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Abstract

Spherical micron-sized polystyrene particles (diameter d = 2.1 um) dispersed in a water/
heavy-water mixture are being studied in light fields with a quasicrystalline 10-fold rota-
tional symmetry under bright-field microscopy. Unlike periodic crystals, quasicrystals pos-
sess no translational, but a long-range orientational order. Quasicrystals are popular objects
to study and e.g. their stability mechanisms and formation can be examined diversely in
soft matter systems.

In this work, the formation of colloidal quasicrystals is studied in six different light fields
constructed from overlaying double rings positioned on a decagonal (10-fold) “Tuebingen”
tiling. The ratio of the ring radii needs to be close to the so-called golden mean (¢ ~ 1.618)
due to stability reasons.

The patterns acting as templates are uploaded on a so-called Digital Micromirror Device
(DMD), which is illuminated by an expanded Gaussian laser beam (A = 532nm). Due to
the periodic arrangement of the DMD mirrors, diffraction effects arise predominantly with
a coherent illumination source like a laser, which have to be accounted for during the con-
struction and alignment of the setup. The whole mirror array projects a greyscale image
into a sample plane, where each micro-mirror represents one image pixel. The particles can
arrange according to the light field in an effective 2D system and can be “trapped” in a
harmonic potential at positions for quasicrystalline symmetry.

Samples with different particle concentrations are being studied under six different 10-fold
template patterns with varying field potential amplitude by adjusting the laser intensity.
The resulting quasicrystalline structures are analysed in Fourier Space as diffraction pat-
terns, which show Bragg peaks on defined positions indicative of a decagonal long-range
orientational order.

By analysing the dynamics of the particles in the decagonal light field it has been found,
that the particles are performing jumps on the template, from one minimum of the light
field potential to another as well as inside the minimum. These jumps are located with a
phop-algorithm, which registers the time and position of a jump. The hop time 7, between
these “hops” is calculated to estimate the time, the particles require for one jump. It shows,
that there are two time regimes at short and long times, which are representative of the
movement in a trap and the jumping from one trap position to another respectively and
can be separated via exponential fitting to the probability distributions of the jump times.
Additionally, the time a particle spent trapped in the template potential has been deter-
mined by quantifying the compactness of a trajectory with the so-called packing coefficient.
These residence times showed an overlap with the longer times between two particle jumps,
indicating that the particles are jumping from one trap to another.

It has been found that a higher laser intensity increases the time a particle stays trapped in
a tiling position due to increased strength of the potential. A higher particle concentration
lowers the time between two jumps, since inter-particle interactions gain dominance over
the light-field potential, raising the probability of shorter jump times. Among the tested
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templates, the one with a tiling distance of two times the particle diameter showed longer
dwell times, than the template with larger distances. The short jumps, i.e. particle fluctu-
ations inside of a trap were neither influenced by a variation in the laser intensity nor by
changing the particle concentration.

Finally, experiments were conducted with a holographic-optical-tweezers setup. Here, a
liquid-crystal spatial light modulator (LC-SLM) is used instead of the Digital Micromirror
Device as the method for creating light fields. Hexagonal (6-fold) crystals are constructed
from feedback programming of a light field that adapts to the current particle positions.
Light potentials with two length scales e.g. Gaussian double rings that support quasicrys-
talline symmetry did form metastable clusters with local 4-fold and 12-fold symmetries.
Additionally, hexagonal crystal twins were found.
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Zusammenfassung

Kugelférmige Polystyrol-Mikroteilchen (Durchmesser d = 2.1 um) in einer Mischung aus
Wasser (H20) und schwerem Wasser (D20) wurden in Lichtfeldern mit quasikristalliner
10-facher Rotationssymmetrie unter dem Lichtmikroskop untersucht.

Anders als periodische Kristalle, haben so genannte Quasikristalle keine Translationsord-
nung, sondern eine orientierungsabhéngige Ordnung mit langer Reichweite. Das bedeutet,
dass sich die Ordnung erst bei Betrachtung langerer Abschnitte des Kristalls duflert.
Quasikristalle sind ein populdres Forschungsobjekt, um z. B. ihre Stabilitdts- und Entste-
hungsmechanismen auf vielfiltige Art zu studieren besonders im Bereich der weichen Ma-
terie.

In dieser Arbeit werden kolloidale Quasikristalle in sechs verschiedenen Lichtfeldern studiert,
welche sich durch Uberlappung von Doppelringen an Positionen eines dekagonalen (mit 10-
facher Rotationssymmetrie) “Tiibingen” Kachelmusters konstruieren lassen. Dabei muss
das Verhiltnis der Radien zueinander aus Stabilitdtsgriinden nah am so genannten golde-
nen Schnitt (¢ ~ 1.618) liegen.

Die Template-Muster werden zu einem so genannten Digital Micromirror Device (DMD)
gesendet, welches wiederum von einem aufgeweiteten Laserstrahl mit Gauss’schem Inten-
sitdtsprofil beleuchtet wird. Wegen der periodischen Anordnung der Mikrospiegel des DMD,
kommt es zu Beugungseffekten, die bei der Anordnung und dem Aufbau einkalkuliert wer-
den miissen. Die Effekte treten vor allem bei Verwendung einer kohédrenten Beleuchtung
z.B. mit einem Laser auf. Der Spiegelarray des DMD projiziert ein Bild in Graustufen in
die Probenebene, wobei jeder Mikrospiegel einem Bildpixel entspricht. Die Teilchen ord-
nen sich in einer 2D-Ebene in der Probe nach dem Muster des Lichtfelds an, wobei sie in
einem harmonischen Potential mithilfe optischer Fallen an Positionen gefangen werden, die
zusammen einen quasikristallines Muster ergeben.

Proben mit verschiedener Teilchenkonzentration werden in sechs unterschiedlichen Tem-
plates mit 10-facher Rotationssymmetrie untersucht, wobei auch der Einfluss der Starke
des Lichtfeld-Potentials durch Variation der Laserintensitét studiert wird. Die daraus re-
sultierenden quasikristallinen Strukturen werden im Fourierraum als Beugungsmuster un-
tersucht. Diese weisen so genannte Bragg-Peaks auf wohldefinierten Positionen auf, die auf
eine 10-fache langreichweitige Orientierungsordnung hindeuten.

Aus der Analyse der Dynamik der Teilchen in den Lichtfeldern geht hervor, dass die Teilchen
auf dem Template Spriinge sowohl von einem Minimum des Potentials zum néchsten, als
auch innerhalb eines Minimums absolvieren. Diese Spriinge werden mit einem so genannten
“Phop-Algorithmus” erkannt, welcher die Position und den Zeitpunkt eines Sprunges detek-
tiert. Die Zeit 74, die ein Teilchen zwischen zwei Spriingen benétigt, kann daraus hergeleitet
werden. Dabei zeigte sich, dass die Zeiten eine Kategorisierung in kurze Spriinge innerhalb
einer optischen Falle als auch Spriinge von einer Falle zur néchsten erlauben, indem fiir
kurze und lange Zeiten jeweils ein exponentieller Fit an die Wahrscheinlichkeitsverteilung
der Zeiten durchgefiihrt wird.
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Zusétzlich wird tber den so genannten “packing coeflicient” aus dem Kompaktheitsgrad
der Trajektorie die Zeit bestimmt, die ein Teilchen in einer optischen Falle des Lichtfelds
verbringt. Diese Zeiten weisen einen Uberlappungsbereich mit den lingeren Zeiten aus der
Phop-Analyse auf, was darauf hindeutet, dass diese Spriinge von Falle zur Falle geschehen.
Es zeigt sich, dass eine hohere Teilchenkonzentration die Zeit zwischen zwei Spriingen ver-
ringert, da die Interaktionen zwischen den Teilchen an Bedeutung gegeniiber dem Licht-
feld gewinnen und somit die Wahrscheinlichkeit fiir Spriinge bei kiirzeren Zeiten erhéhen.
Wiéhrenddessen erzeugen hohere Laserintensitidten eine Verstirkung des Potentials und er-
hohen somit die Zeit, die die Teilchen in einer Falle verbringen. Unter den getesteten Tem-
plates ergab sich, dass das Template mit Positionen in einem Abstand von zwei Teilchen-
durchmessern langere Zeiten zwischen den Spriingen aufweist als ein Template mit lingeren
Abstédnden zwischen den Positionen. Kurze Spriinge, das heifit, Fluktuationen innerhalb
einer optischen Falle an den Templatepositionen, wurden weder durch die Teilchenkonzen-
tration, noch durch die Laserintensitit beeinflusst.

Schliefllich wurden noch Experimente mit so genannten holografischen optischen Pinzetten
durchgefithrt, welche statt einem DMD einen so genannten “Liquid-crystal Spatial Light
Modulator” (LC-SLM) zur erzeugung der Lichtfelder verwenden. Hierbei wurden hexag-
onale Kristalle (mit 6-facher Rotationssymmetrie) durch Riickkopplung des Lichtfeld an
die Teilchenpositionen erzeugt. Lichtfelder mit zwei Léngenskalen, z. B. Doppelringe mit
Radienverhéltnissen, die Quasikristalle ermoglichen, fithrten zu der Bildnung von Teilchen-
Clustern mit lokaler 4- oder 12-facher Rotationssymmetrie und so genannten hexagonalen
Kristallzwillingen.
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1 Introduction

Soft matter and colloidal particles can be encountered regularly in our everyday life. Whether
in food, cosmetic products or in medicine and healthcare, soft matter is contained in many
consumer goods of today. In science, they serve as model systems e. g. for atomic systems.
This is due to the fact that soft matter objects are in the size range of 1nm to 10 pm [1]
making them several orders larger than atoms. This makes it easier to study them since
they are large enough to be visible with light microscopy, but also small enough to be
manipulated with light like in optical tweezers.

Like in atoms colloidal particles undergo phase separations. Moreover, colloidal phases can
be observed in real-time and manipulated more easily by tuning not only environmental
parameters but also the particles’ concentration.

In contrast to solid crystals, quasicrystals show a long-range order without a strict peri-
odicity. They may even seem amorphous at first glance but show a long-range rotational
symmetry unlike that of any regular crystals. Various arrangements are being studied in
mathematics and new tilings are being created after aperiodic tiling rules. The aesthetics
of quasicrystalline tilings are often used in art, e.g. as mosaics but can also be found in
nature. An example of one-dimensional quasiperiodicity is the Fibonacci sequence, which
is the underlying rule for the formation of plant florets e.g. in sunflowers [2].

Linked to the Fibonacci series is the golden ratio ((1 + v/5)/2 ~ 1.618), which appears
in repeating units defining the rotational symmetry of quasicrystals. Whereas for periodic
crystals only 2-, 3-, 4-, and 6-fold non-trivial rotational symmetries are allowed, quasicrys-
tals have far higher values even up to 24. Symmetries of 10 and 12 are most common, also
called decagonal and dodecagonal symmetries after the respective Greek numbers.

In photonic applications, the long-range order of quasicrystals is exploited. Hence soft qua-
sicrystals are candidate systems for studying optical properties of photonic crystals since
the structures formed by colloids are on the scale of visible wavelengths and can be directly
observed and analysed [3].

Self-assembly and crystallisation of particles are controlled by the interaction potential.
The shape of particles, e.g. patchy-particles [3], constraints [1], or external forces, e.g.
magnetic|4], electric [4], optical light fields [5] influence the particle interaction. In this
work particles in optical light fields will be studied, i.e. particle manipulation via optical
tweezers. Here, it is possible to control the position of a single micron-sized particle with a



laser beam, which is focused on a diffraction-limited spot. To create a stable optical trap
for a spherical particle, certain requirements have to be met. First, the particles have to
be preferably spherical and their size in the range of about 10nm to 50 pm. Second, the
refractive index of the particles has to be larger than that of their surrounding medium.
For the laser, it is important, that it is tightly focused and has a Gaussian intensity profile.
Only then, the scattering force pushing the particle in the direction of the beam will be
smaller than the gradient force, that drives the particle into the focus. Once it reaches it,
the particle will stay there, since the gradient force restores the particle’s position to the
focus, if it moves slightly away from it. The more it moves out of focus, the bigger the
restoring force acting on it will be. The forces acting on a spherical particle will contribute
differently to the total force and its direction. The gradient force will be greater than the
scattering force. A stable trapping construction is then called optical tweezers because it is
possible to hold and move a micron-sized object analogous to the use of common tweezers in
the macroscopic length scale. The moving of traps can be achieved e. g. with galvanometer-
mounted mirrors, which enable the steering of a particle held by the laser beam.

To steer several particles simultaneously multiple traps can be created with devices like
an [SLM] or a [DMD!| In this work, two multiple tweezers setups with these devices will be
presented.

