in Figure 5.6).

Table 5.1: Sample legend for the sulfurized iron pyrite films produced from
sputtered GLAD precursors. Quenching was defined in Eq. 5.1. The sulfur-
ized film thickness (tp.s, ), Fe precursor deposition angle (ap.), Fe precursor
thickness (tp.), thickness ratio, and XRD crystallite size D calculated from
the (200) peak are shown.

Sample Quenching  tpes, ape  lpe  tresy/tre D200

[unitless] [nm] [°]  [nm] [nm]
0.66 1254+5 8 42+2 29+02 37%1
0.67 80+5 8 263 3.1+£04 68+1
1.2 3314 8 1142 3+1 941
0.66 1095 &8 42+2 26+£02 31+3
0.96 161+3 80 46+4 35+£03 31+3
0.81 1794+4 70 53+£3 34+04 28+1
0.87 2744+4 0 894+2 3.14+£01 30+£1

QHEOQW >

The surface roughness of the samples D-G (Table 5.1) was measured
directly by tapping-mode AFM. Reconstructions of the surface topology are
shown in Figure 5.7. The surface roughness of the samples is plotted in
Figure 5.7b and shows a gradual increase with the deposition angle, with a
sudden jump at o = 85°. This is not unexpected, as many other works have

demonstrated a dramatic increase in porosity at a > 80°.[4]

Cleaved cross-sections of the sulfurized films (example shown in Figure
5.8) demonstrate that the films are composed of globular equiaxed grains.
Previous work[235, 150] on adjusting the grain size and surface morphol-
ogy of Fe precursor films showed that sulfurized films were composed of a
top columnar layer and a bottom layer of globular grains. In that work

the authors proposed that the globular grains in the bottom layer resulted
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Figure 5.5: SEM images of precursor Fe films deposited at 85°, 80°, 70°and
0°in plan-view (top) and edge-on (bottom) perspectives. Precursors were
used for sulfurized samples A, D, E, F and G from Table 5.1.

X S
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A, 85° 125+5nm B, 85° 80+5nm C, 85° 33+14 nm

o

E, 80°, 1613 nm F, 70°,179w_L4 nm G, °, 275+4 nm

D, 85°, 1095 nm

Figure 5.6: Top down SEM images of iron pyrite films labelled according to
Table 5.1. The image labels indicate the sample, deposition angle (a), and
the iron pyrite film thickness (fges, ).
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Figure 5.7: In (a) we show the surface reconstruction of Samples D-G mea-
sured by AFM. The labels are indicate the deposition angle and RMS surface
roughness measured by AFM. In (b) the RMS roughness is plotted against
the deposition angle
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from the sulfur-rich environment created by diffusion through the top-layer.
The equiaxed grains we observe are consistent with this interpretation as
free surfaces are exposed to sulfur throughout the porous GLAD precursors.

Therefore, globular growth would be expected to occur in the entire film in

the GLAD case.

(@) (b) |

Figure 5.8: Cleaved cross section (a) and 30° oblique (b) SEM images of
sulfurized sample A from Table 5.1.

Porous Fe films should permit the volume expansion that occurs dur-
ing phase transformation to take place in both the lateral (in-plane) and
substrate normal directions. The volume expansion was measured in one
dimension by measuring the ratio of film thickness between the precursor
and sulfurized film. For volume expansion occurring entirely in the normal
direction (bulk film case), a thickness ratio of approximately 3.5 times is ex-
pected, whereas isotropic expansion reduces the expected thickness ratio to
about 3.5'/3 = 1.5 times. A plot of the measured thickness ratio with deposi-
tion angle in Figure 5.9 shows that the thickness ratio decreases at a = 85°,
which is consistent with the increased porosity of the precursor films (Figure
5.9) allowing for expansion in the lateral direction. Note that no correlation
between the thickness ratio and Fe initial thickness is observed, revealing

that the trend is due to changes in deposition angle.

We did not observe delamination of the sulfurized films discussed here.
Delamination was only seen for films sulfurized from Fe films of low porosity
(a = 70° and o = 0°) produced by a different set of sulfurization conditions
(140 scem Ar flow, preheat 200 °C for 2 hr, anneal 400 °C for 10 hr). Films
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Figure 5.9: Measurement of the thickness ratio between the Fe precursor film
thickness and sulfurized film thickness plot against (a) the deposition angle
() and (b) the thickness of the porous precursors tp.. In (a), the films at
a = 85° have been averaged for presentation. A full listing of the data is given
in Table 5.1. At large deposition angles, the Fe films become porous and the
thickness ratio decreases. Porous films are expected to undergo expansion in
the lateral as well as normal directions during phase transformation, which
reduces the thickness ratio. The maximum expected expansion ratio for
bulk films (dashed line) and minimum expected expansion ratio occurring
for isotropic expansion of a sufficiently porous film (solid line) are shown for
comparison.
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(d) 0°, 350£13 nm

B e

2000 nm

Figure 5.10: Survival of films after sulfurization under high-flow and a pre-
heat treatment. Films that lack sufficient porosity (c,d) are seen to delami-
nate. The deposition angle and film thickness are shown above each image.

sulfurized with this alternate recipe deposited at a = 80° and a = 85°
did not delaminate (Figure 5.10). This result suggests that delamination is
dependent on both precursor porosity and the sulfurization process.[157, 159,
158, 236, 235]

Composition

X-ray diffraction patterns (Figure 5.11) taken for each of the sulfurized films
shown in Figure 5.6 (samples A-G from Table 5.1) are consistent with films
composed of cubic iron pyrite (ICDD 01-079-0617). In several of the samples
there are peaks around 26 = 54° and 26 = 65° that cannot be attributed to
iron pyrite and may be due to the (002) or (130) peaks (26 = 54°) and (310)
peak (26 = 65°) of the marcasite (ICDD 01-075-6904) phase. The presence of
a marcasite phase has been observed previously.[237, 238] The pyrite phase
of FeSy occurs in a narrow composition range and is only slightly preferred
thermodynamically over marcasite [187], and in some cases, the marcasite

phase can be preferred kinetically.[136] Therefore, without rigorous control
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Figure 5.11: X-ray diffraction patterns for each of the samples (labeled top
right, see Table 5.1). Powder diffraction patterns for the pyrite, marcasite
phase and x-Si shown for comparison.

over the sulfurization environment, some marcasite can be expected. As can
be seen from Figure 5.11, all the samples except the thinnest (C, 33 nm
thick) appear to be crystalline. Iron pyrite has a large linear attenuation
coefficient (f1,,, ~ 108 m™'). Therefore, samples even &~ 10 nm thick interact
strongly with the incoming x-ray beam, with less than 5% of the incoming
beam transmitted through the film. Limited x-ray interaction can probably
be ruled out as the cause of the small diffraction peaks observed in Sample
C. More likely, the weak crystallinity of sample C can be attributed to phase

impurity and/or a non-crystalline phase.

