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Introduction to colloidal crystals

In this thesis the results are shown of a study of colloidal crystallization and of the devel-
opment of techniques for manipulating colloidal crystallization. Colloidal crystallization
is not only studied as a model system for molecular condensed matter systems, but also
because of the interesting (photonic) applications of colloidal crystals. In this chapter we
will give an introduction to colloids, colloidal crystals and their applications. At the end
of this chapter, an outline is given of the experimental work which is described in this
thesis.

1.1 Colloids

The word “colloid” originates from the Greek word koAAa, which means ‘glue’ and was
first used by Thomas Graham in 1861 for glue-like substances (arabic gum, gelatine)
that could be separated from water by letting the mixture diffuse through a membrane
[1]. Nowadays, the term “colloidal” refers to a wide range of systems consisting of a
continuous medium and a dispersed phase of which the dispersed particles (colloids) are
in a loosely-defined size range, typically between 1 nm and 1 pm. The lower limit of the
size range is primarily set by the requirement that the dispersion medium can be treated
as a homogeneous background which causes an effective interaction between the dispersed
colloids. When the particles become relatively too small, each medium molecule should
be treated individually to correctly predict the behavior. The upper limit of the size
range is set by the fact that colloids experience Brownian motion, which enables them to
redistribute kinetic energy. Brownian motion was first observed by Robert Brown, who
studied plant pollen in water. The theoretical explanation for the observed motion, based
on the collision of solvent molecules with the particles, was given by Albert Einstein [2], in
combination with the experimental verification by Jean Baptiste Perrin. Colloids up to a
few micrometer do still experience Brownian motion, while larger objects move according
to the laws of mechanics alone and are classified as granular matter.

Colloids and the medium in which they are suspended can be in the gas, liquid or
solid phase. Depending on the thermodynamic phase of the colloids and the medium,
the colloidal system is named foam (gas in liquid), aerosol (solid/liquid in gas), emulsion
(liquid in liquid) or suspension (solid in liquid). In everyday life, colloidal systems are
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ubiquitous, although they are usually not recognized as separate phases. Examples of
colloidal systems are: smoke, fog, paint, milk, mayonnaise and clay. The experimental
and theoretical study of colloidal dispersions gives a better understanding of the flow
behavior (rheology) and phase behavior of these omnipresent systems.

Colloidal systems are furthermore studied as a model system for atomic and molec-
ular phase behavior [3]. Due to Brownian motion, colloids sample the thermodynamic
phase space in a similar way as atoms and molecules [4]. Hard-sphere colloids (which only
interact when they mutually touch) can exhibit a fluid phase and a solid phase, only de-
pending on the volume fraction. When compressed fast enough, a hard-sphere dispersion
can even form a glassy state [5]. In systems interacting via a hard-sphere potential, the
crystallization is driven by entropy alone, since there is no energetic contribution to the
free-energy.

The advantage of studying colloidal model systems instead of the “real” atomic systems
lies in the fact that colloids can be visualized in real-space with, for example, confocal mi-
croscopy. Furthermore, the motion of the colloids is over-damped in the solvent, giving an
experimentally accessible time-scale, enabling tracking of individual colloidal trajectories.

Colloidal systems are very versatile model systems, since the interaction potential can
be tuned by physical and chemical modification of the particle or solvent. The interac-
tion between colloids can in most cases be described by the so-called Derjaguin-Landau-
Verweij-Overbeek (DLVO) potential, which sums the Van der Waals interaction and the
electrostatic interaction of the surface charges and the solvent (counter)ions in the double
layers. Refractive index matching the solvent with the particles can minimize the Van der
Waals interaction. The electrostatic repulsion can be tuned by changing the pH of the
solvent (thereby changing the surface charge) or by changing the amount of ions in the
solvent, which can screen the surface charge. In this way, the interaction potential can
be changed from long-range repulsive to short-range attractive [6]. Sterically stabilized
particles, with polymer chains on the surface, have a short-range repulsive interaction,
which gives a hard-sphere like interaction. This system can be changed from long-range
repulsive at low ion concentration to a hard-sphere potential at high salt concentration [7].
Recently, also a plus-minus interaction was found between two types of PMMA particles
and between silica and PMMA particles in a binary dispersion [8]. External fields can
also change the interactions between the colloids. For example, an external electric field
can induce dipolar interactions between the colloids [9].

All these different interactions influence the phase behavior of the colloids, giving rise
to other crystal phases than the normal random hexagonal close packed crystal, that hard-
sphere colloids form [10-12]. Besides by influencing colloid-colloid interactions, control
over the crystal structure that is formed can also be gained by external fields, such as
sedimentation in a gravitational field, spin coating, compression by dielectrophoretic forces
and crystallization on a structured surface (epitaxial growth). All these techniques for
controlling colloidal crystallization will be discussed in Chapter 2.

The interest in controlling colloidal crystallization originates first of all from their
use as atomic model system: control over colloidal crystallization allows us to study, for
example, nucleation and epitaxial growth, which both play an important role in many
molecular crystallization processes. Secondly, some colloidal crystal structures can have
fundamentally and practically interesting photonic properties, because of their fundamen-
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tal length scale which is on the order of the wavelength of visible light, as will be explained
in the next section. Binary colloidal crystals open in this respect a whole new range of
possibilities, as will be discussed in Section 1.3.

1.2 Photonic crystals

Photonic crystals are structures with a periodically varying refractive index, with a spa-
tial period on the order of the wavelength of light [13, 14]. Because of this wavelength-
matching periodicity, light can interact strongly with the varying potential landscape in
the structure by constructive and destructive interference of light which in the limit of
single scattering is referred to as Bragg reflection. Similar structures, optimized for in-
terference effects, can be found in nature. They cause the beautiful iridescence of, for
example, butterfly wings (of which the scales are multilayered arrays) [15] and natural
opals (which consist of self assembled colloidal crystals). In science, photonic crystals
are well known for the possible occurrence of a photonic band gap, similar to an elec-
tronic band gap in semiconductors. This band of frequencies that cannot propagate in
the structure, can lead to inhibition of spontaneous emission and localization of light in a
cavity. The applications of photonic crystals range from low and high reflection coatings
and omni-directional mirrors to low-loss waveguiding and integrated photonic circuits.

In the seventies, two papers by Bykov [16] and Ohtaka [17], that almost got no at-
tention, already discussed the principle of light emission in structures with a strong mod-
ulation of the dielectric function, their electromagnetic eigenmodes, the photonic band
structure and the possibility of the realization of a band gap. But only after the publi-
cations by Yablonovitch on the inhibition of spontaneous emission [18] and by John on
localization of electromagnetic waves [19], the concepts received the scientific attention
they deserved.

Because the fabrication of photonic crystals (especially for the visible spectrum) lags
far behind the theoretical background, photonic band structure calculations are used
for finding structures with a large photonic band gap. High dielectric contrast, high
connectivity within one phase and a near-circular Brillouin zone appear to be important
factors. No band gap was found for a direct face centered cubic (fcc) structure [20, 21],
due to a degeneracy at the W-point. This degeneracy could be lifted by using aspherical
particles. It was predicted that the diamond structure has a complete photonic band
gap by Ho et al. [22]. Following this finding, Yablonovitch et al. created a structure
with diamond symmetry by drilling three sets of holes under angles of 35.26° in a solid
wafer [23]. Their structure had a photonic band gap between 10 and 13 GHz. Other
experimentally realizable structures with diamond symmetry were proposed [24, 25], but
no band gap structure for the visible spectrum of light has been created up till now.

1.2.1 Photonic band structure

A free travelling light wave has a linear dispersion relation w = ck, where w is the
frequency, the slope ¢ is the speed of light and k& = 27 /) is the wavevector, with A
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Figure 1.1: Construction of the photonic band structure diagram of a 1D photonic crystal
(inset). Due to standing waves at k = m/a, the dispersion relation is bent away from the
dispersion relation of a free travelling wave (straight dashed line). The resulting band gap (gray
band) represents the frequencies that cannot propagate in the photonic crystal. Due to Bloch’s
theorem, the bands outside the first Brillouin zone (above k = m/a) can be folded back into the
first Brillouin zone. The final dispersion relation of light in the 1D photonic crystal is given by
the thick solid line.

representing the wavelength. When this light wave hits a structure with a periodically
varying refractive index in one dimension (a 1D photonic crystal), it can form a standing
wave, with a group velocity of zero. There can be two non-degenerate standing waves:
one with the nodes in the high refractive index regions and one with the nodes in the
low refractive index regions. The dispersion relation of light in this structure splits up at
the k = m/a point into two frequencies, where the slope of the dispersion relation goes
to zero (because of the zero group velocity of the standing wave), as is shown in Figure
1.1. In between these two points, there is a band of frequencies that cannot exist in this
periodic structure, also referred to as a photonic band gap. The higher the refractive
index contrast, the wider the photonic band gap, since the energy difference between the
two standing waves becomes larger. The position (in frequency) of the photonic band gap
is determined by the average refractive index of the structure.

Because of the distribution of the power over the different refractive index regions, the
band above the band gap is usually referred to as the “air band”, while the band below
the band gap is called the “dielectric band” (analogous to the conduction and valence
bands in semiconductors).

Since the refractive index function €(r) is periodic, Bloch’s theorem tells us that the
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waves can be completely characterized by their behavior in the first Brillouin zone, the
primitive cell of the reciprocal lattice. Therefore, the band structure of the 1D photonic
crystal discussed above can be folded back to the region between £ = 0 and k = 7/a,
yielding the band structure diagram for a 1D photonic crystal (Figure 1.1). Introducing
a defect into the photonic crystal (for example replacing one of the low refractive index
slabs of the 1D photonic crystal with the high refractive index material) can give a defect
mode in de forbidden photonic band gap. Light of the frequency of this mode then can
exist in the defect, but not in the structure around it, so the defect forms a cavity for this
light.

Similar to this simple 1D example discussed above, we can construct photonic band
structure diagrams for materials with a refractive index varying in two or three dimensions
(2D or 3D photonic crystals). The band structure diagram for 2D and 3D structures is
constructed for the lines between the critical points, the points of high symmetry in the
Brillouin zone. In general (except for some rare cases [26]), all the maxima and minima
of the dispersion bands are on the lines between the critical points, so we do not have to
probe the full 2D /3D space of the reduced Brillouin zone.

1.2.2 The photonic “master equation”

To study the dispersion relations of more complicated structures than the 1D photonic
crystal discussed above, we must start with the Maxwell equations

V-B = 0 VxE+1288 — ¢

(1.1)
V-D = 47p VxH-1D — irj

c ot c

where E and H are the macroscopic electric and magnetic field, D and B are the
displacement field and the magnetic induction field and p and J are the free charge and
current densities.

From the Maxwell equations a Hermitian eigenvalue problem can be derived for ho-
mogencous dielectric media [13]. In the derivation it is assumed that there are no free
charges, p = 0, and no free currents, J = 0 (which holds for all dielectric media, but breaks
down for metallic materials). To relate D to E and B to H, the following assumptions
are made:

o the electric field strengths are small enough that D is linearly related to E

o the material is isotropic, such that D and E are related via a scalar dielectric
constant €(r, w)

o the frequency dependence of €(r) can be ignored
o for low-loss dielectrics, only the real part of €(r) is considered

o for the dielectric materials considered, the magnetic permeability is close to unity.
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These assumptions lead to the relations: D = ¢(r)E and B = H. The time dependence
can be separated out by expanding the fields into a set of harmonics, which together
reduce the Maxwell equations to

V-H(r) = 0 VxE()+“H(r) = 0
(1.2)
V-D(r) = 0 VxH(r)—2er)E(r) = 0

The first two divergence equations impose that there are no point sources of displace-
ment and magnetic fields and furthermore, that the waves are transverse. The last two
curl equations can be combined to the so called ‘master equation’:

V x (v x H(r) (“)2H(> (1.3)
r = —_ r .
e(r) c
By identifying the left side of the equation as an operator ©, the master equation
can be rewritten in a form which is more recognizable as an eigenvalue problem, where
applying the operator © to H gives a scalar times H:

OH(r) = (2)°H(r)
(1.4)
where OH(r) = V x (%V X H(r)>

The master equation is written in terms of H instead of E to have a Hermitian
operator. The master equation can be solved in a similar way as the Schrodinger equation
in quantum mechanics, with an additional difficulty that the different directions in the
master equation are never separable.

A nice feature of the electromagnetic master equation for photonic crystals is the fact
that the solutions are scalable. If we scale the length scale of a structure by a constant
factor, we can multiply the frequencies in the dispersion relation by the same factor to
retain the same solutions of the equations. Therefore, the frequencies are often expressed
in terms of ¢/a, the speed of light divided by a lattice parameter of the structure. In this
way the dispersion relation is applicable for any structure with the considered size ratios,
symmetry and dielectric contrast.

1.2.3 Band structure calculations

For this thesis, band structure diagrams were calculated using two different methods, such
that the results could be compared. The first method is based on truncated plane wave
decomposition, which was implemented in an MIT Photonic Bands software package [27].
MPB computes fully-vectorial eigenmodes of Maxwell’s equations with periodic bound-
ary conditions by preconditioned conjugate-gradient minimization of the block Rayleigh
quotient in a plane wave basis [28].

The other calculations were done using the Korringa-Kohn-Rostoker (KKR) method.
Since this method uses an expansion in spherical waves, it is optimized for lattices of
spheres. The KKR method was implemented in a Fortran program by Stefanou et al. [29]
and Alexander Moroz [30].
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1.3 Binary colloidal crystals

Binary colloidal crystals, consisting of two types of colloidal spheres (of different sizes
and/or different materials) have opened a new field of research. Different characteristics
can be build into the crystal, which have great potential for applications. Selective removal
of one of the types of colloids yields a very open crystal structure, which is advantageous for
photonic structures. Furthermore, the growth mechanism of the binary colloidal crystals
can shed light on the growth mechanism of atomic and molecular binary crystals such as
salts.

The first binary colloidal crystal was identified by Sanders and Murray in 1978 [31].
They studied a Brazilian gem opal by electron microscopy and found a band in which
large (L) and small (S) particles with size ratio v = og/0 = 0.58 were mixed. In some
parts the mixture consisted of binary superstructures with long range order. The binary
structures in the opal had an LS, and LS;3 stoichiometry [32]. Based on packing efficiency
they predicted that only NaCl, with stoichiometry LS, and the LSy structure AlBy can
be stable, depending on the size ratio 7y [33].

Since the discovery of the binary opal, several binary colloidal systems have been
found to crystallize in superstructures, where the structure depends on the size ratio of
the particles, the number ratio, the total concentration of particles and the interactions
between the particles in the system. The first binary colloidal crystal found under lab-
oratory conditions, was made in an electrostatically repelling system of latex spheres in
water by Hachisu and Yoshimura [34]. In charge stabilized systems, crystals were found
with stoichiometry LSs, resembling the atomic analogues AlB, [34, 35|, or the intermetal-
lic compound MgCuy for v = 0.62 — 0.7 [35]. Other stoichiometries were LS;3, similar
to NaZnys [34, 35] and LS; (with atomic analogue CaCus) for size ratios 0.56 and 0.66
[35]. For the LS, stoichiometry found at v = 0.48 no atomic analogue is known [36].
Recently, the spontaneous crystallization of the binary Laves phase MgZn, was found in
a glass-forming binary Lennard-Jones liquid with a size ratio of v = 0.82 [37].

The formation of binary crystals in hard-sphere systems (where the particles only
interact when they are touching) has been studied extensively by computer simulations
[38-41]. In a system consisting of sterically stabilized poly(methyl methacrylate) (PMMA)
spheres, Bartlett et al. studied the behavior of binary hard-sphere mixtures experimen-
tally with different size and number ratios. They found the same structures as found in
the Brazilian opal for the size ratio v = 0.58 [42]. For size ratio v = 0.62 [43], they found
an LSy3 structure under certain conditions. A size ratio of v = 0.31 did not give any
binary crystal structures, since the dispersion almost completely size segregated [44, 45].
The size ratio of v = 0.52 was studied by Hunt et al., giving the same structures as
found for v = 0.58 [46]. They also found a new binary colloidal crystal structure with
stoichiometry LS for v = 0.39, analogous to either NaCl or NiAs. Another LS structure
consisting of hard spheres, CsCl, was found for v = 0.736 [47]. However, these crystal
structures disappeared over time, indicating that they were metastable.

In mixtures of attracting particles consisting of poly(4-vinylpyridine) and polystyrene
microgels, NaCl and MgCu, structures were identified by Ma et al. [48] for size ratios
of 0.43 and 0.73, respectively. The CsCl structure, found in a hard-sphere system with
particles of similar size but differing polymer concentration by Underwood et al. [49], is
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also attributed to cross-attractions between the particles. Stronger attraction, as found
between oppositely charged PMMA colloids, yields a whole new range of tunability of the
crystal structures, containing NaCl and CsCI for size ratio 1 and CaFs, ReO3, LSy, LS
and LSg for size ratio 0.31 [8, 50].

When the size ratio becomes too small, no crystal structures are found in binary disper-
sions. The depletion interaction (or excluded volume interaction) causes the dispersion
to phase separate into a close-packed crystal of the large spheres and a fluid of small
spheres. This behavior has been observed in experiments [44, 45, 51, 52], simulations [53]
and theory [54, 55]. When the size ratio goes to 1, a disordered solid solution becomes
the most stable phase at high concentrations [56-59].

In all the cases mentioned above, the crystals were obtained by letting a dispersion
equilibrate. In most cases homogeneous nucleation leads to small crystal domains in a
random direction. By directing the structure, for example by letting it crystallize on a
templated wall (epitaxial growth), the size of the crystal domains can be increased by fix-
ing the orientation. In this thesis we show two approaches to growing hard-sphere binary
crystal structures on a directing template, namely NaCl (Chapter 3) and MgCuy (Chap-
ter 4). Both structures are interesting for photonic applications, since their structure (or
sub-structure) can have a photonic band gap.

1.4 Scope of this thesis

In this thesis we aim at controlling colloidal crystallization, with a focus on making
3D photonic crystals with a band gap in the visible range of the light spectrum. In
Chapter 2, we first describe the different techniques which we used to influence colloidal
crystallization: sedimentation, epitaxial growth on several different template structures,
dielectrophoretic compression and spin coating.

In Chapter 3 and Chapter 4, we focus on two types of binary colloidal crystals, NaCl
and MgCus,, which both are equivalents of an atomic crystal, but are mostly interesting
for their photonic properties. The photonic properties of the MgCu, structure and its
single-component constituents are studied in Chapter 5. Not only dielectric structures
are discussed here, but also band structures for metallo-dielectric colloidal structures,
with a metal shell or metal core were calculated.

In Chapter 6, the results are shown of a nucleation study of colloidal systems. Nucle-
ation in a colloidal dispersion was induced by small optically trapped 2D seed structures
of different symmetries.

In Chapters 7 and 8, two different methods for making single-component colloidal
crystals are studied: compression by dielectrophoretic forces on a templated surface and
spin coating (with and without a templated surface) and their applicability for making
photonic crystals is discussed. In the last chapter we concentrate on the mechanism which
causes the control over the crystal orientation by spin coating.



Control over colloidal
crystallization via external fields

In this chapter, several external fields are treated with which colloidal crystallization can
be manipulated. First, simple sedimentation is discussed. Crystallization by sedimenta-
tion can be extended by applying a structure on the bottom of the sample wall. Several
ways of making a structured surface are dealt with. Furthermore, a template can be
held in the bulk of a sample by optical tweezers. The principle behind trapping with
optical tweezers and the used setup are explained. Then the theory behind the technique
of dielectrophoretic compression, used in several chapters in this thesis, is described. In
the last part of this chapter, another assembly method to produce colloidal crystals is
discussed: spin coating colloidal dispersions.
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2.1 Introduction

The volume fraction of colloids in a dispersion is an important parameter which can
influence the thermodynamical state of the dispersion. For hard-sphere systems, in which
the colloids only interact via an excluded volume term, this is even the only determining
thermodynamic variable [5]. In the process of growing colloidal crystals, the volume
fraction is therefore an important parameter to control, preferably in situ. Three known
methods to control the volume fraction of colloids in a dispersion are gravity, temperature
gradients and dielectrophoretic forces.

In a temperature gradient [60], the osmotic pressure on one side of the sample becomes
higher. Therefore, the colloids move to the other side of the sample to equilibrate the
pressure. The response to the temperature gradient depends on diffusion and thus, is
slow. Furthermore, temperature gradients are limited by the melting and boiling points
of the dispersing solvents. In the work described in this thesis we therefore decided to use
gravity and dielectrophoresis as main external fields to control the volume fraction of the
dispersions.

In gravity, the colloids are distributed inhomogeneously over the sample until the
gravitational force is balanced by the osmotic pressure. This process is usually slow and
non-switchable, which makes control over the volume fraction limited. The influence of
the gravitational force on a colloidal dispersion is discussed in Section 2.2.

Sedimentation of colloids on a flat wall normally yields face centered cubic (fcc) or
random hexagonally close packed (rhcp) crystals, with the hexagonal layers parallel to
the wall. To gain more control over crystal structure and orientation, the wall of a sample
container can be structured with a hole array or a colloidal template. Also, a seed-
template can be made in the bulk of the sample to induce and study crystal nucleation.
The fabrication of structured walls and seed-templates is explained in Section 2.3. The
optical tweezers setup, used for the creation of the seed-templates, is discussed in Section
2.4.

Dielectrophoretic compression, discussed in Section 2.5, enables a direct control and
large range of attainable volume fractions in a single sample, which are prerequisites for
the study of nucleation near a template as described in Chapter 6. For the fabrication
of large single-domain colloidal crystals dielectrophoresis has also proven to be a useful
technique, as will be discussed in Chapters 3 and 7.

A final technique, used in this thesis to influence crystal growth, is spin coating.
This technique, at first developed to make thin polymer films, is fast and is already
used industrially in the production of integrated circuits, an important advantage for
applications. On the other hand, the speed of the process is a drawback when one wants
to study the underlying mechanism. The theoretical background of spin coating, but also
the gaps in our knowledge, are discussed in the final section of this chapter.

2.2 Sedimentation in a gravitational field

The local volume fraction of a colloidal dispersion is influenced by the earth gravitational
field when the density of the colloids is different from the density of the solvent. When the
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density of the colloids is higher than the density of the medium, the colloids sink, while
otherwise they float. In both cases the term ‘sedimentation’ is used and for the upwards
movement also the terms ‘flotation’ and ‘creaming’ are found in literature. By density
matching the colloids with the dispersion solvent, using a mixture of two (or more) fluids,
the effects of the gravitational field can be minimized.

The sedimentation speed v, for colloids with radius R and density p, in a medium
with viscosity 1 and density p,, can be derived by equating the gravitational force (mg =
4/37 R?p,g) with the sum of the friction force (677 Rv) and the buoyant force by Archimedes’
principle (4/37R3p,,g). The result is

2 g
= ZR2(Ap)2 2.1
vo = g B p)n (2.1)

with Ap the buoyant density of the particle, which shows that small particles sediment
significantly slower than large particles. The influence of the gravitational field on colloidal
crystallization as compared to diffusion is given by the ratio between the gravitational
energy and the thermal energy, which is expressed in the Péclet number:

2RUO
Pe = 2.2
e= "5 (2:2)

where Dy is the diffusion coefficient, given by Dy = kT /6mnR. At a lower Péclet number,
the colloids have more time to diffuse around and therefore, crystals with fewer defects
form. To facilitate the growth of high quality colloidal crystals at higher Péclet numbers,
the sedimentation can be slowed down by balancing it with an electric field [61] or the time
to diffuse can be increased by lowering the initial volume fraction of particles [62, 63]. The
Péclet number is independent of the viscosity of the dispersion, therefore, using a more
viscous dispersion slows down the whole crystallization process, but the crystal quality
does not increase.

The difference in sedimentation speed of small and large particles or of particles with
different densities can be used advantageously for separating two species in a dispersion.
The sedimentation speeds can then be increased by replacing the earth gravitational force
with a much larger centrifugal force in a centrifuge. The difference in sedimentation speeds
is however disadvantageous for experiments with binary systems.

When hard-sphere colloids sediment on a flat wall, the first layer will form a close-
packed hexagonal layer. The next hexagonal layers can lie on three different positions
above the first. When the stacking can be labelled ABAB, the structure is called hexagonal
close-packed (hcp), while an ABCABC structure is called face centered cubic (fcc). The
free energy difference between these structures only on the order of 10~* kT per sphere
at the volume fraction of melting [64-66], therefore sedimented colloidal crystals usually
have a random hexagonal close-packed (rhep) structure [63]. The presence of the wall
influences the nucleation process: it leads to layering of the liquid [67] and eventually to
prefreezing and wetting of the surface [68, 69]. Experimentally, close to the wall, more
hep stacking was found [62].
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2.3 Templates for epitaxial growth of colloidal crys-
tals

Using a templated surface on the bottom of a sedimentation sample container, the sedi-
mented colloidal crystal can be dictated to have certain a crystal orientation and crystal
structure, which can even be metastable [70-75]. Growing crystals on another crystal is
called epitaxial growth if the structure of the template crystal is followed. Precrystalliza-
tion on a substrate patterned with a fixed array of spheres has been studied by computer
simulations by Heni and Lowen [76, 77]. They found that a fluid near a patterned wall
crystallizes well below the bulk freezing point. When the pattern is distorted from the
ideal pattern, a finite number of crystalline layers crystallizes, while at ideal triangular
and hep (110) patterns complete wetting was found. Also finite structured templates can
induce epitaxial crystal growth, as studied by Cacciuto and Frenkel [78]. The template
structures used in the experiments in this thesis are described in the sections below.

2.3.1 Writing templates by electron beam lithography

The basic idea behind electron beam lithography is to coat a substrate with a resist,
chemically change the resist on the places where the resist is exposed to the electron
beam and then selectively remove the exposed or non-exposed areas of the resist. When
the non-exposed areas are removed in the development stage, the resist is called a ‘negative
resist’, while a resist where exposed areas are removed is called a ‘positive resist’.

For making hole arrays for epitaxial colloidal growth, we used the positive resist
poly(methyl methacrylate) (PMMA). Round no. 1 glass cover slides (Menzel) with a
diameter of 22 mm, which were coated with a transparent conducting layer of indium
tin oxide (ITO) by Thin Film Devices (Anaheim, US) were used for writing templates
with e-beam lithography. The glass slides were cleaned by sonicating in isopropanol for 1
minute and by subsequent rinsing with clean isopropanol.

A PMMA layer was spin coated on the glass slides on a Delta 10 (BLE Laboratory
Equipment) spin coater. Two solutions and accompanying spin speeds were used:

o a 4% w/w solution of 950k PMMA in chlorobenzene was spin coated at 700 rpm for
5 seconds and then at 1300 rpm for 40 seconds,

o an 8% w/w solution of 950k PMMA in anisole was spin coated at 5000 rpm for 60
seconds.

The PMMA coated glass slides were baked on a hot plate at 175 °C for at least 45 minutes.
The thickness of the resulting layer of PMMA was determined by measuring the profile of
an intentional scratch with a surface profiler (KLA Tencor Alphastep 500). Both solutions
yielded a PMMA layer of about 700 nm for the mentioned spin speeds.

The patterns were written using an electron beam lithography system JEOL JSM-
6460 with a Raith Elphy-Plus Pattern generator, in which the coordinates of an array of
dots could be read from a GDSII-file. Every hole was written by single exposure. After
electron beam writing, the pattern was developed by immersing the substrate in a 1:3
volume mixture of methyl isobutyl ketone (MIBK) and isopropanol for 90 seconds and
then rinsed with pure isopropanol to stop the development.
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Prevent sticking by PHS coating

We observed that colloids (both PMMA and silica) tend to stick to the area of the hole
arrays of templates, while they did not stick to the unwritten areas. This was verified
by making xyt-scans of edges of templates, such that half of the image was filled with
the template. From these zyt-scans could be concluded that the movement on the tem-
plate was clearly much slower than elsewhere. This sticking could be partly prevented
by adsorption of poly(hydroxy stearic acid) (PHS)-PMMA comb-graft stabilizer on the
templates. This stabilizer is also used to stabilize PMMA particles after the synthesis.
The stabilizer was normally stored in a mixture of ethyl acetate and butyl acetate, but
since this appeared to dissolve the untreated PMMA hole array area, we transferred it
to dodecane. The PMMA template was coated by keeping the slide in the solution for
about 2 minutes and rinsing with dodecane afterwards. This clearly reduced the sticking
of colloids to the templated area.

Prevent dissolution by post-baking

During the writing step, not only the PMMA in the direct focus of the electron beam is
affected. Due to scattering of the electrons and generation of secondary electrons, also
the area next to an exposed area will be slightly changed chemically. This is called the
proximity effect. We found that the whole area in which a hole array was written was
more sensitive for dissolution in the solvents which we used in our colloidal dispersions,
especially in the ethoxylated trimetylol propane triacrylate (ETPTA) monomer and in
cyclohexyl bromide (CHB). To prevent dissolution of the template, we post-baked the
templated substrates on a hot plate at 85 °C for at least 30 minutes. Also adsorption of
the PHS-PMMA stabilizer to prevent sticking turned out to be not necessary anymore
after this prolonged baking-step.

2.3.2 Replicating templates using soft lithography

In the soft lithography technique we used, micro-transfer molding [79], a master pattern
was replicated in two steps. First the negative of the pattern was written into a soft mold,
after which this mold was pressed into the final material, leaving a copy of the original
pattern.

Making a soft-lithography mold from a master pattern

The master patterns we used were made in glass plates as described by Jacob Hoogeboom
in Ref. [73], Chapter 2.2.2. The molds were made from poly(dimethyl siloxane) (PDMS).
The PDMS precursor and curing agent (Dow Corning Sylgard 184) were mixed in a
10:1 weigth ratio, after which bubbles were removed by short centrifugation. To prevent
sticking of the PDMS mold to the master plate, a solution of dishwasher soap in water
was poured over the master plate, after which the plate was dried by a flow of nitrogen.
Then, a large drop of PDMS precursor mixture was placed next to the pattern and filled
the holes in the pattern by slowly flowing over it. The master plate was then placed in
the oven at 100 °C to cure the mold, after which the mold could easily be removed.
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Making a soft-lithography mold from a PMMA e-beam pattern

A soft-lithography mold can also be made directly from the PMMA patterns, written by
electron beam lithography as described in 2.3.1. Since the PMMA patterns melt when
heated to 100 °C, the PDMS cannot be cured the same way. The polymerization of the
PDMS, however, also slowly takes place without heating. Therefore, a mold was created
by leaving a drop of PDMS precursor on the pattern for 3 days, after which it was solid
enough to be removed from the plate. Then the mold was post-cured in the oven at 100
°C for 1 hour to give a negative of the written pattern.