For the main experiments a setup with a[DMDIis used, where the desired pattern is directly
created on the device itself and imaged in the sample plane. This will be contrasted with
Holographic Optical Tweezers (HOT), where multiple traps are created with a liquid crystal
spatial light modulator (LCISLM)]) forming a hologram, which is a pattern formed from phase
information of the desired image pattern.

The DMD creates multiple tweezers more directly in real space without using holograms.
This largely decreases the response time of the setup compared to the SLM and is limited
only by the DMD’s refresh rate and computational power.

A DMD consists of an array of many micron-sized mirrors, which can adopt two states
and can be controlled independently. When a light beam illuminates the active area of the
DMD, it will be reflected in the directions according to the two mirror states.

However, this will not simply result in two separate beams. Due to the periodic arrangement
of the micron-sized regularly-spaced mirrors on the chip and the coherence of the laser light
source, the reflected pattern will also show diffraction effects. This is a reason why the
alignment of the DMD is an important part of building this setup.

Furthermore, homogeneous illumination of the DMD and minimisation of the loss of beam
intensity have to be established. The Gaussian beam exiting the laser is expanded into a
slightly larger size than the active area of the DMD and homogenised with a spatial filter.
With dichroic mirrors, the pattern is directed into the backport of a microscope
and imaged with a telescopic arrangement of a convex lens and a high-numerical-aperture
objective into the sample plane. The sample cell is constructed in a way, that the particles
are moving effectively in a two-dimensional system. Images of this plane are recorded with
a Charged-Coupled Device camera and stored for further processing and analysis.

In the experiments, it will be studied, how the particles behave in light fields with




4 1 Introduction

quasicrystalline symmetry projected by the The light field is supposed to act as a
substrate for the particles to arrange themselves into a pattern with the same 10-fold symme-
try as predefined by the light template, hence creating quasicrystalline colloidal structures.
Templates with different scaling are used to study the pattern formation under different
particle concentrations and laser intensities of the light fields. The symmetry of the particle
arrangement in real space can be deduced from the so-called diffraction pattern, which is
studied in reciprocal space. These patterns will be analysed to determine to which degree
the template pattern is recreated.

Moreover, it will be analysed how the particles diffuse in the template, e.g. by performing
jumps, which can be categorised into short and long jumps.

The particles will encounter confinements of different sizes on the template. The sizes of
these confinements can be estimated from the particle dynamics and the duration a particle
spends in a confined area can be determined. With the knowledge of this residence time,
the strength of the respective template can be deduced, i.e. the strength of the light field
to trap particles in positions, which recreate the quasicrystalline symmetry of the template.

In the [SLM]| experiments, the aim was to create quasicrystals and structures with 6-fold
symmetries via feedback programming. Here, the particle coordinates are sent to the SLM
to create a pattern, which adapts according to the particle positions. The light field changes
the inter-particle interaction and hence can induce the formation of different local structures.
Like this, a self-assembly process into clusters with 6- and 4-fold symmetries and varying
lattice constants can be induced, by changing the length scales of the pattern and hence the
interaction potential.

The thesis will consist of four sections. It will begin in chapter [2] with the basics of physical
phenomena followed by an overview of the samples and experimental setups in chapter
The methods of analysing the structure of the particle arrangement in the different templates
will be presented as well as an algorithm to register particle jumps for the analysis of particle
dynamics.

Chapter 4 deals with the experiments of structure formation and measurements of particle
dynamics, which will be analysed and discussed afterwards.

To conclude the findings will be summarised in chapter |5 and an outlook will be given.






2 Physics Fundamentals

This chapter deals with the physics groundwork for this thesis. It introduces each of the
main topics, which are important for the understanding of the following chapters. Starting
with an overview of colloidal particles in general, i.e. presenting their behaviour and its
description with the help of mathematical definitions. Subsequently, the topic of colloidal
crystals in general and especially quasicrystals will be treated in more detail, since they
are the main systems studied in this work. Further, optical particle manipulation through
optical tweezers will be presented, as this is the main technique used in the experiments.
Their working principle and similarly the function of the spatial light modulator devices
used in the setups will be explained.
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2.1 Soft Matter and Colloids

Systems of colloidal particles are one of the most studied samples in soft matter physics.
We encounter them quite often in products we use in our everyday life, e. g. food, cosmetic
products or materials from the industry like paint. Since they appear in many different
fields, it is rather difficult to provide a general definition for a colloid. The name was given
by Thomas Graham in 1860 [1], who studied gelatinous polymer colloids. He named it
after the ancient Greek word kKdA\a (kélla) meaning “glue-like”; since they can aggregate
easily and show sticking behaviour. Today when we talk about colloids in soft matter
physics, we usually mean particles in the size range from 1nm to 10 pum [1]. This lies in the
mesoscopic regime (fig. , where phenomena characteristic of soft matter physics can be
observed, while quantum physical effects and chemical details can be neglected. Therefore,
the surrounding medium, e. g. the water molecules can be treated as a continuum [3]. On the
other hand, surface chemistry becomes more important in defining the particle interactions
since the surface area-to-volume ratio is large on this length scale.

Length scale [m]

100 107 10°.. 10°.. 10°.. 10°...
o
N
8
BV
-

Mesoscopic Regime

Figure 2.1: Location of the mesoscopic regime in the length scale spectrum (not to scale) [6],[7].

The particles in this work are plastic beads (2.1 pm in diameter) made out of polystyrene
polymers and stabilised by sulfate charges [8]. Spherical particles are most common, but
many different forms can be fabricated today with recent improvements in novel techniques
[9], e.g. anisotropic or patchy particles ([10] ,|11]) resulting in different behaviour of the
systems. Like atoms, colloids can form thermally equilibrated phases. But thermal energy
plays a more important role in colloidal systems, enabling the manipulation of particle con-
figuration as in optical tweezer experiments. E. g. colloidal crystals can easily be deformed
due to lower energy density, hence the name “soft” matter [9].

Colloids can also be active, mimicking bacterial movement, and therefore exhibiting be-
haviour and phase transitions that cannot be observed in atomic systems [9]. This makes
them good candidates for biology-inspired studies.

Since their size range can lie above the resolution limit of light-microscopy (=~ 400nm at
the most), they are perfect model systems for studying phase transitions. Crystallisation
and self-assembly events can be observed directly in real space and hence the kinetic and
non-equilibrium micro-scale processes studied [9).
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In the next section, the inter-particle interactions will be presented since they gain impor-
tance for concentrated suspensions and the modelling of particles as hard spheres will be
introduced. Before treating quasicrystals in detail, an overview of colloidal crystals and
their formation will be given.

2.1.1 Inter-Particle Interactions

In a stabilised colloidal suspension, inter-particle interaction potential consists of a repulsive
and an attractive part, which have to be balanced. Otherwise, the particles start to form
aggregates leaving the sample unusable for experiments unless this behaviour is desired.
The overall potential Vi, can then be written as

Vit =Vr+Va . (2.1)

The most simple potential contributing to the repulsive part is a hard-sphere interaction in
a monodispersed system defined as

© r<?2R,
Vs = (2.2)
0 else,

where r is the particle distance and 2R is the particle diameter. The interaction between
two particles can then be compared to the behaviour of two billiard balls. If the particles are
apart, that means the distance r is greater than 2 radii R of the particles, the potential is
zero. The same is true for the other direction if r < 2R since the particles are impenetrable.
Hence only for r = 2R, the potential is nonzero it is then infinitely large.

The attractive part V4 consists of Van der Waals interactions, which act on very short
distances < 100 nm. Johannes Diderik Van der Waal was a Dutch physicist, who discovered
the interactions named after him in 1869. These forces originate from electron density
fluctuations of the atoms and molecules in particles, causing a charge shift when two of
them are less than 100 nm apart. This results in a dipole-dipole interaction, which weakens
fast with greater distance due to 7~ dependence. The form of the Van der Waals potential
is dependent on the geometry of the interacting objects. E.g. for two particles with radius
R, which are a distance r apart, it can be calculated with the following formula

AnR
Va = Voaw = T 12(r —2R)
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For this case, the curve looks like the red one depicted in fig. Ap is the Hamaker
constant and it describes the strength of the interaction which is further dependent on the
material of the interacting objects [12].

Interaction potential

A\Hard-Sphere Repulsion
I
I Double-layer

Electrostatic Stabilization 2R \/m;{.?

Steric Stabilization

van der Waals
forces

(b) Hlustrative plot of the effective interaction poten-
(a) Ilustrated depletion interactions. tial.

Figure 2.2: Stabilization mechanisms and particle interactions.

If these were the only forces acting on the particles, the system would become unstable
causing the particles to aggregate. However, this can be overcome by adding repulsive forces
in two ways: Either the surface chemistry of the particles is changed or the electrostatics of
the particle and its surrounding medium. The first method is also called steric stabilisation,
where polymer brushes are attached to the particles causing them to repel each other. This
is the case for Polymethyl Methacrylate particles, which are yet the best systems
to be described by the hard-sphere model [13]. These brushes generate repulsive forces
due to entropic reasons and prevent the formation of particle clusters. Around each particle
exists an excluded volume, which overlaps when two particles get close to each other, causing

them to separate (see fig. [2.2a)).

Another method to prevent aggregation is through electrostatic stabilization, where the
particle surfaces are being charged so they repel each other. To tune this interaction,
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counterions can be added to the surrounding medium in controllable amounts, thus creating
a double layer around each particle (see fig. . If the particles get into their interaction
range, a repulsive force is driving them away from each other. The corresponding potential
can be expressed through the following equation

647 Rk BTC()F%
— €

Ve = 2 xp{—k(r —2R)} , (2.4)

where

o _ exp{Ce®o/2kpT} —1 h Ce%) . (2.5)

07 explCe®o/2kpT) + 1 "\4kpT

For small surface potentials @y of the particles eq. (2.5) can further be simplyfied into
2 ~ 445‘;%. x~! is the Debye length, which tells when ®q drops to e~! of its total value [1].
For a colloidal suspension, it is defined as

1 ereokpT
_ 2.6
" 2 % 103N 421 (2:6)

of which the values that were not mentioned previously are the ionic strength I of the
electrolyte in molar units, the permittivity of free space ¢, the dielectric constant g, N4 is
the Avogadro number and the elementary charge e. To calculate the full repulsive potential
Vk one has to know the electrolyte concentration cq in mol /m?3 and for 'y the valency ¢ of the
counterion species. All of these values mentioned above can be found in the corresponding
literature.

The full interaction potential is obtained by adding up all repulsive and attractive forces

AR

647 RkpTcol'3
K2 12(7" — 2R) '

Viot = Vprvo = Vs + exp{—r(r — 2R)} (2.7)
This is the so-called [DLVO|potential named after Boris Derjaguin, Lev Landau, who devel-
oped this theory for charged-stabilised colloidal suspensions in 1941, and Evert Verwey and

Theodoor Overbeek seven years later in 1948 [14].

In fig. a typical shape of the potential is depicted along with the curves for the repulsive
and attractive part. At distances below 2R, the particles can not overlap and thus the
interaction potential goes to infinity around r =~ 2R. For slightly larger distances r > 2R the
attractive van der Waals force becomes the strongest, counteracting even the repulsion from
the double layers. Its strength quickly drops at greater distances, where the electrostatic
repulsion then dominates the interaction. Since this part can be tuned via the counterion
concentration, the shape of the potential can vary strongly. The parameters can be chosen in
a way, that their form approximates that of the hard-sphere potential and the inter-particle
interactions can be simplified by the hard-sphere potential |13, |15].

In this work, the particles are stabilised by monovalent sulfate groups on 5% to 10 % of the

10
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surface of the particles. The remaining part is covered with hydrophilic stacked benzene
rings [16].

11
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2.1.2 Hard Sphere Phase Behaviour and Crystallisation Mechanisms

Colloidal particles modelled as hard spheres (HS), can undergo phase transitions only by
changing their volume fraction ¢ = N V,/V,4, which is defined as the volume of all particles
NV, in relation to the total volume of the system Vi,;. HS samples differing from each
other only by volume fraction express different phases, ranging from liquid over liquid-
solid coexistence to ordered solids . E.g. at first a less dense ordered crystal can
be formed at a volume fraction of ¢, > 0.545 while an increase of particles leads to an
amorphous structure from ¢, = 0.58. At even higher fractions first a Random Closed
Packing (RCP) is formed at ¢rcp = 0.64 [18]. By a process of crystallisation by vibration,
e.g. as in granular crystallisation, the structure will become more ordered fig. and
reaches ¢pop = 7/(3v/2) ~ 0.74 the highest possible packing of spheres with a so called
hexagonal close packing (hcp-lattice) . This has been proven by Carl Friedrich Gauss
in 1831. Amorphous solids or glasses are materials with a typical relaxation timescale of
the order of or larger than the typical duration of an experiment or a numerical simulation
20]. The existence of a link between crystallisation and glass transition is a topic of current
research.