Crystallite sizes for each sample were computed by fitting the diffraction
peaks between 20 = 28° and 20 = 62° with a Cauchy-Lorentz profile and
applying the Scherrer equation (monodisperse, cubic crystallites)[170]. The

crystallite sizes ranged between 24 and 32 nm, consistent with the features
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observed in Figure 5.6, for all samples except sample B with a crystallite size
of (68 & 1) nm calculated from the predominant (200) peak at 20 = 33°.

To verify complete sulfurization, bulk film composition of a subset of
the films was investigated (samples A, D, and G) with ToF-SIMS and AES.
These films were chosen since they lie at the extrema of precursor porosity
investigated. Composition profiles from ToF-SIMS for porous sample (A)
and the bulk film (G) are shown in Figure 5.12. The results are consistent
with complete sulfurization throughout the film. Sputtering rates of FeS and
S change rapidly at the film’s surface and substrate interface, but stabilize
in the film bulk. Note that the profiles for sample A and D (not shown)
are similar as expected since they are both sulfurized from the same Fe
precursors deposited at a = 85°. An abrupt interface between the sulfurized
film and Si substrate is observed for all samples. Variation in the FeS, S, and
O components is seen at the free and substrate interface of the iron pyrite.
The variation of both the FeS and S components is more pronounced at the
free interface of samples A (o = 85°) than in sample G (o = 0°). This
may be due to the differences in the sputtering rates caused by the voids
in the surface morphology of the samples A (Figure 5.6). Oxygen from the

substrate’s native oxide is seen at the film-substrate interface.

Line composition profiles along a cleaved edge of sample A and sample
G were also taken with AES (Figure 5.13) and corroborate the ToF-SIMS
results, with Fe and S components detected throughout the film bulk. The
Si component seen in the film bulk in Figure 5.13 is attributed to a combina-
tion of resolution limitations and potential Si contamination during sample
preparation. Note that this spurious Si signal is not present in the ToF-SIMS
data. Structure in the line profiles is attributed to edge effects on the cleaved

surface.

5.3.2 PGFDTBT Photoluminescence

Hybrid inorganic-organic photovoltaics have been widely studied in recent
years incorporating various inorganic semiconductors and semiconducting
polymers[233, 239, 240, 241]. In general, charge generation for these next-

generation photovoltaics involves: i) the absorption of light by the donor
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Figure 5.12: Composition depth profiles for sulfurized film samples A, (left)
and G (right) taken with ToF-SIMS.

Sample A Sample G

Line Scan Line Scan

Figure 5.13: Auger electron spectroscopy line profiles of sulfurized samples A
and G (Table 5.1). The white line indicates the scan line, and the blue, green
and red profiles show the Si, Fe, and S components respectively. Variation
in the profiles is attributed to edge effects along the cleaved surface.
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Figure 5.14: PGFDTBT absorption coefficient and photoluminescence spec-
tra for a spun coat PGFDTBT layer on quartz.

material creating a bound exciton, ii) dissociation of the exciton at a donor-
acceptor interface, and iii) transport of free carriers to the electrodes. PGFDTBT
is a low-bandgap p-type polymer with a deep HOMO level with appropriate
offsetting energy levels to form a type-II heterojunction with iron pyrite.[242]
The absorption coefficient and absolute photoluminescence emission of a
PGEFDTBT layer on a Si wafer is shown in Figure 5.14. The absorption
spectra is similar to that reported previously[13] but is reported in abso-
lute units in this work. All the features from the original work by Allard
et. al.[13] (the group that synthesized the PGFDTBT for us) are seen here.
This includes both absorption bands at 400 nm and 580 nm and the absorp-
tion onset near 690 nm that corresponds to the optical bandgap of 1.79 eV.
Note that the optical bandgap is slightly different than the electrochemical
bandgap of 1.67 ¢V shown in Figure 5.1 [13].

The spectral photoluminescence was measured in the direction normal to
the substrate. Assuming that the PGFDTBT layer is a Lambertian emitter,
and correcting for the Fresnel reflection at the PGFDTBT:Si interface, the
photoluminescence efficiency of PGFDTBT is approximately unity. Thus,
approximately every photon absorbed by the PGFDTBT produces a photon
in the PL spectra.
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Figure 5.15: Schematic of photoluminescence quenching. In (a) a photon is
absorbed in the PGFDTBT and an exciton is created. If the exciton disso-
ciates at the PGFDTBT-pyrite interface (b) it cannot radiatively recombine
and contribute to photoluminescence of the PGFDTBT (c).

5.3.3 PGFDTBT and iron pyrite photoluminescence

Photoluminescence quenching in excitonic systems occurs when an exciton
is dissociated in a nonradiative process at an internal interface (schematic
shown in Figure 5.15 ). Such quenching may indicate that the charges making
up an exciton have been separated, and can therefore be used to produce
electric power. Numerical results for the observed quenching are given in
Table 5.1. The strongest quenching in Table 5.1 corresponds to the value of
0.66, which was observed for the highest porosity samples studied (a = 85°).
This is consistent with the surface roughness (Figure 5.7) of the films at

a = 85° providing a larger interface area for exciton dissociation.

To properly account for changes in PGFDTBT layer thickness and reflec-
tivity the absolute photoluminescence of the PGFDTBT-iron pyrite system
was measured for all samples. An optical model of the combined system is
required to evaluate quenching. It can be shown (see Section 5.2.5) that the
power absorbed in the PGFDTBT layer is given by
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where P, is incident laser power, R, and T, represent Fresnel reflections and
transmissions at the interfaces, «,,, is the polymer’s absorption coefficient
at the laser wavelength, and ¢, is the PGFDTBT’s thickness. Interfaces are
denoted by air:poly(air:PGFDTBT) and poly:FeS, (PGFDTBT:iron pyrite).
The reflectivity and transmission coefficients were estimated from single layer
measurements on the VASE and the spectrophotometer, correcting for index

matching with the quartz substrate.