Replicating the original master pattern using the PDMS mold

The relief pattern of the mold, the copy of the original pattern, was made in a poly-
urethane UV glue (Norland Optical Adhesive 68). A small drop of glue was placed on a
glass cover slide (Menzel no. 1), after which the mold was pressed into the drop. The
glue was then exposed to long wavelength UV light (~350 nm) through the mold for at
least 2 hours to cure.

2.3.3 Creating colloidal epitaxial templates of spheres on a sur-
face

Instead of using hole arrays to direct the first layer of colloids to the desired positions,
one can also stick the first layer of colloids one-by-one. This was done by using an optical
tweezers setup as depicted in Figure 2.3. A glass sample cell of which the top glass surface
was coated with positively charged 3-aminopropyl triethoxysilane (APS) was filled with a
very diluted dispersion of silica colloids in ethanol. The colloids sedimented to the bottom
of the cell, where they could be trapped in single beam optical tweezers, after which
the sample was moved downwards (with respect to the beam focus) and the (negatively
charged) colloid was pushed against the (positively charged) APS coated surface, where it
stuck. To avoid distortion of the pattern by the surface tension of the drying front which
passes by, the patterned substrates were dried by critical point drying (CPD). In a critical
point dryer (Bal-Tec CPD 030), the substrate was kept under ethanol after opening the
cell. The ethanol in the chamber of the CPD was replaced by liquid CO,. The CO4 was
then heated under pressure to bring to its critical point (31 °C, 73.8 bar), where the liquid
becomes a vapour with the same density, thereby avoiding a gas-liquid interface.

The advantage of this method for creating templates is the fact that it gives complete
freedom over the pattern you want to create and it does not depend on the fact that
colloids should order in the holes of the template, the first layer of colloids is ordered
already. A disadvantage is that only a small area can be templated in a reasonable
amount of time, although the method can certainly be automated.

2.3.4 2D Template structures in the bulk of a dispersion

Using the optical tweezers setup, shown in Figure 2.3, not only single particles can be
trapped. The focus of the laser beam can be moved in the plane perpendicular to the light
path by switching the frequency in the Acousto-Optic Deflectors (AODs). By switching
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Figure 2.1: Photos of a structure of silica colloidal spheres stuck to an APS-coated surface
by optical tweezers. (a) Before controlled drying, in ethanol (b) After controlled drying in air.
Some spheres have moved and some additional spheres can be seen after drying, but most of the
structure is still intact.

the frequency of the AODs fast enough that the particles do not move significantly by
Brownian motion in between the visits of the laser beam, a 2D array of particles can be
trapped. This effectively ‘time-shares’ the laser beam.

For studying nucleation near a small template (Chapter 6), the sample cell, consisting
of two no. 1 glass cover slides with spacers in between, was filled with a dispersion of two
different kinds of particles:

e host particles, with the same refractive index as the medium

« tracer particles, with a higher refractive index than the medium

The host particles were not influenced by the laser, since their refractive index was
matched by the refractive index of the solvent. The tracer particles were trapped in
the light of the laser beam. Time-sharing the laser beam between different points in one
plane enabled us to create a 2D template of tracer particles in a bulk of host particles
that could be imaged in 3D.

2.4 Optical tweezers

Optical tweezers are a non-invasive tool, based on a tightly focussed laser, with which
single particles on the order of the wavelength of light can be trapped and moved. In
1970, forces on micrometer sized objects exerted by a laser beam were first identified by
Arthur Ashkin [80, 81]. In 1986 he demonstrated the trapping of dielectric particles in a
single-beam gradient force optical trap [82].

Optical trapping was first applied in biological sciences to trap viruses and bacteria
[83], which was later extended to e.g. cell sorting [84], measuring cell motility [85] and
studying protein folding [86]. In physics, optical tweezers are also used for trapping and
cooling atoms, which in 1997 resulted in the Nobel Prize for Steven Chu, who was a
co-author of the 1986 paper of Ashkin.
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Figure 2.2: Schematic representation of the momentum transfer that causes the gradient force
on a particle in a Gaussian shaped laser beam. The arrows depict light rays, where the thickness
represents the intensity. (a) If a particle (with a higher refractive index than the medium) is
off-center in a Gaussian laser beam, on one side more light is refracted than on the other side,
giving a force to the high intensity region. (b) If the particle is in the center, the momentum
transfers cancel out and there is no net gradient force. In order to get similar restoring forces
confining the particle in the direction of propagation, the light needs to be tightly focused.

In this work, optical tweezers have been used to trap a small template of host particles
in the bulk of refractive index matched host particles (Chapters 2.3.4 and 6). Furthermore,
optical tweezers have been used to create templated surfaces by sticking colloidal particles
to a coated wall (Chapter 2.3.3).

2.4.1 Theory of optical trapping

The principle of optical tweezers is based on the fact that a particle in the field of a tightly
focussed laser beam experiences a force similar to the dielectrophoretic force in an electric
field gradient as described in Section 2.5. In a simplified picture for larger particles one
can decompose the total force in the particle in a “scattering force”, along the optical axis
and a “gradient force”, which is the dielectrophoretic force and which is directed along the
electric field gradient, where the direction depends on the sign of the dielectric contrast
between the particle and the medium. The scattering force always pushes the particles
out of the focus of the laser beam, but the gradient force can pull the particle towards
the focus when €, > ¢,, as is schematically shown in Figure 2.2. The particle is trapped
at the point where the gradient and scattering forces balance, on the optical axis, just
beyond the focal point (disregarding spherical abberations).

Optical forces on a particle which is much larger than the wavelength can be calculated
using simple ray optics. For very small particles (the Rayleigh regime), the particle can be
treated as an induced dipole that scatters light elastically [87]. However, optical tweezers
are mostly used in the intermediate regime, where the particles are of the same order as
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Figure 2.3: Schematic diagram of the optical tweezers setup.

the wavelength of the trapping light. Since in this limit the decomposition of the forces
into a gradient and scattering force loses its meaning, full Mie theory has to be used to
describe the trapping [88-90],

2.4.2 Experimental methods

In the optical trapping setup, used in this work (Figure 2.3) [91], the Nd:YVO, trapping
laser (Spectra Physics, Millenia IR, 10 W, cw) has a wavelength of 1064 nm. The absorp-
tion of this wavelength is low in most materials that we use. Furthermore, this wavelength
is far from the excitation wavelengths of the fluorescent dyes which are incorporated in the
particles and it is not detected by the photomultiplier tubes used as confocal microscopy
detectors.

The laser beam is expanded six times in a beam expander (EXP, Melles Griot) and
then attenuated by a combination of a half-lambda zero-order wave plate (Newport) and
a beam splitter, after which the horizontally polarized light is directed to a beam dump.

Via a mirror (Newport), the light is coupled into two perpendicular Acousto Optical
Deflectors (AODs, IntraAction Corp. DTD-276HB6). The AODs consist of a crystal
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bound to a piezoelectric material over which an rf-voltage is applied. The sound wave
travels through the crystal, forming a grating-structure in the crystal. The spacing in
the grating, and thus the angle of the diffracted light, is related to the frequency of the
applied voltage. The amount of light in the first order diffracted beam depends on the
voltage amplitude and the angle of incidence. The first order diffracted beam is selected
using a diaphragm. The AODs are controlled with Direct Digital Synthesizers (DDSs,
Novatech Instruments Inc. DDS8m 100 MHz) and amplifier, which in turn are controlled
by a LabVIEW program (National Instruments). Using this program, the beam can be
time-shared between several points to create an array of traps.

The light is expanded again using two lenses (Melles Griot, f=120 mm and f=250
mm), after which a half-lambda wave plate in combination with a polarizing beam splitter
cube determines the fraction of light that is going through the upper beam path and
through the lower beam path. In both beam paths, a pair of lenses (Melles Griot, f=80
mm) on zyz-stages controls the angle under which the light enters the back focal plane
of the objectives and therefore allows manual xyz-control over the position focus of the
laser beam. The laser light passes through two dichroic mirrors (ChromaTech) on a
body of an inverted microscope (Leica, DMIRB), which reflect the laser light into the
objectives, but at the same time allow for imaging with visible wavelengths (bright field
or confocal microscopy). Confocal and bright field imaging are both done through the
inverted objective, while the upright objective can be used as a condenser for bright
field illumination. The upright objective is placed on an zyz-stage with microscrews for
accurate positioning. The height of the inverted objective can be accurately controlled
with the computer with a piezo microscope objective scanner (Physik Instrumente, Pifoc
P-721.20).

For the upright objective we used a 100x (0.7-1.4 NA) objective. For the inverted
objective, we used a 100x (0.7-1.4 NA) objective or a 63x (1.4 NA) objective. The sample
was mounted on the microscope stage, which was equipped with motorized actuators
(Newport, 850G-LS, low speed closed-loop motorized actuators) and a high resolution
ryz-piezo stage (Physik Instrumente, P-563.3CD) with a range of 300x300x300 pm?.

For confocal imaging we used a commercial confocal scan head (Leica NT) attached
to the side port of the microscope stage. Instead of the Leica z-scanner, which is usually
used for xyz-scans, we controlled the piezo lens scanner (PIFOC, Physik Instrumente)
on which the inverted objective was mounted, with the Leica scan head. For bright field
imaging we used a halogen light source coupled in through the upright objective and a
CCD camera on the front port of the microscope stage (UNIQ, UP-600 or Evolution QEi
Fast Cooled Mono 12-bit, MediaCybernetics).

2.5 Dielectrophoretic compression

2.5.1 Theory of dielectrophoresis

Dielectrophoresis is the translational motion of neutral matter caused by polarization
effects in a nonuniform electric field [92]. Particles acquire a dipole moment when their
dielectric constant (e,) is different from the dielectric constant of the medium (e,,). The
dipole moment of the particle is then attracted to (for €, > €,,) or repelled from (for ¢,
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< €p,) the areas with a high electric field. The colloids migrate towards the energetically
more favorable area until the energy gain is balanced by the osmotic pressure which is
built up.

The force on small homogeneous neutral particles with a field-induced dipole moment
p in an external electric field E is [93]

Fdiel - (P : V)Ee
= (avgE. - V)E, (2.3)
= sauV|E.|%

where « is the polarizability and vy is the volume of the particle. The last step is proven
in [92] p.16. For very low particle concentrations and high field frequencies (we only used
fields of 1 MHz to prevent polarization of the double layer of ions around the colloids),
this equation can be rewritten in terms of an effective dielectric constant of the particle
in the suspension, €., using the Clausius-Mossotti relation:

Fdiel = _%UOEEHEOVEg(r)
with e = 30, (2.4)

_ (ep—em)
and (= (epp+26m).

The €4 depends on the dielectric constants of the particle and the medium (which are
both frequency-dependent) and on the volume fraction of the particles (¢).

For higher volume fractions, the electric field in a particle is influenced by the dipole
field of neighboring particles. For a low dielectric contrast between the medium and the
particle (|8¢| < 1), the volume fraction dependence can be approximated using a volume
fraction dependent effective dielectric constant [94]

Bem
€ert(¢) =3 ——— (2.5)
(1 - Bo)*
The balancing force comes from the osmotic pressure II, built up by the accumulation
of particles, which for low volume fractions is described by the Van 't Hoff equation

Il = nkgT [95),

where n is the number of particles per unit volume, kg is the Boltzmann constant and
T is the absolute temperature. If there is an osmotic pressure gradient VII, the average
osmotic force per particle reads [92]

1 —kT
Fo,= ——VII=——Vn. (2.7)
n n

If the system is in equilibrium, the osmotic force and the dielectrophoretic force bal-
ance.
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Figure 2.4: Schematic picture of the cells used for compression of a colloidal dispersion by
dielectrophoretic forces. (a) Double-slit geometry with gold electrodes on both sides (b) Single-
slit geometry with one gold electrode and one ITO electrode. Below the cell is a schematic side
view of the cell with an impression of the electric field lines.

2.5.2 Experimental methods

In all dielectrophoresis experiments we used variations of a ‘slit-like’ geometry as described
by Leunissen [96-98]. The designs we used are shown in Figure 2.4.

The gold electrodes were made by sputter coating a 3 nm layer of chromium on a 22
mm X 22 mm no. 1 glass cover slip (on a Cressington 208hr sputter coater equipped with
a thickness meter) to increase the wetting of gold on the glass. Then, a 10 nm layer of gold
was sputter coated on top. A gold electrode of this thickness is still transparent enough
for confocal microscopy. The slit in the electrode was covered with a glass capillary (0.2
mm X 0.2 mm, 0.1 mm X 2 mm or 0.1 mm x 1 mm) during sputter coating. The width
of the slit was determined using bright field microscopy.

For the single-slit geometry, we used an indium tin oxide (ITO) electrode on one side
of the sample cell. This electrode was coated on no. 0 glass cover slips (Menzel) by Thin
Film Devices, USA.

The glass slides were glued together with no. 71 Norland optical adhesive, with spacers,
cut from no. 00 cover slips (thickness 55 - 80 um), in between. T2 thermocouple alloy
wires (diameter 50 pm, Goodfellow) were connected to the electrodes with silver paint
(Jeol) and on the other side wrapped around normal electric wires. After filling the cell
with the dispersion, the cell was closed with the more viscous no. 68 Norland optical
adhesive.

The field we applied was a high frequency electric field (1 MHz), which has the advan-
tage that it polarizes the colloidal particle itself, but not the double layer of ions around
it.
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2.6 Spin coating

Spin coating is a fast method for making large uniform thin films. The thickness of the
film can be tuned by changing the spinning speed and spinning time, which makes the
technique very versatile. Recently, the application range of spin coating was extended
to colloid science by dispersing colloidal particles in the solution which is spun around,
yielding large colloidal crystals. In the case of a non-volatile solvent, a monomer can
be used as dispersant to allow for a polymerization step to make the resulting colloidal
crystals permanent [99]. In the case of more volatile solvents, the crystals are dried during
spinning [100]. In this work we used spin coating in a polymer solution in Sections 4.5.1
and 4.5.2 and spin coating in volatile media is studied in Chapter 8.

2.6.1 Theory of spin coating

In describing the process of spin coating usually four stages are identified:
1. deposition of the fluid on the wafer,

2. acceleration, in which the fluid acquires the same velocity as the wafer and a lot of
fluid is expelled,

3. spinning at constant velocity, in which the film gradually becomes thinner and
viscous forces dominate,

4. spinning at constant velocity, where evaporation dominates.

The evaporation actually already starts in stage 2, but for an idealized theoretical de-
scription, these stages were separated. The physics of the third stage has been described
theoretically by Emslie et al. [101], making the following assumptions: the fluid is New-
tonian, the process is cylindrical symmetric, there is only flow in radial direction, there
is no evaporation and the final film is uniform in thickness. The centrifugal force is then
balanced by the viscous force:

0v,.(2)
—pret =N 5=, (2.8)

where p is the fluid density, w the angular velocity, n the fluid viscosity, v,(z) is the
velocity of the fluid in radial (outward) direction and z is the height above the substrate.
Assuming a no-slip condition at the substrate (v,(0) = 0) and zero stress at the top
surface (v , = 0), a parabolic velocity distribution results:

n(z) = ’”“‘:;hz (% _ % <Z_Z)> | (2.9)

From this velocity profile, Emslie et al. derived the thickness of the final film as a function
of the spin speed and time

ho

hlt) = (4KR2t + 1)

(2.10)
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where hg is the film thickness at time zero and the constant K is defined as

2
K=" (2.11)
31
The thinning rate of the film is
oh .
— = —2Kh’. 2.12

Meyerhofer [102] discussed evaporation of the solvent during spinning and added a con-
stant evaporation rate term e (in ml/s/cm?) to the thinning rate, giving:

oh 3

5 2Kh° —e. (2.13)
While actually the evaporation is already present from the beginning, Meyerhofer divides
the processes at constant velocity into two stages: one where the viscosity dominates
and one in which the evaporation dominates, with the transition point at the moment
where the evaporation rate and the viscous flow rate are equal. With this assumption, he
predicts the final layer thickness to be

h=c <m>é (2.14)

It has been shown that the evaporation e above a spinning disc is proportional to /w.

The model described above works fine for several Newtonian fluids. However, col-
loidal dispersions are non-Newtonian, the viscosity is therefore a function of the shear
rate. Furthermore, in the fast-evaporating dispersions, the viscosity of the dispersion also
changes while the solvent evaporates. The evaporating fluid in turn gives rise to capillary
forces, drawing the particles together. All these effects make it hard to build a theoretical
description of spin coating a concentrated dispersion in a volatile medium. We will come
back to these issues in Chapter 8.



Fabrication of large binary colloidal
crystals with a NaCl structure
using a combination of external

fields

Binary crystals are a perfect starting point for creating ordered structures of particles
with different characteristics, which have great potential for applications, including three-
dimensional photonic band gap materials. Binary crystals made from particles with sizes
of a few hundred nanometers and larger have been created in colloidal systems, but their
formation is usually described as being slow and difficult, which is attributed to the
difference in sedimentation rates of the two species in a dispersion.

The binary colloidal crystal with a NaCl structure can have a photonic band gap of
9% between bands 8 and 9 for an inverse structure of air spheres in silicon, which is
significantly larger than the band gap of a similar face centered cubic structure.

In this chapter, the fabrication is described of hard-sphere-like binary colloidal crys-
tals with NaCl structure using combinations of the following external fields: electric,
gravitational and dielectrophoretic fields and a structured surface (colloidal epitaxy). We
were able to produce large, oriented binary colloidal crystals, with a well-defined stacking,
which could be used for the realization of a photonic band gap in the visible.

Using confocal microscopy, defects in the NaCl lattice were imaged, which were caused
by impurities or by stress release in the crystal. Both defects were shifts of the lattice
over the (111) plane.

After fabrication, we were able to dry the produced NaCl structures, demonstrating
feasibility of infiltration with a high-index material, which is an essential step towards
photonic crystal fabrication.
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Figure 3.1: NaCl unit cell and a confocal image of a hexagonal layer in a NaCl crystal grown by
sedimentation. (a), Schematic representation of the conventional unit cell of the NaCl structure,
where the green spheres represent the large colloids and the red spheres represent the small
colloids, both in their own fcc structure. (b), Confocal scanning zy-image of a NaCl crystal
grown by sedimentation. Only the fluorescent cores of the particles are visible in the confocal
images. The scale bar is 10 pm.

3.1 Introduction

Because of the interesting fundamental physical aspects and the wide range of photonic
applications, the creation of a 3D photonic crystal with a complete photonic band gap in
the visible region of the spectrum of light is the pursuit of many researchers in the last
decade [14]. However, the experimental fabrication remains a challenge up till now. The
binary colloidal NaCl structure can have a complete photonic band gap, with a relative
gap width between bands 8 and 9 for an inverse NaCl structure of air spheres in silicon of
9% [103]. This is significantly higher than the 5% for an inverse face centered cubic (fcc)
lattice of the same materials.

Another incentive to make a NaCl colloidal crystal, is the fact that binary colloidal
crystals offer greatly increased potential for tuning material properties for applications, as
they allow the positioning of particles with quite different characteristics on one lattice.
Recently, examples of tunability have become available in several binary systems of nano-
particles [104-106]. For larger, micron-sized colloids it is believed that gravity and slow
crystallization hinder the formation of binary crystals [107, 108].

Here we present methods for growing binary colloidal crystals with a NaCl structure
from relatively heavy, hard-sphere-like, micron-sized silica particles, exploring the follow-
ing external fields: electric, gravitational and dielectrophoretic fields, and a structured
surface (colloidal epitaxy). A combination of these fields yielded large, oriented single
crystals without stacking disorder. The binary colloidal crystals could be dried allowing
reversal of refractive-index contrast.

The binary sodium chloride (NaCl) crystal structure consists of spheres of two different
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radii (o1, and og), both ordered in a face centered cubic (fcc) structure, where the small
particles are in the octahedral holes of the fcc crystal of the large spheres (Figure 3.1a).
For a close-packed fcc crystal of the large spheres, the radius of the small spheres (og)
has to be smaller than 0.410y, for them to fit in the octahedral holes, but larger than
0.2207,, the radius of the tetrahedral holes in the fcc crystal. The stability of the NaCl
structure in binary hard-sphere dispersions has been studied both theoretically [58, 109]
and by simulations [41, 53, 110]. From these studies it can be concluded that NaCl is at
least stable in the size ratio range 0.22 < og/01, < 0.42. Experimentally, NaCl structures
have been observed in nanosphere systems [105, 111] and oppositely charged colloidal
systems [50]. A colloidal NaCl structure has been fabricated by layer-by-layer growth
[112], but this method is time-consuming and is not suitable for more than a few layers.
Hard-sphere NaCl crystals have also been grown following homogeneous nucleation from
a binary dispersion [46, 113], but the stacking order of the larger spheres could not be
determined or was only determined very locally. Similarly as for single-component hard-
sphere crystals, the stacking sequence of the close-packed planes of the large spheres can
be ABA which gives a hexagonally close packed (hcp) structure, or ABC, giving an
fce structure. If the octahedral holes are filled up with small spheres, the corresponding
binary crystal structures are that of NiAs or NaCl, respectively. The free-energy difference
between NiAs and NaCl is in the same order as the free-energy difference between hcp
and fcc [114]. Therefore, experimentally, a random mixture of both stacking sequences
is expected. Control over the stacking in this binary crystal is therefore crucial for the
determination of the crystal structure and its application.

3.2 Experimental methods

3.2.1 Particle synthesis and dispersions

We synthesized two sizes of monodisperse core-shell silica spheres. The small spheres, of
which the core was labelled with RITC dye, were grown according to the method described
by Verhaegh et al. [115] with three adaptations to prevent aggregation and secondary
nucleation: the time between the addition of Tetra Ethoxy Silane (TES) and the addition
of dye was adjusted to 8 minutes, the labelled cores were kept in the Stober mixture of
ammonia and ethanol until a 20 nm unlabelled shell was grown and the centrifugation
speed was limited to 50g. The large spheres, of which the core was labelled with FITC dye,
were grown from existing cores using the Giesche seeded growth [116]. The RITC-labelled
colloids had a diameter of 412 nm the polydispersity in size was 5%. The FITC-labelled
colloids had a diameter of 1.37 pum the polydispersity in size was 3.3%. Both particle sizes
were determined from Static Light Scattering (SLS) data.

The silica particles were transferred from the ethanol synthesis mixture to the disper-
sion solvent (DMSO or a glycerol/water mixture) by several centrifugation steps. The
glycerol /water mixture was made in a ratio such that it matched the refractive-index of
the particles. The starting volume fraction of the DMSO dispersions was 22-24%, the
starting volume fraction of the glycerol /water dispersions was 20-22%.
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3.2.2 Sample cell design

The experiments where an external electric field was applied, were done in sample cells
where two 50 pum diameter nickel wires were placed parallel, 1.3 mm apart, between a no.
1 cover slide and an object glass (Figure 3.2a). The sides of the cell parallel to the wires
was closed with candle wax. The other sides were closed with two-component glue (Bison
Epoxy Rapide) after filling the cell. The final sample volume was typically 1.3 mm x 2
cm X 50 pm.

Sedimentation experiments on a template were done in a sample cell made of two cover
slips, with two no. 00 glass strips as spacers. On the bottom of the lower cover slide, the
square array of holes was made by soft lithography [73] in Norland Optical Adhesive 68,
which was cured with a UV lamp (wavelength around 350 nm) for 2 hours. The cell was
closed with Norland Optical Adhesive 68. The sample compartment was typically 1 cm
x 1 cm x 100 pm.

The compression by dielectrophoresis was done in a sample cell (Figure 3.2b) with
parallel plate electrodes about 140 pm apart, with a 1 mm slit in both electrodes. The
electrodes were made by sputter coating a 10 nm layer of gold on top of a 3 nm layer of
chromium (to increase the wetting of the gold) on a cover slide. Two no. 00 glass strips
were used as spacers. Also in this cell, a template was made on the bottom of the lower
cover slide using soft lithography. The sample compartment was similar in size to the
sample cells for sedimentation on a template.

3.2.3 Sample characterization

The 3D structure of all samples was imaged using a Confocal Scanning Laser Microscope
(Leica, type NT or SP2). The fluorescent dye FITC was excited with the 488 nm line of
an Ar-laser, the dye RITC was excited with the 543 nm line of a green HeNe-laser. On
the SP2 confocal the signals of these different dyes can be sequentially scanned line by
line.

One of the samples, grown by sedimentation on a wall structured by soft lithography
with a square template, was dried and imaged using Scanning Electron Microscopy (SEM,
Phenom, FEI Company). The crystal was removed from the substrate and imaged from
the bottom side (against the gravity direction).

3.2.4 Image analysis

The stacking parameter of the structure o = 1 — 35 was determined from zz-scans,

where x is the number of twinning planes and P is the number of planes. This gives
a =1 for fcc lattices and o = 0 for hep lattices.

We calculated the number ratio f5?*“ in the crystal by determining the coordinates
of the particles of several confocal xyz-stacks using IDL software based on similar methods
as described by Crocker and Grier [117]. The number of small particles (excluding the
groups of small particles in vacancies of the crystal of large particles) was divided by the
number of large particles to give the number ratio. The number ratios of multiple images

: tal
were averaged to give fy V7",
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Figure 3.2: (a), Sample cell used for crystal growth by sedimentation, directed by an electric
field. (b), Sample cell used for crystal growth by compressing with dielectrophoretic forces,
directed by a templated bottom wall.

3.3 Results and discussion

3.3.1 Sedimentation of the binary mixture

We first studied a binary mixture of silica spheres in dimethyl sulfoxide (DMSO) under
compression by gravity. The silica spheres, having a size ratio of og/o;, = 0.3, had a
core that was labelled with a fluorescent dye, fluorescein isothiocianate (FITC) for the
large, 1.37 ym diameter spheres and rhodamine isothiocianate (RITC) for the small, 0.41
pm diameter spheres (for synthesis details, see Section 3.2.1), thus allowing imaging into
separate channels in confocal laser scanning microscopy. The refractive-index matching
silica dispersion had a steep, almost hard-sphere like interaction potential, resulting from
charges on the surface and residual counterions in the dispersion [62]. These first exper-
iments resulted in binary structures with small crystal domains (of the order of 20 um
x 20 pum) in which hexagonal (111) planes of large spheres were parallel to the bottom
wall for most of the domains (Figure 3.1b). This orientation, which we will refer to as the
“(111)-orientation” is favored by sedimentation on a flat bottom wall [73].

We determined the stacking parameter of the structures as described in Section 3.2.4.
For the sedimented binary structures, a stacking parameter o around 0.7 was found,
indicating that the structure has a lot of randomness in its stacking sequence of (111)
planes, but with a preference for an fcc structure. The binary crystals formed did not
have a pure NaCl structure but consisted instead of a mixture of NaCl and NiAs. These
stacking errors and also the small domain size, can be disadvantageous for their use in
photonic applications.
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Figure 3.3: Confocal scanning image of a NaCl crystal grown in an external electric field. (a),
zy-scan of the (111)-plane. (b), xz-scan of crystals with their (111) plane horizontal. Only the
fluorescent cores of the particles are visible in the confocal microscopy images. All scale bars
are 10 pym.

3.3.2 Electric-field-induced binary crystals

To increase the domain size of the crystals and obtain additional control over the orien-
tation of the crystals, the crystallization of the sedimenting binary mixture was directed
by a horizontal external electric field, perpendicular to gravity (Figure 3.2a). A 1 MHz
oscillating electric field of 200 V peak-peak was used between wires which were 1.3 mm
apart. The 1 MHz AC field ensured that the double layer around the colloids did not
polarize [12, 118], while the low electric field amplitude made sure that only the large
colloids obtained a significant dipole moment p; which is proportional to the particle vol-
ume. In earlier work it has been shown that for single-component dispersions at high field
strengths the dipolar interactions favor a body centered tetragonal (bct) colloidal crystal
lattice [9, 10]. However, for low fields where gravity and dipolar energy start to compete
[12, 119], one finds oriented fcc crystals [9]. It was also found that frequently turning the
sample upside down caused complicated sedimentation behavior [120], which resulted in
annealing of the crystals. The same observations were made with our binary system. We
observed crystals oriented with the hexagonal planes parallel to the substrate near the
bottom of the cell (Figure 3.3), such that the strings in these planes were along the field
direction in addition to a higher stacking probability of fcc than hep (o ~ 0.7). Moreover,
turning the sample upside down resulted in larger single crystal regions with a size of
roughly 30 pm x 30 pm.

Using confocal microscopy, we studied the crystallization process in time, which started
in the bulk already after 10 minutes due to the induced dipole moments of the large
colloids. Heterogeneous crystallization from the bottom wall upwards took over when
the dispersion was compressed further by gravity. This combination of homogeneous and
heterogeneous crystallization (which was not observed in the single-component case [12]),
resulted in crystals with the (111)-plane parallel to the lower glass wall near the bottom of
the sample and a varying orientation of the crystals higher up in the sample. However, as
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Figure 3.4: Confocal scanning images of a NaCl crystal grown on a template by compression
with dielectrophoretic forces. (a), xy-scan of the (100)-plane. (b), zz-scan of the (110)-plane. c,
zz-scan of the (100)-plane. Only the fluorescent cores of the particles are visible in the confocal
microscopy images. Note that not all smaller spheres are visible, because they are often out of
the confocal plane. All scale bars are 5 pm.
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before the close-packed strings aligned in the direction of the electric field (Figure 3.3a).
Similarly as was observed with the close packed crystals grown in [12], it was found that
the inter-particle distance in the direction of the electric field was slightly smaller than in
the other directions. However, this distortion, caused by the softness in the inter-particle
potential, was small (the ratio between the particle distances in the different directions
was 0.97).

Due to the different sedimentation rates of the two sizes of colloids, there were many
small particles on top of the crystals and fewer than the stoichiometric amount at the
bottom. Consequently, not all octahedral holes were filled with small particles and the
ratio of the number of small particles to the number of large particles in the crystal,

]C\;y‘gtal, was not equal to 1 as would be optimal. We determined the number ratio in
the crystal from confocal microscopy data as described in Section 3.2.4. By changing the
initial number ratio between large and small particles in the dispersion, we could increase
the parameter f3¥"* in the crystals directed by the electric field from 40% for an initial
number ratio of Ng/Np, = 1 to 89% for Ns/N;, = 10. However, the number of vacancies
in the crystal of the large particles also increased from 1.5% to 5 %. From confocal
microscopy images it was apparent that small particles were causing the formation of

more point defects on lattice sites of large particles.