100

N D (0]
o o o

Crystallisation [%)]

N
o

Volume fraction [%]

Figure 2.3: Hard-sphere-state-transition diagram for 3D-systems dependent on volume fraction.

In general, phase transitions can be explained by a system’s drive to choose a configura-
tion with the lowest free energy. For this, the fundamental thermodynamic equations are
considered. These equations describe how the four thermodynamic quantities of a system,
the internal energy U, the enthalpy H, the Gibbs free energy G and the Helmholtz free
energy F', depend on variables that can be controlled and measured experimentally. E.g.

12
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the equation for the Helmholtz free energy F' is defined as [21]
F(T,V,N)=E TS, (2.8)

with the natural variables, energy E, temperature T and entropy S of the system. Further-
more, F' is dependent on the temperature 7', the volume V of the system and the number
of particles IV respectively.

The Gibbs free energy on the other hand is defined as

Gp, T,N)=U+pV -TS=H-TS, (2.9)

with the internal energy U of the system, pressure p, temperature 7', volume V' and entropy
S and is dependent on the pressure, the temperature and the particle number N of the
system. It has a similar form as the Helmholtz free energy eq. , with the enthalpy
H = U + pV in place of the energy E. The enthalpy of a system is briefly defined as the
heat absorbed or produced during any process at constant pressure [22].

It has been found that local ordering, which can be either entropy or energy-driven, leads
to different resulting structures [23].

For hard spheres without external potential, ordering in liquids is purely entropy-driven
and it can be split into configurational and vibrational entropy [24]. Crystallisation starts,
when vibrational (correlational) entropy rises in favour of configurational entropy [24]. If
an external potential is added, e. g. via optical tweezers, then the ordering is also driven by
the external energy, which leads to the appearance of new favoured structures. In an optical
tweezers setup, the external potential can both be attractive and repulsive depending on
the particle’s refractive index relative to the medium. This will be discussed in more detail
in section In general, crystallisation via nucleation can be split into classical and non-
classical theories. In Classical Nucleation Theory an ordered aggregate is formed via
spontaneous particle fluctuations. If a critical size is reached, the aggregate keeps growing
into a crystal with a structure, which is already predefined by the nucleus.

From the Gibbs free energy, the critical radius r. of the nucleus can be derived

2y
ro= —J_ 2.10
Ag, (2.10)

where ~ is the surface tension and |Ag,| is the absolute value of the Gibbs free energy per
volume [25]. If the nucleus radius r surpasses the critical radius r., then the aggregate will
rather not shrink but tends to grow into a larger ordered structure. Because for r > r. the
volume contribution to the Gibbs energy dominates over the surface contribution.

In non-classical theories, in contrast to the an aggregate formed from spontaneous
particle-fluctuations is not ordered at first. It turns into an ordered nucleus from the inte-
rior, while the boundary gets ordered through gaseous particles from the medium. There
are many more nucleation models, but their discussion would exceed the scope of this work.

13
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For more see |26].

This has been observed with magnetic colloidal particles by controlling their mobility
through the magnetic field and by driving them into the centre with a concave dish [27].
For slow cooling rates, that is when the particle motion is lowered slowly, the particles form
a dense hexagonal crystal in the centre.

When two particles touch they tend to stay together, which is then called a bond [27]. The
more of these contacts are made, the higher the stability. A maximum is reached with six
neighbours. Therefore, a hexagonal structure is most often found for a solid phase and
a crystal is mostly associated with a hexagonal structure. The stability for quasicrystals
is achieved differently since hexagons are appearing in dodecagonal (12-fold) symmetries
but not for e.g. 10-fold, which are studied in this work. This will be discussed further in
section [2.3.1] The next section will cover the background physics and optical phenomena
encountered in optical tweezers techniques.

14
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2.2 Optical Forces acting on a Dielectric Particle

It is known, that light carries energy and therefore momentum, which can be transferred to
an object. K.g. radiation pressure is caused by a momentum transfer of the electromagnetic
field to the objects which are interacting with it.

The incident pressure Py, is given by the incident irradiance I;,. divided by the speed of
light in vacuum c,

I.
Pine = 8 _ Line (2.11)
c c
P;,.c is calculated from the Poynting vector S = E x H with the magnetic H and electric
field vector E. S is a measure of energy transfer per area and time, i.e. representing the
energy flux.

Effects of radiation pressure are appearing on different length scales: Macroscopically, solar
radiation pressure can affect the shape of a comet’s tail by interacting with its dust par-
ticles. On the mesoscopic length scale, it forces micron-sized dielectric particles to move
in the direction of a laser beam, as done by Ashkin in 1970 [28]. To manipulate objects
in three dimensions, the so-called gradient force needs to be considered additionally to the
forces exerted by the radiation pressure. In this case, a high intensity of the light source
and/or small size of the manipulated object is favourable. This has an application in optical
tweezers, which also have been elaborated by Ashkin et al. [29]. On even smaller length
scales the transfer of momentum from light is used to manipulate atoms like in laser cooling,
e.g. to the quantum ground state, [30], which could be useful for quantum computing.

In the case of optical tweezers, a beam with a high-intensity Gaussian T'EMyg profile and
low power fluctuations [31] is required. Therefore, a laser source is ideal. Moreover, to
manipulate colloidal particles, it also needs to be tightly focused. This creates a restoring
force, which is able to move particles of a diameter in the range of 10nm to 50 pm. A
Gaussian mode focuses on the smallest diameter beam waist, which will produce the most
efficient, harmonic trap. For the focus an objective with a high numerical aperture is needed
in an inverted microscope, so the laser can enter the optical path before the objective.

To explain the trapping process, the ray optics regime will be considered. If the particle can
be regarded to be much larger than the wavelength of the beam, i.e. d/\ >> 1, diffraction
effects can be neglected. Here, the acting forces will be described through the refection and
refraction of rays at the surface of the spherical particle. Calculations for ray optics have
already been done by Ashkin for a TEMyy as well as a doughnut-shaped T EMg, beam
profile [28].

The particle is driven to and held in the focus of a beam mainly by two forces, which arise
from the change in the total momentum of the beam: Firstly, the scattering force Fgcat
originating from the radiation pressure of light, which pushes the particle in the direction

15
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incoming rays from objective

scattered ray
3

upwards downwards to the left

Figure 2.4: A schematic ray diagram for three cases of a laser beam hitting a spherical particle
for optical trapping. The resulting force is always driving the sphere into the focus.
Redrawn after [32].

of the incidence light propagation or away from its source. Secondly, the gradient force
Fgraq arising from a radial intensity gradient in the Gaussian beam [31], pushes the particle
towards the focus of the laser beam. The gradient force has to be greater than the scattering
force for a particle to get trapped.

In ray optics, the particle can be regarded as a converging or diverging lens depending on
the difference in the refracting index of the particle n, and its surrounding medium n,,
(fig. [2.4).

In detail, for n, > n,, several cases can be imagined as illustrated in fig. In the case
of axial trapping, the particle moves upwards or downwards towards the focus. This is due
to the gradient force pointing to the focus from momentum transfer of the refracted rays,
being larger than the scattering force pointing in the opposite direction stemming from the
scattered rays. Therefore, the resulting force Fres = Fgrad + Fscat is pointing to the trap’s
focus.

If n,,, > n, then the opposite case is true, where the scattering force dominates over the
gradient force. The particle will be repelled by the laser beam in the direction of propagation
aways from the focus of the trap. This is the reason why the particle’s refractive index has
to be larger than that of the surrounding medium for the successful trapping of a particle.

In the case of lateral trapping the gradient force will point to the steepest increase of
intensity. Hence, by using a beam with a Gaussian profile, the gradient force will point to
the focus. If it dominates over the scattering force in case of n, > n,,, the resulting force
always drives the particle to the focus of the trap.

All in all, the particle will be driven towards the focus by a combination of lateral and axial
trapping by using a highly focussed, high-intensity Gaussian beam and a refractive index
which is larger than that of its surrounding medium.

The so-called Rayleigh regime is applied, if the particle size d is much smaller than the

16



2.2 Optical Forces acting on a Dielectric Particle 17

wavelength A of the light source, i.e. d << A. For polystyrene particles in water like those
used in this thesis, this regime would be valid for particle radii with R < 0.7 A ~ 0.372 um
[33]. Then the particle is treated as a point dipole and the scattering force pointing in the
direction of the light propagation is described as

Iyosnpy,

Fscat = (2.12)

It is dependent on the incident intensity Iy, the refractive index of the medium n,, and the
scattering cross-section of the sphere [31].

o = gﬂ(kr)4r2 (712_1) (2.13)

with particle radius r and wave vector k. The gradient force pointing in the direction of the
steepest increase of intensity is defined as

Fgrad == ﬁVIQ y (214)

with the polarisability of a sphere [31]

5 g(m?—1 ’
as = N,,a m . (215)

For the total time-averaged force acting on a sphere in the Rayleigh regime, these two
contributions can be merged into one expression [34]

(F) = SReloBo ()] (2.16)

with the complex magnitude of the electric field Fy and a generalised polarisability

2
o= (1 — gikg’as)’l , (2.17)

where aj is the polarisability of a sphere (eq. (2.15)). Eq. can be valid also for larger
particles with the coupled dipole method [31].

The generalised Lorentz-Mie theory (GLMT) is the most complete theory to describe the
forces on a dielectric particle in an optical trap, where R ~ X\ is valid like for many soft
matter objects. Although it is complex it is still helpful to determine the capabilities of an
optical tweezers setup and can be simplified e.g. with the second-order Rayleigh theory,

17
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which is the Rayleigh theory extended by a second order scattering term to be valid for
larger particles [31]. In this work, the smallest particle diameter is about d = 2.1 ym and
the wavelength of the laser is 532 nm < d. That means, that d/\ = 2.1 um/0.532 ym >> 1
holds, and it is reasonable to describe the trapping process in the ray optics regime.

2.3 Quasicrystals

In general, crystals are defined as periodic arrangements of unit cells into structures with
translational and orientational order [35]. In the case of orientational order, only rotational
symmetries are allowed, that do not break the translational symmetry, e.g. 2-, 3-, 4- or
6-fold symmetries. However, in 1984 Shechtman et al. found structures in aluminium man-
ganese alloys with higher rotational symmetries, which are incompatible with translational
symmetry [36]. Such structures with quasiperiodic configurations are named quasicrystals
since traditional crystallographic rules are not applicable here. Instead of having a trans-
lational order, they possess a long-range orientational order. For one this means, that the
periodicity is only revealing itself when the order is analysed for long distances between
the atoms or particles [36]. Secondly, the order is orientational, meaning that the arrange-
ment follows tiling rules, which are specific for each rotational symmetry. Because of these
properties the usual methods in crystallography can not be applied.

Quasicrystals show unique physical and chemical properties, which can be interesting for
possible applications. Some materials have a capacity to store hydrogen efficiently, e.g.
which could be useful as hydrogen-storage materials for the future energy economy [37].
Furthermore, quasicrystals can be used in infrared detectors, selective absorbers for solar
photothermal converters and active elements for thermoelectric devices [38]. High rotational
symmetries like in 12-fold quasicrystals are favourable for novel photonic bandgap devices,
where the propagation of electromagnetic waves or the spontaneous emission of light is
forbidden [21].

For soft matter systems in 2004 by Zeng et al., where supermolecular dendrimers have been
found to form quasicrystalline structures [39]. Since then they have also been found in vari-
ous other soft matter systems with micelles [21] or colloids [21], the most frequent symmetry
being 12-fold (dodecagonal). Because of their large length-scale soft matter quasicrystals
are good model systems to study these materials more easily e.g. with visible light.

In this work, 10-fold symmetry will be analysed by studying the alignment and dynamics
of colloidal particles in a decagonal (10-fold) light field.

18
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2.3.1 Stability Mechanisms in Quasicrystals

A tiling is the space-filling arrangement of tiles with no overlaps or gaps. Quasicrystalline
tiles are not to be confused with a unit cell of crystals, since the first possess no periodic
translational order in comparison to the latter [35]. Every quasicrystalline symmetry has its
own set of tiles making up the structure. Although some tiles occur for several symmetries,
the occurrence and combination of tiles are unique for each symmetry. In dodecagonal
tilings, squares and equilateral triangles can be found in a specific ratio of fractions [40].
A decagonal tiling can be broken down into two kinds of isosceles triangles, short and long
ones, which can be assembled into larger building structures. E. g. the so-called “Tiibingen”
or “Tuebingen” tiling [41], which will be the template structure for this thesis, is made up
of pentagons, hexagons and nonagons (fig. . The two length scales, which can be found
in these tilings, play an important role in their stabilisation, i.e. the side lengths of the
squares and triangles and the side lengths of the pentagons and triangles respectively.

o ) ()

pentagon hexagon nonagon utile decagon

Figure 2.5: Basic tiles as building blocks of a decagonal quasicrystal.