Photoluminescence spectra of a reference sample (PGFDTBT on fused
quartz) and sample A (o = 85°) are given in Figure 5.16(a). The spectra are
normalized to power absorbed in the PGFDTBT layer. The reflectivity (at
the laser wavelength, 442 nm) and total photoluminescence power is shown
in Figure 5.16(b) for the samples with an iron precursor deposited at 85°.
The reflectivity data (closed squares) is fit to Prefiected, and the PL data
(closed circles) is compared to curves showing different degrees of quenching.
Samples A B, and D with PGFDTBT layer thicknesses between 150 nm
and 250 nm have iron pyrite layers between 80 nm and 125 nm thick. These
samples show approximately a 1/3 reduction in photoluminescence efficiency.
Sample C, with a PGFDTBT layer 75 nm thick has only a thin sulfurized film
(33 nm) that had a weak diffraction pattern (Figure 5.11) implying that only
a small crystalline iron pyrite phase is present. Thus, strong quenching was
not expected from sample C. The assumptions of the optical model used for
analysis may not apply well in the case of Sample C, which may explain the
quenching value >1. Partial quenching was observed for all other samples.
Although a decrease in PL efficiency can be caused by other non-radiative
mechanisms or recombination at the interface[243, 244], these results may
indicate that the required charge transfer for photovoltaic devices occurs for
a wide variety of GLAD deposition conditions (Table 5.1).
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Figure 5.16: (a) Photoluminescence spectral intensity efficiency of a reference
PGFDTBT layer and a PGFDTBT-pyrite bilayer system, showing quench-
ing. The Fe GLAD precursor layer was deposited at a = 85°. An inset
shows the chemical structure of the PGFDTBT polymer. (b) Photolumi-
nescence intensity and reflectivity (at 442 nm) of Fe precursors deposited at
a = 85°. The reflectivity curve is a fit to the optical model derived in Equa-
tion 5.7. The dashed lines show the model predictions for PL intensity with
no quenching and 1/3 quenching. Sample C left of the no quenching line
with a PGFDTBT layer approximately 75 nm thick exhibited weak x-ray
diffraction (Figure 5.11) which indicates that a significant crystalline iron
pyrite phase is not present and thus strong quenching may not be expected
in sample C.
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5.4 Conclusion

We have shown that the porosity of a nanostructured Fe precursor film in-
fluences the morphology of sulfurized iron pyrite. This technique was later
refined in Chapter 4 to produce pyrite films with planar or columnar mor-

phologies.

Use of columnar precursors appears to reduce the internal strain during
sulfurization. Unstrained pyrite films are important for increasing mechan-
ical robustness in device applications. As a first step towards the construc-
tion of a hybrid organic-inorganic photovoltaic device, we measured a PL
quenching effect between a conjugated polymer donor (PGFDTBT) and the
sulfurized iron pyrite via absolute photoluminescence quenching. This ef-
fect may suggest charge-transfer, but other non-radiative mechanisms could
be responsible such as interface defects or Forster energy transfer.[244, 243]
Temperature-dependent PL experiments[243], or time-resolved PL measure-
ments could help elucidate the extent of charge-transfer between pyrite and
an organic absorber. To summarize, columnar Fe precursors and sulfuriza-
tion show some promise as an approach for the design and fabrication of iron

pyrite thin films for photovoltaics.

This chapter concludes the work on iron pyrite sulfurization with GLAD
Fe precursors. In the next chapter, we will switch to discuss some early work
that was performed on tuning the morphology and microstructure of ZnO

nanocolumns.
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Chapter 6

Flux engineering for
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In this chapter!, we apply several of the concepts for microstructural

control and image analysis to the growth of ZnO nanorods. By systematically

analyzing the growth of ZnO across a range of flux rates and deposition

pitches we were able to identify different growth regimes that encourage

Althought appearing last in the thesis, the work in this chapter preceded the studies
in the other chapters chronologically.
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or suppress the effect of changing pitch on the nanorod morphology and
crystallinity. This work was published in Thin Solid Films[81].

6.1 Introduction

Zinc oxide possesses a combination of properties, including semiconductor
electronic behavior, optical transparency, and piezoelectricity, that make it
an interesting candidate for several applications including energy scavenging,
photovoltaics, and chemical sensing [245, 246, 247]. Various nanostructures
such as nanowires and nanoribbons [246, 248] have been formed with ZnO,
with a variety of growth methods, by exploiting the difference in surface
energy between the low-index crystal faces of the wurtzite ZnO crystal [249,

180] leading to preferential growth along the c-axis.

Often, GLAD growth operates under conditions of limited surface diffu-
sion [250, 79, 251]. In general, the nanostructure’s morphology is controlled
by the motion of the deposition angle and the deposition pitch. However,
a material’s growth kinetics can impact GLAD film morphology and these

effects are not well understood.

While GLAD typically produces amorphous films, there are many re-
ports of single crystal films in the literature: Al [43, 79], Co [78], CrN [96],
Cu [87, 252], Ge [88, 112], Mg [253, 254], Ti-doped Mg [89], Sn [91], Ru
[83], S-phase W [182, 92|, and ZnOJ[101]. Crystalline organic GLAD films
have also been reported [255]. Despite these studies, the conditions under
which GLAD produces crystalline films have not been thoroughly investi-
gated nor explained. While a dependence on pitch has been observed for
ytrria-stabilized zirconia [80], Cu [82] and Ru [83] GLAD films, detailed

studies of these effects are ongoing.

Similarly, a limited number of models or mechanisms for crystalline growth
in the GLAD process have been published. One model has been proposed by
Karabacak et al. to explain the formation of 3-W single crystal nanorods[92].
In this work, a mixture of a-W and $-W forms on the substrate during initial
growth. Subsequently deposited adatoms are less mobile on the 5-W phase,
which favors their growth. Once this process has started, GLAD shadowing
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effects ensure that the 5-W islands receive more vapor flux, eventually grow-
ing into single crystal nanorods. In Chapter 3, we demonstrated the growth
of crystalline Fe nanocolunms with GLAD. We proposed that evolutionary
selection between the nanocolumns was responsible for the development of
texture in the film. Additionally, the competitive environment, including the
degree of nanocolumn crystallinity, is strongly dependent on deposition pitch

in that system.

Systematic, detailed studies of the process parameters like that used in
Chapter 3 are necessary to further understand crystalline growth modes in
GLAD films and the role that growth kinetics have in determining film mor-
phology. Here, we employ a parallel approach to probe the process parame-
ter space of deposition rate, pitch and throw distance for ZnO nanorods, and
observe the resulting film morphology and crystal properties. The influence
of growth kinetics on nanostructure has been demonstrated for vapor-solid,
vapor-liquid-solid and hydrothermal processes with ZnO, which makes it a
good candidate material for this study [245, 246, 247]. We use first-order sur-
face diffusion calculations to provide some insight into the growth kinetics of
ZnO GLAD growth. A statistical analysis of the data has identified impor-
tant trends, and optimal growth conditions for single-crystal ZnO nanorods

have been found.

6.2 Experimental details

Zinc oxide thin films were sputtered onto Si substrates ((100), p-type, ~
1 cm?) in a HV system with a base pressure of 0.1-1 mPa. Bonded ceramic
ZnO targets on a copper back-plate (Kurt J. Lesker, 50.8 mm diameter, 6.35
mm thick ZnO, 6.35 mm thick Cu) were sputtered in voltage regulation mode
(Advanced Energy Pinnacle+, 550 V, 5 kHz repetition rate, 0.4 us reverse
time). Each deposition ran until 720 kJ had been delivered to the target. To
reduce the working pressure to 66 mPa, thereby increasing flux collimation to
promote self-shadowing, argon working gas was flowed at 16.0 sccm through
a tantalum hollow cathode[169] operated in current regulation mode at 1 A.