3.3.3 Epitaxial growth of a binary colloidal crystal

Controlling the orientation of colloidal crystals can also be done in another way, by sed-
imentation on a structured wall [70, 74], referred to as colloidal epitary. This method
yielded binary crystal domains which were as large as the template, which in our case was
a two-dimensional hole array made by soft lithography and therefore extended over sev-
eral hundreds of micrometers in both dimensions. By choosing an appropriate template,
the desired crystal structure could be selected. In our case, the (100) fcc face (a square
structure with a spacing of 1.42 pm, only slightly larger than the close packing distance
between the larger particles) directed the growth of the large particles such that only an
fcc structure formed, yielding one single binary crystal. The NiAs (hcp-stacked) struc-
ture cannot grow on this template, since a square face does not exist in the hcp structure.
The dispersions for these sedimentation experiments, contained a glycerol/water mixture
(matching the index of refraction of the silica spheres) instead of DMSO as solvent. The
lattice parameters of the resulting crystals were not distorted in any direction, the spacing
in the (100) plane stayed 1.42 pm in both horizontal directions up to at least the fifth
layer. The highest f5?** we obtained using sedimentation on a square template was 60%
for Ns/NL = 10.

3.3.4 Compression by dielectrophoretic forces

To increase fo¥*“! further, we used a technique recently introduced as the “electric bottle”

[97, 121]. We compressed the binary dispersion horizontally by dielectrophoretic forces
created by electric field gradients, thereby leaving less time for the dispersion to separate
under gravity. The compression cell was formed by two horizontal plate electrodes with a
slit in both electrodes. The cell design is shown in Figure 3.2b. When a 1 MHz oscillating
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electric field of 30 V (peak-peak) is applied between the electrodes which are about 140
pm apart, there is a significant field gradient at the edges of the slit. This field gradient
applies a pressure to the enclosed dispersion and forces the colloids, which have a dielectric
constant which is lower than that of the liquid, into the field-free region in the slit. We
used the same glycerol/water solvent mixture as in the sedimentation experiments on a
template, the colloids were compressed in the millimeter wide slit, where the template
was on the bottom of the slit. This way, fo?* could be increased to 73%, yielding a
large, template-sized NaCl single crystal without lattice distortion. The (100)-oriented
NaCl crystal in the slit was 25 layers thick. Confocal microscopy images of the crystal in
the slit are shown in Figure 3.4.

3.3.5 Defects in the epitaxially grown NaCl crystals

The spacing of the hole array, used for the epitaxial growth of the NaCl binary colloidal
crystals, is chosen as close as possible to the effective radius of the spheres in the dispersion.
However, as was shown by Hoogenboom [73], the growth of a crystal is very sensitive to
the spacing of an epitaxial template. A mismatch of a few percent leads to stress in the
crystal, and a mismatch of a template and a crystal can even completely prevent a crystal
with the intended crystal face from nucleating at the template [70, 75].

In our samples, the stress in the crystals, probably due to the mismatch of the template
and the ideal crystal or by defects, expressed itself in the defects which primarily were
visible in the (100) planes. Confocal microscopy images of the (100) planes show clear
defect lines under 45° with the horizontal, above or below which the (100) plane is not
in focus of the microscope (see for example Figure 3.5). Parts of the crystal are shifted
along the (111) planes, bringing them out-of-plane along the (100) plane.

Similar stress release is found around a large defect sphere (Figure 3.6), where a wedged
part of the crystal to the top right of the sphere (under 45°) is shifted out of the (100)
plane along the (111) planes. At the beginning of the defect, a few lines are shifted, which
grows out into a whole strip of crystal being shifted out of plane. In the schematic picture
at the bottom of Figure 3.6, the direction of the shift is indicated with a grey arrow. This
direction is parallel to the intersection line of the (110) plane and the (111) plane, both
indicated with (differently) dashed lines. The same defects are found in single-component
fce crystals grown by dielectrophoretic compression on a square template in Chapter 7.3.1.

3.3.6 Drying the colloidal crystal for obtaining inverse crystals

Plane wave band structure calculations were performed before by Thijssen [103] for the
inverse NaCl structure showing that the relative gap width is significantly larger than for
an inverse fcc structure. The photonic band structure for an inverse NaCl structure with
a size ratio og/01,=0.3 (where the small spheres are in the middle of the octahedral holes
of the large spheres) and a refractive index contrast of 12 is shown in Figure 3.7a. The
photonic band structure contains a band gap between bands 8 and 9, with a relative gap
width of 8.2%.

The dispersion, which was used in this study, had a size ratio of og/or,=0.3, which
is smaller than the size ratio for a completely close-packed structure. Thus, in principle,
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Figure 3.5: Confocal zz-scan of the (100)-plane of a NaCl crystal grown on a template by
compression with dielectrophoretic forces. Only the fluorescent cores of the particles are visible
in the confocal microscopy images. Note that not all smaller spheres are visible, because they
are often out of the confocal plane. The scale bar is 10 pym.

the small spheres are rattling in the lattice of the large spheres. The disorder induced by
the “rattling” cannot be incorporated in the photonic band structure calculations, but
the effect of the difference in size ratio for a sphere in the middle of the octahedral hole
has been calculated with MIT Photonic Bands software using 32 x 32 x 32 grid points to
discretize the real space unit cell. The dependence of the relative gap width on the size
ratio is plotted in Figure 3.7b, from which can be concluded that the optimum size ratio
is around 0.2.

Inversion of the structure for refractive-index contrast enhancement can only be per-
formed after drying the structure. To demonstrate the feasibility of inverting the index
contrast for our binary crystals, necessary to achieve a band gap, a crystal, grown by col-
loidal epitaxy, was dried from a glycerol /water dispersion. Scanning Electron Microscopy
(SEM) images of this crystal are shown in Figure 3.8.

3.4 Conclusions

In conclusion, we demonstrated that the crystallization of binary colloidal crystals with
a NaCl structure from a binary hard-sphere dispersion can be manipulated using several
external fields (and combinations thereof), i.e. gravity, electric field, epitaxial template
and dielectrophoretic compression. With application in the field of photonics in mind,
we aimed at oriented, defect-poor NaCl crystals with large domains and without stacking
faults. Combining epitaxial growth on a directing template with dielectrophoretic com-
pression to avoid demixing of the dispersion by gravity, we obtained thick, oriented pure
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Figure 3.6: Confocal zz-images at different y-values around a large defect sphere (in red, the
fact that it is a large sphere became clear from the xzy-movies), showing stress release by the
shift of a wedged shaped part of the crystal out of the (100) plane, along the (111) planes. In
columns (A), the normal crystal is in focus, while in column (B), the wedge shaped crystal is
in focus. The scale bar in the right lower corner is 5 um. The schematic image at the bottom
illustrates the direction of the shift of the crystals. For clarity only the large spheres are depicted,
which form an fec-lattice. The dash-dot-dash lines indicate the (110) plane, the dashed lines
indicate the (111) plane. To release stress, the crystal slid over the (111) plane in the direction
of the intersection between the (110) plane and the (111) plane. This direction is indicated with
the grey arrow.
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Figure 3.7: (a) Photonic band structure diagram of an inverse binary NaCl structure of air
spheres (e=1) in silicon (e=12) with a size ratio between the two types of spheres of 0.3. The
photonic band gap between bands 8 and 9 of approximately 8.2% is indicated by the black
rectangle. (b), Graph containing relative width of the photonic band gap versus the size ratio
of the large and small spheres. The size ratio is varied, while the position of the center of the
small sphere is fixed in the center of the octahedral hole of the fcc lattice of the large spheres.
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Figure 3.8: SEM images of the bottom of a dried binary colloidal crystal with a NaCl structure
grown by sedimentation on a square template. Since the SEM images were taken of the bottom
layers of the crystal, the fraction of small particles is quite low. Furthermore, some small and
large particles were lost in the process of removing the crystals from the substrate. The scale
bars are 10 mm.
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NaCl single crystal with a relatively high number ratio fg¥***. This result could still be
improved upon in future experiments by combining the last method with an additional
horizontal electric field as described before. By switching off the field afterwards and
letting the crystal relax to avoid a small lattice distortion in the electric field direction,
further optimization is still possible. However, this combination of all four external fields
needs a more advanced electrode arrangement and accurate fine-tuning of experimental
procedures to speed up the crystallization on the bottom wall, while avoiding homoge-
neous nucleation in the bulk.
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A new method for growing a
diamond or pyrochlore colloidal
photonic crystal via the binary

MgCu, Laves structure

We present a new method for fabricating colloidal crystals with a diamond or pyrochlore
structure from the binary colloidal Laves phase MgCus. The correct Laves phase can
be selected by epitaxial growth on a (110) face, flattened against a wall, of the MgCu,
structure, which dictates the stacking and can be realized more easily experimentally. The
stability of the Laves phases and the effect of growth near a structured wall is checked by
computer simulation. Experimentally, two binary SiOs systems and two binary PMMA
systems were subjected to several external fields and interaction parameters, which did
not result in the formation of one of the Laves phases yet. Glass formation and separation
of the two species interfered with crystallization of a binary structure.
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4.1 Introduction

Photonic crystals are structures with a periodically varying refractive index, with a spatial
period in the order of the wavelength of light. The same way as electrons interact with
an atomic lattice, light can interact with a photonic crystal. Therefore, a lot of work is
going on with specially designed photonic crystals to achieve the same kind of control over
photons as we have in steering the flow of electrons with semiconductors in transistors and
diodes. Photonic modes can be shifted by the periodic structure of a photonic crystal,
resulting in ranges of frequencies that cannot propagate in a certain direction, called
photonic stop gaps. When a photonic stop gap persists for all directions of the photonic
structure, the structure has a photonic band gap. Structures with an (almost) complete
photonic band gap open the way for fundamental studies on, for example, inhibition of
spontaneous emission and they are interesting for the realization of photonic analogues
of electronic circuits, including low-loss waveguides, optical diodes and transistors (for
recent reviews see [14, 122, 123]).

Despite the fundamental interest and the applications in photonics, three dimensional
photonic crystals with a band gap in the visible region of the light spectrum have not been
fabricated up till now. The most promising candidates for opening up a large band gap
at relatively low refractive index contrasts are the diamond [22, 124, 125] and pyrochlore
[126-128] structures, for which a band gap opens up at a refractive index contrast around
2 between bands 2 and 3. Several methods for the experimental realization of the diamond
and pyrochlore structure have already been proposed, including direct laser writing [129]
and the laborious method of nanorobotic manipulation of colloids [130].

A more suitable method for creating a photonic crystal with a band gap in the visible,
is self-assembly of colloidal spheres [131-133], for which per definition the periodicity
is in the right size range. However, the usual colloidal dispersions self-assemble in a
gravitational field into a face centered cubic (fcc) structure, which only has a band gap
for the inverted structure between bands 8 and 9 starting from a dielectric index contrast
of about 2.9 [20, 134-136]. Materials with such a high dielectric contrast and no absorption
in the visible range are not readily available. The fact that this band gap opens between
higher bands, also makes it less stable against disorder [137, 138]. Several methods have
been proposed for self-organization of colloids in a diamond structure. In one of these
methods the interaction potential of the colloids is made non-spherical [139] by making
attracting or repelling patches [140] or by attaching DNA to the colloids [141]. Another
method proposes to self-assemble microspheres into tetrahedral clusters [128, 142], which
in turn can form diamond or pyrochlore structures. [143]. A very laborious route towards
pyrochlore lattices is suggested by Garcia-Adeva [127], who proposes to use layer-by-layer
growth as shown by Velikov et al. [112]. Here we propose a new method to create the
diamond or pyrochlore structure by self-assembly of simple spherically symmetric colloids
via a binary colloidal crystal.
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Figure 4.1: Binary Laves crystal structures, where the large spheres are depicted dark grey
and the small spheres are depicted light grey: (a) MgCua (b) MgZns (c) MgNis. The MgCus
structure (d) is a combination of the diamond (e) and a pyrochlore (f) structure.

4.2 The binary Laves phase MgCu,

One of the problems in growing diamond and pyrochlore structures from simple colloids is
the fact that the structures are very open, with a low filling fraction, making the structure
less stable. In our method, we get around this problem by growing a binary crystal,
with a high volume fraction. A suitable binary structure for growing both diamond and
pyrochlore is the MgCu, structure, one of the three binary Laves phases. The three Laves
phases are shown in Figure 4.1 a-c. All three structures have hexagonal layers of large
spheres, stacked in different fashions: AABBCC' for MgCu,, in AABB for MgZn, and
AABBAACC for MgNiy. The holes in between the large spheres are filled with small
spheres in alternating hexagonal and kagomé layers.

The MgCu, structure consists of small and large particles with a size ratio at close
packing of v = og/o1, = (v/2/v/3) ~ 0.816, where oy, is the diameter of the large sphere
and og is the diameter of the small spheres. The large spheres are on the sites of the
diamond lattice, which is equivalent to two interpenetrating fcc lattices and the small
spheres are in the holes in between the diamond lattice, on the sites of a pyrochlore lattice
(Figure 4.1 d-f). At close packing, all small spheres are touching and all large spheres
are touching, but they are not mutually touching. The diamond and the pyrochlore
structures are therefore both self-supporting and their packing fraction is 34% and 37%,
respectively. The packing fraction of the MgCus structure at close-packing is 71%, which
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Figure 4.2: Phase diagram of binary hard spheres with size ratio of v = 0.82.

is a bit lower than the packing fraction of a close-packed fcc structure of 74%. By using
different materials for the two components in the binary MgCus, crystal, one of the two
components can be removed in a later stage. Selective removal of one component from a
binary crystal has proved successful before by Vlasov et al. by dissolution [144] and by
Velikov et al. by burning [112].

4.3 Stability of the Laves phases

The Laves structures have been observed experimentally in mixtures of attracting parti-
cles consisting of poly(4-vinylpyridine) and polystyrene microgels for size ratios of 0.43
and 0.73, respectively [48] and in charge stabilized systems for size ratios 0.62-0.7 [35].
Recently, also in simulations, the spontaneous crystallization of the binary Laves phase
MgZn, was found in a glass-forming Wahnstréom binary Lennard-Jones liquid [37]. Here,
we studied the stability of hard-sphere Laves structures.

To study the stability of the MgCu, phase, a phase diagram was calculated for a binary
mixture of hard spheres with a size ratio of 0.82 in the reduced pressure p = Po} /KT,
composition z representation, where = Ng/(Ns + Np) is the number fraction of small
spheres, k is the Boltzmann constant and T is the absolute temperature. The phase
diagram (Figure 4.2) is obtained from Gibbs free energy data, where the free energies
of the Laves phases are calculated using Monte Carlo (MC) simulations and the free
energies of the fluid and the fcc phases are taken from analytical results [145, 146]. The
phase diagram mainly consists of coexistence regions where the tie lines are horizontal.
For example in the region marked ‘fcep,+Laves’, the stable system has an fcc crystal of
large spheres in coexistence with Laves structures. The pressure region where the Laves
structures are stable p = 22.8 —59.6 corresponds to packing fractions n = 0.59 —0.66. For
hard spheres, the size ratio range in which the Laves structures are stable is v = 0.74—0.84.
For soft repulsive interparticle potentials, this stability range shifts to lower values.

The relative stability of the three different Laves phases was studied by calculating
their Helmholtz free energies [147] with extrapolation to the infinite-system limit [148].
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The free-energy difference between the three structures turned out to be on the order
of 1073kT per particle (at n = 0.6 and a size ratio of 0.82). Due to this small energy
difference we expect to see a mixture of all three Laves phases in experiments.

4.4 Selective epitaxial growth of MgCu,

Since only the MgCuy Laves phase is suitable for creation of diamond or pyrochlore
structures, the growth of this phase has to be made more favorable than the growth of
the other two phases. The difference between the three phases is comparable with the
difference between the fcc structure and the hexagonal close packed (hep) structure: they
both consist of hexagonal layers, only the stacking is different. It has been shown before
by Hoogenboom et al., that the hcp structure can be obtained in pure form by directing
the growth by an epitaxial template with a pattern of a plane orthogonal to the hexagonal
planes [74, 75]. This plane reflects the ABAB stacking of hep and therefore excludes the
growth of the fcc structure. We found a similar plane in the MgCus structure, the (110)
plane, orthogonal to the hexagonal and kagomé planes, which dictates the AABBCC
stacking. The plane is shown in the inset (a) in Figure 4.3.

In a simulation, we have studied a binary mixture with volume fraction n = 0.555 on
a wall which is templated with a structure which resembles the (110) face of MgCus, but
with all spheres touching the wall. This pattern can be made experimentally by sticking
spheres to a glass wall with optical tweezers as described in Section 2.3.3. The spacing
of the spheres in the template corresponds to n = 0.59, the MgCus bulk freezing density.
MC simulations were done in the canonical (NVT) ensemble with 4,077 particles, with
patterned walls at z = 0 and 2z = 3501, and periodic boundary conditions in the other two
directions. Figure 4.3 shows a snapshot of the simulation along the z-direction together
with the equilibrium density profile. We clearly observed 7-8 crystalline layers close to
the wall and a fluid phase in the middle, i.e. spontaneous crystallization of the MgCus
phase is observed on the template below bulk coexistence. This simulation illustrates the
feasibility of the proposed method.

4.5 Towards experimental realization of the Laves
structures

From the phase diagram calculated for a binary hard sphere system of spheres with a size
ratio of 0.82 (Figure 4.2), it can be seen that the Laves structures are thermodynamically
stable for a large range of parameters. Also for size ratios which deviate slightly from
this ideal value of 0.82, the Laves structures are found in simulation. This also comes
out of recent more extensive simulations looking into stability of many binary crystal
structures in the size range of interest [149]. When a colloidal system changes from a
hard to a soft potential, the effective radius of the small spheres increases relatively more
than the effective radius of the large spheres. Consequently, the size ratio of a soft system
is effectively larger than the ratio of the radii of the dry spheres. This is an explanation
for the fact that the Laves phases are also found in simulations of soft systems, but for
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Figure 4.3: Density profile and a snapshot of the simulation of a binary hard sphere system of
small (light grey) and large (dark grey) spheres in between walls patterned with small and large
spheres in the pattern of a (110) MgCus face (Structure 1). Structure 2 shows the wall pattern
plus the first plane of mobile small spheres just above the template in black.

lower size ratios. In this section, we show the results of sedimentation, spin coating,
shearing and dielectrophoresis for four different dispersions, which can be tuned from
hard to soft, thereby screening a range of effective size ratios. Since a Laves phase was
not formed in any of the dispersions irrespective of the external fields used, we will explain
the experimental difficulties which were encountered and we will discuss some changes to
the present methods, to increase the chance for successful growth of the Laves phases in
the future.

4.5.1 Experimental methods
Binary dispersions

Four different dispersions, one of silica particles and two of poly(methyl methacrylate)
(PMMA) particles, were used to probe several points in the phase space that was explored
by simulation, as described in Section 4.3.

For the first mixture of silica particles we used particles which both had a fluorescently
labelled core and an unlabelled shell. The large particles were labelled with the dye
fluorescein isothiocianate (FITC). The small particles were 860 nm in diameter with a
core of about 200 nm. The large particles were 1.2 ym in diameter with a core of 400
nm. The hard sphere size ratio for these particles is 0.72, which is slightly too low for
the formation of the Laves phases. However, we have seen that the effective size ratio in
the solvents is higher. For example, the effective size ratio in the ethoxylated trimethylol
propane triacrylate (ETPTA) monomer is 0.78, as derived from confocal images of single
crystals of the two particles. The effective close-packed radius is obtained from a random
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hexagonal close packed (rhep) crystal formed by sedimentation assuming compression by
gravity till close-packing.

The second silica dispersion also consisted of core-shell particles. The large particles
were labelled with FITC. The core had a diameter of 830 nm, the total diameter was 1.48
pm as determined by transmission electron microscopy (TEM). The small particles were
labelled with the dye rhodamine isothiocianate (RITC) in a core of approximately 200
nm in diameter. The total diameter of the small particles was 1.14 pm, as determined by
TEM. The hard sphere size ratio for these particles is 0.77.

All FITC labelled silica particles were synthesized via a modified Stober-method and
the cores were grown out via a Giesche seeded growth procedure [116]. The RITC la-
belled particles were synthesized according to the method described by Verhaegh et al.
[115]. The silica particles, described above, were dispersed in one of the following sol-
vents (depending on the method in which they were used): ethanol, glycerol/water,
DMSO/water or the ETPTA monomer (MW. 428 Aldrich), with 1-2% (w/w) of pho-
toinitiator 2-hydroxy-2-methyl-propiophenone (Darocur 1173, 97%, Aldrich).

The first PMMA dispersion was made of completely labelled spheres, where the small
spheres were labelled with RITC and the large spheres with 7-nitrobenzo-2-oxa-1,3-diazole
(NBD). The small spheres had a diameter of 2.0 ym and the large spheres had a diameter
of 2.4 pym. The hard sphere size ratio of this system is 0.83, which is within the range
that can form Laves phases according to simulations.

The second PMMA dispersion was similar to the first, with different radii: the small
spheres had a diameter of 1.7 um and the large spheres had a diameter of 2.5 um. The
hard sphere size ratio of this system is 0.68, which is lower than the range of sizes that
form Laves phases in simulation. Therefore, we used this system only with a soft potential,
in dispersions without added salt or at low salt concentrations, which effectively makes
the size ratio higher.

The PMMA particles were dispersed in a solvent mixture of cyclohexyl bromide (CHB)
and cis-decahydronaphthalene (decalin), with which the density or the refractive index of
the particles can be matched at different volume ratios of the mixture. The charge of the
particles and the softness of the potential between the particles can be tuned by adding
the salt tetrabutyl ammonium bromide (TBAB).

The dispersions were made in a number ratio of + = Ng/(Ns+ Ny,) = 2/3 or, similarly,
Np,:Ns=1:2, which agrees with the stoichiometry of MgCus, unless stated differently.

Sedimentation

The dispersions were allowed to sediment in three different experimental setups:

e a capillary of 0.1 mm x 2.0 mm cross section was filled with the dispersion by
capillary forces, after which it was sealed with Norland Optical Adhesive 68 or
closed by melting the ends. The capillaries were kept in horizontal orientation.

« a capillary was filled and closed the same way, but then kept in vertical orientation
to have a longer sedimentation height.
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e a 22 mm diameter no. 1 round cover slip was glued to a bottomless flask with
Norland No. 68 optical adhesive and filled with about 1-2 mm of the dispersion.

Sedimentation on a MgCu, template

To test whether the crystallization of MgCuy can be induced by a templated surface, as is
shown in simulation (Section 4.4), we combined sedimentation with epitaxial growth. A
22 mm diameter no. 1 round cover slip was templated with an electron beam lithography
template in PMMA as described in Section 2.3.1. The pattern of the holes resembled the
(110) plane of MgCus, (see Section 4.4), however, with equally sized holes. This templated
slide was glued to a bottomless flask with Norland Optical Adhesive 68. The flask was
then filled with about a millimeter of dispersion.

Shear experiments

To study crystallization of binary dispersions induced by shear, the binary dispersions
were sheared in two ways: 10 pl dispersion was sheared by hand between two round glass
cover slides (a 22 mm diameter no. 1 bottom slide and a 16 or 18 mm diameter no.1 top
slide).

Alternatively, about 50 pl dispersion was sheared in the High Precision Parallel Plate
Oscillating Shear Cell (HIPPOS), which is described by Wu [150, 151]. This shear cell
can be mounted on top of an inverted confocal microscope. The dispersion was sheared
between two glass slides (Kleener & Bison, 24 mm x 50 mm no. 1 glass slides), the gap
between the slides can be tuned from 20 pm to 200 pm. The speed of the plates relative
to each other was kept between 5 and 100 um/s in our experiments, with an amplitude
of 600 pum. The ratio of the absolute speeds of the plates could be varied to put the zero-
velocity plane (the plane in the dispersion with zero absolute speed) in the focal plane of
the confocal.

Spin coating

The dispersions were spin coated on a round cover slide which was cleaned with chro-
mosulfuric acid to remove contamination and to make the surface hydrophilic. A droplet
of about 15-20 pl dispersion was spinned on the slide in the spin coater (model P6700,
Specialty Coating Systems, USA) at different spin speeds. When the dispersion was spin-
coated in the monomer ETPTA, the monomer was polymerized with the short wave UV
lamp for a few minutes.

Dielectrophoretic compression

Dispersions were compressed in a dielectrophoretic cell, consisting of two parallel plate
electrodes with a thin electrode-free slit in the middle of one of the electrodes. At the
edge of the slit, an electric field gradient pushes the colloidal particles into the slit. The
principles of dielectrophoretic compression are explained in Chapter 2.5, the cell design
is shown in Figure 2.4.
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Figure 4.4: A range of number ratios in a horizontal capillary filled with a dispersion of 2.4 ym
(green) and 2.0 pm (red) PMMA particles in a mix of CHB, saturated with TBAB and 21.1%
w/w cis-decalin with ¢ = 0.29. (a) is in the bottom of the sample, (d) on the top of the sample
and the other two are in between. The total height was 100 ym. The scale bars are 20 pym.

Figure 4.5: Sharp transitions in a vertical sedimenting sample of 0.86 ym and 1.2 pm silica
spheres in DMSO/H50. The scale bars are 10 pm.
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Confocal Laser Scanning Microscopy

The 3D structure of all samples was imaged using a Confocal Scanning Laser Microscope
(Leica type NT or SP2). The fluorescent dye FITC was excited with the 488 nm line, the
RITC dye was excited with the 543 nm line. On the SP2 confocal the signals of these
different dyes can be scanned sequentially for better resolution of the signal. The scan
head of the NT confocal can be placed on a tilted microscope frame to enable scanning
in (sedimenting) samples, that have to be in vertical position. In all the confocal images
the red particles depict the small species (RITC dye) and the green particles depict the
large particles (NBD or FITC dye).

4.5.2 Results and discussion
Sedimentation

As explained in Chapter 2.2, the sedimentation speed of colloidal particles in a fluid is
proportional to R?. Therefore, in the binary dispersion used in this study, the large
colloids sediment roughly 1.5 times faster than the small ones (assuming similar density).
Of course we are well aware of the fact that this single particle argument could very
well be too simplistic as it does not take into account the complex many body effects of
hydrodynamics in concentrated binary systems and also does not take into account local
density differences caused by variations in concentrations of the different species [152].

The difference in sedimentation velocity is clearly seen in all horizontal capillary sam-
ples with a hard-sphere or repulsive interaction between the colloids. On the bottom of
the sample cell, there were more large particles, while on the top of the sample cell there
were more small particles. For example, in Figure 4.4 a range of number ratios is seen in
a sample of 2.4 ym and 2.0 pum PMMA particles in a mix of CHB, saturated with TBAB
and 21.1% w/w cis-decalin with ¢ = 0.29.

The exception to the continuous change of number ratios over height is found near
the walls of the sample cell for the hard-sphere dispersions of 0.86 pym and 1.2 pm silica
spheres in ETPTA monomer or in glycerol, and also in the hard-sphere (salt saturated)
dispersions of 2.4 ym and 2.0 yum PMMA particles in CHB. In these dispersions, the wall
is primarily occupied with small particles. This effect is probably due to shear near the
wall, as will be discussed in Section 4.5.2.

In the vertical capillaries, also a change of number ratios over height is seen, as ex-
pected. In some samples, a glass is found at every height, with more large particles at
the bottom of the sediment (at the top of the sample if the particles sediment upwards)
and more small at the top of the sediment. The designation glass or gel was given by
the experimental observation of the absence of long time self diffusion. In many samples,
however, the number of small particles at the bottom of the sediment was so small that
about 1-2 mm of fccp, structure formed, which can also be clearly seen by eye, from the
Bragg scattering of the crystal domains and the presence of Bragg peaks in the Fourier
plane of the focal region which is visible with the Bertrand lens. Similarly, 1-2 mm of fccg
structure was found on the top of the sediment. The transition between the glass region
and the single fcc crystals was clearly discernable, both with the confocal and with the
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naked eye. Confocal images of the sharp transitions between these concentration regions
are shown in Figure 4.5. The images were made on a 90° tilted confocal microscope frame,
such that the gravitational field was parallel to the imaging plane, in a sedimented ¢ = 0.3
dispersion of 0.86 ym and 1.2 pm silica spheres in DMSO/H,0 (20 volume % H0).

The formation of the single-component fccy, crystals at the bottom of the sediment,
below the glass is somewhat remarkable, since there is a discontinuous jump in the density
of the small and large spheres. A possible explanation is that at the bottom of the sample
a critical concentration was reached where the large spheres could crystallize fast enough
with respect to sedimentation and glass formation, that the crystallizing system expelled
the small particles from the crystal. Another possible explanation is that the discontinuity
is due to the fact that it is very hard to put a capillary microscopically vertical, so the
sedimenting particles hit the wall of the capillary, giving different sedimentation behavior
than expected. A third explanation for an inhomogeneous distribution of small and
large spheres can be found in Rayleigh-Taylor-like sedimentation instabilities as described
below.

In studying glass formation, the concentration gradient found by letting a binary
dispersion sediment can be used advantageously [153]. For the analysis described in this
work, we studied two types of experimental binary systems, sedimented in a vertical
capillary by confocal microscopy. We studied the local bond orientational order and the
radial distribution function both in 2D and in 3D, at different heights in the sample. From
these data we could conclude that the compositional change in the vertical capillary is
ideal to study phase behavior as a function of composition in a binary dispersion, from a
substitutional crystal to a glass.

The hard-sphere-like dispersions of both silica and PMMA colloids did not yield any
binary crystals. These systems formed single-component fcc crystals on the top and on the
bottom of the samples, with a binary glass in the mixed regions. We therefore turned to
dispersions with soft potentials, since these dispersions are known to crystallize faster than
systems with a harder potential. A dispersion of 2.4 pym and 2.0 yum PMMA particles
in CHB solvent without added TBAB salt, developed opposite charges by preferential
uptake of ions from the solution, as is described in [8]. This resulted in a well mixed
dispersion (Figure 4.6a), which did not evolve to a height dependent composition change,
but which also did not form binary crystals, since it fell out of equilibrium in a binary gel
state [154].

At medium salt concentration of 130 uM TBAB (formed by mixing one part of CHB
which is saturated in TBAB and one part of pure CHB), the dispersion of 2.4 pm and
2.0 pm PMMA particles in CHB formed a mixed fcc on the bottom (Figure 4.6b) and
a binary glass on the top of the sample cell. The mixed fcc, also referred to as a solid
solution, forms because of the high effective size ratio of the two types of colloids, they
effectively have almost the same size.

In the dispersion of 2.5 ym and 1.7 yum PMMA particles in CHB/decalin (27.2% w/w
decalin) with medium salt concentration, we have seen nucleation of small fcey, crystals,
as is shown in Figure 4.6c.