Therefore, the formation of quasicrystals is facilitated by an interaction potential with
two length scales due to the competition of nearest neighbour distances. Examples are
purely attractive potentials with two minima or a repulsive shoulder and soft-shell model
[42]. Depending on their attractive or repulsive nature and on the ratio between the two
length scales, many different complex structures can emerge. Some examples are the square-
well |43, |44], Lennard-Jones-Gauss [45, 46] and square-shoulder interaction potentials [47].
The formation of colloidal 12-fold quasicrystals is found to be facilitated by an isotropic
interaction potential with at least two incommensurate length scales [48]. This is due to
the fact, that the most abundant tiles in dodecagonal quasicrystals are the square and the
triangle. Upon assembly of these tiles, two dominating length scales can be found, e.g. the
side length of the rectangles and triangles and the ratio of them [49].

Similarly, for stabilising 10-fold quasicrystals, the two main lengths stem from the smallest
building blocks as the regular pentagons, namely its side length and diagonal (fig. .
However, the pentagon can also be broken down into 3 triangles, where the centre one is a
so-called golden triangle formed from the two length scales (see fig. .
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(a) Regular pentagon with side (b) Pentagon and golden trian- (c) Lifshitz-Petrich stabilisation
length 1. gle in a decagonal tiling. mechanism.

. T . . . .. L2 _ .
Figure 2.6: Tiles in decagonal quasicrystals: (a) The length ratio in a regular pentagon 7 = ¢ =

1.618 is the golden ratio. (b) Short (blue) and long (red) lengths in decagonal tilings.
(c) Tllustration of vector cancellation on a decagonal diffraction pattern for reaching a

free energy minimum after the Lifshitz-Petrich model (eq. (2.20)), redrawn after [50].

Although 12-fold rotational symmetry is more common in soft matter quasicrystals [51], in
this work colloidal particles will be studied in light field potentials with 10-fold symmetry.
More about the creation and properties of these quasicrystal templates will be presented in

section [3.5]

The formation of quasicrystals is highly complex and still not fully understood [52]. Two
different growth regimes have been observed so far. Either defect-free quasicrystals stabilised
by energy or metastable locally disordered random tilings stabilised by entropy [21]. For
each case, the dominant mechanism of stability is a different one [53].

Entropically stabilised tilings can be described by the so called random tiling models. These
have been used to overcome problems when constructuing quasicrystalline tilings. E. g. for
one, there need to be some imperfecions in the final structure and secondly it’s impossible
to apply strict local growing rules for perfect quasicrystals [54].

Therefore, models have been created with stochastic approaches to solve the stabilisation
mechanism with contributions from configurational entropy. A set of tiles can join in a
random manner and edge-matching rules do not have to be applied [53].

This process is also called entropy-driven reconfiguration [55|, which is reversible and it
allows for the appearance of degenerate states. Hence a state exists with maximum entropy
and long-range order [56]. It can be shown, that the deviations from perfect quasicrystal
tilings by rearrangement and imperfections do not destroy the diffraction pattern [57]. As
will be further discussed in the next section, quasicrystals can show some disorder in the
form of diffusion, where the local structure can rearrange to redistribute stresses in the
structure. The random tiling model is an accurate model for most quasicrystals since it
describes the diffuse scattering resulting from these diffusive modes. It manifests itself in
the background of the structure factor of random tilings additionally to the Bragg peaks
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[53]. Perfect quasicrystals stabilised by energy are on the other hand a very rare occurrence
in quasicrystals found in nature.

For a more mathematical viewpoint on stability in quasicrystals, an equation based on the
Swift-Hohenberg equation has been elaborated by Lifshitz and Petrich [58]. To obtain the
length scales which stabilise the desired structures, one has to minimise the free energy,
which will be expressed by a free-energy functional Frp(u(r)). u(r) is the order parameter
described as a scalar field which for soft matter systems is the density profile.

The partial differential Swift-Hohenberg equation (SH-equation), found by Swift and Hohen-
berg in 1977 [59], is a model for crystallisation of a fluid in equilibrium and can describe the
process of pattern formation [60]. Since quasiperiodic patterns are possible for this model,
it can therefore be useful to predict and control the formation of stable quasicrystalline
symmetries from disordered structures, where u(r) = 0 holds.

It reads
ou=cu—(V>+1)2% u—u’, (2.18)

where u = wu(r) is a two-dimensional scalar field that describes the relative deviation
(c¢(r) —©)/¢, e.g. of a coarse-grained density c(r), from its mean value [50]. The quadratic
divergence term stems from the description of pattern formation via density gradients com-
parable to the description of phase separations.

Lifshitz and Petrich extended the SH-equation by a Landau free-energy expansion to study
parametrically-excited liquid surface waves [58]

O =cu— (V2 4+ DA(V2+ )2 u+au® -, (2.19)

where the parameter « characterises third-order interactions and the pairwise interactions
are controlled by a temperature-like parameter €. The ratio of the two main lengths is
denoted by ¢, which is a control parameter for this system and will be defined later in this
section.

It has been found that these liquid surface waves can form quasiperiodic standing-wave
patterns (Faraday waves) for a superposition of two temporal frequencies that require two
spatial length scales for stable structures [50].

With dyu = —‘Sf LE (Model A by Hohenberg and Halperin [61]) the generalised effective free
energy reads

— L)+ cum)] dr , (2:20)

]:LP—V/ V2—|—1) (V2+q 2 dr+/ —*u 3 1

where the parameter 7 is the so-called energy penalty factor [62].
For Frp to reach a minimum, the first integral in eq. (2.20) with quadratic divergence terms,
defines the selection of two length scales with the ratio q.
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The free energy is approximated as an expansion of the concentration gradient. Since we're
looking for extrema of the free-energy functional in this optimisation problem, the values
around the minima are negligible. Therefore, the quadratic divergence term is the lowest
non-vanishing order.

It can be shown, that the free energy is minimal if there exist triplets of density modes with
wave vectors restricted by the ratio ¢, which cancel each other out. That is quasicrystals
are favourable when the wave vectors are restricted to lie on two concentric rings at 1 and
g. Visually this means, when the sum of two unit wave vectors (k = 1) separated by 27/n
pointing to one ring in the diffraction pattern and a third wave vector k = ¢ pointing to a
second ring is zero, a free energy minimum is reached for 77 p [60] (see fig. [2.6¢). The ratio
q between these rings can be calculated for N-fold symmetry with

q=2cos (%) ; (2.21)

where N is equal to n for even or 2n for odd integers n, as has been elaborated by Barkan
and inspired by Lifshitz and Petrich [60]. Therefore, a quasiperiodic pattern can be obtained
as a minimum of Fpp, which is stabilised by two dominant lengths with a ratio ¢ in the
pair potential. For decagonal symmetry with n = 5, ¢ = 1.618 = ¢, where ¢ is the golden
ratio (eq. (3.7)) and will be discussed in more detail in section

An extension of the Lifshitz-Petrich model is the BDL model, named after Barkan, Diamant
and Lifshitz [63], which was specifically developed for soft matter systems. Pair potentials
with two length scales can be tailored to control complex self-assembly processes into the
desired structures such as quasicrystals with symmetries even greater than 12.

2.3.2 Excitation Modes in Quasicrystals

In solid-state physics, the concept of phonons is used to describe excitations and vibrations of
atoms in a solid. E. g. more generally speaking phonons describe how heat is moving through
the solid through oscillations of atoms or particles around their equilibrium position [64].
Collective thermal motions are then called phononic modes. In quasicrystals additionally to
phonons so-called phason excitation is possible, for which no counterpart in periodic solids
exists.

These complex rearrangements of particles can be observed in metastable quasicrystals as
phasonic flips, which cause local defects [52]. Like Brownian motion, phasonic displacements
can be caused by thermal fluctuations. Phasons can induce diffusion in a quasicrystal and
rearrange its structure only restricted by its internal geometry, while the quasicrystal’s
symmetry is globally always preserved [65]. They are unique in quasicrystals due to their
additional degrees of freedom from non-periodicity. Correlated excitations of phasons do
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not cost any energy within the limit of long wavelengths [52]. Phasonic modes facilitate
the formation of dislocation-free quasicrystals since during crystal growth the stress due
to incommensurate distances is lowered [66]. Whereas in periodic crystals phononic strain
fields alone can not redistribute the stress resulting in dislocations. E. g. repair processes by
phason relaxation, rather than a local growth rule, plays an essential role in the construction
of ideal quasicrystalline order in real materials [67].

In the case of entropically stabilised quasicrystals like described by the random tiling model
(section , phason modes contribute to configurational entropy and hence to the sta-
bility of the quasicrystal [68]. The induced diffusion by phason modes results in diffusive
scattering, which can be seen in the diffraction patterns of quasicrystals as diffuse noise
around the Bragg peaks [68]. The structures in this work do not show these collective
dynamics since the quasicrystalline symmetry is induced by the light field. However, the
particles show Brownian motion and diffusive behaviour, which can be separated into dif-
ferent regimes. In the following the concept of Brownian motion and diffusion will be
introduced, together with mathematical methods to describe the particle dynamics.

23



24 2 Physics Fundamentals

2.4 Dynamics of Brownian Particles

Brownian Motion was observed for the first time in 1827 by the Scottish botanist Robert
Brown. When studying pollen immersed in water under a microscope, he observed a motion,
that couldn’t be traced back to currents in the fluid e. g. like drift motion. After studying
old dried pollen samples, he was convinced, that it was not a motion exclusive to living
matter. Later his discovery has been described mathematically by several people including
Finstein in 1905, who deduced it independently without knowledge of Brown’s observations.

Brownian motion arises from thermal fluctuations, which cause the transfer of momentum
from molecules in the solution to the colloids [69]. Although it is a microscopic description
of short times, the effects of Brownian motion can be seen on all length scales. E.g. even in
astrophysics it is used to describe stellar dynamics [70]. On both length scales a cumulative
effect leads to a small measurable change in velocity of the colloid/star because of a high
number of collisions/encounters during a certain time interval (on the order of 10 years for
stars and microseconds for micron-sized particles).

Since Brownian motion has no defined direction, it can be described by a random walk
model. Here, the particle’s behaviour is described as that of a random walker, who re-
peatedly covers a distance in a random direction, starting a new step independent from
the previous one. This process goes on and a random walk is created, which as a series of
discrete independent steps S, describes the trajectory of a Brownian particle very well. For
one dimension this stochastic process reads

Sp=>_ X, (2.22)
k=1

where the steps Xj are independent and Sy = 0. It can be shown, that the probability
density to find the walker in an interval [z, x + dz] is a Gaussian [71]

$2
Pla,t) = \/ﬁ exp{—wt} (2.23)

with the diffusion coefficient D. This is only true if at time ¢t = 0 the initial PDF is described
by the Dirac-Delta P(x,t = 0) = §(z — z¢), where xg is the particle’s initial position.

On the other hand, there are occasions where the model of discrete steps is not used, e. g. in
the description of the movement in a harmonic potential as will be shown in section [2.4.4]
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2.4.1 The Van Hove Distribution Function

To describe the dynamics and structure of a system, a central quantity is the so-called van
Hove distribution function, named after the Belgian physicist and mathematician Léon van
Hove [72]. Tt is defined as the probability of finding a particle at a position r at time ¢y + At,
given that there was a particle at r; at time ¢y [73]

| /Ne Np
Q(AI', At) = N< Z Z (5[AI‘ — (I’j(to + At) — I‘i<t0))]> . (2.24)

P\ i=1j=1

0() is the Dirac delta function, which is used in the microscopic definition of the local density
of a particle

Np
pn(r,t) = Z dr —r;(t)] . (2.25)
i=1
This definition of density is not to be confused with the macroscopic particle concentration

n(r,t) # pp(r,t)
With this, eq. (2.24)) can be rewritten as

Np
G(Ar, At) = J\}< Zd[Ar — (ri(to + At) — rz‘(to))]>

P\
1 NP1 Np

+ N< DD [Ar — (rj(to + At) - I‘z‘(to))]>
P\i=1 j;;

= Gs(Ar, At) + G4(Ar, At) , (2.26)

consisting of a self part Gs(Ar, At) and a distinct part Gg(Ar, At) [74]. If a particle 4 is in
dAr around r;j at the initial time to, then G(ArAt)dAr can be interpreted as the probability
to find another particle j in dAr at later time to + At [1].