Care was taken to position the tube tip directly above the erosion track, 5-10
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mm from the target surface. Over several deposition runs (hours each) wear
on the tube’s surface caused changes in the thermionic emission current that
decreased the achievable cathode power. However, the cathode power was
stable for each deposition. A decrease in cathode power was necessary to
achieve the low deposition rate experiments. Over the entire set of films the
range of average deposition rates, calculated from measured film thickness

and deposition time, varied between 0.001 nm - s~ and 0.022 nm - s~

A total of nine depositions were performed at a deposition angle of 85°
from the substrate normal with pitch values between 0.001 nm and 6.5 pm.
For each deposition, a geared stage [43] with six Si substrates that were ro-
tated at different rates (4.9x, 3/7x, 1x, 1/2x, 1/4x, 1/16x) was used. A
computer-controlled stepper motor controlled the base rotation rate. Sub-
strates on the stage were positioned at increasing throw distance from the
target; substrate center-to-target distances were measured to be 118 mm,
139 mm, 157 mm, 173 mm, 189 mm, and 206 mm (all +2 mm) listed in the

same order as the gear ratios above.

After deposition, the films were imaged with SEM (JEOL 6301F Field
Emission) and x-ray diffraction measurements (Bruker D8 Discover) were also
performed. The goniometer was equipped with a Cu Ka x-ray tube with a 1
mm collimator and an area detector (Hi-Star Area Detector) positioned 15

cm from the sample.

Top-down images of the films were analyzed using ImageJ [172] to deter-
mine the average area per post, and the film’s areal fraction. Images were
processed by first applying a threshold using the Default or MinError(I) al-
gorithms. Subsequently, noise and pixel cluster outliers were removed using
the Remove Outliers algorithm for both black and white with a radius of
2 pixels. Any remaining gaps in the image were closed with ten iterations
of the Close algorithm with four padding pixels. The image was segmented
using the Watershed routine, and the image was analyzed with the built-in
particle analyzer (Figure 6.1). Macros used for this analysis are presented in

Appendix D.

Values for the average kinetic energy and the angular distribution of the
sputter flux were simulated using SIMSPUD|256] for each of the substrates.
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Figure 6.1: Example of a top down SEM image before (left) and after apply-
ing the thresholding routine used for image analysis (right).

Briefly, SIMSPUD (SIMulation of SPUtter Distributions) is a 3D Monte
Carlo simulation that provides detailed information about the energy and
angular distribution of a sputter flux arriving at a substrate. Increasing
the throw distance from 118 mm to 206 mm decreased the average kinetic
energy and angular flux distribution from 18 eV and 6.5° to 17 eV and 4.7°
respectively. These parameters should be interpreted as approximate and
indicative of relative trends due to difficulties in determining precise values

for simulation input parameters.

6.2.1 Calculated Parameters

We estimated physical parameters of the growth process that are known to
play a role in microstructural evolution. A complete list of parameters used
during the study is presented in Table 6.1. First, we estimated the surface
diffusion, A, following the methodology of Abelmann and Lodder[26] where
A is approximated as the average number of hops before the adatom is buried

under one atomic layer of incoming flux [26].

A=m,/m (6.1)

where 7, is the monolayer growth time and 75, is the average time between
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hops. The monolayer growth time is approximated as

a
S 6.2
= (62
where a was chosen to be the length of the c-axis for wurtzite ZnO (520 pm
[247]) since ZnO prefers to grow in this direction, and I' is the deposition

rate. The average time between hops is calculated as

rr = LeBu/(knTy) (6.3)
w

where w is the lattice vibration frequency, F}, is the energy needed for one hop
(assumed to be one-fifth of the enthalpy of formation [26]), and T} is the film
temperature. Heat transfer calculations and thermocouple measurements
of the rotation stage during deposition both indicate that the stage and
substrate should be at thermal equilibrium with the process chamber (~ 20
°C) for all samples within the range of deposition conditions used in this

study.

6.3 Results

Deposition onto several substrates in parallel, so that several data points
are collected per deposition run, has made it possible to examine the rela-
tionships between process parameters and film characteristics (Table 6.1).
We have examined a total of 14 parameters, classified as process variables
(pitch, deposition rate and throw distance), morphological properties (film
thickness, average post diameter, post area fraction, post aspect ratio, lin-
ear mass density, and areal post density), crystallinity properties (crystallite
size, texture coefficient) and theoretical quantities (surface diffusion, average
kinetic energy and angular distribution). Variance exists within the data
due to the stochastic nature of film growth and uncontrolled or unknown
parameters during deposition (e.g., exact position and material condition of
Tantalum hollow cathode, steady state and transient temperature of growth
surface, flux distribution characteristics, residual gases in the process cham-

ber). Correlation analysis between all parameters was performed to identify
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statistically significant relationships by evaluating the strength (r) and sig-
nificance (p) of the relationship [257]. Briefly, the Pearson product-moment
correlation coefficient, r, is a measure of the degree of linear dependence be-
tween the two random variables and ranges from —1 to 1. The significance,
p, is the probability that a correlation coefficient, r, could be obtained from
n samples assuming the null hypothesis (no linear dependence in this case)

is true.

Table 6.1: Parameter definitions used to describe the thin film deposition
process, film morphology, crystallinity and theory.

Process Crystallinity
P = pitch (film thickness D = crystallite size
deposited per substrate
revolution)
r = deposition rate (film x = texture coeffient
thickness deposited per
unit time)
Morphology Theory
tritm = tpost = post length (thickness) A = surface diffusion
w = post diameter (E) = average kinetic energy
of flux
(w) = average post diameter A®© = angular distribution of
flux particles arriving at
substrate
tpost /W = post aspect ratio
PA = post area fraction

(fraction of substrate
area occupied by posts)

Py = linear mass density
(film mass/h)
PN = areal post number den-
sity

6.3.1 Morphology

Placement of SEM images for each film at the location in the pitch and throw

distance parameter space produces a map of the film morphology (Figure
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6.2). Morphological trends can be qualitatively understood using this map.
Films deposited at pitch values between 0.1 nm and 10 nm and 118 mm
throw distance appear to most closely approximate an ideal isolated array of
ZnO nanorods (Figure 6.3).

Correlation analysis of the post aspect ratio (film thickness / average
diameter) and logarithm of pitch data showed a weak relationship (Figure
6.4a). However, sorting the data by deposition rate produces a clearer re-
lationship for low deposition rates below 0.0025 nm - s™! (Figure 6.4b) and
for high deposition rates above 0.01 nm - s~ (Figure 6.4c). The relationship
between aspect ratio and pitch is different for these two regions. At low
deposition rates, it appears that aspect ratio is unrelated to pitch with a
correlation coefficient of 0.25 for 11 samples (p = 0.46), whereas at high de-
position rates a strong positive correlation (p = 0.001) between aspect-ratio

and the logarithm of pitch is observed.