Besides a changing number ratio with height and time caused by different sedimen-
tation speeds, inhomogeneities of the two types of colloids in the horizontal plane was
caused by sedimentation instabilities, reminiscent of the Rayleigh-Taylor instabilities in
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Figure 4.6: (a) Oppositely charged dispersion of 2.4 ym and 2.0 pum PMMA particles in CHB
solvent without added TBAB salt in a gelled state. (b) Mixed fcc crystal (solid solution) in a
dispersion of 2.4 ym and 2.0 pm PMMA particles in CHB, at a medium salt concentration. (c)
Small fcer, nuclei formed in a dispersion of 2.5 ym and 1.7 pm PMMA particles in CHB/decalin
(27.2% w/w decalin) with medium salt concentration. The scale bars are 20 pm.

two-layered liquids. When a dispersion was left to sediment for a while in one direction for
example while closing the sample cell (after which one of the species is more present at the
bottom of the sample than the other) and then turned around, the density difference of
a layered system can develop, giving a network-like structure. This can be seen in Figure
4.7 in images made of the silica dispersion of 0.86 pum and 1.2 ym spheres in DMSO/H50
and for both PMMA dispersions in a CHB/decalin mixture. These patterns were very
similar to experiments recently reported for a one-component system made to sediment
from an inhomogeneous starting condition. These patterns were explained both theoreti-
cally and by computer simulations that included full hydrodynamics [155]. As a result of
these sedimentation instabilities, the binary mixture ends up in an inhomogeneous state,
which is disadvantageous for the formation of binary crystals.

Since sedimentation leads to changing number ratios with time and the spatial coor-
dinate in the direction of gravity, which decreases the chance of forming binary crystals,
we have tried to match the density of the PMMA colloidal particles with the density
of the solvent. However, for the 2.5 ym and 1.7 yum PMMA spheres we found that the
densities of the two types of colloids were too far apart to find a matching solvent for
both. There was quite a large regime in which the colloids are sedimenting in different
directions. For the system of 2.4 ym and 2.0 um PMMA spheres, we found that a den-
sity matching solvent was so far off matching the refractive index that confocal imaging
became impossible.

The effect of the different sedimentation speeds of the two types of colloids in a binary
dispersion can be used advantageously to create a number ratio gradient over the height
of a sample, as discussed by Royall et al. [153]. In one experiment, many number ratios
can be tested quite conveniently, for instance, in the case of an investigation on the effects
of structure in glass formation in binary systems. Of course, if the formation of the
gradient is slow enough that in some regions binary crystallization can occur it is also
an efficient way to test the number ratio at which crystallization is fastest for a certain
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Figure 4.7: Rayleigh-Taylor-like sedimentation instabilities observed in (a,b,c) a ¢ = 0.3 dis-
persion of 0.86 ym and 1.2 pm silica spheres in DMSO/H50, (d,e,f) a ¢ = 0.29 dispersion of
2.4 pm and 2.0 pgm PMMA spheres in CHB/decalin (27.2% w/w decalin) saturated with TBAB
salt, (g,h,i) a ¢ = 0.3 dispersion of 2.5 pm and 1.7 pm PMMA spheres in CHB/decalin (27.2%
w/w decalin) in a TBAB salt gradient. The red spheres represent the small particles, the green
spheres represent the large particles. The scale bars are 20 pum.
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volume fraction.

A more suitable situation for binary crystallization could be created, if density match-
ing alone is not enough (or cannot be achieved because densities of the different particles
is not close enough), by taking a solvent which is as close to matching as possible and
then eliminating gravity to first order by slowly rotating the sample around its horizontal
axis in a carrousel, as was proposed by Bartlett et al. [107]. The angular velocity should
in this case be high enough that the dispersion does not have the time to separate under
gravity, but slow enough that the rotationally induced shear gradient and centrifugal force
do not influence the binary crystallization process.

Sedimentation on a MgCu; template

Preliminary sedimentation experiments on a MgCuy template were performed with a
¢ = 0.025 SiO. dispersion of 1.48 ym and 1.14 pm particles (with a hard-sphere size
ratio of 0.77) in a mixture of glycerol and water in a volume ratio of 6.5:1. Dispersions in
monomer ETPTA were also tried, but this solvent dissolved the PMMA e-beam template.
The glycerol dispersion did partially go into the holes of the template. The intended (110)
plane of the MgCu, structure did not nucleate on this template. Probably this is due to
the fact that the holes were equally sized and large enough for both the large and the small
particles to go in. As expected, also the next layers did not adopt a MgCus structure.

Shear experiments

A dispersion of 860 nm and 1.2 pm diameter silica particles (as described in Section
4.5.1) in a number ratio of 2:1 with a volume fraction of ¢ = 0.5 in monomer ETPTA and
photoinitiator was sheared in the HIPPOS using an oscillatory shear. Immediately after
closing the cell, there were almost no large particles at the bottom of the sample cell. We
attribute this unexpected observation to the shear which was applied to the dispersion
upon closing the sample cell, squeezing the dispersion to the sides. We do not understand
this effect of shear, but we hypothesize that it results from the fact that the small spheres
can become trapped between the wall and large spheres which are also touching the wall,
while large spheres cannot become trapped this way.

Shearing at ¥ = 0.05 s7! and 4 = 0.1 s7! (with a plate separation of 100 xm) did not
have an observable effect on the order in the samples. When shearing at a relative speed
of the plates of ¥ = 0.2 s71, the large particles in the layer just above the bottom layer
grouped in small, elongated clusters. These clusters grouped further in time, forming long
bands perpendicular to the flow direction, through the full width of the cell (Figure 4.8a
and 4.8b). The close packed lines of the large particles in the bands were parallel to the
flow direction (as expected for a single-species dispersion). The bands (which were only
in the layer just above the bottom layer) also persisted when the zero velocity plane was
shifted and when the speed of the plates was increased to 4 = 1 s~1. At the turning point
of the shearing motion, the band were disrupted slightly, but they were quickly reformed
after the shearing speed became steady again.

This result was reproduced in another sample of the same dispersion. For this sample,
we started shearing at ¥ = 1 s~! from the beginning. This time the bands of large particles
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extended over several (~3) layers instead of only the second layer.

Shearing the same dispersion by hand for about 1 minute did not give clear structure to
the dispersion. Only the top and bottom plate again were occupied with significantly more
small than large particles. Also a small air bubble, which was accidently incorporated in
the sample was completely covered by the small particles.

After shearing the dispersion of 2.0 ym and 2.4 ym PMMA particles in a mixture of
CHB saturated with TBAB and 21% (w/w) of cis-decalin by hand for about five minutes,
in most places only one or two layers remained. These layers showed clear separation of
the large and the small particles into large clusters.

Separation in shear cells can be due to a similar mechanism as the Rayleigh-Taylor-
like flow instabilities seen during sedimentation. The horizontal variant of Rayleigh-Taylor
instabilities are called Saffman-Taylor instabilities. The instabilities formed in the shear
cell are probably a combination of Rayleigh-Taylor and Saffman-Taylor instabilities.

Spin coating

A drop of 18 ul dispersion of 860 nm and 1.2 um diameter silica particles in a number
ratio of 2:1 with a volume fraction of ¢ = 0.5 in monomer ETPTA and photoinitiator was
spin coated first at a rate of 300 rpm for 1 minute to spread the droplet and then at a
rate of 2000 rpm for several minutes, after which the sample was polymerized with UV
light.

The spin coated samples had a dense part on the bottom of mixed dispersion without
clear structure, above which voids of empty polymer could be seen. The top layer of
polymer was filled with a hexagonally ordered layer of colloids (randomly mixed in size),
which were attached to the top surface of the monomer by surface tension. The fact that
the top surface was ordered was also seen when studying spin coating single-component
dispersions in volatile media (Chapter 8) and was also found by Wu for single-component
dispersions in ETPTA. The top layer in these cases can act as a template from which
crystallites can grow downwards. The layers below the top layer did not crystallize for
this binary case because the binary crystallization rate is too low.

Dielectrophoretic compression

We compressed a dispersion of 860 nm and 1.2 ym diameter silica particles with a volume
fraction of ¢ = 0.3 in DMSO/H,0 (20 volume % H»0) in a dielectrophoretic compression
cell formed by one slide coated completely with an ITO electrode and another slide,
covered with a gold layer except for a slit of about 400 ym wide (as in Figure 2.4a). The
gap between the two slides was about 100 pm. We applied an oscillating voltage of 13 V
peak-peak over the electrodes with a frequency of 1 MHz. The resulting inhomogeneous
electric field drives the colloids into the field-free slit by dielectrophoretic forces because
of the difference between the dielectric constants of the solvent and the particles.

Applying the voltage over the cell, did repel the particles from the edge of the electrode
into the slit, as is shown in Figure 4.9. However, the dispersion did not crystallize in the
slit but formed a glass within two hours.
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Figure 4.8: Confocal images of shear induced bands of large particles (green) perpendicular to
the shear direction (the shear-amplitude direction was horizontal in these pictures). The scale
bars are 20 pm.

Figure 4.9: Confocal zy images of the compression of a binary SiOs dispersion of 860 nm and
1.2 pm diameter silica particles in DMSO/H20 (20 volume % H30O) by dielectrophoretic forces.
On the left side of the image is the slit and on the right side are the electrodes. Image (b) is
taken some time after image (a). The scale bars are 10 pm.
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Figure 4.10: Confocal xy images of the compression of a binary PMMA dispersion of 2.0 um
and 2.4 pum diameter spheres in a CHB/decalin mixture (21% w/w cis-decalin) saturated with
TBAB salt by dielectrophoretic forces. (a) After fast compression at 50 V peak-peak, a band of
only small particles has been formed in the middle of the slit. The whole image is in the slit of
the electrodes. (b,c,d) Compression at 10 V peak-peak. At the left side of the image is the slit
and on the right side is the electrode. Image (b) is at the bottom and image (d) is at the top,
with (c) in between. The scale bars are 40 pm.
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We also compressed a PMMA dispersion of 2.0 ym and 2.4 um diameter spheres in a
CHB/decalin mixture (21% w/w cis-decalin) saturated with TBAB salt in a compression
cell as described above. Applying a voltage of 50 V peak-peak over the cell compressed
the dispersion too fast, resulting in a region of only small spheres in the middle of the
cell (Figure 4.10a), probably due to electro-hydrodynamic instabilities, similar to the flow
instabilities during shear.

Compression at a lower voltage of 10 V peak-peak, did not give demixing due to
electro-hydrodynamic instabilities. However, now the dispersion did get the chance to
sediment, giving an fcc crystal of the large spheres (with some defects of small spheres)
on the bottom of the sample and an fcc crystal of the small spheres at the edge of the slit
at the top of the sample, as can be seen in Figure 4.10b,c,d. In the figure, the left side
of the image is in the slit and the right side is between the electrodes. In Figure 4.10c,
the region just inside the slit shows a clear overpopulation by large spheres, from which
it can be concluded that the large particles are compressed harder into the slit than the
small particles, as expected.

4.6 Conclusions

In this chapter a new method was presented for creating colloidal crystals with a diamond
and pyrochlore structure, which both have great potential for obtaining a photonic band
gap in the visible. The method relies on the formation of the binary colloidal crystal
with MgCu, structure by self-assembly, where the correct stacking is directed by epitaxial
growth on a structured wall. The thermodynamic stability of the MgCu, structure and
the other binary Laves phases is checked by computer simulation and found stable for a
relatively large regime of size ratios and pressures.

Experimentally, four different binary colloidal systems were used to probe several
points in the experimental parameter space. The silica dispersions, in which gravity plays
a large role, became easily separated by difference in sedimentation speed and additionally
by gravitational instabilities and shear effects. Binary crystals could not form because the
changes in composition of the two species both in space and time were too fast compared
to the crystallization rate. The PMMA dispersions displayed the same separation of
particle species and even density matching (as close as possible for the PMMA particles
with slightly different densities) did not solve the problem. Besides separation of species,
also glass formation interfered with the crystallization.

Application of other external fields, i.e. spin coating, shear and dielectrophoretic com-
pression, did not yet result in the formation of a binary Laves phase. Fast dielectrophoretic
compression gave electro-hydrodynamic flow instabilities, which separated the dispersion
and are not understood, while during slow compression the dispersion separated due to
gravity. Also the dielectrophoretic forces on the small and large particles are different,
leading to inhomogeneous distributions of particles.

From this we can conclude that all external fields tested here should be minimized
as much as possible when aiming for formation of binary crystals, since external fields
lead to flow and sedimentation instabilities and the forces resulting from the fields are
size-dependent. Minimizing gravity is complicated by the difference in density of most
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colloidal dispersions from different synthesis batches. Complete density matching is there-
fore impossible. Further minimization of gravitational influence can be done by slowly
rotating a sample around the horizontal axis [107].
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Photonic band structure
calculations of dielectric and
metallodielectric Laves structures

The photonic band structures of the experimentally realizable close-packed colloidal bi-
nary Laves structures, and both constituent structures separately, have been studied using
the Korringa Kohn Rostoker (KKR) method implemented in a Fortran program and using
MIT Photonic Bands software. The comparison of these two methods opens the possibil-
ity to study the validity and the convergence of the results, which have been an issue for
diamond related structures in the past. For the combined binary Laves structures and for
the constituent structures of MgZn, and MgNi,, no significant photonic band gaps have
been found. Band gaps only open for the constituent structures of MgCus, i.e. diamond
and pyrochlore, but not for the close-packed MgCuy structure itself. The closing of the
band gap of a diamond structure upon inserting small particles at the pyrochlore lattice
sites, forming MgCus,, is studied as a function of the size ratio of the spheres. At a size
ratio of 0.58, the band gap between bands 2 and 3 closes, because the air band and the
dielectric band can no longer be separated in phases with a different dielectric contrast.
For dielectric diamond and pyrochlore structures, the largest band gaps open between
bands 2 and 3 for the direct structures at a dielectric contrast of 5. For inverse struc-
tures, this gap opens at a contrast of 10 and 12 for pyrochlore and diamond, respectively.
Complete photonic band gaps are also found between bands 8 and 9 for both structures.
The KKR calculations systematically give a lower value for the gap width than the MPB
calculations. This difference can partly be ascribed to a convergence issue in the MPB
code when a contact point of two spheres coincides with the grid.

Adding a metallic core or metallic shell to the dielectric particles, increases the band
gap significantly up to more than 70% for a diamond structure of silica spheres with a
silver shell.
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5.1 Introduction

Photonic crystals are structures with a periodically varying dielectric constant, the spatial
period being of the order of the wavelength of light. Similar to the way that electrons are
influenced by the atomic lattice of a semiconductor, photonic modes can be shifted by
the periodic structure of a photonic crystal, resulting in ranges of frequencies that cannot
propagate in a certain direction, called photonic stop gaps. When a photonic band gap
persists for all directions of the photonic structure, the structure has a photonic band gap.
Structures with an (almost) complete photonic band gap open the way for fundamental
studies on, for example, inhibition of spontaneous emission and they are interesting for
the realization of photonic analogues of electronic circuits, including low-loss waveguides,
optical diodes and transistors (for recent reviews see [14, 122, 123]).

Motivated by the interesting possible photonic applications and fundamental physical
aspects, many studies have focused in the last two decades on designing three-dimensional
photonic crystals with a photonic band gap. Until now, the most promising candidates for
opening up a large band gap at relatively low refractive index contrasts are the diamond
[22, 124, 125] and pyrochlore [127, 128] structures. Several methods for the experimental
realization of the diamond and pyrochlore structure have already been proposed [128-
130, 139, 141, 143, 156], including the recent method to fabricate both the diamond and
the pyrochlore structure from the binary Laves structure MgCus [156]. In the MgCuy
structure, the large (Mg) sphere component forms a diamond structure, while the small
(Cu) sphere component forms a pyrochlore structure. Therefore, when the MgCusy struc-
ture is fabricated from spheres of different materials, one of the materials can be selectively
removed, yielding the desired photonic colloidal crystal. This method is a promising route
for the experimental fabrication of these colloidal structures and may even lead to a pho-
tonic band gap in the visible, because a photonic band gap opens up in diamond and
pyrochlore for relatively low contrast, thus allowing a broader range of materials to be
used. The other related Laves structures (MgZn, and MgNis) have free energies very close
to that of MgCus, and are also composed of arrangements of the small and large spheres
in tetrahedrons.

The photonic properties of the diamond structure of dielectric spheres have been
thoroughly investigated using both plane-wave calculations [124] and the Koringa-Kohn-
Rostoker (KKR) method [125]. However, for the pyrochlore structure, only plane-wave
calculations have been performed, while it is known that there can be a discrepancy be-
tween the two methods [22, 103, 125, 134, 136, 157]. Furthermore, previous photonic
calculations on pyrochlore structures have focused on maximizing the photonic band gap,
for example, by considering non-close-packed structures, focusing less on feasibility of the
experimental realization. To complete our knowledge on the photonic properties of the
experimentally realizable crystal structures related to the binary Laves structures, we
present here plane-wave and KKR calculations for the photonic band diagrams of close-
packed, dielectric Laves structures and their one-component constituent structures. We
were interested in all constituent structures (not only diamond and pyrochlore) as they
consist of tetrahedral arrangements of spheres and it has recently been shown that even
an “amorphous” diamond photonic crystal structure, consisting of atoms with tetrahedral
bonding symmetry, but no long-range order (like in a glass of silicon), has a large photonic
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band gap [158].

Infiltrating colloidal structures with a high-dielectric material yields inverted struc-
tures (with low-dielectric spheres in a high-dielectric background), which in some cases
have a larger gap width than the direct structures (e.g. fcc [135]). Therefore, also the
inverted pyrochlore and diamond structures are considered here. Comparing the results
from both calculation methods also sheds new light on the convergence of band structure
calculations of diamond related structures.

Metal inclusions in the spheres of a photonic crystal or metal shells around the spheres
are known to enhance the gap width. In 2000, Zhang et al. [159] stated that any periodic
structure of ideal metal particles or metalshell particles has a band gap above a certain
filling fraction.

In 2001, Wang et al. considered a photonic crystal with a face centered cubic structure
made of dielectric spheres with a real metal coating [160]. They show that these structures
can have very large band gaps. Because the penetration depth of the metal is only several
tens of nanometer, a dielectric particle with a metal shell will have the same effect as a
very large metal particle, which are much harder to synthesize.

In 2002, Moroz has shown that a photonic crystal with a large band gap can be made
from a low-refractive-index material by placing small inclusions of low absorbing metal in
diamond-like structures [125]. The effect on the gap width was the largest if both spheres
in the unit cell contained an identical metal core, but the absorption is smaller with a
metal core in only one of the spheres (giving a zinc-blende structure). The gap widths
found in the metal-core diamond structures are an order of magnitude larger than the
metal-shell fce structures.

Here we look at the effect on the gap width for metal inclusions in the pyrochlore
structure. Furthermore, we study the photonic band structure of pyrochlore and dia-
mond structures made of spheres with a metal shell around a dielectric core. The com-
plex dielectric constants were chosen according to Reference [161]. The band structure
calculations sets the imaginary part to zero, to be able to determine whether a photonic
band gap exists in the absence of absorption. The influence of the absorption of the
metal spheres on the transmission and reflection spectra, which can be significant, should
be studied with finite slab calculations which explicitly take into account both the real
and imaginary parts of the dielectric constants. Spherical harmonics were included up to
angular momentum index /4, = 9.

5.2 Band structure calculations

Photonic band structure diagrams were calculated up to band 10 for dielectric contrasts
ranging from 2 to 20 using the photonic analogue of the Koringa-Kohn-Rostoker (KKR)
method [30, 125, 138]. This method is optimized for crystals of spheres, but can be used
for scatterers of any arbitrary shape [162-164]. Spherical harmonics were included up to
angular momentum index [, = 9. The convergence of the method for increasing angular
momentum cut-off was checked (Fig. 5.1a). We compared our KKR results to plane-wave
calculations, employing a unit cell, discretized by a grid of 32 x 32 x 32 points, performed
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Figure 5.1: (a) Convergence of the maximum frequency of band 2 and the minimum frequency
of band 3 of the KKR band structure of the direct pyrochlore crystal of close-packed silicon
spheres in air (dielectric contrast 12) with increasing values of l;q.. (b) Relative gap width of
various MgCus structures. The large spheres are close-packed, the small sphere radius is varied.
A size ratio of rg/r, = 0 corresponds to diamond, rg/r, ~ 0.82 corresponds to close-packed
MgCus. All spheres consist of silicon (e = 12), the surrounding medium is air (¢ = 1). For
negative relative gap widths, the maximum of the lower band is higher than the minimum of
the higher band, therefore, the structure has no band gap. The line is a guide to the eye. (c-
d) Band structure diagrams calculated by the plane-wave method (solid lines) and the KKR
method (symbols) of (c) a direct diamond crystal and (d) a direct pyrochlore crystal, both of
silicon spheres in air (dielectric contrast 12).
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using the MIT Photonic Bands (MPB) software package [28]. This package computes
fully-vectorial eigenmodes of Maxwell’s equations with periodic boundary conditions by
preconditioned conjugate-gradient minimization of the block Rayleigh quotient in a plane-
wave basis [27]. For the calculations presented here, we used MPB 1.4.2, modified to
calculate the effective dielectric constant of Wigner-Seitz real-space unit cells instead of
the parallelepiped unit cells spanned by the lattice vectors. We did not find any major
differences (only differences below 0.2% in the relative gap width) between calculations
that were performed with or without this patch.

We emphasize that the structures for which band diagrams have been calculated have
not been optimized in any way. Optimization might be achieved for instance by using
incomplete filling, which increases gaps for inverse fcc structures [165], or by slightly sinter-
ing the structures [166]. Both enhancement methods result in structures with overlapping
spheres and are experimentally realizable. Although the KKR method can be used for
scatterers of arbitrary shape [162-164], our implementation allows to calculate photonic
band diagrams only for muffin-tin scatterers (not overlapping scatterers), photonic band
diagrams of structures with overlapping spheres cannot be calculated with our code.

5.3 Results

For both the pyrochlore and the diamond structures, we have found band gaps between
bands 2 and 3 and between bands 8 and 9 (Fig. 5.1c and 5.1d). We have focused on
the band gap between bands 2 and 3, because this band gap is relatively larger and it is
more stable against disorder and defects [137]. Figure 5.2 shows the relative gap width
of the photonic band gap between bands 2 and 3, as a function of the dielectric contrast,
for both the direct and inverse structures at the maximum sphere packing fraction (of
34% and 37%, respectively) calculated by using both the KKR-method and the MPB
software. The relative gap width is defined as the ratio of the gap width and the midgap
frequency. The inverse structures have a relatively narrow band gap, which opens up for
dielectric contrasts higher than 10 and 12 for pyrochlore and diamond, respectively. KKR
and MPB agree on the relative gap width within 0.5% for the inverse structures.

The direct structures possess large photonic band gaps for moderate dielectric con-
trasts. The two calculation methods agree on the midgap frequency and on the value of
the dielectric contrast at which the gap opens, which is around a dielectric contrast of 5
for both the diamond and the pyrochlore structure. This is much lower than the required
contrast of 8.4 for an inverse face-centered cubic (fcc) structure [135]. The large difference
in the calculated relative gap width for higher dielectric contrasts in direct diamond and
direct pyrochlore is discussed in Section 5.3.1.

Using the MPB software, we did not find full band gaps for any of the binary Laves
structures in the dielectric contrast range of 2 to 20. Neither did we find any significant
gaps for the single small/large particle constituents of the MgZny and MgNi, structures.
We only found a 3.9% gap for the small sphere constituent of the MgNi, structure between
bands 8 and 9, for a close-packed structure of silicon spheres in air (dielectric contrast
12).

To clarify the transition between the diamond structure, which has a band gap, and the
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Figure 5.2: The relative gap width of the photonic band gap between bands 2 and 3, as a
function of the dielectric contrast, for the direct diamond and pyrochlore structures and their
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binary MgCus, structure, without band gap, we looked at how the band gap of the diamond
structure of large spheres closes upon insertion of the small spheres of the pyrochlore
structure, thus forming MgCus. We started with a close-packed diamond structure of
large spheres of silicon (e=12) in air (e=1) and increased the size of the small particles
(e=12). The resulting graph is shown in Fig. 5.1b. The band gap closes at a small-
to-large size ratio of rg/r, = 0.58, while close-packed MgCu, is formed at a size ratio

of rg/ry, = \/g ~ 0.82. The closing of the band gap can be ascribed to the increasing

dielectric fraction together with a lack of connectivity of the dielectric phase, which makes
it impossible to concentrate the field energy of successive bands in different dielectric
phases and thus results in a featureless density of states (DOS).

5.3.1 Convergence of diamond and pyrochlore band structure
calculations

Comparing the KKR and plane-wave photonic band structure calculation methods in Fig.
5.2 shows that the KKR method systematically gives lower values for the relative gap
width than the plane-wave method. Furthermore, the difference for the direct pyrochlore
and diamond structures is much larger than the difference for the inverse structures.
We examined the convergence of MBP and KKR more closely to find a possible cause
of the discrepancy. Increasing the value of [,,,, in the KKR method shows that the
results converge to one value for both the direct and the inverse structure, although
the calculations for the direct structures converge slower than the calculations for the
inverse structures. However, plotting the relative gap width versus the resolution in the
MPB calculations (where resolution® equals the number of plane waves included in the
calculation) for a close-packed direct diamond structure of silicon spheres in air (Fig. 5.3a)
revealed an oscillating line, where the lower and the higher values slowly converge to one
value. The oscillation period depends on the choice of the origin of the sphere coordinates
with respect to the grid points. With one of the two spheres in the diamond unit cell
centered on the grid origin, the oscillation period is 8, with high values for resolutions
that are multiples of 8 and low values for resolutions that are multiples of 4, but not of 8.
Similar oscillations, but with a period of 2, are found when the origin is on the contact
point of the two spheres in the unit cell, i.e. when the structure has inversion symmetry.

A clue for this oscillation can be found in the coincidence of a sphere-contact point
with an MPB grid point. When the origin is on one of the spheres, the contact point is at
(%, %, %) This contact point coincides with a grid point when the resolution is a multiple
of 8, giving a high value for the relative gap width. The contact point is exactly in the
middle of a grid box when the resolution is a multiple of 8, but not of 4, giving a low
value.

For an origin at a quarter of the line between the two spheres in the diamond unit
cell (halfway the center of one sphere and the contact point of the two spheres), the
convergence-curve is shown in Fig.5.3b. The clear local maximum and minimum can be
explained in the same fashion: The contact point of the two spheres in this case is at
(%, %, %) At a resolution of 8, this contact point is exactly in the middle of a grid box,
yielding a low value for the relative gap width, while at a resolution of 16, the grid and
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Figure 5.3: Relative gap width of a close-packed diamond structure of silicon spheres in air as
a function of the chosen resolution in the MPB software with the origin of coordinates on one of
the spheres (a) or with the origin halfway between the center of the sphere and the contact point
of with the other sphere (b). The insets are 2D representations of the positions of the spheres
and their contact point (white circle) with respect to the grid of the unit cell for resolution 4
(solid grid) and resolution 8 (solid+dashed grid).

the contact point coincide, giving a high value.

We have performed additional MPB-calculations (not shown here) to investigate the
dependence of the relative gap width on the coincidence of a contact point of two spheres
and a grid point. These suggest that this dependence may be caused by the procedure
with which MPB calculates the dielectric tensor for each grid point. However, the exact
cause of the oscillations in the convergence is currently under investigation. Unfortunately,
we therefore cannot conclude at this moment whether the high or the low values which
are calculated by the MPB program are closer to the actual value, we can only state
that the lower values are closer to the values resulting from the calculations using the
KKR method and that using both methods is recommended to check for consistency if
numerical accuracy is important.

5.3.2 Pyrochlore structure of dielectric spheres with a metal
core

For a direct pyrochlore structure consisting of 300 nm spheres with a silver core (with core
radius/total radius ratio of re../r = 0.5) in air, the relative gap width (the ratio between
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Figure 5.4: Relative gap width of a direct pyrochlore structure of dielectric spheres with a
silver core with total radius » = 300 nm (a) as a function of the shell dielectric constant with
a metal core radius of 7¢ore/r = 0.5, (b) as a function of the metal core radius for spheres with
a silica shell or with a ZnS shell. For negative relative gap widths, the maximum of band 2 is
above the minimum of band 3 and there is no photonic band gap.

the width of the gap and the midgap frequency) between bands two and three increases
steeply with increasing shell dielectric constant, after which it levels off at a gap width
around 22% (Figure 5.4a). This behavior is similar to the dielectric constant dependence
found for diamond by Moroz [125]. For both metallo-dielectric structures the gap width
is an order of magnitude larger than for the pure dielectric structures.

The band gap already opens for a dielectric constant below 3. For a realistic shell
material as silica (dielectric constant 2.1) or ZnS (dielectric constant 4), the gap opens
for a relative core radius of 0.50 < 7ere /T < 0.55 and 7.0 /7 = 0.3, respectively (Figure
5.4b). For a diamond structure, Moroz [125] found gap opening at 7./ = 0.48 for silica
shells and 7o /7 = 0.28 for ZnS shells, so a slightly lower metal filling fraction is needed
to open a band gap in a diamond structure than in a pyrochlore structure.

For dielectric photonic structures, the relative gap width is independent of the sphere
radius. Since, if there is no dispersion, the physical length of the structure and the
wavelength scale because of the linearity of Maxwell’s wave equations. However, this
behavior is remarkable for structures for which the dielectric constant depends on the
wavelength. Moroz found this so called ‘scaling behavior’ for the metallodielectric close-
packed zinc-blende structure [125]. When the dielectric constant of the metal at the
midgap frequency of the photonic band gap becomes sufficiently large, such that there is
no significant difference with a perfect metal (¢ = -00), the relative gap width becomes
independent of the sphere radius for a given metal filling fraction. In Figure 5.5, the
dependence of the relative gap width on the sphere radius is plotted for a direct pyrochlore
structure of silica spheres with a silver core (r¢./r = 0.5) in air. The relative gap width
is only independent of sphere radius for sphere radii above 200 nm. From that size on,
similar scaling behavior is found as for the zinc-blende structure.
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Figure 5.5: Relative gap width of a direct pyrochlore structure of dielectric spheres with a
silver core and a silica shell with a metal core radius of 7o /r = 0.5, as a function of the total
sphere radius. For negative relative gap widths, the maximum of band 2 is above the minimum
of band 3 and there is no photonic band gap.