For the description of the self part Gs(Ar, At) like the name states, only one particle i is
considered. It gives the probability of finding it displaced by Ar at tg + At after it has been
at r; at tg. The explanation for the distinct part is similar, only that the particle j, which
is found at rj, is a different one than the particle 7 displaced by Ar.

Both parts can be used to describe different aspects of a sample. E.g. for At = 0 the
distinct part becomes g(Ar) - p(r) with the so-called pair distribution function g(Ar). For
homogeneous systems p(r) = p, it becomes the radial correlation function g(r), which
describes the particle distribution from the distance of a reference particle at the origin and
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hence is used for analysing the structure of a sample.
The self part Gs(Ar, At) is used for estimating the Probability Density Function (PDF

0Gs(Ar, At)

_ 2
A = DIVG,(Ar, At (2.27)

where Dj is the self-diffusion coefficient for long times. Thus for pure Brownian motion in
a homogeneous medium Gs(Ar, At) can be approximated as a Gaussian |75

Ar?
4D, At

Go.p(Ar, At) = (4 Dyt) =42 exp{— } = Pg(Ar, At) (2.28)

where d is the dimensionality.

Allin all, G(Ar, At) is an important tool for the analysis of particle dynamics and structure.

2.4.2 Diffusion and Mean Squared Displacement

Diffusion is a collective process, hence not a single particle but a collective of particles
is considered. Mathematically it is described in three laws, which are called after Adolf
Fick, who derived these equations in 1855. Calculations and definitions will be done in one
dimension for clarity here, but are valid equally in higher dimensions.

The first law of Adolf Fick describes the change of the particle concentration n(z,t) in time
and space with the diffusion flux J, the diffusion coefficient D and the gradient of particle
concentration [69],

_Dé?n(:):, t) ‘

J= ox

(2.29)

The particle concentration n(z,t) used here, is defined as the number of particles per volume
and meant as a macroscopic quantity. From the continuity equation for mass the change in
particle density equals the change in flux,

on  9J

5= (2.30)

Together with Fick’s first law eq. (2.29), this leads to his second law also known as the
diffusion equation

on ?n

26



2.4 Dynamics of Brownian Particles 27

It describes the time and space dependence of a particle distribution n(x,¢) and can be
solved by a Gaussian function of the form

1 z?

with
kT

D(t) =5 e (2.33)

The fluctuations from the diffusion of particles in thermal equilibrium are related to the
energy dissipation in non-equilibrium, which is stored in the viscosity 7 of the friction coef-
ficient £(t) = 67 Ry, [69]. Ry, is the hydrodynamic radius as a measure for the particle size.
More on this in section

Systems, which obey Fick’s laws presented above, show normal diffusion behaviour. How-
ever, usually, this is not the case, if the sample is exposed to external forces, e.g. gravity.

The Mean Squared Displacement is a measure for the width of the distribution of
particle positions during a given time At [69] and therefore used to quantify the particle’s
mobility. To mathematically describe and calculate the the will be presented
first along with the concept of moments for describing probability distributions in general.

The for diffusive particles in one dimension can be written as

P(Az, At) = (2.34)

1 o Ax?
—F———eXPy A (-
VAr DAt P 7 1DAt

For characterisation, one needs to consider the moments, which quantify the shape of the
function. This is important in particle dynamics to discriminate between Brownian motion
under various conditions. E.g. the motion can be isotropic or anisotropic like the transport
in biological tissue and diffusion in liquid crystals, while still being Brownian [76]. Therefore,
it is useful to calculate the moments of a measured distribution function.
Mathematically the n-th moment of a probability density function ]3(30) is defined by the
following integral
o0
Ln :/ (z)"P(z)dz . (2.35)

—00

Moments are generally used in probability theory and statistics. To visualise this concept,
it is more convenient to look at how they are used in mechanics. Here, the main function
represents the mass density analogous to ]3(1:) Then the zeroth moment will give the total
mass, the first moment normalised by the total mass is the centre of mass and the second
moment will give the rotational inertia. This shows, that the mathematical concept of
moments has a concrete application that can ease its understanding.
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If we now go back to a more general point of view, the first raw moment gives the mean of
a distribution

= [ O:O(Ag;)ﬁ(m, At)dAz = (Az) . (2.36)

For pure Brownian motion, it vanishes, since there is no preferred direction in a random
walk. The second moment, on the other hand, does not disappear. Calculated around zero,
it gives one of the central quantities, the Mean Squared Displacement (MSD)

o = (Az?)(At) = 2DAt (2.37)

and can be calculated experimentally from the diffusion coefficient D defined in eq. (2.31).
In the case of Brownian motion the MSD is equal to the variance o3 (At) of the
which is the second central moment, since (Az) = 0 and

02, (A1) = (Az?) — (Az)? . (2.38)

Generally, it is a measure for the spreading of values around their average with its root
being the well-known standard deviation o. Analogously the MSD is calculated from the
width of the distribution of particle positions in time At. The variance can be interpreted
with Chebyshev’s inequality

Pri{Az € [(Az) — jons (AT) + jons]} > 1— ]12 . (2.39)

This means, that at least 100 (1 —1/42)% of the data will be within +jo of the mean and is
true for any distribution [77]. In the case of a Gaussian function j = 1, 2, and 3 represent
68 %, 95 %, and 99.7 %

In summary, the (Ar?)(At) with eq. (2.37) and eq. (2.38) can be written in d dimen-

sions with the position vector r
aQAT(At) = (Ar2>(At) = ([r(t + At) — r(t)]2> = 2dDAt , (2.40)

where (-) denotes a time-average over ¢ and/or an ensemble-average over several trajectories.

2.4.3 Higher Moments of Probability Distributions and Anomalous Diffusion

The is the first non-vanishing moment of a and therefore central for quantifying

particle dynamics. The next important measure is the so-called skewness 1 of a distribution,
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calculated from the third moment normalised by the cubic square root of the variance
2
oA, (At)

1 o

1(At) = —— (Az — (Az))3P(Az, At)dAz . (2.41)
OAg J—o0
) mean )
median median median
mode mode mode

mean mean

0<71 Y1=0 Y1<0

Figure 2.7: Illustration of distributions with different values of skewness.

It measures the asymmetry of a distribution of values around its mean (Az) and can either
be positive or negative depending on the location of the centre of mass of the distributions,
e.g. it is said to be left-skewed or left-tailed for negative skewness (fig. [2.7).

For an ideal normal distribution, the skewness is zero, since it is symmetric around its mean.
This is also the case for Brownian motion even with drift and therefore, it is not enough to
properly characterise particle dynamics in measurements.

E.g. the mean is defined by the first moment eq. (2.36), but we are used to calculating it
by summation of the values and then dividing by their total number:

N
(Az)(At) = % S Ai(Al) (2.42)
=1

This is a well-known procedure to calculate the average. Estimates like these are done for
many experimentally measured properties. So the variance defined in eq. (2.38) can be

estimated from
N

1
PR (A1) = + 3 (Ai(A1) — (Aa(A1))? (2.43)
i=1
The formula above is however biased since Az(At) is already an estimate calculated from
eq. (2.42). For the unbiased variance, one has to divide by (N — 1) instead

N

52, (Af) = ﬁ ;(A:ci(At) —(A(AD))? | (2.44)
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The estimator for the skewness defined in eq. (2.41) is

1SN (Ar(Af) — (Ax(An)?
il - _
~ Vi

As stated above, one needs to calculate higher moments to describe a distribution more
thoroughly. The next higher moment would then be the fourth moment, which when stan-
dardised, is called the kurtosis and quantifies the skewness or “tailedness” of the distribution

711 (At) = (2.45)

m(m):% OO(Am—<Aa:))4P(Ax,At)dAx. (2.46)
OAg /=00

For a better comparison with Gaussian distributions, one can define the so-called excess
kurtosis

12(At) = Ba(AL) — 3, (2.47)

which is a measure of deviation from a Gaussian form for which f2(At) = 3. The corre-
sponding estimator is calculated from

1 25 (Awi(At) — (Ax(At))!

N 7 4
OAz

Y2(At) = -3. (2.48)

leptokurtic
kurt>0

mesiokurtic
urt=0

platykurtic
kurt<0

0.5F

Figure 2.8: Kurtosis definitions for normal distributions.

Depending on its value relative to zero the respective function is categorised into three types.
It is called platykurtic, if v2(At) < 0, which means, that the function is less flat-topped than
a Gaussian distribution (fig. [2.8), leptokurtic, if 72(At) > 0, or mesokurtic, if the function
follows a normal distribution, thus y2(At) = 0.

This characterisation can however be misleading since v2(At) can not be used as a sole
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measure for the overall shape of a distribution [1].

Moreover, B2(At) and v2(At) are very sensitive to “outliers”, since deviations have a de-
pendence on the power of 4.

Another aspect to be careful with is the asymmetry of vy2(At) values around zero. While
there is a lower bound defined by

Pa(At) =17 (A1) +1, (2.49)
there is no upper bound [1].

Related to the excess kurtosis is the non-Gaussian parameter, which is also a measure of
how much a function deviates from a normal distribution, but it is calculated from fourth
moments around zero and reads for d dimensions

d (Ar*)(At
as(At) = 712 <<Ar2)>2((At)) —1. (2.50)

Its definition derives from as(At) = 0 for isotropic Brownian motion, where

d+2

(artyan ==

(Ar®)?(At) . (2.51)

For one dimension it can be estimated via

NZiJ\Ll Az} _

8= 3(2X, Ax?)’

(2.52)

It has similar behaviour to y2(At) when it comes to the asymmetry of the distribution of its
values around zero. The non-Gaussian parameter of the self part of the van Hove function
serves as a measure for heterogeneity in the system at different times.

~v2(At) can be normalised for comparison with literature values

as(AL) = VZ(SN) | (2.53)

This is then called the normalised excess kurtosis and is equal to ay(At) for pure Brownian
motion without drift.

In the pressence of an external force
Fp =¢&up, (2.54)

where £ is the friction coefficient, the behaviour of the system deviates from the diffusion
equation eq. (2.31) and has to be corrected by a factor Fpp. This accounts for the external
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force, which causes a preferred direction for particle motion, also called drift motion or drift
with vp as the drift velocity of the particles.
Then the reads

1 (Am — UDAt)2
P(Az, At) = ——=— expd — 22 02U L 9.55
( )= VDo Xp{ 4DAt (2.55)
and the is described by
(Ar2(t)) = 2dDAt + v3t? | (2.56)

When particles interact with each other, in contrast to the case of single-particle consider-
ations above, the becomes

(Ar2(t)) = 2dDo At | (2.57)

with D, as a generalised diffusion coefficient.

A
Nt active transport
<4 xDt+vt’
%
s xDt

subdiffusion
o £4D

confined

--------------

Figure 2.9: Schematic plot of MSD for different types of diffusion.

ap is the so-called anomalous diffusion exponent and defines, whether the system is subdif-
fusive (ap < 1) or superdiffusive (ap > 1). For ap = 1 the case for pure Brownian motion
is regained (see section[2.4.2).

For subdiffusion, the curve flattens for larger times (see fig. . Examples of systems
showing this behaviour, e. g. are crowded environments like cells.

In the superdiffusive case the particles are moving not solely from thermal fluctuations like
for the Brownian case (red curve in fig. . This type of motion can be observed for active
matter like bacteria or artificially created active particles.
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2.4.4 Brownian Motion in a Harmonic Trap

In addition, there is the case of confined or partially confined (corralled) motion as seen e. g.
in colloidal glasses or for tracer particles located in a confined area of a cell [78]. The area
of the confinement L? can be estimated from the value which is asymptotically approached
by the MSD [79]

(Ar2(t)) = L;(1 —exp (- ;)) +4Dyt | (2.58)

where D)y is the long-term diffusion coefficient and 7 = L?/(12D,,) is the equilibrium time
in the confinement with the microscopic diffusion coefficient D,,.

A particle in an optical trap will also show a deviation from the diffusive regime. This will
be discussed in the next section.