Further insight into the changing relationship can be obtained by plotting
the slope and intercept of a linear fit to subsets taken from the complete
dataset (Figure 6.4d). Seven consecutive points (in terms of deposition rate)
were taken for each fit, and the mean deposition rate was used as the x-value.
There are three regions observed in Figure 6.4, separated by deposition rates
of = 0.005nm-s~! and ~ 0.01 nm-s~!. In the previous discussion, we stated
that both heat transfer calculations and measurements with a thermocouple
were consistent with the growth surface being near thermal equilibrium with
the deposition chamber (~ 20 °C). Thus even though the flux contains
particles with a large kinetic energy ~ 10 eV, that energy is dissipated quickly
(100 fs to 1 ps) upon condensation on the surface [26] and is not able to
significantly alter the surface temperature because of the low deposition rate.
At such low surface temperatures, the adatom hopping time is approximately
2000 s (Equation 6.3), and the burial time (determined by the deposition
rate) is between 20 s and 350 s (Equation 6.2). Thus, adatoms on the surface
have a low probability of thermally activated hopping before they are buried
by incoming flux[26]. It therefore seems unlikely that thermally activated
surface diffusion plays a significant role in film growth. However, two other
mechanisms may contribute to the change in morphological evolution at high

deposition rates.
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Figure 6.2: Morphology map showing SEM images located at the positions
in the parameter space (throw, pitch) where that film was deposited. Note:
Offset images were deposited at the same throw distances, but moved slightly
along the y-axis to decrease image overlap.
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Pitch =1.4 nm Pitch = 0.3 nm

Figure 6.3: SEM images of a film deposited at a pitch of 1.4 nm, deposition
rate of 0.02nm-s™', and 118 mm throw distance from an oblique angle (left-
bottom) and normal to the cleaved edge (left-top). Another film deposited
at a pitch of 0.3 nm, deposition rate of 0.005 nm - s~!, and 118 mm throw
distance from an oblique angle (right-bottom) and normal to the cleaved edge
(right-top).

As outlined by Adelmann and Lodder [26], surface contaminants from
residual gas in the chamber can affect the diffusion of adatoms on the growth
surface. Changes in the deposition rate will affect the rate of residual gas
incorporation and thus the kinetics on the surface. However both the com-
position of the residual gas and the effect each species would have on the

adatom surface diffusion is difficult to determine.

From the kinetic theory of crystal growth from a supersaturated vapor,
it is known that the critical radius of adatom nuclei on atomically flat sur-
faces decreases as the gas pressure increases [28]. At high enough pressures
the critical radius is small enough to allow frequent formation of adatom
nuclei that provide strong binding sites for surface adatoms to fill and con-
tribute to crystalline growth. In physical vapor deposition, the pressure is
derived from the deposition rate. We cannot rule out that a similar depo-
sition rate-dependent effect is responsible for the change in behavior at the

high deposition rates observed here.

Detailed examination of the growth kinetics is beyond the scope of this

paper. Our intention is to provide potential mechanisms by which the growth
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Figure 6.4: Scaling of the post aspect ratio with the logarithm of pitch for all

data (a: r = 0.19, p = 0.19), at low-deposition rates of < 0.0025 nm -s~! (b:
r = 0.24, p = 0.46) and high-deposition rates of > 0.01 nm -s™! (c, r = 0.95,
p = 0.0001). Intercept and slope parameters of a linear fit (dashed line)
to the data windowed (7 points used) across the range of deposition rates

(d). The low-surface diffusion regime at low-deposition rates < 0.005nm-s~

1

is seen followed by transition region until crystal growth kinetics at higher
deposition rates > 0.01nm-s~! begin to shape the evolution of the nanorods.
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kinetics could be affected by changes in the deposition rate. In this context,
Figure 6.4d can be interpreted as consisting of two regimes: a geometric
shadowing regime at low deposition rates and a growth kinetics regime at
high deposition rates. In the geometric shadowing regime, increasing depo-
sition rates leads to a smaller average aspect ratio across all pitch values, as
observed by a decrease in the intercept in Figure 6.4d. As the deposition rate
continues to increase above 0.01 nm -s~! growth kinetics begin to contribute
to the morphological evolution of the films. Due to ZnO’s preference to grow
oriented along the c-axis, it is expected that a crystalline growth mode would

lead to the higher aspect ratios seen in Figure 6.4.

We also observe a decrease in column diameter with increasing pitch.
Similar effects have been reported by Dick et al. for SiO, and Bi vertical
posts, who observed a decrease in column diameter before the onset of he-
lical growth [43]. However, in the same report, Al vertical posts behaved
differently, further emphasizing the importance of the choice of material sys-
tem in GLAD growth.

Film thickness is primarily determined by deposition rate and time, not
by pitch. Therefore it was expected from the above treatment of post aspect
ratio, changes in the post diameter and post density should be observed.
Indeed, similar treatment of the post density also reveals three regions sepa-
rated by deposition rates of ~ 0.005nm-s™! and ~ 0.01nm-s~! (Figure 6.5).
At low deposition rates the post density is unrelated to pitch, but as the
deposition rate is increased past 0.01 nm -s™! a strong correlation (r = 0.94,
p = 0.0001) between post density and the logarithm of pitch emerges (Figure
6.5b). The sharp increase in the post density is primarily due to a decrease

in the post diameter.

Post broadening with film growth for films deposited in the geometric
shadowing regime (deposition rate < 0.005 nm - s™') is shown in Figure 6.6.
Note that the scatter in the data is partly due to the variation in pitch. As
expected from the literature, the relationship between these variables follow
an exponential scaling relationship, predicted by Kardar-Parisi-Zhang (KPZ)
fractal surface evolution theory [222, 258, 259]. KPZ theory is used to model
surface evolution under conditions of limited surface diffusion and has been
successfully applied to several GLAD films [222, 258]. While the data follow
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Figure 6.5: Scaling of the post density with the logarithm of pitch for low-
deposition rates of < 0.0025 nm - s7! (a: 7 = 0.29, p = 0.38) and high-
deposition rates of > 0.01 nm -s™! (b: r = 0.94, p = 0.0001). Intercept and
slope parameters of a linear fit (dashed line) to the data windowed across
the range of deposition rates (c). The low-surface diffusion regime at low-
deposition rates < 0.005nm - s~! is seen followed by transition region until
crystal growth kinetics at higher deposition rates > 0.01 nm - s~! begin to
shape the evolution of the nanorods.
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the expected behaviour, the magnitude of exponential scaling parameter,
p’ = 1.14" is much greater than expected from the limit of 2/3 from the KPZ
theory [259]. Examination of Figure 6.3a reveals mushroom-like structures,
suggesting that the value obtained from the fit properly describes our films.
Similar structures have been reported for Al and Bi[43] and Cu [87, 252].
As we will see below, the films deposited here are highly textured, which
may make the KPZ model inappropriate. The mushroom structures occur at
higher pitch values and lead to post bifurcations; such effects may represent
a limit in vertical post growth of crystalline materials. Further work will be

required to evaluate these effects.
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Figure 6.6: Scaling of post broadening with thickness for films with a depo-
sition rate < 0.005 nm - s~! (r = 0.76, p = 107'9). The fit is to the scaling
relationship w(h) = woh? with p’ = 1.14 (dashed line).