5.3.3 Pyrochlore and diamond structure of dielectric spheres
with a metal shell

Adding a silver shell to the dielectric spheres in a pyrochlore, makes a huge difference
for the relative gap width of the photonic band gap between bands 2 and 3. While no
band gap opens for a close-packed pyrochlore structure of silica spheres, adding a 60 nm
silver shell to 240 nm radius spheres, gives a band structure diagram as depicted in Figure
5.6a. Making the silver shell thicker (but keeping the total sphere radius the same), does
not change the width of the band gap (Figure 5.6b, because the penetration depth of the
light is only a few tens of nanometers. Also the position of the gap does not change: the
midgap frequency of this structure was around 3500 nm for all shell thicknesses down to
60 nm (rere/r = 0.8).

The dependence of the relative gap width on the total sphere radius does not level off
completely, as in the case of the spheres with a metal core (Figure 5.7a). The total sphere
radius can however be used to tune the midgap frequency. In Figure 5.7b, the position of
the band maximum of band 2 and the band minimum of band 3 are plotted as a function
of the particle radius. The telecom wavelength of 1500 nm is indicated with a line.

Similar calculations for the diamond structures gave numerical instabilities in the
calculation, which we could not resolve so far, therefore not all data points are available.
However, from the data points in Figures 5.6b and 5.7a it can be concluded that the
diamond structure behaves similar as the pyrochlore structures, but with a slightly higher
relative gap width.

For experimental realization of this metalshell structure, a dielectric coating of the
metalshell would be preferable, since otherwise the particles aggregate due to Van der
Waals forces. A calculation of the band structure of a close-packed pyrochlore structure
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Figure 5.6: (a) Band structure diagram of a close-packed pyrochlore structure of silica spheres
of 240 nm with a 60 nm silver shell. (b) Relative gap width of a pyrochlore (and diamond)
structure of dielectric core/metal shell spheres with a total diameter of 300 nm as a function of
the dielectric core radius.
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Figure 5.7: (a) relative gap width and (b) positions of the maximum of band 2 and the
minimum of band 3 as as a function of the total sphere radius for a pyrochlore (and diamond in
(a)) structure of dielectric spheres with a silver shell, with a dielectric silica core of which the
radius is 80% of the total sphere radius.
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of 300 nm radius spheres with a 240 nm silica inner core, a 20 nm silver shell and a 40 nm
silica outer shell, showed that there is no band gap between the second and third bands.
A better way to make the structure is therefore: self-assembly of pure dielectric spheres
and coating a silver shell after self-assembly.

5.4 Conclusions and discussion

Band diagrams of various structures related to the binary Laves structures have been
calculated using both plane-wave and KKR methods. We have not found significant band
gaps for the binary Laves structures. Of the constituent single structures, only those of
MgCusy, pyrochlore and diamond give a photonic band gap that is interesting for photonic
applications. Since a high filling fraction of dielectric material is disadvantageous for
the gap width, the relative gap width was found to be larger for the direct structures
than for the inverse structures and the gap width is also larger for pyrochlore than for
diamond. Therefore, we conclude that the growth of a MgCus colloidal crystal is a suitable
starting point for the fabrication of a photonic crystal with a large photonic band gap.
However, since no band gaps are found for the constituent structures of the other two
Laves structures, selection of the desired Laves structure by epitaxial growth is necessary
[156].

KKR and MPB calculations agree upon the conclusions stated above and on the values
of the midgap frequencies and of the dielectric contrast needed for a band gap to open.
However, for high dielectric contrast, the predicted relative gap widths start to disagree,
which is partly caused by the discretization of the unit cell in MPB, especially when there
are two curved surfaces in a grid cell, as is the case for touching spheres. In most other
photonic structures, such as inverse fcc, this does not lead to severe convergence issues.
In diamond, however, the gap width is a very sensitive function of the sphere radius near
close-packing. This may lead to the observed dependence of gap width on the position of
the sphere centers on the grid.

Adding a metallic core or metallic shell to the dielectric particles, increases the band
gap significantly up to more than 70% for a diamond structure of silica spheres with a
silver shell. Coating the silver shell with a dielectric coating, however, closes the band gap
between the second and third band. We would therefore advice to produce the diamond
structure of dielectric spheres (to avoid aggregation by Van der Waals forces between the
silver shells) and then coat the structures with silver after crystallization.
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Studying colloidal crystallization
around a finite seed structure

Crystal nucleation in a hard sphere colloidal model system was studied by optically trap-
ping 2D seed structures of tracer particles in a bulk dispersion of refractive index matched
host particles. The symmetry and lattice spacing of the seed structures were varied by
changing the trapping positions of the time-shared optical tweezers. At the same time,
the volume fraction of the host dispersion around the template was controlled by dielec-
trophoretic forces in an ‘electric bottle’.

Ordering around square and hexagonal seed structures was observed and quantified
in terms of 2D hexagonal and square bond orientational order parameters. A nucleus
around a square template grew out to a crystallite, giving the opportunity to study the
structure and shape of the outgrowing crystal. Because of a mismatch of the template
and the bulk fcc crystal, the square fcc (100) planes only grew out above and below the
crystal. The sides of the crystal grew out in crystal domains with other orientations. The
shape of the nucleus and the final crystallite were not spherical, as is assumed in classical
nucleation theory. Although our results are too preliminary to obtain accurate results,
taken together with published simulation results, our approach could be used to obtain
hard sphere surface tensions on different crystal faces.

In some cases, the seed structure acted as a defect in a crystal grown heterogeneously
and under the influence of gravity from the top of the sample cell. At first, crystallization
was suppressed around the template. Final crystallization around the template resulted
in defect lines and grain boundaries pinned on the template to release the stress. The
method used here to study nucleation is also well suited to grow photonic colloidal crystals
with doped patterns of particles in the bulk of the crystal.
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6.1 Introduction

For the study of the structure and growth of crystals, crystal nucleation is one of the most
important stages. At this stage, the later structure, form and orientation of a crystal are
determined. Therefore, control over the growth of nucleates in a liquid gives control over
the end product of crystallization, which is of major technological importance. However,
since the short time- and length-scales complicate real-space and scattering studies, nu-
cleation is also the stage which is least understood.

Two types of nucleation can be distinguished:

o Homogeneous nucleation, in which small crystallites grow in the bulk of an under-
cooled or oversaturated liquid,

o Heterogeneous nucleation, in which crystallites nucleate on a different substance,
e.g. the surface of another type of crystal or on a container wall.

Homogeneous nucleation is best understood qualitatively by classical nucleation theory:
nuclei are formed continually by thermal fluctuations, but most of the time, the high
surface energy cost of the crystallites is not counterbalanced by the small bulk energy
gain and the crystallite will melt again. The free energy of the crystallites is expressed by

4
AG = 4y — %TSA/L% (6.1)

where 7 is the radius, « is the surface free energy per unit area of a crystal-liquid inter-
face, Ap is the chemical potential difference between the liquid and the solid and n is the
number density of the crystal. When the crystallite reaches a critical nucleus size at the
maximum of AG, with r. = 27/(Aun), it can grow out to a crystal. The classical nucle-
ation theory assumes that the nuclei that are formed are spherical (where v is averaged
over all crystal planes) and that the nuclei have the same structure as the bulk crystal
(taking the bulk values for the parameters Ay and n).

Colloidal systems are ideal for studying the governing parameters of crystal nucleation,
because of the slow time scales and long length scales, which enable 3D real-space imaging
on the single particle level using confocal microscopy [167]. Furthermore, colloids serve
as good model systems for atomic and molecular systems because of their analogous
thermodynamical behavior [3].

The internal structure of the critical nuclei in colloidal systems has been studied by
computer simulations using the umbrella sampling technique, finding a face centered cubic
(fce) core and a body centered cubic (bcc) surface layer for a Lennard-Jones system
[168] and a random hexagonal close-packed (rhcp) structure for hard spheres [169, 170].
Light-scattering measurements on hard-sphere systems confirmed the rhep structure of the
crystalline regions [5, 171, 172], but it could not resolve this information for crystallites as
small as a critical nucleus. Also the real-space study by Gasser et al., using laser scanning
confocal microscopy of fluorescently labelled hard-sphere colloids showed a predominant
rhep structure of the critical nuclei [173]. The simulations and the real-space study
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both found non-spherical critical nuclei, which disagrees with the assumption in classical
nucleation theory.

Crystallization can also be induced by a foreign object like a wall or an impurity.
A simulation study of heterogeneous crystallization close to a wall [174] showed that the
presence of the wall lowers the energy barrier for nucleation with two orders of magnitude.
It has also only recently become clear from computer simulations that hard spheres crys-
tals wet a smooth hard wall [175]. However, in this case the pre-wetting transition takes
place very close to the bulk freezing transition. Also, a structured surface can induce crys-
tallization at densities below freezing when the structure closely matches the bulk crystal
structure. This effect is much larger and can induce a first crystalline layer already 30%
below the bulk freezing pressure. This was tested in experiments [62, 63, 70, 74] and
confirmed with computer simulations by Heni and Léwen [77].

The effect of heterogeneous crystallization on impurity spheres in a suspension has
been studied both by simulation [176] and experiment [177]. Smooth spheres promote
crystallization above a minimum size (or actually, below a maximum curvature).

When crystallization is induced by an optically trapped seed structure, as proposed
by Vossen [91, 178], which matches the structure of the thermodynamically stable bulk
crystal, classifying the type of nucleation becomes tricky. In principle, the situation is
closer to heterogeneous crystallization, since the seed itself is a fixed structure, which is
not formed by thermal fluctuations. However, the structure is not foreign to the bulk
crystal and when the seed is smaller than the critical nucleus, the effect of the thermal
fluctuations on nucleation can still be studied. Moreover, it is possible, although not tried
in this study, to extrapolate the effects of the tweezers potential to zero by performing
experiments as a function of the trapping strength.

Applying a seed structure facilitates the investigation of nucleation by making the for-
mation of a nucleus more likely. Furthermore, the position of the forming nucleus becomes
predefined, causing it to always be in the experimental field of view. Because of the use of
time-shared optical tweezers to create the seed structure, the spacing and symmetry of the
seed structure can be changed during the experiment, which allows probing various seed
structures in one experiment. However, the volume fraction of the dispersion, which is a
determinative parameter, especially considering hard-sphere systems, is constant during
the whole experiment, limiting its versatility .

Cacciuto and Frenkel investigated the effect of a two-dimensional seed structure with
in-plane ordering related to the (100), the (110) and the (111) plane of an fcc structure
[78]. They concluded that the (111) plane was the most effective in inducing epitaxial
crystal growth. However, disorder in the template (comparable to the Lindemann criterion
of ~10%), experimentally for example caused by a low trapping power, suppresses the
effectiveness of the template. Also a lattice mismatch between the template and the bulk
crystal can suppress crystal growth. In principle, Cacciuto and Frenkel studied templates
in which the template particles are mutually touching. Experimentally this is difficult to
achieve, since the chance of particles hopping from one trap to another becomes too high.
Therefore, they also studied an expanded version of the template structure, in which
the lattice spacing is made higher in such a way that additional particles can occupy
the template lattice, finding that an expanded lattice can induce order in its own plane.
This result suggests that the expanded template not only overcomes the experimental
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trapping difficulty, but also reduces the number of trapped particles needed for inducing
nucleation with respect to a compressed template. Furthermore, they found that the
effect of a lattice mismatch is smaller in an expanded template. Assuming that the form
of the nucleus on the template is a spherical cap, they modified classical nucleation theory.
With this modified theory, they could well account for the size of the adsorbed crystallites
on the templates. Experimentally, this finding may be used to obtain an estimate of the
different crystal-liquid surface tensions on different crystal-face templates in contact the
liquid.

Using the recently developed time-dependent dynamic density functional theory (DDFT)
[179, 180], crystal nucleation on a fixed 2D seed structure can be studied [181], which is
close to the effect of a two-dimensional seed structure fixed by optical tweezers studied
experimentally [178, 182].

Following the experimental setup as described by Vossen et al. [91, 178], we extended
the experiment with dielectrophoretic compression (Chapter 2.5) to have in situ control
over the volume fraction of the dispersion. This setup enables us to follow the nucleation
of a colloidal crystal on a seed structure of chosen symmetry and spacing as a function of
increasing (or decreasing) volume fraction.

6.2 Experimental methods

For the results described in this chapter, several techniques were combined into one ex-
periment: we trapped high-index core-shell tracer particles in the bulk of index-matched
host particles by time-shared optical tweezers. At the same time, we compressed the
dispersion into a narrow slit by dielectrophoretic forces. The real-space 3D structure of
the dispersion was imaged instantaneously using confocal microscopy, allowing a direct
study of the nucleation on the trapped seed structure. In this section we describe the
dispersions and all the employed techniques.

6.2.1 Colloids and dispersions

The host particles, which formed the bulk of the dispersion, were PMMA particles which
were completely dyed with 1,1’-dioctadecyl-3,3,3’,3’-tetramethylindocarbocyanide per-
chlorate (DiIC) and sterically stabilized with poly(12-hydroxystearic acid) (PHS). The
PHS was not locked to the particles. The host particles were 0.93 pum in diameter.

To enable trapping of the tracer particles, they needed to have a different refractive in-
dex than the host particles and the dispersion medium. Polyelectrolyte coated polystyrene
(PS) cores of 0.99 pm diameter were coated with a layer of poly(allylamine hydrochloride)
(PAH) and a layer of polyvinyl pyrrolidone (PVP). Then a silica shell was grown on top,
which in turn was coated with 3-(trimethoxysilyl) propyl methacrylate (TPM) and then
sterically stabilized with PHS. The final diameter of the tracer particles was 1.1 pum.

The index of refraction of the PMMA host particles at 1064 nm (the infrared wave-
length of the trapping laser) was matched with a solvent mixture of cyclohexyl bromide
(CHB) and cis-decalin. The interactions between the particles were tuned to be nearly
hard-sphere-like by saturating the solvent with tetrabutylammonium bromide (TBAB).
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6.2.2 Optical tweezers setup

The optical tweezers setup used in this chapter is described in Chapter 2.4, with an illus-
tration in Figure 2.3. In the experiments described here, the upright objective was used
for trapping (and as a condenser for bright field illumination), while the inverted objective
was only used for imaging. We always used 100x, 1.4 NA oil immersion objectives for
both the upright and the inverted objective positions. By switching the laser beam be-
tween different focal positions using acousto-optic deflectors (AODs, IntraAction Corp.),
an array of optical traps was created.

During the initial step of filling all traps, the seed structure was imaged by bright field
microscopy using a charged coupled device (CCD) camera (UNIQ, UP-600 or Evolution
QEi Fast Cooled Mono 12-bit, MediaCybernetics). For imaging the host particles, we
switched to Laser Scanning Confocal Microscopy (Leica, type NT). The fluorescent dye
DiIC of the host particles was excited with the 543 nm line of a green HeNe-laser. The
tracer particles were imaged using their reflection signal.

6.2.3 Dielectrophoretic compression

The principle and theory behind dielectrophoretic compression is explained in Chapter
2.5. In an inhomogeneous electric field, particles with a different dielectric constant than
the medium acquire a translational motion: particles which are more polarizable than the
medium move towards the stronger field, less polarizable particles move towards a lower
field. We used this principle to concentrate the particles from the large volume of a sample
into a small strip in the middle. This strip was created by a gap in the gold electrodes on
the inside of the sample with a double-slit geometry as shown in Figure 2.4a. The PMMA
particles used here, had a higher dielectric constant than the CHB/cis-decalin and thus
were compressed into the field-free slit.

Several other sample cell designs for dielectrophoresis were tried, both single-slit and
double-slit geometries (Figure 2.4). The single-slit geometries have the disadvantage that
the high laser power travels through the electrodes. When the laser passes through the
gold electrode, this causes heating of the sample, which deteriorates the refractive index
matching and eventually can gel the dispersion. With an Indium Tin Oxide (ITO) elec-
trode, the effect was even more drastic: the sample locally gelled, i.e. particles stopped
moving and formed an amorphous solid within a few seconds. Besides heating, also the
release of free charge carriers could have played a role here [183]. The question remained
how the dispersion could gel so quickly. Since it was observed with confocal microscopy
that the particle motion stopped within only a few seconds, it was investigated if one of
the components of the dispersion polymerized, or if possibly some glue had dissolved in
the dispersion.

Letting the glue harden longer before inserting the dispersion did not yield a change,
the dispersion still gelled when it was illuminated through the electrode. We also inves-
tigated whether CHB or CHB with an added drop of liquid glue or CHB with an added
piece of hardened glue could cause gelation upon heating. However, all three did not seem
to be the case. It therefore is most likely that the PMMA particles itself gave rise to at-
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tractions that caused the system to gel. This agrees with the observation that pre-heated
PMMA particles (to about 80°C) stick to each other when pushed together in an electric
field [184].

6.2.4 Image analysis

The coordinates of the particles of the 2D confocal microscopy images in the zyz-stacks
were determined using IDL software based on a method as described by Crocker and Grier
[117]. For every zy-image, a hexagonal and a square order parameter was determined.

The 2D local hexagonal bond orientational order parameter Wq for a single particle
can be calculated from the particle coordinates [185]:

W(r,) = - 3 expli60(r,1)) (62

where k runs over all N neighboring particles of particle j and 6(rj;) is the angle between
the vector between particles 7 and k and a reference axis. In a similar way, we used Wg
for determining the amount of square order. Both order parameters are discussed more
extensively in Chapter 8.3.4.

The volume fraction in the dispersion is not known at every instant, because of the
dielectrophoretic compression and simultaneous sedimentation. Nevertheless, this is an
important parameter in the study of nucleation phenomena. To have a quantitative
measure for the volume fraction during the experiment, we determined the amount of
particles in a 2D slice which is not affected by the template. The amount of particles in
a 2D slice of a fluid can be directly related to the volume fraction.

6.2.5 Experimental challenges

During the experiments, described in this chapter, we met several challenges. Some of
these challenges could be solved, for some we had to compromise.

Refractive index matching

To be able to trap the tracers without influencing the host particles, the refractive index of
the PMMA hosts was matched with the refractive index of the dispersion at the wavelength
of the trapping laser (1064 nm). Accurate matching was complicated by the temperature
dependence of the refractive index. The refractive index matching ratio of solvents, which
was used here, was determined empirically by checking the influence on the hosts in an
empty trap in several solvent ratios. In the ratio of 4% w/w cis-decalin used, no influence
of the trapping laser on the host particles was observed.

Since we used a two-component solvent mixture, matching of the refractive index
does not coincide with matching the density. For the refractive index matching CHB/cis-
decalin mixture, the particles float. Therefore, besides the dielectrophoretic compression,
the dispersion was also compressed by gravitational forces against the top wall, favoring
a crystal orientation where the (111) plane was parallel with the top wall. To avoid
the influence of this heterogeneous nucleation at the wall with the nucleation at the
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tracer array, the dielectrophoretic compression had to be faster than the gravitational
compression.

Filling the trapping array

During the first stage of the experiment, the sample was moved around to find tracer
particles to fill the array with. The tracers were primarily at the bottom because of their
higher density. Therefore, the seed structure was held close to the bottom and brought
to the middle of the sample after filling all traps by moving the sample downwards.
However, moving a trapped array around in a dense dispersion of host particles is not
without risk: the risk of losing particles or to have particles moving from trap to trap
is significant, especially when the trapping stiffness decreases in a large array because
of laser time-sharing. Of course, the laser power was increased when the mobility of the
tracer particles in the traps became too large, this could however not be done unlimitedly.
The fact that we compressed the dispersion using dielectrophoretic forces after filling the
array, and therefore had the opportunity to fill the array in a dilute host dispersion,
considerably decreased the risk of loosing particles during this stage of the experiment.

Another trick employed to avoid loosing tracer particles was the fact that we filled
the array at a much larger array spacing than the spacing used in the final nucleation
experiments. When accidentally an extra particle entered an already filled trap, the
particle was removed by releasing the trap (not letting the laser visit the position of this
trap) and filling it again.

During the trapping, the edges of the slit had to be avoided, because illuminating the
gold electrodes with the laser beam caused heating. We therefore carefully measured the
positions of the edges before switching on the laser and stayed within the middle half of
the slit. This, however, reduced the searching-area considerably.

The amount of tracers to put in the dispersion was a compromise between searching
time (with less tracers, the time to find them increases) and the fact that too many tracers
causes them to diffuse into a trap during the experiment (giving two or more particles
per trap).

Imaging of the tracer and host particles

When the whole array of traps was filled with tracer particles, we switched to confocal
microscopy imaging. The tracer particles were not fluorescently dyed and were therefore
imaged in reflection mode. However, the reflection signal also contained the back-reflecting
confocal laser, which interfered with the imaging of the array of tracer particles. The array
therefore had to be placed at a position away from the center, where the reflecting beam
was not imaged.

The imaging of the hosts deteriorated during the experiment due to bleaching of the
fluorescent dyes. The bleaching was even higher than normally during confocal scanning,
since the trapping laser beam constantly illuminated the particles around the template at
a very high power. The particles around the template could be refreshed by moving the
sample, at the risk of losing particles from the template.
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6.3 Results and discussion

6.3.1 Refractive index matching the dispersion

To be able to draw conclusions from the ordering of the hosts around the trapped tracer
particles, the influence of the laser of the hosts has to be negligible. To achieve this, the
refractive index of the host particles has to be matched with the refractive index of the
dispersion at the laser-wavelength of 1064 nm. A rough indication for the refractive index
matching is visible in the light transmission camera images, as for example in Figure 6.1:
the tracers are clearly visible, while the hosts can only be seen as a slight modulation of
the background signal.

a b

Figure 6.1: Structures of tracer particles (dark grey), trapped with optical tweezers. (a)
Hexagonal array imaged with the UNIQ, UP-600 CCD camera in transmission-mode. (b) Square
array imaged with the Evolution QEi (Fast Cooled Mono 12-bit, MediaCybernetics).

However, the refractive index at 1064 nm (in the infrared spectrum) is not the same as
the refractive index at visible wavelengths. Therefore, the refractive index matching of a
dispersion was also checked during illumination with the 1064 nm laser. In particular, we
trapped a tracer array in a fluid of host particles, where one trap-position was left empty.
Imaging the host particles in this configuration and averaging over several images, blurs
the moving fluid particles, while the trapped particles (and the particles which freeze in
between the trapped particles) are imaged as clear dots. When a host particle is not
index-matched well enough, a clear host-dot is found at the position of the empty trap
when the refractive index of the dispersion is too low or a hole in the blurred host fluid
is found when the refractive index of the dispersion is too high. The ratio of CHB and
cis-decalin volume fractions was adjusted till none of the effects were seen.

Nevertheless, during an experiment the refractive index of the particles and the disper-
sion can change. First of all, the particles swell by uptake of solvent. Preferential uptake
of one of the solvents in the solvent mixture can lead to a higher or a lower refractive
index than the solvent. Preparing the dispersion at least a day before the experiments
lets the particles come into equilibrium in the solvent mixture.

Furthermore, heating by continuous illumination by the trapping laser and also by the
confocal laser, causes a decrease of refractive index of both the solvents and the particles.
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This decrease is larger for the solvents than for the particles, causing the host particles
to become attracted to the trapping laser foci. Heating of the sample was minimized by
restricting the laser power to approximately 2 W (power of the laser before attenuation,
the actual power on the sample is an order of magnitude lower) and by avoiding the
electrodes with the laser beam. FEven when taking into account these measures, still
sometimes the effect of the laser beam on the hosts was visible after some time. However,
for the experiments described below, we made certain that the effect of the laser on the
hosts was negligible.

6.3.2 Nucleation on a hexagonal template

According to the simulations by Cacciuto and Frenkel [78], the (111) plane of the fcc struc-
ture, with a hexagonal structure, is most effective in inducing epitaxial crystal growth.
In-plane order can be induced at several lattice distances. In Figure 6.2 the hexagonal
lattices are shown that fit with an expanded hexagonal template with lattice spacings of
2d and v/3d. In practice, crystallization starts at a lower volume fraction than the close-
packed volume fraction of 74%. Therefore, the best lattice spacing for the seed structure
is about 10% larger than the close-packed lattice spacings.

Figure 6.2: Schematic representation of hexagonal lattices that fit with an expanded hexagonal
template with lattice spacings (indicated with an arrow) of (a) 2d and (b) v/3d. The fixed tracer
spheres are grey, while the white spheres are the host particles.

Experimentally, the ordering induced by the template structure can best be studied
by averaging several confocal microscopy scans into one image. The resulting image
contains sharply depicted spheres which are not moving and blurred moving spheres.
Spheres that wet on the template or in between the template particles are depicted as
clear spheres, while the fluid around the template is blurred. In Figure 6.3, the ordering in
between a hexagonal template with two different lattice spacings is shown. The structure
corresponded with the lattice depicted in Figure 6.2. The smaller spacing induced more
order than the larger spacing and also the order next to the template was higher for
the smaller spacing. The smaller spacing was slightly too small to accommodate the
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Figure 6.3: Confocal microscopy zy-images of hexagonal templates with two different lattice
spacings: (a) 2.0 ym and (b) 2.2 um. Both images were averaged over 8 scans. The scale bars
are 5 pm.

spheres in between the template spheres. Therefore, the host spheres ordered slightly
above and slightly below the trapped tracer particles. These spheres were fixed more in
the z-direction than in the case for the larger spacing, where the host spheres could easily
move in and out of the plane. The higher confinement of the host spheres for the smaller
spacing resulted in more order, even disregarding the lattice mismatch.

Above and below the template structure, also freezing of particles was observed. We
primarily studied the nucleus grown on the bottom side of the template, since these host
particles bleached less than the spheres above, which were permanently exposed to the
trapping laser. We studied templates with different lattice spacings, around the two lattice
spacings as shown in Figure 6.3 with a step size of 0.1 ym. The crystalline order on top
of the hexagonal templates never extended to more than two layers until crystallization
started from the top surface (see Section 6.3.4).

Analyzing the hexagonal bond orientational order parameter (Wg) for xyz-stacks below
the trapped hexagonal templates confirmed the induced order at the level of the template
layer and also one layer below. For two different hexagonal templates, the bond orienta-
tional order parameter is plotted as a function of the height from the template in Figure
6.4. We compared the order parameter averaged over a whole image (open symbols) with
the order parameter in the small area directly above the template. Since there are less
particles above the template, the noise in this line is significantly larger. Nevertheless,
the increase in order in the template layer and the next layer around z = 0.8 pm can be
clearly seen in image 6.4b.

Compressing the dispersion further led to crystallization. However, often, the flat
top surface induced crystallization earlier than the slightly fluctuating hexagonal seed
structure (the particles were sedimenting upwards because of a small density mismatch
with the dispersion). The bulk crystal growing from the top of the sample cell downwards
also grew around the template. As a result, the template structure did not act as a seed
structure, but as a defect instead. This phenomenon is described in Section 6.3.4.
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Figure 6.4: 2D hexagonal orientational order parameter as a function of the distance from two
different hexagonal templates (spacings: (a) 1.9 ym (b) 1.8 pum), both consisting of 16 tracer
particles (see confocal images below the graphs, the position of the tracer particles are drawn
in as white dots as a guide to the eye). The scale bars are 5 pm.

6.3.3 Nucleation on a square template

Although the square template is less effective according to Cacciuto and Frenkel [78],
nuclei grown on top (or below) can more be easily distinguished from the crystal grown
heterogeneously from the top of the cell. Furthermore, the square lattice will yield ex-
clusively fcc stacking, while the hexagonal template also can accommodate hcp stacking,
yielding a randomly stacked rhcp structure.

We made square templates with different spacings, with a step size of 0.1 ym around
the best-fitting lattices as depicted in Figure 6.5. Again, the best lattice spacing for
the seed structure is about 10% larger than the close-packed lattice spacings, because of
crystallization at volume fractions lower than 74%.

For a lattice spacing of 1.7 um, the square lattice as depicted in 6.5b formed. This
spacing is slightly higher than the expected spacing of 1.1v/2d, which is probably due to
electrostatic repulsion between the particles. Besides in-plane ordering in between the
tracer particles (visible in the first column of the averaged images in Figure 6.6), also the
next layers below the template showed induced order as can be seen in the second and
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Figure 6.5: Schematic representation of square lattices that fit with an expanded square tem-

plate with lattice spacings of (a) 2d and (b) v/2d. The fixed tracer spheres are grey, while the
white spheres are the host particles.

third column of Figure 6.6. The increase in ordering upon compression of the dispersion
also becomes clear when comparing images in different rows of Figure 6.6.

To study the formation of the nucleus on the square (100) structure more quantita-
tively, we derived the square and hexagonal bond orientational order parameters (Vg and
V) from xyz-stacks at different host volume fractions. We did not use the ¥, order pa-
rameter for the square order, because neighbors in a square lattice are not always defined
correctly by Delaunay-triangulation [186]. Besides the four neighbors which should be
found, also some of the next generation of neighbors (lying under an angle of 45° with
the four direct neighbors) are determined as next neighbors. Therefore, we used the Wy
parameter instead, which does correctly define the amount of square order [186].

While at the lowest volume fraction only the template layer itself had square ordering,
the Wg increased for the next layers below the template as the volume fraction increased.
At the same time the Wg decreased at the positions of these frozen square layers. The Ug
reached values above 0.8 for the template layers, but this level of ordering is not attained
in the next layers because of a slight mismatch of the lattice spacing compared with that of
the bulk crystal. This resulted in layers which were slightly buckled close to the template,
which in turn led to planes which were partly shifted in the z-direction. Moreover, the
nucleus did not grow completely straight upwards, but rather grew a bit sidewards.

The Ug and Vg values averaged over 20 scans below the template as a function of the
total number of spheres in a 2D slide (at a z-distance of 5 pym from the template) are
shown in Figure 6.8. The number of spheres in a 2D image is a direct measure for the
volume fraction of the host dispersion. The solid lines represent the order parameters for
the particles directly above the template, while the dashed lines represent all particles in
a 2D image. The order in the dispersion increased only slightly when the volume fraction
of hosts increased, while the Uy clearly increased above the bulk value and at the same
time, the Wg decreased below the bulk value.

Because of the slight lattice mismatch, the (1D) sides of the template did not grow
out as a (100) face, but instead nucleated a distorted (111) plane. This distorted (111)
plane adjusted itself to the bulk lattice spacing in the layers that grew upon it. In the
bottom confocal image in Figure 6.7, the transition can be seen from the square symmetry
in the middle of the nucleus to the hexagonal symmetry on the four corners, resulting in
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a four-fold star-shaped nucleus. Later, the star-shaped corners rearranged, exchanging
the gradual change from square to hexagonal for a clear grain boundary from square to
hexagonal. The close-packed lines of the hexagonal lattice fitted seamlessly to the close-
packed lines of the square lattice (Figure 6.9a). The part of the nucleus which had square
symmetry had about the same area as the initial square template, but rotated 45°. The
final inner nucleus oriented with the (100)-plane horizontal thus did not have the form
of a spherical cap on top of the template, but resembled a platelet twisted around the
z-axis. The total nucleus, including the crystal domains which had grown on top of the
distorted inner nucleus (both on top and below the template) had the form of a spheroid
(Figure 6.9b).