To describe the motion of a particle in a harmonic trap like in optical tweezers, we have to
look at the motion differently than in the random walk model section There, the move-
ment was divided into discrete steps Az for one dimension with vanishing mean (Az) = 0.
On the other hand, the movement of a Brownian particle with mass m in a Newtonian vis-
cous fluid with viscosity 1 can be described continuously by the classical Langevin equation
[80]
2

0t
with the drag coefficient from Stoke’s law £(t) = 6w Rn(t) for the friction force F,(t) and
any external forces Foy:(t). Fr(t) denotes the random forces acting on the particle from
collisions with molecules from the surrounding medium.

m

+ Fr(t) + Feat(t) (2.59)

Eq.[2.59 can be rewritten by dividing by the mass m of the particle

do(t) 1 . Fg(t)
STRREIOE : (2.60)

(t)

dx
where v(t) = is the particle velocity and 7 =

W% is the dissipation time. The
right side of the equation consists of a fluctuating part and can be treated like white noise,
where the average over time vanishes (Fr(t)) = 0. In the case, where the particle is trapped

in a harmonic potential, F,yt(t) = —k x(t) in eq. (2.60) is a linear restoring force

+=v(t) + —a(t) = : (2.61)

where the undamped natural angular frequency can be written as wy = \/% with k as the
spring constant or stiffness factor of the trap. It is a measure of how well a particle can be
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kept in the centre of the trap and is therefore used for the calibration of optical tweezers.
It can also be used to calculate the force F.,; acting on a trapped object.

The stiffness can be determined with the use of the equipartition theorem of energy

1, 1
— = —kpT 2.62
Sk(a?) = ShaT (2.62)

by equating the harmonic potential energy of the trap %k<1‘2> and the thermal energy,
where kp is the Boltzmann constant and z the displacement from the particles equilibrium
position in the trap [31]. The MSD (z2) can then be calculated from the particle trajectories
by analysing the Brownian motion of a particle, e. g. via video particle tracking. However,
since (x?) as the variance is a biased estimator, one has to be careful, when using this
method. Drift or noisy position data will only increase the variance since it is always
positive as a squared value. This in turn will decrease the stiffness estimate [31].

In this work, this method was used to determine the trap stiffness, see section Other
ways for determining k involve the drag force method or the analysis of either the optical
potential or the power spectrum, which are mentioned but will be not discussed in more
detail here, since they weren’t applied in this work. Observing single particles is mostly
useful for calibration. For more interesting phenomena and the formation of structures like
crystals and quasicrystalline tilings, the interaction between many particles and multiple
traps needs to be studied. The interaction between Brownian particles and light fields with
10-fold symmetry is the main concern of this work. In the next section the basic physics
for structure analysis and crystallography of quasicrystals will be introduced and continued
in more detail in section (3.6
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2.5 Fourier Optics

For describing and explaining the optical trapping of a particle the ray optics regime is
sufficient. However, diffraction effects can only be explained, if light is regarded as being
made up of plane or spherical waves. These can be modelled mathematically in Fourier
space, which will be presented in this section.

In general, any function in the time or space domain can also be expressed in the frequency
domain by a Fourier transformation, named after the French mathematician and physicist
Jean-Baptiste Joseph Fourier, who studied the Fourier series and developed the Fourier
analysis. The transformation is defined by integrating a function f(v,,vy) ,

Flz,y) = /_O:O /_O:o f(Va,vy) exp [—i27 (vpx + vyy)] drgdyy, . (2.63)

With Euler’s identity e*™ = sin(z) 4 icos(z) it can be seen, that any arbitrary function
in the spatial domain can be approximated as the summation of several harmonic functions
or wave functions by comparing the argument of the integral above (eq. ) to a time-
dependent electromagnetic plane wave E(r,t) propagating through free space

E(r,t) = Re[Agexp{i(+k - r —wit)}] , (2.64)

where Ag is a complex amplitude. This is an equation for monochromatic waves, which is
a solution to the Helmholtz equation

V2E(r) + k*E(r) =0, k=w/c. (2.65)

Comparing eq. (2.64) and eq. (2.63), Ag is analogous to f(vs, 1) and w to the spatial

frequencies v, vy,.

2.5.1 Diffraction Phenomena

For creating a light field pattern, which is to be imaged in the sample plane, a
can be used. A DMD is an array of millions of micron-sized mirrors, which reflect the light
according to their tilt angle, which can assume two states. It can be described as a reflective
grating, hence the basics of diffraction phenomena will be introduced in this section.

When a planar wave interacts with an object, e.g. a narrow slit, it does not pass straight
through it like it would be expected from ray optics. Instead, light only appears at certain
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spots called diffraction orders, which are forming a diffraction pattern, that can be observed
on a screen. It can be calculated from the so-called Huygens-Fresnel principle. It states,
that every point on a wavefront is a source of spherical wavelets. A plane wave passing
through a slit will then generate new wavelets, which are additionally interfering with each
other causing the diffraction pattern to emerge.

Two distinctions have to be made when calculating the pattern or intensity distribution,
dependent on the distance between the observation of the diffraction effects and the object,
that is causing them.

First, consider the far-field regime, where

2

a
<<l (2.66)

This means the diffraction is studied at a large distance L to the object and the aperture has
a small width a compared to its length and the wavelength A of the light source. This is the
so-called Fraunhofer regime, where these approximations can be applied in the calculation
of the intensity distribution.

The near field case is the Fresnel regime, where the approximations above are no longer
valid and the equations can only be solved numerically. All further calculations in this work
can be done in the Fraunhofer regime since only the far-field diffraction is relevant and
eq. (2.66) is satisfied. In general, it applies to imaging with lenses, diffraction at apertures
or gratings and devices, which are based on the same principle as the DMD.

2.5.2 Single Slit Experiment

At first, the simplest case of diffraction at a single slit is explained, before considering the
diffraction effects that appear, when using the DMD with a coherent light source.

The locations of the diffraction orders (maxima) and the minima where no light is allowed
can be derived from interference considerations. If the phases of two waves are shifted by
/2, they interfere destructively, causing a dark spot on the screen. This is the case, when

2a sin(f) = nA (2.67)

where a is the width of the slit, 6 is the diffraction angle and n is an integer, which denotes
the order of the minimum. The whole intensity distribution on the screen (fig.[2.11) follows
a sinc-function

1(0) = Iy sinc*(rasin(6)/)) , (2.68)

where sinc(z) = sin(z)/2z. This is the solution of the Fraunhofer diffraction equation for a
slit of infinite length.
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2.5.3 Diffraction Gratings

A diffraction grating can be seen as being made up of multiple identical slits. That’s why
eq. (2.67) also applies here, where a is now the line spacing equivalent to the distance

between the slits (fig.[2.10).

The envelope of the intensity on the screen can be described again with the sinc? function
eq. , which is the intensity distribution of a single slit. This means, that the intensity
is not evenly distributed among the diffraction orders, but is defined by the height of the
sinc? profile at the order location instead.

array mirror
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normal < 0 order normal normal
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Sinc envelope
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Figure 2.10: Illustration of a diffraction grating Figure 2.11: Illustration of a tilted diffraction
after [81] grating after 81]

Moreover, the centre of the sinc? function is fixed to the zeroth order, which means, that
it always receives the most intensity across all orders. However, this is not the case for a
so-called blazed grating. Here, the groove faces have a tilt angle to the normal decoupling
of the zeroth order from the sinc? envelope (fig. .
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Figure 2.12: DMD illustration as a tilted reflective diffraction grating after [81].
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For this case, the combination of the previous two cases of the multi-slit grating (fig.
and the tilted-blazed grating (fig. is considered. A 2D reflective-blazed diffraction
grating can be used to model the DMD. L. e. for two dimensions with widths a, and a, for
each dimension the intensity envelope will be described by

I(x,y) = sinc? (wcgit(x — :c,)) sinc? (Wa)f/(y — yl)> , (2.69)

and the orders will be located at (mA/d,,n)\/d,) where m and n are integers and d, and
d, the dimensions of the mirrors [81].

In the reflective diffraction grating, the grooves are replaced by the tilted micro-mirrors
(fig. . The location of the sinc? peak is then dependent on the incident angle ;. For
the alignment of the device, it is important to know the blaze angle 8. The blaze condition
needs to be satisfied to ensure, that most of the intensity is directed into the order used for
the light field in the sample plane. For this, consider the grating equation in one dimension

a [sin(0;) + sin(6,)] = n\ . (2.70)

The diffraction angle 6, is dependent on the wavelength A of the light source, the line spacing
a as well as the incident angle 6;. Both angles are relative to the array normal. If these
angles coincide 6; = 6,, eq. (2.70) from above becomes

2a sin(fp) = nA (2.71)

This is the so-called Littrow configuration, from which the blaze angle #p can be calculated
for one diffraction order.

The location of these orders is dependent on the grating pitch, the wavelength of the light
source A and its incident angle 6; relative to the flat mirror state and can be calculated with
the following equation

sin(f) = mT)\ —sin(6;) , (2.72)
where A is the wavelength, d is the grating pitch and m is an integer [81]. The amount of
intensity in each order and their positions relative to the main diffraction order depend on
these parameters, which are all fixed by the DMD manufacturer and the light source except
for the incident angle (eq. (2.72)). Hence for finding the blaze condition the angle of the
beam incident on the DMD has to be varied. Then the non-zero orders move relative to the
sinc?-envelope centre and the incident angle is adjusted so that one of the orders coincides
with the sinc?-envelope centre.

More about the DMD properties and alignment of the setup will be presented in section(3.2]
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2.5.4 Structure Analysis in Fourier Space

In scattering experiments like those conducted in crystallography, a sample is analysed in
Fourier space, since its structure can be inferred from the scattered or diffracted intensity.
In atomic crystals, x-rays are often used to probe the sample, while in soft matter systems
electromagnetic waves in the visible spectrum can be used, due to the higher length scales
of the structures. Colloidal crystals can even be studied under a bright-field microscope like
in this work. The static structure factor is defined in Fourier space as

1 N N
S(a) = (X X exp—ialr; —ri)]) . (2.73)
j=1k=1

where r;(t) and ry(t) are the particle positions at time ¢ and q is the scattering vector. It
is defined as the difference between the incident and scattered wave vectors q = kg — kj,
where k = 27”, so q has the dimension of a reciprocal length, e.g. m™'. For the systems in
equilibrium considered here, the ensemble average (-); in eq. is time-independent.

Figure 2.13: Illustrated Radial Distribution Function: The particles (blue) whose centres fall in
a ring-area with width dr around a reference particle (red) are counted.Then the
probability to find a particle in a ring dr for every distance r from the reference
particle is depicted in the radial distribution function.

The static structure factor can also be written in terms of the radial distribution function
g(r)

S(@) =1+p /V exp(—iq - 1)[g(r) — 1] dr , (2.74)

39



40 2 Physics Fundamentals

which describes the particle distribution from the distance of a reference particle at the
origin (see fig. while p is the average particle density. As the Fourier transform of
g(r), the structure factor gives the particle distribution in Fourier space. Hence g(r) and
S(q) are carrying the same structural information.

For perfect crystals, the structure factor is defined as

1| i
S(q) = N E exp(iq - rj)| o
i=1

(2.75)

where N is the number of particles, r; is the position vector of the jth particle and P(q) the
form factor of the particles. The strength of the scattered intensity is proportional to the
particle density at the corresponding position in real space [82]. Furthermore, constructive
interference along a particular direction leads to a diffraction spot. For a given symmetry
of the crystal’s lattice the diffraction pattern will show these diffraction or Bragg peaks
on defined spots reflecting the symmetry of the lattice. Therefore, the order of rotational
symmetry is expressed in the number of diffraction peaks for one wave vector, so simply
the number of points for one radius has to be counted. E.g. for a 2D hexagonal lattice a

Fourier spectrum will show six evenly spaced peaks for wave vectors with a given length of
10 for a quasicrystal with 10-fold symmetry (fig. [2.14).

In crystallography, an analytic expression of the structure factors is the scattering amplitude,
which is defined as the structure factor Fp;,

N

Fuu = Z fiexp [2mi(haz; + ky; + 1z5)] (2.76)
j=1

with the so-called Miller indices (hkl), defining a point in reciprocal lattice coordinates, and
the atomic scattering or form factor f;, which is a measure of scattering power of every atom
(or particle) [83]. In general, for a full description of the structure factor, the information
about the relative phases ¢(hkl) between the scattered waves needs to be known too. This
is also known as the “phase problem” in crystallography [82], where only the amplitude of
diffraction spots can be measured, while the phase information is lost. The phases contain
information about the exact positions of the particles or in the case of x-ray crystallography
the electron density analogous to the atom positions. Since it is often the case, that the
electron density

p(zyz) = % S | Fha exp [~ 2mi(ha + ky + 1z — S(hkL))] | (2.77)
hkl

needs to be determined, there exist several methods to retrieve the phases ¢(hkl), e. g. the
Patterson method (82].

40



2.5 Fourier Optics 41

6-fold/hexagonal 10-fo]d/decagéna|

Figure 2.14: Schematic diffraction patterns (Fourier space) of the corresponding hexagonal (6-fold)
and decagonal (10-fold) symmetries in real space.