6.3.2 Crystallinity

Line profile analysis of the XRD patterns for all of the films show that the
(002) peak at 34° is most prominent followed by the (004) peak at 73° (Figure
6.7). The large peak at 69° is due to diffraction from the (004) plane of the

(100) silicon wafer. In nearly all of the patterns, all other diffraction peaks

iThe exponential scaling parameter is typically referred to as p in the literature, but
should not be confused with the Pearson significance p used above.
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are absent, indicating that the films are textured with c-axis growth parallel

to the substrate normal.
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Figure 6.7: Typical XRD pattern of a ZnO thin film. Only the (002) and
(004) peaks are present, indicating that the film is textured with the c-axis
of wurtzite ZnO normal to the substrate.

Stereographic pole-figures of the (002), (101) and (102) planes of ZnO
were taken at 26 diffraction angles of 34.2°, 36.2°, and 47.5° respectively for
one sample (Figure 6.8). The rotational symmetry of the patterns indicates
isotropic orientation of the nanorods around the c-axis, which is parallel to
the substrate normal. The measured angles between the (002)/(101) and
(002)/(102) planes were found to be 61.5° and 42.7°, which are the expected
values for a wurtzite ZnO crystal with lattice parameters of a = b = 325 pm
and ¢ = 520 pm[247].

Crystallite size was calculated with the Scherrer formula under the as-
sumption of spherical monodisperse crystallites [170]. A measurement of the
texture for each film was also produced by measuring the integral width of
(002) diffraction arc in the x direction. As expected, crystallite size increases
with film thickness, but crystal orientation remains constant with the c-axis
parallel to the substrate normal (Figure 6.9). The texture data demonstrates

the preference of ZnO to grow with the c-axis normal to the substrate.

At high deposition rates, a strong positive correlation is seen between de-
creased crystal texture and pitch (Figure 6.10). One possible explanation for

this is that the mushroom structures discussed above are similar to those ob-
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(002) (101) (102)

Figure 6.8: Stereographic pole figures for the (002), (101) and (102) planes of
a ZnO thin film deposited at a film deposited at a pitch of 1.4 nm, deposition
rate of 0.02 nm - s7!, and 118 mm throw distance. The four bright spots in
the (102) pole figure are due to (220) plane of the (100) silicon substrate.

served in Cu [252]. In that work, the ‘mushroom cap’ is composed of smaller

crystalline domains with different orientations (i.e., decreasing texture).

The data also suggest a trend between the crystal orientation and surface
diffusion (Figure 6.11); increasing surface diffusion decreases the quality of
the crystal texture in the film. This observation is consistent with early work
on bulk sputtered ZnO thin films that identified a loss in crystal orientation
above or below a temperature dependent deposition rate (~ 0.01nm-s™! for
RF and DC sputtered films at temperatures less than 50 °C) [260]. However,
in other GLAD materials, an increase in surface diffusion was claimed to be
responsible for increased texture [79] which further highlights the material
dependence of film growth. The trend towards decreased crystal orientation
for increased surface diffusion (decreased deposition rate) can be interpreted
in the same way as the relationship between aspect ratio and the logarithm
of pitch (i.e., as a deposition rate-dependent kinetic mechanism). Thus, as
the surface diffusion increases, and the deposition rate decreases, growth
kinetics are no longer able to play a significant role in the film’s growth
and crystal texture is degraded. Identifying the role of surface diffusion,
deposition rate, and potential kinetic mechanisms in determining the crystal
texture is a considerable task that is beyond the scope of this thesis. However,

it is hoped that molecular dynamics simulations will be able to identify the
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Figure 6.9: Data from the entire set of films demonstrating a trend towards
increasing crystallite size with film thickness (a: r = 0.68, p = 2 - 1078).
Crystal texture (, smaller widths indicate larger texture) remains relatively

constant regardless of film thickness (b). Error bars are produced from peak-
fitting.
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Figure 6.10: Measure of crystal texture and pitch for films deposited a high

deposition rates > 0.01 nm - s~

growth mechanisms.

The correlation between film texture and surface diffusion does suggest
a means for controlling the texture independently of the film morphology.
An increase in the deposition rate, or decrease in the substrate temperature,
should both lead to an increased texture. However, caution should be em-
ployed when extrapolating beyond the range of process parameters explored
here. In general, the influence of a material’s preferred crystallinity will have
to be evaluated on a case by case basis until a greater experimental data set

and theoretical understanding can be developed.

6.4 Conclusion

A survey of the pitch and throw distance parameter space has allowed us
to identify optimal growth conditions for single-crystalline, texture nanorod
ZnO films. The relationship between post aspect ratio and pitch changes
with deposition rate and can be interpreted as a transition between geometric

1

shadowing, or GLAD growth, at low deposition rates of < 0.005nm-s™" and

growth kinetics activated at higher deposition rates > 0.01 nm - s~

Nanorod growth is possible in both the geometric shadowing regime and

the growth kinetics regime (Figure 6.3), but the nanorods grown at high
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Figure 6.11: Measure of crystal texture with reference to the c-axis parallel
to the substrate normal as a function of adatom surface diffusion. Crystal
texture () is based on the width of the (002) peak in the x direction (smaller
widths indicate larger texture); error bars are produced from peak fitting.

deposition rates (> 0.01nm-s™!) are more isolated. The scaling of the aspect
ratio with pitch is different for the two regimes (Figure 6.4). In both cases,
pitch values between 1 nm and 100 nm produce isolated nanorod films, with
a trend towards an increase in nanorod aspect ratio at larger values of pitch
for films deposited at rates > 0.01nm-s~!. Above and below this range, the
nanorods broaden and are no longer completely isolated through the entire
film thickness. Deposition pitch was also shown to strongly influence the
texture and morphology of Fe nanocolumns in Chapter 3. Deposition rate
and pitch (rotation rate) appear to play a crucial role in establishing and

controlling crystal growth in GLAD films.

While all of the ZnO films exhibit crystal texture, films deposited under
conditions that increase burial rate tend to have stronger texture. The data
suggests that film texture and morphology can be independently controlled
to some extent with substrate heating. This may provide a mechanism for
further investigation of the relationship between growth kinetics and self-

shadowing in material systems that exhibit crystallinity with GLAD.