After growing the nucleus by increasing the volume fraction, de volume fraction of the
dispersion was decreased again, which resulted in melting of the nucleus. The melting of
the nucleus did not proceed equally fast on all sides, resulting in an irregularly shaped
crystal. Since the decrease in volume fraction might also have been inhomogeneous over
the sample, we cannot conclude that some planes melt easier than others.

6.3.4 Frustration of a crystal by the trapped structure

In the current experiments, we tried to lower the energy barrier for nucleation of a bulk
dispersion of host spheres, using a seed structure of trapped tracers particles. At the same
time, however, also the walls of the sample cell are expected to induce crystallization
below the bulk freezing density. The pre-freezing at a flat wall only starts at a pressure
(or volume fraction) a few percent below bulk freezing [175]. Moreover, because of the
density mismatch of the host particles with the solvents, the volume fraction of hosts was
higher at the top of the sample. Thus, there was a large chance that crystallization took
place at the top sample wall before it crystallized at the seed structure. In these cases,
we could study the effect of a defect on the crystal growth.

In Figure 6.10 confocal images are shown of a crystal of host spheres grown from
the top of the sample cell downwards. While growing, it encountered the trapped seed
structure as an obstacle. The crystallization around the template was first suppressed
because of the mismatch of the crystal orientation with the template orientation. The
crystal grew around the template and released the stress due to the template through
defect lines and grain boundaries starting in the trapped structure. In Figure 6.10, the
defect lines are indicated with dashed arrows and the grain boundaries are indicated with
solid arrows.
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increasing distance from template (z)

template layer

first layer below

increasing volume fraction of host particles

Figure 6.6: Confocal images of the host particles on and in between a square template, averaged
over 20 images taken 3 seconds apart. Hosts which are solid-like appear as clear dots, while
moving particles are blurred. From the top image to the bottom image, the volume fraction of
the host particles increases. From left to right, the distance from the template increases. The
scale bar is 5 um. The top right inset, schematically depicts the expected crystallization of the
host particles (grey) between the template particle (black), together forming the template layer.
The first layer below the template layer consists of (grey) hosts in a square array on top of the
(light grey) template layer.
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Figure 6.7: 2D square and hexagonal orientational order parameter as a function of the distance
from a square template, consisting of 25 tracer particles. The 2D order parameters are derived
from 2D slices out of 3D confocal microscopy xyz-stacks. From the top graph to the bottom
graph, the volume fraction of the host particles increases. Next to the graphs, confocal images
are shown which originate from the xyz-stacks. The distance z from this image to the tracer
template is shown in the image. At these heights, the square order was still clearly visible for
the corresponding volume fraction of host particles. The scale bar is 5 pm.
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Figure 6.8: Graph of the square and hexagonal order averaged over 20 2D images at a height
of 0 pm to 2 pm below the template structure. The solid lines represent the order parameter in
the area above the template, while the dashed lines represent the order parameter in the whole
2D image. The open symbols stand for the g values, while the closed symbols stand for the
g values.

The crystal in Figure 6.10b was hardly frustrated by the square defect structure: the
domain orientation was not changed and only two defect lines alleviated the stress. How-
ever, the large amount of defect lines and grain boundaries in this crystal in Figure 6.10a
indicates the high stress in the crystal due the trapped template. This grain boundary
pinning was observed in defect studies by Villeneuve et al. [187].

Coating of the sample cell walls with polydisperse spheres could help to avoid hetero-
geneous crystallization from the top surface caused by pre-freezing in future experiments.

6.4 Conclusions

We studied nucleation on a 2D seed structure, trapped with optical tweezers in the bulk
of a dispersion of host particles as a function of the volume fraction of host particles in
the dispersion. The combined use of time-shared optical tweezers and dielectrophoretic
compression enabled us to control in-situ both the symmetry and spacing of the seed
structure and the volume fraction of the dispersion.

We studied seed templates with tracer particles on a square lattice (resembling the
(100) plane of the an fcc crystal) or on a hexagonal lattice (resembling the (111) plane of
an fce crystal). The lattice spacing was chosen in such a way that host particles exactly
fitted in between the tracer particles. It was found that for both template structures,
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Figure 6.9: Confocal images with an overview of the nucleus which was formed around the
seeds structure, averaged over 20 images taken 3 seconds apart. Hosts which are standing still
appear as clear dots, while moving particles are blurred. The scale bars are 10 pum.

square and hexagonal, order was induced in the host dispersion, both in plane with the
template (to the host particles in between the tracer particles) and also in the layers of
hosts just below the template.

On a square seed structure an outgrowing nucleus was formed, which first grew from
the template down- and upwards in square-ordered layers. Afterwards, these layers
grew out to the sides, however with hexagonal order in the horizontal planes. The fi-
nal spheroidal crystal contained several domains with different orientations around the
initial nucleus which had its (100) plane horizontal. This structure of the nucleus does
not agree with the assumptions of classical nucleation theory.

When a crystal, grown from the top surface of the cell encountered the trapped struc-
ture, it grew around it while releasing stress in defect lines and grain boundaries. Defect
doped crystals, which can have a defect state in the photonic band gap as discussed in
Chapter 8.3.6, can be achieved in this manner for a small region of crystal.
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Figure 6.10: Confocal images of hosts around a hexagonal (a) and square (b) template which,
after compression of the dispersion, frustrated the crystal of hosts which was grown around it.
The defect lines in the crystal are indicated with dashed arrows and the grain boundaries are
indicated with solid arrows. The position of the tracer particles are drawn in as white dots as a
guide to the eye. The scale bars are 5 pym.



Growing large colloidal single
crystals by dielectrophoretic
compression on a much smaller
structured surface

In this chapter we present a new fabrication method for colloidal (photonic) crystals,
which combines dielectrophoretic compression with epitaxial growth. By compressing a
colloidal dispersion in a field-free slit with a hole array on the bottom, we were able
to grow fce crystals with the (100) plane horizontal. When the field gradient was high
enough, the crystals could be pushed forward over the hole array, after which growth on
the same single crystal was seen to lead to single crystals much larger than the template.
The bottom layers in between the crystal and the hole array were sheared because of this
motion. Although we have shown that the method works, the formation and the quality of
the crystal is dependent on the smoothness and spacing of the template, the compression
speed and the density matching of the dispersion and needs further optimization to see
how robust this growth method can be made.



88 CHAPTER 7

7.1 Introduction

Colloidal crystals have gained recent interest as a building block for photonic applications
[131-133]. When an ordered colloidal structure has the right symmetry and sufficient
dielectric contrast, a photonic band gap can open in the dispersion relation which describes
the wave propagation in different crystal directions as a function of frequency. Light of
certain frequencies cannot propagate in any direction in the colloidal crystal. However,
this property is sensitive to the amount of defects in the crystal: when there are too many
defects the photonic band gap closes [188, 189]. Therefore, a method is needed to create
colloidal crystals with a low amount of defects and which is furthermore fast and can be
easily scaled-up.

The most commonly used techniques to make thicker 3D colloidal crystals rely on
self-assembly of colloidal particles, such as controlled drying [144, 190-192], spin coating
[99, 100], shear alignment [193, 194] and dielectrophoretic compression [97, 121]. These
methods yield random hexagonal close packed (rhep) or face centered cubic (fcc) struc-
tures, in most cases with the hexagonal planes parallel to the substrate.

For photonic applications, one would like to be able to fabricate crystals with different
orientations or with different crystal lattices and symmetries. In the colloidal assembly
technique called “colloidal epitaxy”, the crystal structure and orientation can be directed
using a patterned surface [70-75]. The colloids sediment on the patterned surface, adapt-
ing to the symmetry and spacing of the surface pattern. The next layers take over this
spacing and symmetry in a similar way. Since the method relies on sedimentation, it
is relatively slow, but it can yield good-quality crystals on the bottom of the container.
However, the top layers of the sedimented crystal will never crystallize, they stay in the
fluid phase. This fluid layer on top of the crystal is undesirable for photonic application,
since this layer scatters isotropically.

A different approach to grow colloidal crystals on a patterned surface is layer-by-
layer growth [112]. This process has the advantage that different sizes of colloids can be
combined into one structure and also that the structure is dried during the process, which
facilitates further processing. The multi-step process, however, cannot easily be scaled
up to industrial processes. Colloidal epitaxy has been combined also with ‘controlled’
drying, which is a process that is generally much faster than sedimentation. However, it
was found that it is only possible to effectively combine these processes for larger spheres,
if gravity is also helping to push the particles onto the template [195, 196].

In this chapter we combine the epitaxial growth on a patterned surface with compres-
sion of the dispersion by dielectrophoretic forces. This last technique has proven to be a
well-controlled and fast way to create high-quality colloidal crystals without the need to
rely on gravitational compression [97, 121]. An electric field induces polarization dipoles
in the particles, which experience a so-called dielectrophoretic force in an inhomogeneous
electric field. This results in the translational motion of the colloids [92]. Leunissen et
al. have found an intriguing growth mechanism in which the entire crystal was pushed
forward as a whole in a plug flow by the field gradient while it grows, yielding large
single crystals [97]. Combining this compression method with a templated bottom sur-
face adds up the advantages of both methods for colloidal crystal fabrication, giving a
fast, well-controlled method for growing colloidal crystals with a pre-defined orientation
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and crystal structure. In this chapter, we will first show that it is possible to epitaxially
grow colloidal crystals on a templated surface by dielectrophoretic compression. This is
already significantly faster than the normal epitaxial sedimentation process. Then we
will demonstrate in preliminary proof-of-principle experiments the possibility of pushing
the colloidal crystal off the template without loosing its orientation and structure. By
optimization it may be even possible to let the templated region function as a template
for a much larger single crystal of the same structure.

7.2 Experimental methods

In the experiments described in this chapter, we combine dielectrophoretic compression
(Chapter 2.5) with epitaxial growth on templates made by soft lithography (Chapter
2.3.2). The dispersion from which the colloidal crystals were grown is described in Section
7.2.1, the dielectrophoresis sample cell adapted for epitaxial growth is described in Section
7.2.2.

7.2.1 Colloids and dispersions

We used nearly density and refractive-index matched dispersions of poly(methyl methacry-
late) (PMMA) particles (e, ~ 2.6), completely labelled with rhodamine isothiocianate
(RITC). The diameter of these particles was 1.4 um as determined from static light scat-
tering (SLS) data.

The solvent mixture consisted of cyclohexyl bromide (CHB) and cis-decalin, with a
21 weight percentage of cis-decalin (¢, ~ 6.0, n ~ 1.49). At this ratio of CHB and
cis-decalin, the particles are almost density matched with the dispersion. To obtain
hard-sphere-like interactions between the colloids, we saturated the solvent mixture with
tetrabutylammonium bromide (TBAB, 260 uM) to screen the charges on the particles.

7.2.2 Sample cell design

The sample cell design is analogous to the sample cell design as described in Chapter
2.5. It consisted of two cover slides (22 mm x 22 mm no. 1 glass cover slip), which were
on the inside sputter-coated with a layer of gold (10 nm) as an electrode (with a thin
chromium layer (3 nm) underneath to wet the gold). In the middle of the sample, there
was an electrode-less slit of 1 or 2 mm wide into which the particles were compressed
by the inhomogeneous electric field. Before coating the bottom cover slide with the gold
electrode, a soft-lithography template was applied in Norland OA 68 UV glue or Norland
OA 71 UV glue as described in Chapter 2.3.2. For the experiments in which the crystal
was pushed from the template, the template was applied in such a way that it extended
till roughly one quarter of the slit. In other cases, the template extended over the whole
slit. The two cover slides were held apart by strips of no. 00 or no. 0 cover slides, creating
a cell of about 80-100 pm high. These strips were glued to the cover slips by Norland OA
71 UV glue. The sample cell was sealed off with Norland OA 68 UV glue. The electrical
contacts between the gold electrodes and the T2 thermocouple alloy wires (diameter 50
pm, Goodfellow) were made with silver paint (Jeol).
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Figure 7.1: (a) Schematic representation of the sample cell used for the combined epitaxy-
dielectrophoresis experiments. The sample had a double-slit geometry with a partly templated
surface on the bottom cover slide. In the side view, the field lines of the inhomogeneous electric
field are depicted. The side view of the slit is enlarged in the circle. (b) (A color version of
this figure can be found on page 36) Photo of the middle of a sample cell with the hole arrays
extending over the whole slit (and also partly in the electrode-region). The colored rectangles
are caused by the Bragg reflections from the regular template structures, while the irregularly
shaped colors are caused by the colloidal domains compressed in the slit.

The field we applied was a high frequency electric field (1 MHz), which has the advan-
tage that it polarizes the colloidal particle itself, but not the double layer of ions around it.
We slowly turned up the field with steps of about 5 V per 30 minutes until the crystalline
state was reached at the edge of the field-free slit. Depending on the thickness of the cell
(and thus the separation of the two plate-electrodes) and the time-span available for the
compression, the final voltage needed for the initiation of crystallization within about 4
hours ranged from 25 V to 40 V.

7.3 Results and discussion

7.3.1 Growing fcc crystals with the (100) plane horizontal

In a dielectrophoresis cell with on the bottom square arrays of holes with different spacings,
we managed to grow fcc structures with the (100) plane parallel to the bottom wall. The
stacking of the crystals grown on this template is well defined, in contrast to the rhcp
structures which are normally grown by sedimentation or dielectrophoretic compression
on a flat wall. The pure fcc stacking is advantageous for the photonic properties of the
photonic crystal [197, 198].

The fcc structures grew best on the template with a spacing of 1.74 um. The quality of
the crystals was strongly dependent on the compression speed: fast compression yielded
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crystals with a higher amount of defects. The defects in the crystals were primarily caused
by inhomogeneous compression, which moved one part of a crystal faster than another
part of the same crystal.

We examined the motion of the crystals over the template. At slow compression (at
a voltage lower than about 10 V), the crystals hardly move over the template, because
the compression forces are not enough to push them over the barrier that is caused by
the anchoring of the lowest layer in the holes of the template. At higher voltages the
dielectrophoretic forces were high enough to overcome the barrier and we could follow the
movement of the crystal by bleaching a small rectangular area with the confocal laser and
following it in time. Actually, a whole column of particles was bleached when scanning a
rectangle at a certain height in the bulk of the sample, giving the possibility to determine
the displacement of the crystal at different heights. Two confocal zy-images of the (100)
plane of a colloidal fcc crystal with a bleached rectangle are shown in Figure 7.2a and 7.2b.
The second image is taken half an hour after the first at the same place. The movement
of the bleached rectangle implies the movement of the whole crystal. The images were
taken during a fast compression, which distorted the crystal structure as can be seen in
Figure 7.2b.

The crystal did not move with a continuous speed, it generally moved with discontin-
uous steps which were multiples of the lattice parameter of the template. In effect, the
motion can be described as a regular stick-slip motion. Sometimes different rows of the
crystal did not move an equal distance, resulting in deformation of the bleached rectangle,
but after each step the defects between the rows annealed and the crystal stayed almost
without defects.

A bleached rectangle in the bottom layer was followed during 25 minutes and we made
an xyz-scan of a bleached column, with a heigth of 12 um, afterwards. The bleached
rectangle on the bottom moved about 6 ym during this time in a stepwise fashion, such
that it could fall back in the template holes after every step.

In the graph in Figure 7.2 the displacement in x and y of the bleached column after
25 minutes is plotted as a function of the height from the template. The position of the
bleached rectangle in the bottom layer is set to zero. From this graph can be deduced
that the bottom layer was held back by the template holes and therefore moved 16 ym
less than the top layers. The top crystal moved as a whole, in plug flow as observed
before [97] with on average 53 pum per hour and also a few layers below, a small part of
the crystal moved as a whole. The layers in between these two pieces of crystal and in
between the lowest crystal and the bottom were sheared. These also ended up to be less
crystalline, they were shear melted.

The crystals formed after complete compression, usually filled the slit from the top
to the bottom. The stress in the crystal due to a mismatch between the crystal and the
template (only templates with a few discrete lattice distances were available) was released
by the formation of defects similar to the defects found in the NaCl crystals grown by
dielectrophoresis on a square template (Chapter 3.3.5). In the NaCl crystals out-of-plane
shifts were observed of parts of the crystal, of which the boundaries were visible as under
an angle of 45° with the horizontal in images of the (100) plane. From series of images
of the (100) plane, we could conclude that these crystal parts were shifted over the (111)
plane.



92 CHAPTER 7

T T T T T T T T
l\,.
4 -
F
.\
o -
o
u
. -
u
- -
—
— —m— X
/./. _O_y 7]
" T S TR L L L

4 6 8 10 12 14 16 18
Displacement (um)

Figure 7.2: The confocal microscopy images in (a) and (b) show a bleached area in a colloidal
crystal grown on square template, which is pushed forward by dielectrophoretic forces. The
image (b) is taken half an hour after image (a) at the same place. The arrow indicates the field
gradient direction. The scale bar is 10 ym. In the graph the displacement in x and y of the
bleached area is plotted versus the height z from the bottom wall.

In the confocal xz-images of the (110) plane of the compressed single-component fcc
crystals, defect lines were found under 55° with the horizontal. In Figure 7.3 two of these
defect lines can be discerned. The crystal plane stayed in the imaged plane. Therefore,
we can conclude that also in these crystals, parts of the crystal slid over the close-packed
(111) plane to release stress. These defect lines are the intersection of the (110) plane
with the (111) plane along which two pieces of crystal are shifted to release stress.

7.3.2 Growing colloidal crystals on an hcp (110) template

As was shown by Hoogenboom et al. [74, 75], also metastable structures can be grown by
epitaxial growth on a suitable template. A hole array with a pattern of the (110) plane of
a hexagonal close packed (hcp) structure was used to dictate the typical ABAB stacking
to a sedimented silica colloidal crystal. The spheres in the (110) plane of hep are depicted
schematically in Figure 7.4. The figure shows on the left the configuration as used for
the hep-template. On the right, the next layer which grows on the template is shown in
grey. The dimensions of the template are characterized by the distances a and ¢, which

for spheres of close-packed diameter d are given by a = v/3d and ¢ = Qd\/g . The second
layer of spheres on top of the template layer is shown in grey.

The hcp-structure is metastable in a hard sphere dispersion. A density matched dis-
persion could therefore also nucleate an fce structure at the flat top wall of the dielec-
trophoretic compression cell instead of at the bottom template. However, the energy
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Figure 7.3: Confocal microscopy xz-images of the (110) plane of an fcc crystal formed by
dielectrophoretic compression on a square template. Defect lines under 55° with the horizontal
are an intersection of the (110) plane with the close-packed (111) plane over which part of the
crystal was displaced to release stress. The scale bars are 10 um.
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Figure 7.4: Schematic representation hcp (110) pattern. The lattice parameters a and ¢ are
given in the left image. The right image shows the bottom layer of spheres in white and the
next layer which grows on top in grey.

barrier for nucleation at a templated surface is significantly lower than for nucleation
at the flat top surface, as long as the templated surface is closely matching the crystal
structure [76, 175]. Therefore, theoretically also metastable structures can form in a di-
electrophoresis cell with a suitable template on the bottom. In our experiments we used
nearly density matched dispersions to facilitate the horizontal movement of the crystals
over the template. Since the density of the dispersion is very close to the density of the
particles, a small temperature change can invert the sedimentation direction. We found
that when the particles are sedimenting upwards, as expected, the particles do not go into
the holes of the template early enough to take over the symmetry. A dispersion which is
sedimenting slightly downwards is more suitable in this case.

We compressed a dispersion in a cell with several hep templates on the bottom wall,
with varying lattice parameters. When crystallization set in, the bottom particles did
take over the hcp pattern of the hole array, but the expected zigzag pattern did not
extend further than the second layer because of a misfit of the lattice parameters with
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the effective diameter of the particle. On the hole arrays corresponding to d = 1.77 um
and d = 1.68 pum (Figure 7.5a), the particles could go too deep in between the particles in
the holes, this way a hexagonal pattern formed, which did not pass on the hcp-symmetry.
On the hole arrays corresponding to a diameter of d = 1.50 um, distorted square layers
formed, forming an fcc crystal, which is rotated 45° around the z-axis with respect to
the fcc crystals made on the square templates (Figure 7.5b). The fcc crystal was pushed
towards the middle of the slit with a speed of about 60 pm per hour, which shows that
also differently oriented fcc crystals can be pushed without (further) distortion of the
crystal.
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Figure 7.5: Confocal images of distorted structures formed on hep (110) templates correspond-
ing to a close-packing diameter of (a) d = 1.68 um and (b) d = 1.50 ym. The scale bars are 10
.

7.3.3 Growing large colloidal crystals on a small templated sur-
face

By letting the template end at a quarter of the slit-width, we investigated the possibility
of growing very large colloidal crystals with a certain orientation and structure, dictated
by only a small templated surface. We used the fact that dielectrophoretic forces push the
crystal forward, to grow a crystal on top of a template and then push it off the template
towards the middle of the compression-slit. The principle is illustrated by Figure 7.6.

The difficulty in pushing the crystal from the template lies primarily in the imperfec-
tion of the end of the soft lithography templates. These templates are a replica of hole
arrays made by electron beam lithography, which always suffer from the so-called “prox-
imity effect”: due to scattering electrons and secondary electrons, not only the holes of the
template are changed chemically, but also the area around it. Therefore, after dissolution
of the holes, the whole template area is a bit deeper than the initial surface. At the end of
the template, the moving crystal thus encounters a threshold which disturbs the crystal
structure and often converts it to an fcc structure with the (111) plane horizontal as can
be seen in Figure 7.7.
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gold electrodes

Figure 7.6: Schematic representation of the growth of large single-domain colloidal crystals
with a predefined orientation by pushing a crystal, formed on a templated bottom wall, forward.

However, it was possible to produce a template which does not have a threshold at the
end by not pressing the end of the lithography mask completely in the glue. This way, the
holes gradually became less deep towards the end of the template. Using this template we
were able to grow an fcc crystal with the (100) plane horizontal, which extended over a
much larger horizontal area than the templated surface. xy-confocal microscopy images of
the crystal grown with the described method are shown in Figure 7.8. These images show
that the crystal was not pushed forward homogeneously. After the end of the template,
the orientation of the crystal was not corrected by the template anymore and since it was
pushed more on one side than on the other, the crystal changed direction.

The misfit of the template (with a spacing of 1.42 ym) with the crystal resulted in
waves in the planes and even slight buckling. The close-packed spacing of the crystals
which are not on the template was around 1.8 um. This was a result of the fact that the
effective diameter of the PMMA particles is larger than the physical diameter because of
incomplete screening of the charge on the particles. These preliminary results do have
great promise for optimization.

7.4 Conclusions

In this chapter we investigated the feasibility of a fabrication method of colloidal (pho-
tonic) crystals based on a combination of epitaxial growth and dielectrophoretic com-
pression. This combination of techniques makes it fast and versatile, since it does not
rely on (slow) sedimentation and the crystal structure and symmetry can be chosen by
choosing an appropriate epitaxial template. Furthermore, if the crystal can be pushed
off the template by dielectrophoretic forces, only a small template on the bottom would
suffice for the growth of a large single-domain crystal.

We managed to grow an fcc crystal with the (100) plane horizontal on a square tem-
plate and pushed it forward over the template by dielectrophoretic forces. By monitoring
a bleached column of particles, we showed that the bottom layer of particles was anchored
in the template and therefore moved less than the layers above. The layers just above
the bottom were sheared between the bottom layer and the crystal which moves above it.
When the crystal was pushed off the template, the bottom layer lost its square symmetry,
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Figure 7.7: Confocal zy-image of the bottom layer of colloids on a square template which ends
halfway the image. The square symmetry is lost directly after the colloids are pushed over the
threshold at the end of the template. The scale bar is 20 pm.

but the crystal above stayed intact.

Although we showed that the principle of the proposed fabrication method works, we
also found that the method is sensitive to the smoothness and spacing of the template,
the compression speed and the density matching of the dispersion. However, it is not even
known yet which depth of holes still induces 3D crystal growth. If shallow holes would
still induce epitaxial crystal growth, it would significantly reduce the friction and make
the proposed scheme more robust.

As was found for NaCl crystals made by dielectrophoretic compression on an epitaxial
template, stress in the crystal, due to a mismatch of the template with the crystal lattice
parameters, was released by shifting part of the crystal over the close-packed (111) plane.
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Figure 7.8: Confocal images of an fcc crystal with the square (100) face horizontal as a result of
the square template on the bottom of the sample cell. The edge of the template is indicated with
the dashed line (the template was left of this line). The crystal was pushed off the template
towards the right of the images. (a) The bottom layer of the crystal, which lost the square
orientation because of shear (b) A few layers above the bottom, the crystal kept its horizontal
square symmetry even when pushed over the edge of the template. The scale bar is 20 pm.






Spin coating colloidal crystals from
volatile solvents

Spin coating a colloidal dispersion in monomer on a substrate yields colloidal crystals
with large domains and good global alignment [99]. Using a volatile solvent as ethanol
as dispersion solvent, results in colloidal crystals with a larger refractive index contrast
(in air) [100], which is advantageous for the use of these colloidal crystals in photonic
applications. Also, the orientation of the face centered cubic crystals can be tuned, when
using a volatile medium. The mechanism behind the formation of these crystals and the
parameters that determine their orientation are unknown. In this chapter, the colloidal
crystals formed by spin coating colloids dispersed in ethanol are studied using several
techniques, both in reciprocal space (white light diffraction, laser diffraction) and in real
space (scanning electron microscopy, confocal microscopy). The colloidal crystals have
an orientation with the (111) plane horizontal at low spin speeds and low concentrations
and an orientation where the (200) plane is horizontal at higher concentrations and at
higher spin speeds. The formation of crystals with different orientations can be ascribed
to the alignment of the highly permeable {220} planes along the two important fluid flow
directions (radial and azimuthal). From confocal microscopy images it can be concluded
that the ordering starts at the top surface, where the final particle density and the degree
of ordering is higher than at the bottom. Polystyrene defects could be incorporated in
the crystal, which is useful to study photonic defect states. Spin coating a dispersion on a
templated substrate, aligned the crystals only for high spin speeds and the imposed order
did not continue upwards for more than two layers. This is in line with the observation
that crystallization starts at the top of the sample.
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8.1 Introduction

For the production of photonic colloidal crystals, a crucial aspect is the quality of the
crystal in terms of concentration of lattice defects and short- and long-range order [132].
Furthermore, up-scaling possibilities and production speed will determine the practical-
ity of a technique. Most colloidal self-assembly processes, such as sedimentation and
controlled drying, are slow processes. Especially controlled drying is sensitive to several
parameters (such as humidity and temperature). Most self-assembly processes also yield
intrinsic growth imperfections, such as stacking defects and cracks [197, 199].

The spin coating technique was developed initially for the fabrication of thin polymer
films. Tuning the parameters spin speed and spin time give an easy control over the film
thickness. The technique was first introduced for colloidal self-assembly by Jiang et al. in
2004, who spin coated thin films of silica colloids dispersed in a monomer that acted as
the solvent in which the charged stabilized particles crystallized and subsequently were
embedded in by polymerization [99]. Studies of the resulting colloidal crystals, showed
that in some cases the inter-particle distance was /2 times their diameter. A good
explanation for the repeated occurrence of this specific inter-particle distance was not
given. A drawback of the method of Jiang et al. is the fact that before these colloidal
crystals can be used in photonic applications, that rely on strong interactions of the
crystal with light, the refractive index contrast has to be enhanced by selective etching,
burning or dissolution. Another drawback is the fact that this method is mostly suitable
for inorganic particles, since selective removal is difficult for organic particles in an organic
medium.

In 2006, Mihi et al. presented a related spin coating method to produce colloidal-
crystal films, using a more volatile medium [100]. The colloidal crystals fabricated this
way already have a significant refractive index contrast. Further contrast enhancement
by, for example, silicon infiltration can be achieved without prior etching steps. Spin
coating silica or polystyrene dispersions yielded large colloidal face centered cubic (fcc)
crystals, of which the orientation could be controlled: in a certain parameter range the
fce crystals, which normally are oriented with the (111) plane horizontally, were oriented
with the (200) plane* parallel to the substrate. The domain size was small in most cases
(10 pm x 10 pm), but by optimizing the mixing ratios of the dispersion solvents ethylene
glycol, water and ethanol, domain sizes of around 100 pm x 100 um were obtained of
the fcc crystals with their (111) plane horizontal. The thickness of the colloidal films
depended on the particle concentration and spin speed. A physical mechanism for the
occurrence of differently oriented fcc crystals was not given. It was reported that for
both crystal planes lines of touching spheres were oriented such that they were pointing
outward from the center of the rotation, thus providing the samples with the rotational
symmetry reflecting the rotation of the sample.

One mechanism which leads to differently oriented fcc crystals is confinement, as is
shown in experiments [186, 200-202] and in simulation [203]. In confined geometries con-
sisting of a top and bottom plate, a finite number of layers fit between the two plates. The
dispersion tries to accommodate the highest packing fraction which minimizes the free

*In this chapter the unsimplified (hkl) values (200) and (220) are used instead of (100) and (110),
because this will be crucial for the calculation of the distances between the planes.
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energy at high osmotic pressures. At some plate separations, a stack of square symmetric
(200) layers fits better than a stack of hexagonal symmetric (111) layers. With increas-
ing plate separation, the best fitting structure alternates between square and hexagonal
symmetric layers, with a buckled structure in between. If this mechanism leads to the
different orientations of the spin coated crystals, a similar alternation is expected with
increasing spin speed (because it is expected that an increasing spin speed causes a con-
tinuous decrease in the film thickness).

Another mechanism giving rise to crystals with different crystal orientations for dif-
ferent conditions was presented by Ishii et al. for self-assembly in a fluidic cell. The
mechanism was based on the permeability of the crystal to liquids for different crystal
directions [204]. When flow is a significant factor in the self-assembly process, crystals
tend to orient with the planes with the highest fluid permeability (the lowest friction)
perpendicular to the flow. In the process of spin coating colloidal films, the exact fluid
flows are not known. However, the assumption that the fluid flow in radial direction is
highest as a consequence of the radial acceleration, is commonly accepted. This would
mean that the (220) plane (which has the lowest friction according to Ishii et al. [204])
should be perpendicular to the radial direction in the spin coating process at higher spin
speeds.