On the other hand, a diffraction spot alone is already an indication of periodicity at the
corresponding length scale. Therefore, it is often enough as in this case to only analyse the
amplitude of the Bragg peaks in the diffraction pattern. These peaks appear every time the
scattering vector is equal to a reciprocal lattice vector and can then be labelled with the
indices (hkl), corresponding to the constructive interference of the wave vector scattered by
the particles in the plane (hkl) in reciprocal space.

In contrast to the structure factor Fj;, there are no planes defined for S(q), since it is also
valid for amorphous structures and the scattered intensity is given by the factor directly
(eq. (2.73)). Therefore, S(q) o< I(q) holds eq. (2.75), whereas for the Fy the scattered
intensity is calculated by taking its squared modulus |Fjx|? = I(quk) [83]. Since the diffrac-
tion pattern depends on the arrangement of particles, it is a powerful tool to analyse the
structure of a periodic crystal or quasicrystals. However, for quasicrystalline symmetries, an
indexing scheme has to be defined, which is different from 4-fold and 6-fold-indexing. There
are already different proposals by several groups, of which the so-called Steurer indexing
will be presented in section in more detail.

41



42

3 Materials and Methods

This chapter deals with the materials and instruments used in both optical tweezers setups.

On one hand, a reflective liquid crystal{SLM] (LC-SLM) consists of a liquid crystal on silicon,
which modulates the phase of the light according to the alignment of the molecules in the
liquid crystal. On the other hand, a is used as shortly introduced in section [2.5.3]
The text mainly splits into four parts: The first deals with the procedure for preparing
the samples. The second part presents the setups, their alignment and control software.
The chapter continues with the properties of the quasicrystalline templates used in the
experiments and methods of data analysis and finishes with the analysis methods for the
particle dynamics.
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3.1 Colloidal Samples

3.1.1 Particle Requirements

For trapping experiments, the object has to be dielectric with a higher refractive index than
its surroundings. This is true for the polystyrene particles used in this work, with n, = 1.59
at 590nm [8]. They have a spherical shape, which makes them easier to trap, although it
has also been achieved with other geometries [84].

The colloids in one batch of the stock solution will never be perfectly the same in shape
and size. For this, the polydispersity is a measure of the heterogeneity of sizes of particles
in a batch. The polydispersity index of particle sizes is defined as PDI = (o/d)/2 with
the variance of the distribution of particle sizes o divided by the mean particle diameter d
[85]. For the particles used in this work (Sigma Aldrich, 2.1 pm) it is 8 % as stated by the
manufacturer of the beads. For this project, it is neglectable small.

In the experiments of this project, the particles should furthermore not interact in any
different way than with the external light field. It is essential for this project, that the
external control over the particles is assured. The particles chosen for this project showed
no aggregation or unwanted interactions. The stock solution was kept in a fridge at 2-8°C
according to the manufacturer’s recommendation and the final sample cell was stored next
to the microscope of the setup at room temperature.

Depending on the experiment, the particle size has to be selected together with the magni-
fication of the objective. E. g. for video particle tracking with bright-field microscopy, it is
necessary, to get well visible particles in the Field of view )

In this case, the particle sizes were given by the manufacturer. In general, it can be deter-
mined with scattering experiments by exploiting the Stokes-Einstein relation . The
particle radius is determined by measuring the diffusion coefficient in a solution with well-
known viscosity behaviour, e.g. water at room temperature in Dynamic Light Scatter-
ing or Differential Dynamic Microscopy experiments. Although colloids as
macromolecules are made up of subunits, they can be well approximated by a sphere. Then
the radius describing them is the so-called hydrodynamic radius Rp.

When the particle size has been chosen, the particle concentration of the sample has to be
considered next. In general, if low particle interaction is preferred, the concentration should
be lower. This is favourable for studying particle dynamics like in MSD and diffusion
measurements. To compensate for better statistics, the measurements have to be repeated
by a reasonable amount.

Also for calibration and trap-stiffness experiments, the sample should be more diluted to
avoid inter-particle interactions, since only the interaction between the particle and the light
field is to be measured. For this, the particles should be more than a few diameters apart.
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For crystallisation studies, on the other hand, a more concentrated sample is favourable,
since inter-particle interactions become important and because of better statistics for struc-
ture analysis, e.g. when calculating the structure factor or pair-correlation function.

For the[SLM]|experiments, the upper limit for the particle concentration is predefined. Since
the SLM distributes the light intensity across the when used with holograms, more
particles mean less intensity per particle and hence less interaction strength depending on
the desired pattern.

This is not the case when using the to display the desired pattern directly. If it is
illuminated homogeneously, the intensity per particle remains constant, but the unused light
will be lost.

However, for the DMD experiments, the amount of particles per is defined by the
quasicrystalline templates. Hence a template-dependent concentration will be defined for
every template. The particle fraction ¢, is the number of particles per N, divided by
the available positions in the template Niempiate

N,
bp = —AL— . (3.1)
b Ntemplate
A value of ¢, = 1 means, that every template position can in principle be occupied by
exactly every particle available in the inside the range of uncertainty.

3.1.2 Sample Cells

As stated in the previous chapter, colloidal particles can be easily disturbed and affected by
external forces. On one hand, this is a requirement for optical tweezers letting us manipulate
particles with laser light. On the other hand, it also leads to sedimentation of the particles
due to gravity. The process can be quantified by the gravitational length

kgT

lg= 47— .
g %ﬂR?’Apag

(3.2)

Ap = pp—pp is the difference in density between the dispersed phase and dispersion medium
and a4 is the gravitational acceleration on the averaged surface radius of the earth [1]. I, is
defined as the distance from the bottom or top of the sample cell to the point in space where
the particle concentration drops to its 1/e-part. For water at 20°C" and with R = 1.05 um
it is lgg ~ 1.60 um. This means, that the particles rather tend to stay inside a 2D plane
and not leave it by moving in the third dimension.

To create an equilibrated 2D layer of particles at the top of the sample cell heavy water
(D20) can be added to the solvent. For DO the gravitational length is l;p ~ —1.42 um,
since the density p,, = 1.107 g/cm? is slightly higher than for the particles at T = 293.15K,
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pp = 1.055¢g/ em3. l4p is negative meaning that particles are pushed in the opposite direction
than for HyO.

In this work polystyrene particles (Sigma Aldrich, polydispersity, polystyrene latex beads)
with a diameter of 2.1 um were dispersed in a mixture of filtered water (Purelab Flex, ELGA
LabWater, electrical resistivity 18.2 - 10* Qm) and D20 (Deutero, Deuterium Oxide, D50,
99.9 %) with a ratio of about 4 : 5. Hence the density of the final solution was raised to
pm = 1.085 g/cm? creating an effective 2D system.

Additionally, the setup is constructed in a way, that the scattering force of the laser pushes
the particles to the top of the sample cell during a measurement if the light field is focused

v ¢

J 2
¥

in the measurement plane.

Figure 3.1: Illustration of sample cell construction.

(a) Side view. (b) Top view.

Figure 3.2: Schematic illustrations of the sample cell. UV glue is shown in orange.

These sample cells were built from microscope slides (VWR, 76 x 26 x 1mm) and cover
glasses (VWR, Micro Cover Glasses, Square, No.1) acting as spacers. They were sealed with
UV glue (Norland optical adhesive, P/N6101, Fa. Norland) as depicted in (fig. [3.1). The
two cover glasses used as spacers can either have thickness No.1 or No.0. Depending on
how large the sample volume should be, a lower thickness should be chosen for less volume.
However, the third cover glass on top of the cell needs to have a thickness no greater
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than thickness No. 1 (0.13 to 0.17 mm), because of the objective’s working distance. Most
objectives need a thickness of 0.17mm to work properly. Otherwise, the wrong coverslip
thickness can lead to huge intensity losses due to optical aberrations and hence reduce the
ability to gain information from the sample. Especially for objectives with high Numerical
aperture as used in optical tweezers, the loss from having an incorrect thickness
coverslip becomes more significant [86]. The best thickness one can use is a No. 1.5H (high
performance), because the thickness range from 0.17mm to 0.18 mm is even closer to the
optimal 0.17 mm. For optical tweezers No. 1 thickness is sufficient.

The cells are glued with the help of a 3D-printed mould, where the glasses can be positioned
in more or less the same way each time. The glue is cured for 3 minutes under a UV lamp
(ELC-500 Light Exposure System, Serial no. 8600082, Electro-Lite Corporation). This
is done at least three times in total: After glueing the spacers, the top glass and the
final sealing after filling the sample. Furthermore, these sample cells can be reused for
many measurements, since they are relatively stable and long-lasting. All glasses have been
cleaned thoroughly with isopropanol before use.

In the next section, the and the corresponding optical-tweezers setup will be intro-
duced. The DMD properties and the alignment procedure will be presented and require-
ments for an optical tweezers setup with this device will be discussed.
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3.2 The Digital Micromirror Device

A is a device for manipulating incident light with a small chip consisting of an array
of over 2 million separately movable micron-sized mirrors. The DMD used in this work
(DLP® 6500 FYE, Texas Instruments) has a resolution of 1080x 1920 pixels. This results
in a size of about 1920 7.56 um ~ 14.52 mm in length and 1080 7.56 um ~ 8.2 mm in width
of the micro-mirror array calculated from the mirror’s pitch of a = 7.56 um. This array is
mounted on a board with a thermal pad in between for heat dissipation (see fig. for a
schematic illustration). Additionally, a heat sink can be mounted for further cooling if it is
needed. The aluminium mirrors are behind a window of Corning® EAGLE XG® alkaline
earth boro-aluminosilicate glass with a transmittance of about 97% for 532 nm wavelength.

incident
light beam

incident
light beam

micro-mirror

projected
light beam

off-state
light beam

N tilt-angle £12° ‘
.y —
silicon substrate

Sy, E [ silicon substrate |
elec ddek# "on-state" "off-state"

micro-mirror micro-mirror

Figure 3.3: The DMD is mounted with a rotation of 45° around the axis perpendicular to the optical
table, so the main orders reflected of the two states are in the same plane parallel to
the table. The mirrors on a silicon substrate can adopt two states with a tilt of +12°.

Each micro-mirror can be tilted by + 12° along with the array’s diagonal relative to the flat
state with a response time of about 2.5 us. For incoherent illumination like e. g. with LEDs,
this results in the so-called “on-” and “off-beam” according to the state of the mirror tilt.
While the beam one of those beams is used for the application, the other one is usually
blocked with a beam dump. The beam from the “off-state” is inverted with respect to the
other state and has a thin line around the active area like a frame. This is due to inactive
rows of 14 pixels from the edges, which always stay in the “off-state” independent of the
state of the remaining mirrors . The DMD is capable of displaying patterns and images
through a set of different operation modes. Depending on the connection established to the
PC control, the DMD treats the input images as single patterns or like a video. To display
a video an HDMI connection is needed, whereas a simple USB connection is sufficient for
displaying a series of pictures. Here, the sequence of images can be predefined according
to their order of display as well as the time span they will show up on the DMD. This
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can be established in the so-called “pattern mode” or “pattern-on-the-fly mode”. Although
this would have a similar result as for a short video in “video mode” via HDMI, the latter
one has a higher transfer rate (60 Hz) and reaction time and is therefore used in this work.
Furthermore, for both of the pattern modes the built-in software of “Texas Instruments” to
control the DMD has to be used. These modes are more useful for calibration and alignment
during the construction of the setup, to check how and if the image is displayed in the sample
plane as desired.

Additionally, some images are pre-stored on the DMD, e. g. checkerboards and vertical lines
of different widths, which can be useful for alignment and checking the operation of the
device.

For the experiments in this work, the images depicted on the DMD have a bit depth of 3.
The reason why the bit depth needs to be lowered from 8 to 3 is due to the depiction of
images on the DMD via HDMI connection. The DMD then needs to be used in the so-called
“video mode”, where a bit depth between 8 to 1 can be chosen, which translates into 256
to 2 possible pixel values. If however a bit depth larger than 3 is used, the contrast on the
DMD is reduced and areas, which should be dark continuously are periodically turning from
bright to dark. This is highly unfavourable for the experiments since there needs to be a
contrast between regions contributing to decagonal symmetry and regions that don’t. This
effect is reduced when a bit depth of 3 or lower is chosen. Therefore, in all measurements,
the DMD is used with 3-bit images, i.e. 8 possible grey values.

To ease the centering and positioning of the DMD in the artefacts or flickering should
be avoided by matching the exposure time of the DMD to that of the camera. Its value
should be more or less the same as the camera’s exposure time so that the image on the
DMD is depicted long enough to be seen on the camera images. During the measurements
the laser light is filtered out for the final images, but the particles are recorded when they
are exposed to the light field.