Process studies, such as this work, are important in constraining the lim-
its of what can be achieved with GLAD. This is necessary to define the

achievable film characteristics, as GLAD moves towards applications and
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manufacturing. For instance, this study helped define the range of mor-
phologies readily achievable with sputtered-GLAD ZnO films. While we had
originally hoped to fabricate nanorods with aspect-ratios of 100:1 for piezo-
electric mechanical energy-scavenging electric generation devices, it became
clear that such structures were not achievable. This knowledge motivated
the pivot to the iron pyrite work discussed in Chapters 3, 4 and 5. While we
left ZnO behind, the importance of pitch and flux engineering techniques for
controlling morphology and microstructure in GLAD informed those later

works.
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Chapter 7
Conclusions

The goal of this of thesis was to develop new techniques for microstructural
control of polycrystalline GLAD films while simultaneously insuring func-
tional properties of the materials were maintained. To achieve this, we de-
veloped flux engineering techniques for controlling the microstructure, mor-
phology and texture in Fe and ZnO material systems. These techniques were
then applied to the development of iron pyrite films via sulfur annealing, and
several tests were made to evaluate the functional performance of the iron

pyrite for application to photovoltaics.

In Chapter 3, the low-pitch conditions required to encourage crystalline
growth in Fe nanocolumns was shown. Crystalline nanocolumns have a tetra-
hedral apex, and thus a 3-fold symmetry in the substrate plane. We have
used the symmetry of the nanocolumns to demonstrate a new motion algo-
rithm to induce biaxial texture. By matching the azimuthal symmetry of
the flux to that of the films, we are able to change the competitive dynamics
during film growth to arrive at a biaxially textured, morphologically oriented
nanocolumn array via an evolutionary selection process. This technique is
generalizable to other crystalline materials system, and therefore provides a

new method to induce biaxial texture in GLAD.

The polycrystalline Fe nanocolumns were then used as a template for
the sulfurization of iron pyrite thin films in Chapter 4 and sputtered Fe
nanocolumns were similarly used in Chapter 5. Annealing work in GLAD

often is focused on improving the stoichiometry of a composite film, as in
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the case of titanium dioxide or silicon dioxide films for optical applications,
or recrystallizing a different crystal phase of the same material such as rutile
or anatase titanium dioxide [4]. In the sulfurization work, the Fe precur-
sors were used as templates and source material for the recrystallization of
iron pyrite under sulfur annealing. Simultaneous composition, morphologi-
cal, and crystal phase changes occur in this process. We are able to control
the microstructure of the resulting iron pyrite films without changes in the
annealing chemistry. This result is encouraging for other applications where
GLAD templates could be used to develop other crystalline composite ma-

terials.

The voids introduced by the inter-column spacing in the Fe precursors re-
duce the stress buildup during conversion from Fe to FeS, and thereby induce
the observed microstructure changes in the pyrite films. We have designed
the Fe templates to relax the phase transformation stress during sulfuriza-
tion. Although, we made attempts to measure the stress within the films by
wafer bending and x-ray diffraction line profile analysis, we found it difficult
to quantify these effects as film stresses were often relaxed due to cracking
or delamination of the pyrite. It is likely that an in situ characterization
technique such as x-ray diffraction will be required to properly characterize
the stress build up and relaxation during sulfurization. The role of stresses
during recrystallization is underdeveloped in general [221]. Thus, any future
contributions in this area should find interest in the general materials science

community.

The FeS, films were characterized to judge their suitability in photo-
voltaic applications. Beyond the typical analysis of the composition, crystal
phases, optical properties and electrical properties of the pyrite films. We
also measured carrier lifetime in Chapter 4 in collaboration with Dr. Frank
Hegmann’s group (Department of Physics) and attempted to determine an
upper-bound for the strength of the charge-transfer process between a con-
jugated polymer and our iron pyrite films in Chapter 5 in collaboration with
Dr. Jillian Buriak’s group (Department of Chemistry) and Dr. Al Meldrum’s
group (Department of Physics). These experiments indicate that serious chal-
lenges around carrier lifetime and surface quality/preparation remain before

our iron pyrite films would be able to provide efficiencies above a few percent
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in a photovoltaic device. Although, significant strides were made in improv-
ing the original pyrite fabrication process between Chapter 5 and Chapter 4!
we did not have an opportunity to explore improvements in charge-transfer
in Chapter 4 as our main collaborator, Brian Worfolk, had graduated and

moved on.

Finally", we performed a systematic study of deposition conditions re-
quired to increase the aspect ratio of GLAD sputtered nanocolumns in Chap-
ter 6. Our interest in the large aspect ratios was motivated by the interested
in ZnO nanocolumns for piezoelectric energy generation and photovoltaics.
We found that both pitch and deposition rate play a crucial role in determin-
ing the column structure. However, the nanowire-like aspect ratios of 1000:1
required for piezoelectric generation are well beyond what we were able to
produce. Therefore, ZnO GLAD nanocolumns are better suited for other
applications that require a roughened surface or low-aspect ratio columnar
structures. While we left ZnO behind, the importance of pitch and flux engi-
neering techniques for controlling morphology and microstructure in GLAD

informed later work on Fe and FeS,.

This thesis demonstrates the utility of crystalline microstructural control
methods in GLAD. Much work remains to be done to further understand the
relevant physics and the role of substrate motion in the development of crys-
tallinity and texture evolution. Future studies will benefit from simulations
that can accurately model the experimental work. Current models are too
general to provide useful predictions of film growth. As mentioned above, un-
derstanding of recrystallization dynamics, such as those that appear present
in sulfurization, are ripe for future study as this field is both experimentally
and theoretically challenging. An opportunity for GLAD to assist experi-
mentally as templates for stress-relaxation during recrystallization may be

present.

Over the course of this thesis, additional developments in controlling bi-
axial texture have been made and nanowire vapor-liquid-solid growth has
been merged with GLAD. Flux engineering developed here has already been

demonstrated to assist in the alignment and texture development of branched

iChronologically Chapter 5 preceded Chapter 4
iiChronologically, this was the first work done for the thesis.
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nanowires [102]. Continued or improved consideration of the benefits of en-
gineering substrate rotations to compliment or enhance growth of nanoscale
materials should continue to increase the possible nanoscale structures, and

hopefully enable new applications.
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Appendix A

Motion control for flux

engineering

The angle of inclination (deposition angle ) and azimuthal angle (¢ > 0)
of the substrate chuck are controlled by programming target positions of «
and ¢ at a particular film thickness. The controller monitors deposition rate
and moves the substrate chuck through the series of target positions as the
film grows. For the FASP = 3 films, the target pitch was limited by the
rotation speed of the chuck to 2.01 nm. The three-fold motion consisted of
three stationary points, where a target of 0.6 nm was deposited, followed by
rapid motion between these positions. Approximately 0.07 nm of material
is deposited while rotating between each stationary point. A segment of a
deposition file that describes one complete rotation is shown in Table A.1.