Mihi et al. showed that nicely ordered colloidal crystals with large domains can be
obtained through spincoating of a dispersion containing the slowly evaporating ethylene
glycol [100]. The resulting crystals, however, were only found in one orientation: with the
(111) plane horizontal. We are more interested in the mechanism that is responsible for the
occurrence of different crystal orientations. Different crystal orientation were primarily
found to occur with dispersions containing ethanol. We therefore focussed our study
mostly on the structure of colloidal crystals spin coated from pure ethanol dispersions,
investigated with different techniques: white light illumination, laser diffraction, scanning
electron microscopy (SEM) and confocal microscopy. Using these techniques, we probed
the ordering of the crystals from global to local and investigated possible mechanisms for
the reorientation of the crystals.

For a comparison, we also studied some crystals spin coated in a mixture of ethylene
glycol and water instead of ethanol. A preliminary investigation to see if aligning the
small crystal domains could be improved by using a templated substrate is presented in
Section 8.3.8.

Finally, we also describe a characterization of the photonic properties of the formed
colloidal crystal films using Fourier Transform Infra-Red (FTIR) spectroscopy. This inves-
tigation included testing the experimental feasibility of intentionally including PS defects
in the structure, in order to produce photonic defect states in a photonic band gap.
These point defects could act as microcavities if incorporated in a photonic crystal with
a (complete) band gap [205].

8.2 Experimental methods

In this section, the experimental materials and methods are discussed, which were used
to make the colloidal crystals and to characterize them.
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8.2.1 Colloidal particles and dispersions

Three types of silica colloids were used, all with a fluorescently labelled core and an unla-
belled shell. The core of the particles was labelled with the dye fluorescein isothiocianate
(FITC). The first batch of particles was 1038 nm in diameter with a polydispersity of
2.5%, the second batch of particles was 808 nm in diameter with a polydispersity of 5%,
the third batch was 1480 nm in diameter. The first two diameters were determined by
Static Light Scattering, the last by SEM. All FITC labelled silica particles were synthe-
sized via a modified Stober-method and the cores were grown out via a Giesche seeded
growth procedure [116].

In some experiments, we also added polystyrene (PS) spheres to a silica dispersion to
study defect states in the Bragg peak. The PS spheres had a diameter of 776 nm and they
were coated with a 10 nm silica shell, giving a total diameter of 796 nm. Because of this
silica shell, the PS defects had the same interaction with each other and with the silica
spheres as the mutual silica spheres. The PS particles were added to a silica dispersion
in a number ratio of SiO5:PS = 19:1.

The particles were dispersed in ethanol by several centrifugation steps. In Section
8.3.5 another dispersion solvent was used: a mixture of ethylene glycol and water (4:1
weight ratio), which is less volatile and more viscous.

8.2.2 Spin coating

The substrates for the spin coating process were 22 mm diameter no. 1 round glass
cover slides. To increase wetting of the ethanol dispersions, the slides were cleaned with
chromosulfuric acid. For the ethylene glycol containing dispersions, the hydrophilicity
had to be increased even more by cleaning the slides in a piranha solution.

The spin coater (model P6700, Speciality Coating Systems, USA) contained a sample
holder of about 15 mm diameter in which ridges make sure that the vacuum reaches also
the outside of the sample slide. However, since our sample slides were very thin, the
vacuum pulled the slide into the grooves of the holder, yielding a nonuniform colloidal
crystal film after spin coating a dispersion. To improve the uniformity of the film, the
cover slide was placed on top of a thick microscope slide (cut to a square of about 3 cm x
3 ¢m) with a small drop of water in between. The thick microscope slide was kept on the
spin coater by vacuum, while the thin cover slide was retained on top by capillary forces
up to a spin speed of about 5000 rpm.

The best results were obtained when the spin coater was brought to the desired speed
first, after which a dispersion was applied to the middle of the spinning cover slide with
a pipet. Within a few seconds (in the case of ethanol dispersions) to a few minutes (in
the case of ethylene glycol dispersions) the sample became opaque, indicating that the
solvent had evaporated.

We also spin coated a few dispersions on substrates which were templated with a square
array of holes. The square arrays of holes were made by soft lithography (described
in Chapter 2.3.2) in poly-urethane UV glue (Norland OA 68). The substrate and the
hardened glue were made hydrophilic by glow discharge (exposing them to a plasma for
15 seconds), this increased the wetting of the dispersion on the substrate.



SPIN COATING COLLOIDAL CRYSTALS FROM VOLATILE SOLVENTS 103

8.2.3 Sample characterization

The diffraction behavior of the samples was studied and imaged under white light illumi-
nation. The diffraction pattern gives an indication of the order, both orientationally and
position wise, of the colloidal crystals as will be discussed in Section 8.3.1.

For sample characterization by more local laser diffraction, a green HeNe laser (Melles
Griot) was directed to the sample via a mirror and aperture, after which the transmitted
diffraction peaks were visualized on a screen with a circular black spot in the middle, to
block the primary beam. Images of the diffraction pattern were made with a Nikon D70
single-lens reflex digital camera with a Nikkon AF-S 18 mm to 70 mm lens. The sample
area probed by the laser diffraction was about 1 mm?.

The top surface of the sample was imaged using a Philips XL30FEG Scanning Electron
Microscope. This real-space imaging technique gives more local information than the
white light illumination and laser diffraction.

The 3D structure of all samples was imaged using a Confocal Scanning Laser Micro-
scope (Leica type NT or SP2). The fluorescent dye FITC was excited with the 488 nm
line. The PS spheres were imaged in reflection. To avoid scattering by the colloidal silica
spheres at the colloid-air interface, we infiltrated the samples with a DMSO-water mixture
(80:20 w/w), which matches the refractive index of the silica spheres.

Transmission and reflection spectra of the spin coated samples were recorded with a
Fourier transform infrared (FTIR) spectrometer (Bruker Vertex 70) coupled to a micro-
scope (Bruker Hyperion 2000). A 4x/0.10 NA objective was used as condenser, giving
a spot diameter of 150 um. The sample was illuminated with a near-infrared source
using a KBr beamsplitter and the spectra were measured with an MCT-D326 detector
(liquid-nitrogen cooled detector on the microscope, scanner velocity 20 kHz). Reflection
spectra were calibrated using a silver mirror. To avoid Fabry-Pérot fringes due to the thin
glass cover slip underneath the sample, we adhered the thin glass cover slip to a thick
microscope slide with immersion oil that refractive index matches the two glass slides.

8.3 Results and Discussion

The crystals formed by spin coating were examined with a number of methods to deter-
mine the structure and degree of order. In this section, first the results are discussed of
two methods which probe the reciprocal space of the crystals by looking at the scatter-
ing of light. The results of the two direct methods Scanning Electron Microscopy and
Confocal Scanning Laser Microscopy are discussed afterwards. Then the structure of the
samples made on a templated substrate and in a different dispersion medium is described.
At the end of this section, possible causes of the observation of the occurrence of different
crystal orientations are discussed.

8.3.1 Reflection from spin coat samples: four/six-armed star(s)

We first turn to the visual observation of the diffraction colors on a spin coated colloidal
crystal on a circular glass wafer. This method can be used to quickly determine the
orientation of a crystal over a large area without the help of any experimental apparatus.
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Figure 8.1: (A color version of this figure can be found on page 36) Photos of two different
spin coated colloidal crystals of 1038 nm particles on a circular cover slip (22 mm diameter)
illuminated under an angle with a white light source on which a (a) four armed star (volume
fraction 30%, spin coated at 5000 rpm) and a (b) six armed star (volume fraction 21%, spin
coated at 3000 rpm) are visible. The arrows indicate arms of the less clear secondary square
star.

Some spin coated colloidal crystals on a circular wafer exhibit a clear reflection pattern.
On some of the wafers, equally spaced strongly reflecting sectors were visible, where the
number of reflecting sectors depends on the orientation of the crystal. For an fcc, twinned
fcc, or more randomly stacked crystal with a hexagonal (111) plane parallel to the glass
surface, a six armed star was observed if the order was good enough, while for an fcc
crystal with a (200) plane parallel to the glass surface, a four armed star appeared for
high enough quality of order. Examples of both diffraction stars are shown in Figure 8.1.

Six armed star

The origin of the six armed star for hexagonally ordered lattices (fcc lattice with the (111)
face parallel to the bottom surface) was explained by Ruhl et al. [206]. They discuss in this
paper also radially oriented crystals, but in their case these were obtained by compression
molding. One of the hexagonal (111) layers of the crystal is oriented horizontally and
there is always a “string” of colloids in the hexagonal layer pointing radially outward.
Besides the (111) plane, which is horizontal, also the (022) plane, the (111) plane and
the (200) plane are intersecting the string of spheres that is pointing outwards. In Figure
8.2 the string of spheres is depicted with the white spheres. The planes intersecting this
string of spheres and the angles which these planes make with the (111) plane are depicted
below the structure.

The spacing dyi; between the (hkl) planes and the angle ¢px; with the (111) plane is

given by
dhkl - h2+k2+12 - 2T V h2+k2+l2

h+k+l1
3(h2+k2+12)

(8.1)
COS Pppy =
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Figure 8.2: Schematic representation of the alignment of the close-packed strings in the hori-
zontal plane (white) on the sample substrate and of the orientation of all planes in the fcc-lattice
going through the close-packed strings of spheres which point outwards from the center of the
spin coat samples, for an fcc lattice oriented (a) with the hexagonal (111) plane horizontal or
(b) with the square (200) plane horizontal.

where a is the lattice constant of the square fcc unit cell and r is the radius of the
particles. Light that travels through the film at an angle o with the normal, will be
diffracted from a plane (hkl) if it satisfies Bragg’s law

Ankt = 2ndpp Sin(@n + (90° + a)). (8.2)

Light which falls on the sample perpendicular to the string of spheres can in principle
be diffracted by all planes running through the string. However, since the colloidal crystal
of Ruhl et al. was embedded in a polymer film, light outside the cone formed by incoming
angle ay;, = arcsin(1/n) cannot leave a film with refractive index n to the surroundings
with refractive index 1 (air), due to total internal reflectionf. This makes it impossible
for visible light coming from above, to diffract at the (200) or (111) face and leave the
sample again on the same side.

The reflection from the horizontal (111) plane does not depend on the in-plane rotation
of the sample. At a given angle of the light with the (111) plane, one color is diffracted
and the rest is transmitted, independent of the orientation of the strings of particles to
the light.

Diffraction by the (022) plane does depend on the orientation of the crystal with
respect to the incident light. In a single crystal, illuminated under a very large angle, the
reflection from the (220) plane shows up only in three in-plane orientations of the crystal,
120° apart. Because of total internal reflection, only light that comes in under a very

T defined o to be the angle with respect to the normal, contrary to the definition of ¢ in the article
of Ruhl et al. [206], which is defined with respect to the (111) plane.
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incoming light
(220)/(111)

Figure 8.3: Schematic representation of the orientation of the spin coated crystal at the different
azimuthal angles that can diffract the incoming light of certain wavelengths. Light which comes
in from the left can be diffracted, from planes running through the white line of spheres, resulting
in a diffraction star. For the case that the (111) plane is horizontal (a), light coming from the
left can reflect on the (022) planes of crystals under three azimuthal angles. These (022) planes
are drawn in as grey planes. When the stacking of the crystals is twinned, every 60° occurs a
sector of crystal with the (022) plane in the right direction, forming a six-armed star. For the
case that the (200) plane is horizontal (b), the light is diffracted on both tilted (111) planes, if
no internal reflection is assumed. Otherwise, light is diffracted from the vertical (220) and (200)
planes.

large incident angle can diffract at the (022) plane and leave the film again without total
internal reflection.

In the radially aligned crystal made by compression molding, and also in a spin coated
crystal, the orientation of the fcc crystal changes gradually around the sample (Figure
8.2). There is always a string of spheres pointing towards the center of the sample. With
light incident from one direction, it can be reflected from three narrow sectors on the
sample pointing radially outward. When the crystal is twinned (the ABC-stacking is
inverted to an C' B A-stacking) there are three other in-plane angles under which the light
can be reflected, resulting in a six-armed star (Figure 8.3). The same reasoning applies
therefore to all close packed crystals with stacking errors. Only for pure fcc and pure
hep crystals one expects to see three arms. The wavelength of the light that is reflected
depends on the distance between the planes and on the incoming angle of the light.

Four armed star

When the fce crystal is not oriented with its (111) plane horizontal, but with the (200)
plane, the close-packed strings of the (200) plane point radially outward (as is shown in
Figure 8.2b). The planes that run through this string of spheres are the (220) plane and
the (111) and (111) planes. The family of {111} planes is under an angle of 54.7° with
the (200) planes. This means that, if there is total internal reflection as in the case of the
polymer films of Ruhl et al. [206], there is no diffraction from the {111} planes. However,
as our material is not a homogeneous slab of matter but contains index variations on length
scales comparable to the wavelength, total internal reflection is only an approximation.
Assuming no total internal reflection, diffraction from the family of {111} planes would
cause four strongly reflecting sectors (Figure 8.3), as observed. However, if our colloidal
crystal would act like a dielectric film with an effective refractive index, the diffraction
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Figure 8.4: (A color version of this figure can be found on page 36) Photos of spin coated
colloidal crystals both made of a dispersion 1038 nm particles (volume fraction 25% and 30%),
spin coated at 5000 rpm, on a circular cover slip (22 mm diameter) illuminated under an angle
with a white light source on which a double four-armed star is visible, one coming from the
{220} (and possibly {111}) planes and one from the {200} planes. The arrows indicate arms of
the less clear secondary square star. The sample on the right is the same sample as in Figure
8.1a.

from the {111} planes becomes unlikely.

The (220) plane, perpendicular to the horizontal, can also cause a diffraction star.
Incoming light from above the sample under an angle with the normal, can reflect from
the vertical (220) plane and exit the sample on the other side. The diffraction star would
then be visible on the other side than the light source. This would also cause a four
armed star, since the vertical (220) plane is perpendicular to the incoming light for four
azimuthal angles on the samples (Figure 8.3). Reflection of the diffracted light at the
glass plate under the sample could even make this diffraction star visible on the same side
of the sample as the light source.

Besides this (220) plane, also two planes of the {200} family are perpendicular to the
horizontal plane. These planes can cause a similar four-armed star, in between the arms
of the (220)-diffraction star, but at a different wavelength because the plane-spacing is
different. Evidence of the coexistence of these two stars of different colors is illustrated
in Figure 8.4.

Spin speed and concentration dependence

Checking many samples, made at different spin speeds and from different dispersion con-
centrations, for a diffraction star resulted in Table 8.1 for the 1.0 ym diameter particles
and Table 8.2 for the 0.8 ym diameter particles.

From the tables, a clear trend can be deduced: a four-armed star is more often visible
on samples made at higher concentrations and at higher spin speeds. In some samples
both stars could be discerned, where a six-armed star was more clear on the bottom, while
a four-armed star was visible on the top of the sample.
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Table 8.1: Bragg diffraction pattern on the sample in white light illumination for different spin
speeds and different volume fractions of the dispersion of 1038 nm diameter particles, where
‘-” denotes no clear diffraction, o is azimuthal-angle-independent diffraction (one color over the
whole sample), x denotes a six-armed diffraction star and x denotes a four-armed star. The
superscript shows the number of layers for some of the samples.

| | 500 rpm | 1000 rpm | 2000 rpm | 3000 rpm | 4000 rpm | 5000 rpm |
1

5% o ol ol ol
10% o3 02 ol
19% o ) %3 2
21% 7 ot * %3 x3
25% -7 *” x4 x5
30% %0 %0 x4

Table 8.2: Bragg diffraction pattern on the sample in white light illumination for different spin
speeds and different volume fractions of the dispersion of 796 nm diameter particles, where *
denotes a six-armed diffraction star and x denotes a four-armed star. If the symbol is between
brackets, the star was less clearly visible.

[ ] 2000 xpm [ 3000 rpm [ 4000 rpm |

15% * * (x)
25% (%) %/ X %/ X
35% (%) * / X * [ X

8.3.2 Laser diffraction

Laser diffraction was done at normal incidence of the beam on the sample. Two laser
diffraction patterns of a sample with a six-armed star and a sample with a four-armed star
are shown in Figure 8.5a and 8.5b. Clearly, the 2D symmetries present in the diffraction
stars recur in the laser diffraction patterns. In the square diffraction pattern, two groups of
peaks can be discerned at different distances from the center, corresponding to diffraction
from differently spaced lines in the square lattice, with a spacing of 2r and a spacing of
1V2(2r) ~ 0.70 - (2r). As expected, the sample on which both a square and a hexagonal
star were visible, shows both diffraction patterns on top of each other, where the peaks
with six-fold symmetry are slightly further out than the peaks with four-fold symmetry
(Figure 8.5¢). The spacing between lines of particles in the 2D hexagonal (111) planes is
1V/3(2r) ~ 0.87- (2r), while the spacing between lines of particles in the 2D square (200)
planes, corresponding to the diffraction spots with square symmetry visible in this image
is 2r.

The new information that can be deduced from these diffraction patterns, is the fact
that the in-plane long-range ordering, demonstrated by the diffraction stars, is also present
more locally, on the millimeter scale of the laser spot. Displacing the laser spot around the
center of the sample at the same radial distance, resulted in a rotation of the diffraction
pattern (Figure 8.6). This rotation confirms the radially aligned crystal structure and the
length scale at which this is already manifesting itself.
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Figure 8.5: Laser diffraction pattern of (a) a sample with a six-armed diffraction star, (b) a
four-armed diffraction star and (c) both a six-armed and a four-armed diffraction star.

Figure 8.6: Diffraction patterns at different azimuthal angles on a sample with a four-armed
diffraction star, demonstrating the radially aligned crystal structure.
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Figure 8.7: SEM images of the top surface of spin coated silica spheres: (a) a dispersion of 808
nm particles with a volume fraction of 15% spin coated at 3000 rpm and (b) a dispersion of 808
nm particles with a volume fraction of 35% spin coated at 4000 rpm. The scale bars are 10 pm.

8.3.3 Scanning Electron Microscopy

Using Scanning Electron Microscopy (SEM), the top surface of the spin coated colloidal
crystals was imaged. The hexagonal and square symmetries found by white light illu-
mination and laser diffraction recur in the small domains visible in the SEM images in
Figure 8.7. For a dispersion with a volume fraction of 15%, spin coated at 3000 rpm, only
hexagonal ((111) plane horizontal) domains were found. For a dispersion with a volume
fraction of 35%, spin coated at 4000 rpm, more square ((200) plane horizontal) domains
were found, however, still also many hexagonal domains were present.

An overall preferential alignment of the domains along the radial direction is expected
because of the occurrence of a diffraction star. However, from these SEM images, we can
not conclude that the close-packed strings of particles in the domains of one symmetry
are aligned along one direction. Most square domains are roughly aligned in the same
direction, but several hexagonal domains clearly are not, since, next to alignments with
strings of particles aligned in an outward direction from the center, orthogonal alignments
exist within one image (Figure 8.7).

The rougher surface (as compared to Figure 8.7), that is visible in a zoomed-out image
in Figure 8.8 of 1 um particles, spin coated at 5000 rpm from a 30% dispersion, probably
originates from the difference in in-plane spacing for the two different orientations. The
spacing of (111) planes is \% ~ 1.15 times the spacing of (200) planes.

We scanned several samples from the middle to the outside of the sample, finding no
significant changes in alignment, crystal orientation or spacing between particles.
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Figure 8.8: SEM image of the top surface of spin coated 1 pm diameter silica spheres from a
dispersion with a volume fraction of 30% at a spin speed of 5000 rpm. The scale bar is 20 um.
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8.3.4 Confocal Laser Scanning Microscopy

Using confocal laser scanning microscopy, the real space ordering in a colloidal crystal
can be imaged in three dimensions. Contrary to SEM imaging, confocal microscopy can
also image the bottom and bulk layers of a sample, which can increase the insight into
the formation process of the spin coated colloidal crystals.

Using confocal microscopy, the number of layers of every sample was determined. This
ranged from 1 layer for low concentrations (~ 5%) and/or high spin speeds (> 4000 rpm)
to 7 layers for high concentrations and/or low spin speeds.

The bottom layers, imaged by confocal microscopy, reflect the same symmetry in the
horizontal plane as concluded from white light illumination, laser diffraction and SEM
imaging: at higher spin speeds or higher concentrations, the square symmetric (200)
plane of the fcc structure dominates over the hexagonal symmetric (111) plane. Figure
8.9 displays the hexagonal order and the square order in the bottom layers of two different
samples. The Fourier transforms of both images are shown as an inset. The hexagonal
order of Figure 8.9a is not reflected in the Fourier transform because all domains are not
aligned along one director, resulting in a powder-like diffraction spectrum. The square
order of Figure 8.9b is clearly visible in the Fourier transform. The square domains are
thus better aligned than the hexagonal domains.

In Figure 8.10, several confocal microscopy images are shown of the top and bottom
of a sample made at 4000 rpm. The bottom layers are clearly less dense than the top
layers and furthermore, the top layers are more ordered. These observations suggest that
the ordering starts at the top layers, where the particles are fixed to the fluid-air surface
due to surface tension. This ordering is imposed on the lower layers when the fluid level
lowers (by evaporation or flow caused by centrifugal forces).

The fact that the bottom layer is less dense can have two causes: the colloids stick
to the substrate and therefore have random positions (random sequential adsorption), or
the crystal formation process starts at the top surface and is so fast that the bottom
particles have no time to become denser and order. The second explanation (or a com-
bination of both) is most likely, since in some samples clearly some ordering is present in
the bottom layer, as can be seen in Figure 8.9 and 8.10a. Crystallization from the top
surface downwards was also observed by Li et al. [207]. They produced a free-standing
silica 3D colloidal crystal at a water-air interface by letting the air evaporate. Similar
crystal nucleation at the top surface was observed by Wu [150] when spin coating colloids
dispersed in the monomer ETPTA.

It was also observed that there is more hexagonal ordering on the bottom than on
the top. This is in agreement with the fact that in white light illumination sometimes a
six-armed star was visible on the bottom, while a four-armed star was visible on the top
of the sample. The hexagonal order is probably caused by interaction with the bottom
wall which favors the densely packed hexagonal ordering.

Order parameters and degree of alignment

The degree of hexagonal or square ordering can be obtained from confocal images by
deriving bond orientational order parameters from particle coordinates. In an zy confocal
image, the coordinates of the particles can be obtained by the method of Crocker and
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Figure 8.9: Confocal microscopy images of bottom layers of (a) a 10% dispersion of 1038 nm
particles, spin coated at a speed of 2000 rpm and (b) a 30% dispersion of 1038 nm particles,
spin coated at a speed of 4000 rpm . The insets show Fourier transforms of both images. The
scale bars are 10 pm.

Grier [117]. For every particle, the neighboring particles were defined using Delaunay-
triangulation, which is the equivalent of defining the region of space that is closest to
each particle (the Voronoi cell) [186]. Triangles are drawn by drawing lines between all
particles, such that no particle is inside the circumcircle of any triangle. All connected
particles after triangulation are defined as neighbors.

The 2D local hexagonal bond orientational order parameter Wg for a single particle
can be calculated from the particle coordinates of its neighbors [185]:

Wo(r;) = % S expli60(r)) (8.3)

where k runs over all N neighboring particles of particle j and 6(r;x) is the angle between
the vector between particles j and k and a reference axis (Figure 8.11a). This equation
essentially sums the angles 6(r;;) times six, where the multiplication of the angles by six
reduces all vectors to a sextant of the circle. Summing the angles of all neighbors gives
a vector Wg, which is longer if all angles are the same, and is longest if the neighbors
form a perfect hexagon (Figure 8.11b-c). The resulting Wg is a complex vector, where the
absolute value (or length) defines the amount of local order and from the ratio between
the real and the imaginary part, the angle can be derived under which the hexagon is
aligned with the reference axis.

Summing the absolute values of the local hexagonal bond orientational order param-
eters of all particles, gives a degree of hexagonal order in the image. However, this sum
of absolute values does not take into account the alignment of the hexagons with respect
to each other. Since the overall alignment of the domains is a crucial parameter in spin
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bottom layer

Figure 8.10: Confocal microscopy images of bottom layers and top layers of a 25% dispersion
spin coated at a speed of 4000 rpm. The scale bar is 10 pm.
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reference axis

Figure 8.11: Schematic representation of the hexagonal bond orientational parameter Wg. a)
The local bond order parameter of a single particle is defined by summing the six-fold of all
angles 0(rjj) of the bond-vectors between this particle and its neighbors with a reference axis.
b) If all hexagons are aligned in the same direction, the overall absolute Wg value becomes large,
while ¢) if the alignment is less well defined, the absolute ¥4 value becomes smaller.

coating, this parameter was probed by summing all complex values of the local hexago-
nal bond orientational order parameters. Summing the complex values for all particles
in a confocal image gives a complex vector of which the length defines the range of the
hexagonal order in the image. The orientational order parameter, found after summing
all absolute values, will be called ‘local Wg’ hereafter, whereas the orientational order
parameter, found after summing all complex values, will be called ‘global Wg’. All order
parameters are normalized by dividing by the number of particles. The value of Wg (be-
tween 0 and 1) gives a degree of global alignment of the hexagonally ordered domains.
However, this global parameter is limited to the view of the confocal image (usually less
than 100 pm) and therefore probes the order on a different length scale than the global
alignment found by laser diffraction and white light diffraction.

By replacing all numbers ‘6’ in the local hexagonal bond orientational order parameter
by ‘4’, a bond order parameter ¥, could be defined for determining the square order in
the spin coat samples. However, neighbors in a square lattice are not always defined
correctly by Delaunay-triangulation [186]. Besides the four neighbors which should be
found, also some of the next generation of neighbors (lying under an angle of 45° with
the four direct neighbors) are determined as next neighbors. Therefore, we used the Wg
parameter instead, which does correctly define the amount of square order [186].

The graphs in Figure 8.12 show the global W4 and local Wy, and the global Wg and
local Wg, as a function of concentration or spin speed for the 1038 nm particles. All points
were determined by averaging over at least five confocal images at different positions, only
from the bottom of the samples. All confocal images were taken at the same zoom, such
that an equal area was taken into account (which could otherwise influence the global
order parameter).

The local order was clearly much higher than the global (aligned) order, as expected.
This difference was larger for the hexagonal order than for the square order, which in-
dicates better global alignment of the square domains than of the hexagonal domains,
which was also found from the Fourier transforms in Figure 8.9.



116 CHAPTER 8

1-0 L} L} L} L} L} L} 1-0 L} L} L} L} L} L}
% osf el B o o)
o oba oba
S os} I Zos} gova s ]
S o7k . . ] S o7} ]
2 o6 — . -] 2 osf ;
o L o
2 05F . — 2 05f . ® .
g 04F T 1 g 04F /s—-./’-’_ ]
= 0.3F L = 0.3F 1 ] " - L
© ©
c 0.2f . c 0.2f .
201, . : o 1 2o} o]
O OO 1 1 1 ;I: ? ? O 00 a 2 --: | 0‘—
0 5 10 15 20 25 30 35 0 5 10 15 20 25 30 35
Concentration (volume %) Concentration (volume %)
C 10 ' ' ' ' ' d 10 ' ' ' ' '
oo N BNL: et
5 e global ¥ o e global ¥
g os} TR Zosf gora®s ]
S o7} . . . ] S o7} ]
2 o6} . . i 2 o6} ]
o u (@)
Q 05} ‘I‘\-I\_\_.‘ - Q 05} . . . -
= [ ] L] ] = = [ u
8 o4} - S o4} : .
2 o3} ; 2 03f . ' . . ;
© ©
T 0.2f . T 02f .
2ol : . : . 2 o4l .
O 0.0 ’ : : [ ] L O 0.0 ry — ’ ¢ : [ ]
0 1000 2000 3000 4000 5000 6000 0 1000 2000 3000 4000 5000 6000
Spin speed (rpm) Spin speed (rpm)

Figure 8.12: Graphs giving the local and global orientational bond order parameters as a
function of concentration or spin speed for confocal images made of many spin coated samples
of 1038 nm particles. The spread in the points results from the fact that at one value of the
speed, samples at different concentration values were measured and vice versa.
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In the graphs, linear fits were drawn through the points, however these are merely
intended as guides to the eye and to illustrate that with increasing spin speed and with
increasing concentration, the local hexagonal order decreased and the local square order
increased. The globally aligned square order also increased slightly, while the globally
aligned hexagonal order hardly changed. Thus, the alignment of the crystals with the
(111) plane horizontal is less dependent on spin speed and concentration than the align-
ment of the crystals with the (200) plane horizontal.

The trends found from the order parameters agree with the trends found in the other
characterization methods. However, the low degree of order does not agree with the fact
that a clear diffraction pattern can be seen in white light illumination and also laser
diffraction shows clear order. We must conclude that the order on a short scale is much
less than the radial order on a longer length scale.

This quite counter-intuitive finding gives important clues to the mechanism of the
large scale orientation of the crystals. Usually, if interference effects are observed on a
length scale on the order of centimeters as with the star shaped patterns, one assumes
that the underlying symmetry is a reflection of the order that starts on a local scale and
then is continued to this large length scale. It is intriguing to see from the local analysis
in real space that this is not the case, although the order giving rise to the stars is already
present on the millimeter sized length scale probed by the laser diffraction experiments.
The only way this kind of order can be manifested on a larger length scale, is if it does
not originate from local interactions between the spheres, but if there is a (much) longer
ranged effect that can induce the order without direct inter-particle interactions. The only
field in this process that can do this is flow. It should be noted however, that although
in our case strong local correlations were absent in most cases, the work of Jiang et al.
demonstrates that these can be achieved as well [99].

8.3.5 Spin coating from ethylene glycol instead of ethanol

In the article by Mihi et al., not only dispersions in ethanol are used, but also dispersions
in ethylene glycol and water (or mixtures of those). These solvents are less volatile and
ethylene glycol is more viscous. It was observed that they yielded larger domains and
predominantly hexagonal symmetry.

To see if we could reproduce the effect of the use of ethylene glycol and water as
dispersion solvent, we spin coated 808 nm diameter SiO4 particles in a mixture of ethylene
glycol and water. This yielded samples with larger hexagonal domains, but equally sized
square domains. Some hexagonal domains became more than 100 ym wide, making them
suitable for photonic applications. For the image shown in Figure 8.13, the local Wy is as
high as 0.79 and also the global alignment is good with a W4 of 0.67.

8.3.6 PS defects in a silica crystal

To study the possibility of incorporating defects in a colloidal crystal using the spin coating
technique, we added 5% SiOs-coated PS particles to a dispersion of SiO, particles. We
made two dispersions with a total volume fraction of particles in the SiO2/PS/ethanol
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Figure 8.13: Confocal microscopy image of 50% 808 nm diameter SiOg particles in a mixture
of ethylene glycol and water (4:1) at 1500 rpm. The scale bar is 10 pm.
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Figure 8.14: (A color version of this figure can be found on page 36) Confocal microscopy zy
images of SiO9/PS/ethanol dispersions. a) a 25% dispersion spin coated at 3000 rpm, b) a 34%
dispersion spin coated at 4000 rpm. Scale bars are 5 pm.

dispersion of 25% and 34%. The dispersions were spinned at 3000 rpm and 4000 rpm,
respectively, yielding the confocal microscopy images shown in Figure 8.14.

The confocal microscopy images demonstrate that the PS defects were well distributed
over the colloidal crystal. However, it is not completely clear to what extent the crystal
structure was perturbed by the PS defects. Some defects were situated at grain boundaries
or other crystal defects. Furthermore, there was no clear diffraction star visible on the
samples in white light illumination, which means that the crystal was less ordered than
the samples without PS defects.

Spin coating a dispersion of 50% colloids (95% silica and 5% PS) in a mixture of
ethylene glycol and HyO (weight ratio 4:1) at 1500 rpm yielded a crystal with almost the
same domain size as the crystals spin coated from ethanol. For these crystals the PS-
particles clearly disturbed the lattice, since otherwise much larger domains were found.
This disturbance was probably caused by a small size difference between the two particles.
The sizes of the particles, measured with SLS, were very close (the diameter was only 12
nm different, which is 1,5%). However, we did not study the effective diameters of the
particles in the different solvents. This could give a better clue on the origin of the
disturbance of the crystal structure. It could also be that the interaction between the
silica colloids and the silica-coated PS colloids is not the same as the interaction between
mutual silica colloids.

Since the drying-time for the crystals formed from an ethylene glycol dispersion was
longer than for the crystals formed from an ethanol dispersion, the density separation was
more clear: there were hardly PS particles in the bottom layer and significantly more in
the layers above. As a result, the bottom layers had larger crystal grains than the top
layers.
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Figure 8.15: FTIR reflection spectra for several positions on (a) a sample made by spin coating
a 25 volume % dispersion of 800 nm SiOy particles in ethanol at 4000 rpm, (b) a sample made
by spin coating a 25 volume % dispersion of 800 nm SiOq particles and PS particles (number
ratio 19:1) in ethanol at 3000 rpm. The lines with different colors represent spectra taken at
different positions at the sample.

8.3.7 Reflection spectra

We recorded the reflection spectra of two samples, both originating of a dispersion with
a volume fraction of 25% consisting of 800 nm SiO, particles, but one with 5% added
PS-defects and one without. Measured reflection spectra at several positions for both
samples are plotted in Figure 8.15.

The theoretical reflection signal for a few layers of fcc crystal of silica spheres (n=1.45)
in air (n=1) oriented with the (111) plane horizontal or with the (200) plane horizontal,
was calculated using the Korringa-Kohn-Rostoker (KKR) method implemented in the
program ‘multem’ by Stefanou et al. [29]. The thin and thick glass plates below the
crystal were approximated by an infinitely thick slab with the same refractive index as
silica. The calculated reflection spectra are shown in Figure 8.16.

The reflection spectra for an fcc structure with the (200) planes horizontal do not have
a Bragg peak in the wavelength region of interest because the form factor of these spheres
has a minimum at the reciprocal vector of the reflection from the (200) planes. Domains
with the (200) orientation will therefore not contribute considerably to the measured
reflection spectrum.

The Bragg peak found for reflection from horizontal (111)-peaks agrees with the ex-
pected value at A\q11) = 2(n)od11) = 1.7 pm where (n) = 1.33 is the volume averaged
refractive index and d(111) = \/2/_3 is the layer spacing. Based on the peak positions in the
measured and calculated reflection spectra, the 7-layer fcc structure with the (111) plane
horizontal agrees most with the measured structure without PS defects. The decrease in
height of the main peak is probably due to a lack of order in the plane as visible in the
confocal images.

The reflection spectra of the sample with PS defects shows more spread in the peak
positions and peak height with the position on the sample. This implies that the sample
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Figure 8.16: Reflection spectra calculated using the KKR method for a close-packed fcc crystal
of 800 nm SiO4 particles in air for different numbers of layers and for two different orientations:
(a) with the (111) plane horizontal and (b) with the (200) plane horizontal.

is more irregular in thickness, layer spacing and range and quality of the in-plane order,
which confirms our observation with confocal microscopy, that the incorporation of PS
defects distorts the crystal structure of the spin coated crystals.

It is intriguing to see it can also make the ‘secondary’ peaks, caused by the finite
thickness of the layers, higher than the main Bragg peak. This may indicate that in some
places the distribution of the PS may have been inhomogeneous, but such a conclusion
needs further support by calculations next to more detailed real-space analysis.

8.3.8 Spin coating on a templated substrate

Since the domains resulting from spin coating ethanol dispersions were small, on the
order of 10 pm, the crystals were not suitable for photonic applications. To increase
the domain size and improve the alignment, a templated substrate was used. Colloidal
templates have been used before in combination with the controlled drying technique to
grow aligned colloidal crystals [195, 196]. Here we combined the spin coating technique
with epitaxial growth on a templated substrate. An array of holes of about a square
millimeter in area was made in Norland OA 68 glue on a glass substrate using the soft
lithography technique as described in Chapter 2.3.2. The square array was roughly aligned
with the close-packed lines along the radial direction. A dispersion with a volume fraction
of 33% of 1.48 um diameter silica particles in ethanol was spin coated on a square array
of holes with different spacings, of which the template with a spacing of 1.63 pm gave the
best results. The samples were rotated at spin speeds of 1000, 2000, 3000 and 4000 rpm.
The resulting samples had 5, 4, 3 and 2 layers, respectively. In white light illumination,
there was a four-armed star for the samples made at 4000 and 3000 rpm, an unclear
diffraction star for the sample made at 2000 rpm and no diffraction star at the lowest spin
speed. In confocal microscopy, the bottom layers were imaged, showing that for the lowest
spin speeds only few particles entered the holes of the pattern on the bottom surface and
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Figure 8.17: Confocal microscopy xy images of 1.48 um diameter silica dispersions in ethanol,
spin coated at 4000 rpm on a substrate patterned with a square array of holes. The scale bars
are 10 pym.

further layers did not adopt the symmetry and alignment of the bottom particles. Only
at 4000 rpm, the template had a large effect: at the position of the template, the particles
in the bottom layer were almost completely in the template holes and also the next (top)
layer adopted this alignment and the square symmetry. At the edges of the template, the
effect of the template was most clear, as can be seen in Figure 8.17.

8.3.9 Two crystal orientations

From the results presented in Table 8.1, a trend can be identified: at low concentrations
and spin speeds, the fce structure is oriented with its (111) plane parallel to the surface,
while at higher concentrations and at higher spin speeds the (200) plane is horizontal.
This trend does not agree with the alternating trend, which one would expect if the
crystal orientation would be caused by optimization of the volume fraction for different
confinement parameters (as described in the introductory Section 8.1).

The other possible cause for a change in preferred crystal orientation, as put forward
in the introduction, is a difference in permeability for the liquid forced to flow in different
directions in the crystal. During the spin coating process (both for dispersions in monomer
and in volatile media), a colloidal crystal is formed which has a higher volume fraction
of colloids than the original colloidal dispersion. Thus, some of the dispersion solvent is
extracted from the colloidal crystal during spin coating. In the case of spin coating in a
volatile medium, even all solvent leaves the crystal. This empirical notion implies that
there is a solvent flow relative to the colloids. In the case that the colloidal structure has
a yield stress like a crystal or a glass, liquids leaving the structure can be understood. In
the case of a colloidal liquid it is harder to understand how the liquid can leave. Still,
the very fast crystal formation and removal of the solvent from the crystal do imply an
important role of these fluid flows in the process. The influence of the fluid flow on the
crystal formation is dependent on the following factors:
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o The wviscosity and evaporation rate
o For higher volume fractions of colloids, solidification is expected to be faster

e The fluid flow will have more influence for higher spin speeds and higher spin speeds
may also mean higher evaporation rates.

In the spin coating process, three different fluid flow directions play a role. First of
all, after application, the dispersion is accelerated azimuthally to the same rotational
speed as the substrate, resulting in an azimuthal fluid flow. Secondly, because of radial
acceleration, a radial flow brings the fluid to the outside of the sample, of which a part is
even expelled from the sample. Finally, the solvent completely evaporates, which happens
mostly at the top surface (because of larger surface area than at the sides the crystal),
resulting in a vertical fluid flow.

The crystal directions in which the three different fluid flows occur (radial, azimuthal
and vertical) are indicated in Figure 8.18 for three different orientations of the crystal with
respect to the radial direction: two with the hexagonal (111) plane horizontal (henceforth
referred to as a hexagonal orientations) and one with the square (200) plane horizontal
(referred to as a square orientation). The first orientation with the hexagonal plane
horizontal, is the orientation which is found by Jiang et al. [99] for spin coating a colloidal
dispersion in a monomer, with the close-packed strings in the radial direction. In our case,
for spinning in a volatile medium, we also find the other hexagonal orientation (though
less frequently): with the strings in the azimuthal direction. This orientation is the second
orientation in the table.

The most permeable direction in the fcc crystal is the [110] direction (perpendicular
to the (220) planes), as stated by Ishii et al. [204], based on pure visible inspection of the
crystal directions of an fcc structure made of macroscopic balls. The visible inspection
was used to look for the straightest possible channels through which fluid could flow.
However, the argument that straight channels exist in the fcc crystal only in the [110] di-
rection, does not take into account the hydrodynamic interactions of the fluid in the small
interconnected channels in the microscopic sample. And more in general, hydrodynamic
interactions are long-ranged, an intuitive prediction is therefore highly questionable. Nev-
ertheless, based on the argument that flow is easiest in this direction through the crystal,
Ishii et al. were able to provide an explanation for the crystal orientation seen in their
flow cell.

Flow of a Newtonian fluid through periodic arrays of spheres of different volume frac-
tions, including hydrodynamic interactions, has been discussed in several articles in the
past [208-211]. In these studies, the interest was in flow through a crystal, but also in
the context of sedimentation of a crystal in a fluid. For the body centered cubic structure
Hurd et al. studied the friction factors for flow in different directions [212]. However, we
were not able to find articles that discuss the difference in viscous drag for different fcc
crystal directions. Therefore, in the following we have turned to the very simple argu-
mentation as proposed by Ishii et al. [204]. We want to stress that with recent advances
in computer simulations in which hydrodynamic effects can be fully taken into account
our estimations of the friction of fluid flowing in the different directions through an fcc
crystal can be tested numerically [155, 213]. In Figure 8.19 we made projections of several
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Figure 8.18: Table of the crystal directions in which the three different flows occur (radial,
azimuthal and vertical) for three different crystal orientations of the crystal with respect to
the radial direction. The schematic images of the crystal planes depict the horizontal plane, in
which the radial direction (towards of the middle of the sample) is indicated with the horizontal
arrow at the top left of the table. The [100] direction is perpendicular to the family of {200}
planes, the [110] direction is perpendicular to the family of {220} planes, the [111] direction
is perpendicular to the family of {111} planes and the [211] direction is perpendicular to the
family of {422} planes of the fcc crystal structure.

layers of spheres in the crystal direction which are relevant for the fluid flows in the spin
coating process. From these images, free channels in the crystal (as in the case of the
[110] direction) can be identified and also mildly open planes are recognizable from the
low overlap of the spheres. Based on the grey-level in the images for every direction, one
could order them roughly at decreasing permeability: [110]-[100]-[211]-[111].

Combining the fluid flows for different crystal orientations with the permeabilities of
the relevant planes, shows that the radial flow cannot explain the reorientation behavior,
since this flow is in the [110] direction for both the more common hexagonal orientation
and the square orientation. The evaporation direction is not an efficient direction for fluid
flow in either direction, since it is in the [111] or in the [100] direction. The azimuthal flow,
however, is in the [110] direction for the square orientation, but in the less permeable [211]
direction for the common hexagonal orientation. The azimuthal flow is most prominent in
the acceleration stage (usually identified as the second stage of the spin coating process,
see Section 2.6.1), in which the deposited dispersion has to acquire the same rotation
speed as the substrate. As can be seen in the supporting movie of Jiang et al. [99],
the diffraction star appears almost immediately, supporting the hypothesis that the order
already starts in the acceleration-stage. The hypothesis could be checked more thoroughly
by carrying out the experiment with different initial accelerations. The only drawback
of this method is the fact that we found that it is experimentally difficult to apply the
dispersion while the substrate is still standing still. Often the dispersion dried partly
already before starting the spin coating process.

The fact that Jiang et al. only found the first hexagonal orientation could be explained



SPIN COATING COLLOIDAL CRYSTALS FROM VOLATILE SOLVENTS 125

/\/\/\
\/\/\/
/\/\/\

[110] [211]

[100] [111]

Figure 8.19: Schematic image of the overlap of spheres in different directions in the fcc crystal.
The amount of overlap can be deduced from the grey level. The top layer of spheres is outlined
with a thicker line. Only the number of unique planes in each direction is shown.

from the fact that the monomer is much more viscous than ethanol, which is used in our
experiments. We hypothesize that there is less solvent moving relative to the colloids
for a more viscous solvent, since the colloids are dragged along with the dispersion. The
percolating flow is therefore lower for a viscous solvent. The crystal is in this case aligned
by shear on the dispersion by the outward movement of part of the dispersion on one side
and by the substrate on the other side. A similar argument holds for dispersions with
a low volume fraction of colloids and for low spin speeds: in these cases, the colloidal
crystal is aligned by shear instead of displacement of fluid relative to the colloids and
therefore becomes aligned with the hexagonal layer parallel to the substrate and with the
close-packed strings of colloids in the shear-flow direction (as is seen for shear-induced
order [214]).

8.4 Conclusions

From the observations with both the real-space techniques (SEM and confocal microscopy)
and the reciprocal-space techniques (laser and white light diffraction), we conclude that
in the spin coating process fcc crystals are formed with an orientation where the (111)
plane is horizontal at low spin speeds and low concentrations and otherwise with an orien-
tation where the (200) plane is horizontal. For both orientations the crystals are globally
aligned in the radial direction, following from the observation of star-shaped interference
patterns with hexagonal or square symmetry covering the size of the structures or from
laser diffraction experiments covering about millimeter sized regions. Intriguingly, the
local alignment of small ordered domains along a common radial director as observed by
SEM and confocal microscopy, does not clearly reflect the order seen on the millimeter
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and centimeter length scales in the scattering experiments. From Fourier transforms the
confocal images it can be concluded that the horizontal square (200) planes are locally
aligned better along a common director than the horizontal hexagonal (111) planes. A
bond order parameter analysis of the confocal images demonstrates the increase in local
square order for increasing spin speed or concentration and an accompanying decrease
in local hexagonal order. The global (on the order of 100 um) square order in the con-
focal images increased in a similar fashion, while the global hexagonal order was hardly
influenced by the two parameters. We hypothesize that this last observation, in com-
bination with the comparison of the different permeabilities of the fcc crystal directions
(which should be measured or calculated and not guessed at as in the present work) may
suggest that the hexagonal orientation of the fcc crystal is formed by shear when the
percolating fluid flow (average flow relative to the particles) does not play an important
role. The square orientation of the fcc crystal is formed by aligning the planes with lowest
permeability ({220} planes) along the important flow directions (radial and azimuthal
directions) by the percolating flow.

PS defects were homogeneously incorporated in the colloidal crystal. In the case of
crystals made from dispersions in ethylene glycol, the grain size clearly decreased. This
is probably due to a different effective radius of the PS defects and the silica hosts. An
other explanation could be that the interaction between the silica hosts and the defects
is not the same as the interaction between the mutual hosts.

Spin coating a crystal on a (200) templated surface gives control over the positions
of the bottom particles. The second layer is also affected by the template at high spin
speeds where the second layer is the top layer. Together with the observation that the
bottom layer is less densely packed and less ordered, we can conclude that the ordering
of the spin coated crystals starts at the top surface.

In this study we focussed on two parameters: spin speed and concentration of the
dispersion, which both have a large influence on the order, orientation and alignment of
the crystal. However, there are still many other parameters that can be varied (vapor
pressure, dispersing solvent, substrate hydrophilicity, temperature, etc.). Further studies
should give more insight in the mechanism of spin coating by varying those parameters,
while simulations are required to investigate our assumptions about friction of the flow
through different crystals and crystalline directions.
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Summary

The colloidal particles that are studied in this thesis are solid spheres with a diameter
of approximately a micrometer. These spheres, when dispersed in a fluid, behave in a
thermodynamically similar way as atoms and molecules: at low concentrations they form
a fluid phase, while at high concentrations they can crystallize into a colloidal crystal to
gain entropy. The analogy with molecular crystallization combined with the easy access to
real-space data (because of longer time and length scales as compared to molecules), makes
this system ideal for studying crystallization and nucleation processes. Furthermore, col-
loidal crystals are studied because of their applicability in new developing technologies
based on light: the length scale of the periodically varying refractive index in the crys-
tals is of the same order as the wavelength of visible light, giving the possibility to open
up an optical band gap, similar to the energy band gap in semiconductors. Whether or
not a photonic band gap opens depends sensitively on the crystal lattice, the refractive
index contrast and the quality of the colloidal crystals. Increased control over crystalliza-
tion and nucleation processes involved in the self-assembly of a crystal, can increase the
tunability of the colloidal crystals and therefore increase the possibilities for producing
photonic crystals.

In Chapter 1, a general introduction is given on colloids and the crystals that they
can form. A large section of the chapter is dedicated to photonic crystals and photonic
band structure calculations. The end of the chapter focuses on binary colloidal crystals,
which consist of two types of colloids and give new options for opening up a photonic
band gap.

In Chapter 2, a few methods are introduced which can be used to manipulate colloidal
crystallization. The sedimentation behavior of colloids can be influenced by a structured
bottom surface, dictating the orientation and lattice of the crystal that grows on top by
so called epitaxial growth. Several methods are described which can be used to structure
the surface at a micrometer scale.

Nucleation in the bulk of a sample can be induced by a small seed structure of tracer
particles, trapped by optical tweezers: a strongly focused laser beam that catches optically
dense particles by the gradient of its light field. The theory of optical trapping and the
setup of the optical tweezers are described in this chapter.

Compression by dielectrophoretic forces is used throughout this thesis to increase the
volume fraction of colloidal dispersions, to induce crystallization. This technique uses a
similar gradient field as optical tweezers.

The last technique is spin coating, which is used in several experiments described in
this thesis. The colloidal dispersion is deposited on a fast spinning disc, where most of
the fluid is spun off or evaporates, leaving a radially aligned colloidal crystal. This very
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fast method for creating colloidal crystals is discussed at the end of this chapter.

The colloidal NaCl structure is a binary colloidal crystal with potential for photonic
applications, as is shown in Chapter 3. Colloidal crystals with a NaCl structure were
fabricated by combining several external fields (sedimentation, epitaxial growth, electric
fields and dielectrophoresis) to optimize the quality and stacking of the crystals. The crys-
tals were studied by confocal microscopy, revealing stress-induced defects at places where
the epitaxial template did not match the lattice parameters of the equilibrium crystal
structure. We were able to dry the NaCl crystals, which facilitated further processing for
photonic applications and gave the opportunity to study the crystals by scanning electron
microscopy.

A second binary colloidal crystal, with the structure of the Laves phase MgCus, is
the focus of Chapter 4. This colloidal crystal structure consists of large spheres on
a diamond lattice and slightly smaller spheres on a pyrochlore lattice. Both of these
single-component lattices are good candidates for opening up a photonic band gap. The
stability of the colloidal Laves phases was studied by simulations. It was found that the
three binary Laves phases are stable in a large area of the phase diagram. However, the
free energy difference between the three structures is very small, so all three will coexist
in a dispersion. Therefore, an epitaxial growth procedure was designed for selectively
growing only the MgCus structure. In the second half of the chapter, the results are
presented of experiments on several colloidal systems with size ratios in the range where
the Laves structures were found to be stable. In these experiments the separation of these
binary systems under several forms of shear and flow was observed.

In Chapter 5, photonic band structure calculations are discussed on the binary Laves
structures and their single component constituents. Two methods to calculate band struc-
tures are compared and their convergence is discussed. Band structures of the metallodi-
electric diamond and pyrochlore structures (with a metal core or a metal shell) yielded
large photonic band gaps.

The study of nucleation in the bulk of a dispersion is presented in Chapter 6. Optical
tweezers were used to fix a seed structure of tracer particles in the bulk of the host
dispersion. This induced nucleation of the host dispersion at the seed structure. The host
particles were unaffected by the laser because of the refractive index matching solvent.
Using confocal microscopy, the effect of the seed structure on the host dispersion could be
studied for different symmetries and lattice spacings of the seed structure. The volume
fraction of the dispersion could be changed in situ by dielectrophoretic compression.

Dielectrophoretic compression is also the main manipulation technique used in Chap-
ter 7. A method is presented to fabricate large single-domain colloidal crystals by epitax-
ial growth on a small templated bottom surface. Dielectrophoretic forces were deployed
for pushing the epitaxially grown crystal forward, to be able to continually grow col-
loidal crystals of an orientation defined by the template. By confocal microscopy, similar
stress-induced defects were found as in the growth of NaCl crystals by epitaxial growth.

In the last chapter, Chapter 8, we tried to unravel the mechanism of colloidal crystal
formation by spin coating colloidal dispersions in volatile media. It was found before
that this process could yield face centered cubic crystals with two different orientations.
Because the fabrication process is very fast, in situ study of the crystallization mechanism
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was impossible. Instead, we based our conclusions on the structure of the end product,
while varying the spin speed and the initial volume fraction. The structure was studied
by visual inspection of white light diffraction, by laser diffraction and in real-space by
scanning electron microscopy and confocal microscopy. These observations point towards
the spin-up acceleration as the main parameter that determines the orientation of the
crystals. The reflectivity of the spin coated crystals was measured by Fourier transform
infra-red spectroscopy and compared with calculations using the Korringa-Kohn-Rostoker
method. Further, the possibility of incorporating point defects in the structure for creating
a photonic defect state in the Bragg peak was investigated.



Samenvatting

De colloidale deeltjes die bestudeerd worden in dit proefschrift zijn massieve bolletjes met
een diameter van ongeveer een micrometer. Deze bolletjes gedragen zich, wanneer ze
gedispergeerd zijn in een vloeistof, thermodynamisch analoog aan atomen en moleculen:
bij lage concentraties vormen ze een vloeistof-fase, terwijl ze bij hoge concentraties kunnen
kristalliseren tot een colloidaal kristal om entropie te winnen. De analogie met molecu-
laire kristallisatie, gecombineerd met het feit dat colloiden makkelijker rechtstreeks te
bestuderen zijn (vanwege de langere tijd- en lengteschalen dan bij moleculen), maakt dit
systeem ideaal voor het bestuderen van kristallisatie- en nucleatieprocessen. Bovendien
worden colloidale kristallen bestudeerd vanwege hun toepasbaarheid in nieuwe technolo-
gieén gebaseerd op licht: de lengteschaal van de periodiek variérende brekingsindex in de
kristallen is van dezelfde orde van grootte als de golflengte van zichtbaar licht. Dit geeft
de mogelijkheid tot het openen van een fotonische band gap, analoog aan de energetische
band gap in halfgeleiders. Of een band gap opent hangt sterk af van het kristalrooster,
het brekingsindex-contrast en de kwaliteit van de colloidale kristallen. Meer controle over
de kristallisatie- en nucleatieprocessen, die een rol spelen in de zelf-organisatie van een
kristal, kan de kans vergroten dat een fotonische band gap opent in een colloidaal kristal.

In Hoofstuk 1 wordt een algemene introductie gegeven over colloiden en de kristallen
die zij kunnen vormen. Een groot deel van het hoofdstuk is gewijd aan fotonische kristallen
en berekeningen van fotonische bandenstructuren. Het eind van het hoofdstuk richt zich
op binaire colloidale kristallen, die uit twee soorten colloidale deeltjes bestaan en die
nieuwe mogelijkheden scheppen voor het openen van een fotonische band gap.

In Hoofdstuk 2 worden een paar methodes geintroduceerd die kunnen worden ge-
bruikt voor de beinvloeding van colloidale kristallisatie. Het sedimentatiegedrag van
colloiden kan worden beinvloed door een gestructureerd bodemoppervlak, dat de orién-
tatie en het kristalrooster bepaalt van het kristal dat er bovenop groeit. Dit wordt epi-
taxiale groei genoemd. Verschillende methodes worden beschreven om een structuur op
micrometer-schaal te maken op een oppervlak.

Nucleatie in het midden van een dispersie kan worden geinduceerd door een kleine
kiem van tracerdeeltjes vast te houden met optical tweezers (een optisch pincet): een
sterk gefocusseerde laserstraal vangt de optisch dichte deeltjes in de gradiént van het
lichtveld. De theorie van het optisch trappen (vasthouden) en de opstelling van de optical
tweezers worden in dit hoofdstuk beschreven.

Compressie door diélectroforetische krachten wordt door heel dit proefschrift heen ge-
bruikt voor het verhogen van de volumefractie van de colloidale dispersies om kristallisatie
te induceren. Bij deze techniek wordt ook een veldgradiént gebruikt, net als bij optical
tweezers.
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De laatste techniek is spincoaten, een techniek die gebruikt is in verschillende ex-
perimenten in dit proefschrift. Een colloidale dispersie wordt opgebracht op een snel
ronddraaiende schijf, waarna het grootste gedeelte van de vloeistof eraf gespind wordt of
verdampt. Hierbij vormt een radieel uitgelijnd colloidaal kristal. Deze zeer snelle methode
voor het maken van colloidale kristallen wordt besproken aan het eind van dit hoofdstuk.

De colloidale NaCl structuur is een binair kristal dat veelbelovend is voor fotoni-
sche toepassingen, zoals aangetoond wordt in Hoofdstuk 3. Colloidale kristallen met
een NaCl-structuur zijn gefabriceerd door de combinatie van verschillende externe velden
(sedimentatie, epitaxiale groei, electrische velden en diélectroforese) om de kwaliteit van
de kristallen en de stapelingsvolgorde van de lagen te optimaliseren. De kristallen zijn
bestudeerd met confocale microscopie, waarbij stress-geinduceerde defecten aan het licht
kwamen op plaatsen waar de roosterparameters van de epitaxiale structuur op de bo-
dem niet overeenkwam met de roosterparameters van het evenwichtskristal. Het is gelukt
om de NaCl-kristallen te drogen, wat de verdere verwerking voor fotonische toepassing
vergemakkelijkt. Bovendien gaf dit de mogelijkheid om de kristallen te bestuderen met
scanning electronenmicroscopie.

Een tweede binair colloidaal kristal, met de structuur van de Laves fase MgCus, is het
onderwerp van Hoofdstuk 4. Dit colloidaal kristal bestaat uit grotere bollen op een dia-
mantrooster en enigszins kleinere bollen op een pyrochloorrooster. De kristalroosters van
beide aparte componenten zijn geschikt om een fotonische band gap te openen. De sta-
biliteit van de colloidale Laves fasen is bestudeerd met simulaties. Er is gevonden dat de
drie binaire Laves fasen stabiel zijn in een groot parametergebied. Het vrije-energieverschil
tussen de drie structuren is echter zeer klein, dus zullen deze drie tegelijk in een disper-
sie voorkomen. Daarom is een procedure ontworpen, gebaseerd op epitaxiale groei, om
selectief de MgCug-structuur te groeien. In de tweede helft van dit hoofdstuk worden de
resultaten gepresenteerd van de experimenten aan verschillende colloidale systemen die
een grootteverhouding hadden waarvan gevonden was dat de Laves structuren daarbij
stabiel zijn. In deze experimenten werd waargenomen dat de binaire systemen scheidden
onder invloed van verschillende vormen van shear (afschuifstroming) en stroming.

In Hoofdstuk 5 worden de fotonische bandenstructuurberekeningen besproken van
de binaire Laves structuren en van de structuren van hun aparte componenten. Twee
methodes voor het berekenen van fotonische bandenstructuren worden vergeleken en hun
convergentie wordt bediscussieerd. Uit de bandenstructuren van de metallodiélectrische
diamant- en pyrochloorstructuren (met een metalen kern of een metalen schil) bleek dat
deze structuren grote fotonische band gaps hebben.

De studie van nucleatie in het midden van de dispersie is uiteengezet in Hoofdstuk
6. Optical tweezers zijn gebruikt voor het fixeren van een kiem van tracerdeeltjes in het
midden van de gastdispersie. Dit induceerde nucleatie van de dispersie op de kiemstruc-
tuur. De gastdeeltjes werden niet beinvloed door de laser doordat het dispersiemedium
dezelfde brekingsindex had als deze deeltjes. Het effect van de kiem op de gastdisper-
sie kon bestudeerd worden met confocale microscopie voor verschillende symmetrieén en
voor verschillende roosterafstanden van de kiem. De volumefractie van de dispersie kon
tegelijkertijd veranderd worden met diélectroforetische compressie.

Diélectroforetische compressie is ook de voornaamste techniek voor beinvloeding van
de kristallisatie in Hoofdstuk 7. Hier wordt een methode gepresenteerd voor het fa-
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briceren van grote één-kristallen door epitaxiale groei op een klein structuurtje op het
bodemoppervlak. Diélectroforetische krachten werden ingezet om de epitaxiaal gegroeide
kristallen voort te duwen, zodat een colloidaal kristal met een door de bodemstructuur
gedefinieerde oriéntatie continu kon groeien. Met confocale microscopie zijn vergelijkbare
stress-geinduceerde defecten gevonden als bij de epitaxiale groei van NaCl-kristallen.

In het laatste hoofstuk, Hoofdstuk 8, is getracht om het mechanisme van kristalfor-
matie door het spincoaten van een colloidale dispersie in een vluchtig medium te ontrafe-
len. Eerder is aangetoond dat dit proces vlakkengecentreerde kubische kristallen oplevert
met twee verschillende oriéntaties. Vanwege het feit dat het spincoatingproces erg snel ver-
loopt, is in-situ studie van het kristallisatiemechanisme niet mogelijk. Daarom baseerden
we onze conclusies op de structuur van het eindproduct, voor verschillende waarden van
de spinsnelheid en van de initi€le volumefractie. De structuur is bestudeerd door visuele
inspectie van wit-lichtdiffractie, door laserdiffractie en rechtstreeks door scanning electro-
nenmicroscopie en confocale microscopie. Uit deze observaties kon geconcludeerd worden
dat de opspinversnelling de parameter is, die de oriéntatie van de kristallen het meest bein-
vloedt. De reflectie van de spincoatkristallen is gemeten met Fourier transform infra-rood
spectroscopie en dit is vergeleken met berekeningen volgens de Korringa-Kohn-Rostoker
methode. Verder is de mogelijkheid bekeken om puntdefecten in de kristalstructuur op te
nemen om een fotonische defect-toestand te creéren.
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