1 with minor

The nominal flux rate was kept nearly constant at 0.10 nm - s~
adjustments to the electron beam current to reduce drift between the target
positions and actual positions during film growth. However, the rate can
drift between 0.09nm-s~! to 0.11nm-s~* for a few seconds before correction.
This effect contributes to reducing the precision of the deposited pitch from

the 2.01 nm target to the 2 nm reported in the manuscript text.
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Table A.1: Example segment of a motion file used to program a FASP = 3
substrate motion of the chuck during deposition . The target thickness,
target «, and target ¢, tell the motion controller which position in («, ¢) the
substrate should be in at the target thickness.

Step Target Thickness [nm] Target a[°] Target ¢[°]

1 0 88 45
2 0.6 88 45
3 0.67 38 165
4 1.27 88 165
) 1.34 88 285
6 1.94 88 285
7 2.01 88 405
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Appendix B

Kinetic Fe Image Analysis
Mathematica Code

ImportNINTSEM[filepath_7FileExistsQ] := Module[{image},
image = ImportQ[filepath, "TIFF"];

Switchl[

Last@ImageDimensions [image],

1920, ImageTake[image, {0, 1790}],
960, ImageTake[image, {0, 895}]

]
]

ExportLZW[filepath_String, image_Image] :=
Export[filepath, image, "TIFF", "ImageEncoding" -> "LZW"]

ProcessImage[imgfp_, sdfN_Integer, mfN_Integer, binmethod_String,
boundaryQ : (True | False), n_Integer: 1] :=
Module [
{img, sdf, enh, mf, dbc, b, comp, compimg, segall, outcompfp,
outsegallfp, uep, edm, ws, boundary, split},

img = ImportNINTSEM[imgfp];
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sdf = StandardDeviationFilter[img, sdfN] // ImageAdjust;
enh = ImageAdd[img, sdf] // ImageAdjust;
mf = Nest[MedianFilter[#, mfN] &, enh, n] // ImageAdjust;

b = Binarize[mf, Method -> binmethod] // FillingTransform;
b = Image [DeleteBorderComponents@MorphologicalComponents[b], "Bit"];

If [TrueQ[boundaryQ], Block[{},
uep = DistanceTransform[b, Padding -> 0] // MaxDetect [#, 0.95] &;
edm = DistanceTransform[b];
ws = WatershedComponents[ColorNegate@edm, uep];
boundary = Imagel[ws, "Bit"];
split = ImageMultiply[b, boundary];
b = split;]
1;

comp = DeleteBorderComponents@MorphologicalComponents [b];
compimg = Image[comp, "Bit16"];
segall = Image[comp, "Bit"];

outcompfp =

FileNameJoin[{compdir, FileBaseName[imgfp] <> "-comp.tif"}];
outsegallfp =

FileNameJoin[{maskdir, FileBaseName [imgfp] <> "-segall.tif"}];
ExportLZW [outcompfp, compimg];

ExportLZW[outsegallfp, segall];

(*ImageAssemble [{{sdf},{mf}, {b}}*)

]
ProcessImageWithMarkers[filename 7FileExistsQ] := Module[{},
samplename =
StringReplace[FileBaseName [filename], "-comp" ~~ ___ -> ""];

markerfp = FileNames[samplename ~~ ___ ~~ ".tif", {graysondir}];
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mrk = Opening[ColorNegate@Apply [Import, markerfp], BoxMatrix[1]];

img = Import[filename];
{r, g, b} = ColorSeparate[img];

all = g;

(#*Find Grayson segments)

seg = GeodesicDilation[mrk, all];

(#*Morph filt segments*)
mf = ImageSubtract[all, r];

(*Compute agreed and complements for both sets*)
agreed = ImageMultiplyl[seg, mf];
mfcomp = ImageSubtract[mf, agreed];

segcomp = ImageSubtract[seg, agreed];

(#*Prep final imagex)

outimage =

ColorCombine [{ImageSubtract [ImageSubtract[all, mfcomp], segcomp],
ImageSubtract [ImageSubtract[all, agreed], segcomp],
ImageSubtract [ImageSubtract[all, agreed], mfcomp]}];

outfilename =

FileNameJoin[{outdir, FileBaseName[filename] <> ".tif"}];

ExportLZW[outfilename, outimage]
]
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Appendix C

Optical setup for
optical-pump/THz-probe

measurements

The setup of the optical-pump/THz-probe measurements performed in Dr.
Hegmann’s lab. The figure and description are taken from Dr. Tyler Cocker’s
PhD thesis[14], as he built the instrument.

Schematic of the time-resolved terahertz spectroscopy
setup in the Ultrafast Spectroscopy Laboratory at the
University of Alberta. The medium power beam (MPB) is
used to generate THz pulses in a ([110]) ZnTe crystal by optical
rectification. The low power beam (LPB) is used as a sampling
beam for electro-optic detection, and passes through a small hole
in the back of the final off-axis parabolic mirror. The high power
beam (HPB) is used to optically pump the sample, and can be set
to a wavelength of 800 nm, 400 nm, or 267 nm using an optical
tripler. The high power pulses pass through a hole in the back of
an off-axis parabolic mirror and overlap with the THz pulses in
time and space at the sample. The spot size of the pump beam
at the sample is larger than the THz beam to prevent spatial fil-

tering. The vacuum chamber and cold finger cryostat allow for
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Figure C.1: Schematic of the setup for the optical-pump/THz-probe mea-
surements. Reproduced from [14] with permission from the author.

low-temperature spectroscopy measurements to be made without
the THz pulses being absorbed by water vapour or attenuated by

windows.



168

Appendix D

ImageJ Macros for ZnO Image

Analsysis

ImageJ Macro code used to process the plan-view SEM images in Chapter 6.

run("Auto Threshold", "method=Default white");

run("Remove Outliers...", "radius=2 threshold=50 which=Bright");
run("Remove Outliers...", "radius=2 threshold=50 which=Dark");
run("Options...", "iterations=10 count=4 pad edm=0verwrite do=Close");

run("Invert");

run("Watershed") ;
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Appendix E

Sputter system configuration

A conceptual diagram of the sputter vacuum chamber used to deposit the
ZnO thin films discussed in Chapter 6 is shown in Figure E.1. The surfaces
of the substrates on the rotation stage were positioned over the center of
the ZnO target. Argon working gas was fed into the system through an
electrically isolate feed through. Stainless steel tubing was bent to position
the 5-10 cm length of straight tantalum tubing at approximately 5-10 mm

and above the erosion track on the target’s surface

The tantalum hollow cathode was made of two concentric tantalum tube

purchased from American Elements (Figure E.2).
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Figure E.1: Conceptual diagram of the sputter vacuum system used to de-
posit ZnO thin films. The hollow cathode gas feed-through is electrically
isolated from the system and injects charged particles (ionized gas, and elec-
trons) directly above the sputter target.
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Figure E.2: Cross section of the Tantalum hollow cathode tubing. Both
materials are made of Ta. Spacing in the schematic is idealized; there are no
additional supports within the tube to maintain the spacing between inner
and outer tubes.
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