3.2.1 Setup and Requirements for Optical Tweezers with a DMD

In this work, the DMD is used with a laser, which is a coherent light source and hence
diffraction effects are appearing as already mentioned in section Due to the period-
ically spaced structure of the over 2 million micro-mirrors, the use of a laser light source
makes the DMD act like a 2D reflective tilted grating. This leads to the projection of mul-
tiple repetitions of the DMD image, with intensities and locations according to the laws
of diffraction for a blazed grating. The location of these orders can be estimated with
eq. (2.72). However, there are two effects, which contribute to the DMD’s final diffraction
pattern (fig. . Firstly the rectangular shape of mirrors acts like rectangular apertures
leading to the sinc-distribution as in a tilted reflective diffraction grating (see section.
The second part is coming from the comb function, which models the mirror array. The
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intensity profile I(z,y) at the mirror can be represented as a convolution of multiple 2D
functions where x and y are coordinates in the array plane

I(z,y) = rect(An) * comb(a) x rect(A) « F(z,y) . (3.3)

rect(A,,) with mirror size A,, is a rectangular function representing each mirror, comb(a)
a repeating function for the array spacing structure, rect(A) with the array size A for the
array boundaries and F'(x,y) is the pattern written on the DMD [88]. For calculating the
Fraunhofer diffraction pattern, the Fourier transform of this intensity profile has to be taken

I'(u,v) = [ sinc(1/A,,) - comb(1/a) -sinc(1/A) - F'(z.y)] | (3.4)

with the coordinates u and v in the image plane [88].

Hence the full description of the DMD diffraction effects is a more complex calculation.
But for alignment, the details need not be considered. The description in one dimension
provides enough accuracy for application.
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Figure 3.4: Formation of the DMD diffraction pattern [89)].

Even if all mirrors are in the same state, the DMD is not acting as a flat mirror due to
the tilt of the micro-mirror, since two consecutive pixels will have a phase difference due to
different path lengths. Only when all micro-mirrors are in the parked state during standby
mode, the DMD is flat and it acts similar to a conventional mirror, where the diffraction
effects will vanish.

If one wants to use the device optimally, it has to be aligned in a way, that most of the
reflected intensity is used (blaze condition, see eq. in section . If not, a part of
the intensity will be lost to higher diffraction orders. Therefore, when mounting the DMD,
its design and the working principle of the mirrors need to be considered.

For this setup, the array has been rotated by 45° around the axis perpendicular to the optical
table. This rotation results in the reflected main orders from the “on-” and “off-state”
mirrors being both in the same plane above the optical table since the axis perpendicular
to the table coincides with the tilt axis of the mirrors along the diagonal of the chip.
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By varying the angle of the beam incident on the DMD, the blaze angle can be identified.
In the blaze condition, the position of one maximum diffraction order is matched with
the envelope centre of the overall intensity distribution (eq. (2.71) in section [2.5.3). This
also means, that the next higher orders surrounding the main one, will all have the same
intensity [90]. The blaze condition can then be checked experimentally, e.g. by measuring
the intensity of these orders and comparing them to each other.
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Figure 3.5: Illustration of the optical-tweezers-setup with the DMD used in this work as described
in this chapter. For a real picture of the setup, see fig.
The 532nm laser beam diameter is filtered and expanded by a telescopic lens system
(L1, pinhole (20 um), L2) to 14.8 mm for homogeneous illumination of the DMD. The
beam is redireced by two mirrors and imaged with a lens and a microscope objective
into the sample plane. A longpass filter removes the laser light (< 570nm) for the
CCD-camera, to image the particles in the sample.

One requirement for setting up optical tweezers is a tightly focused laser beam with very
high intensity. This can be achieved with a laser light source. However, until the laser beam
reaches the sample, it interacts with several optical components like lenses and filters, which
decrease its power output. For the application in this work, it is important, that most of the
initial laser intensity arrives in the sample plane. The power at the sample can be measured
as well as calculated from the specifications of the lenses and devices in the light path.

Starting at the laser head, in this setup a 532 nm DPSS laser (opus 532-3000, Laser Quantum
Ltd.) with a maximal power output of 3 W is used. It follows a beam expander consisting of
two plano-convex lenses (Edmund Optics) with focal lengths f1 = 25 mm and f2 = 200 mm
to illuminate the DMD fig. With the magnification factor of 200/25 = 8 the initial beam

diameter increases from 1.85 mm £ 0.20 mm to 14.8 mm.
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By placing a pinhole in the focal plane of the telescopic system, this beam expander acts
also as a spatial filter. The beam diameter is increased and the side fringes representing
the unwanted noise are removed from the input Gaussian beam. Only the central Gaussian
spot is passing the filter thus creating a homogeneous illumination for the DMD with a
collimated and parallel beam.

The incident angle on the DMD was chosen like in Sandmeyer et al. [90], where the DMD
is facing the optical path to minimize image distortions while exploiting optimal intensity
distribution from the diffraction. Due to the DMD’s intrinsic structure diffraction effects
can’t be avoided when using a coherent light source like a laser as already discussed in
section [2.5.3]

Two mirrors (Thorlabs) on kinematic mirror mounts (Thorlabs) are placed after the DMD
to guide the beam from the laser to backport of the microscope.

For image formation a plano-convex lens (Edmund Optics) with a focal length of 400 mm
before the microscope, together with the microscope objective (Nikon, Plan Apo VC, water
immersion, 60x, NA=1.2) form an image in the sample plane. With this telescopic system
consisting of the lens and objective, the initial DMD area is reduced by a factor of~ 400/4 =
100. Using the back reflection of the condenser lens the beam can be aligned very accurately
by controlling the mirror tilt on the optical table. Inside the microscope, a filter cube is
located with a dichroic mirror (585 nm) and a longpass filter (570 nm). This composition
transmits the 532nm wavelength of the laser into the sample, while the dichroic mirror
reflects light of this wavelength from the sample, so it does not reach the CCD camera
(Mako U-130B, Allied Vision), which is mounted on one of the microscope-side-ports below
the sample and below the plane of the light path coming from the DMD. The filter cube
blocks the laser light for the camera but transmits the red illumination 670 nm coming from
the LED lamp (Thorlabs) above the sample, so the particles in the sample plane can be
imaged without being cross-faded by the high-intensity DMD pattern.

In the end, the images recorded are with a camera and stored on a computer for
further analysis, e. g. particle tracking (see section .

From the specifications of the devices and lenses the efficiency regarding the preservation
of the laser power can be calculated, where the power loss can be divided into three main
contributions: 1) Illumination loss is arising from the lenses the light has to interact with
along its optical path to the sample. 2) It is dependent on the active components in the
setup, meaning the characteristics of the laser and DMD and 3) the size and uniformity of
the illumination on the DMD.

Concerning the first aspect, each lens is contributing about 92 % to the transmission, which
is the value for the transmission for N-BK7 material at 532 nm wavelength [91]. These can
be calculated to get a value of (0.92)% ~ 0.61 for the transmission of all lenses together.

Additionally, the illumination uniformity is ensured by the spatial filter. If the intensity is
not homogeneously distributed in the sample plane, the particles are being exposed to a
gradient in the potential, which can induce drift motion.

The pinhole diameter for the filter can be calculated with the known parameters of the
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setup. These are the input beam diameter D;,, the wavelength of the laser beam A and the
focal length of the first lens f. With the following equation, the diffraction-limited spot size
D, can be calculated

A
Do = 12150 (3.5)

m

and used to estimate the pinhole diameter D = 1.5 Dy, [92], where the factor of 1.5 ensures
the passing of most of the intensity while eliminating as much spatial noise as possible. With
the diameter of the laser D;, =~ 1.85mm £ 0.20 mm before the spatial filter, f = 25 mm
and A = 532nm, D,y ~ 9um. Here, a spatial filter with 20 ym showed satisfying results.
Choosing the pinhole size is always a compromise between a high-intensity beam and a noisy
beam. Finally, power meter measurements have been conducted to measure the amount of
laser intensity, which arrives at the sample plane behind the objective. The results are
presented in the next section.

3.2.2 Calibration and Measurement of Trap Stiffness

As mentioned in section the laser power was measured at the sample plane and com-
pared to the output displayed on the laser head.
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Figure 3.6: Trap-stiffness dependency on laser intensity in the DMD setup.
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The slope of nine measurements from 50 mW to 450 mW in steps of 50 mW gives the intensity,
which remains at the sample plane since it’s the ratio between the intensity at the sample and
the displayed output (fig. . The measurement shows, that about 21.55 % of laser output
gets to the sample. The rest is being absorbed or lost along with the setup’s components

(see section [3.2.1)).

As a measure of trap strength or the ability to trap and hold a particle at the desired
position, the trap stiffness « is determined. For this, a particle is trapped in a Gaussian
beam and its movement in the trap is recorded (see fig. 3.7a)). From the distribution of its

positions (fig.[3.7b)) the stiffness k can be calculated (fig. via

kgT
K= % . (3.6)
Since the trap can be modelled with a harmonic potential (eq. ), the particle positions
in the trap will follow a normal distribution. Therefore, the width of a fitted Gaussian
(fig. red line) to the data in x and y-direction (o, and o) gives information about the
trap’s stiffness. For lower stiffness, the particle can travel further from the trap’s centre,
than for higher stiffness.
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(a) Trajectory of a trapped particle. The particle (b) Histogram of displacements of a trapped parti-
size is shown with a red circle and the border of cle whose trajectory is shown on the left. Gaus-
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legend.

Figure 3.7: Results of the calibration for the trap stiffness.

By varying the laser power the dependency between the stiffness and the intensity can be
plotted (fig. . For every intensity at least 10 values have been averaged from different
trapped particles in the same sample. Images were recorded at 10fps for 15min at the
given laser output power. Since the trap is assumed to be isotropic, values for x and y
were not analysed separately. The resulting plot shows the expected linear dependency
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k(I) = 4.54 - 10~ . T between the trap stiffness £ and the laser power I, where x(0) = 0
(fig. [3.6D).

In the next section, the setup with the will be presented in the same manner as with
the DMD beforehand.
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Figure 3.8: Schematic illustration of a spatial light modulator.

3.3 Liquid-Crystal Spatial Light Modulator

An is a device, which as the name implies, spatially modulates the amplitude and
phase of an electromagnetic wave. It is used to project images or to create multi-dimensional
optical fields. With Holographic Optical Tweezers (HOT) it is possible to create multiple
traps simultaneously and control them dynamically limited by the SLM’s refresh rate [93].

There exist different kinds of SLMs based on different physical principles. E. g. an Acoustic-
Optical Deflector deflects light depending on sound waves, that change the refractive
index of a crystal. A DMD, presented beforehand, is strictly speaking an SLM based on
reflection, whereas a liquid crystal-based SLMs transmits the impinging light. Although
both the SLM and DMD are technically light modulators, just the first one will be named
SLM in this work for distinction.

LCs are made up of molecules acting as small dipoles, that can be aligned by applying an
external electric field. The alignment affects the polarisation of an electromagnetic wave,
e.g. of light, passing through. Three main phases can be defined: a smectic, nematic and
(a cholesteric or chiral) phase as depicted in fig. The degree of alignment in an LC can
be quantified with a nematic order parameter S = 1 (3 cos?(#) — 1), where 6 is the angle
between a molecule and an axis in direction of the vector n defined like seen in fig. [94].
S = 1 means all molecules are aligned while a system with S = 0 has no order. The smectic
phase is the most ordered with .S = 1, but is not strictly a solid-state, because the molecules
can move. In the nematic phase, the molecules have still a preferred direction with S < 1.

In an SLM an array of twisted-nematic liquid-crystal cells is used. Each[TNLC] cell
consists of dipole molecules sandwiched between two glass plates and transparent electrodes.
If the electrodes are switched off, the molecules are aligned and twisted by 90° from one
glass plate to the second one. A polarised electromagnetic (EM) wave passing through the

cell will follow this twisted pathway, so the polarization of the outgoing wave will be turned
by 90°.
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If an electric field F is applied, several dipoles proportional to the field strength will align
in its direction breaking the twisted structure. The polarisation of an entering EM wave
will not be affected as much as in the off-state. The phase shift and therefore how much
light passes through the cell can be controlled by the degree of alignment through
the strength of the electric field. The higher the voltage applied, the more molecules will
be aligned and the higher the polarization of the outgoing light.

In an SLM the cells are also coated with a reflective layer before the second electrode,
so the light enters the cell, passes the LC, gets reflected and passes again through the cell.
Each electrode corresponds to one pixel of the target image or pattern. To cover most of
the SLM area and therefore each cell, a laser beam has to be expanded beforehand. The
input to the SLM is called a hologram or kinoform and contains the phase information for
the final image. In the SLM light is modulated in Fourier space and afterwards transformed
by a Fourier lens into the image plane. To obtain the right phase information for the
transformation, the Gerchberg-Saxton algorithm, named after their inventors, is applied for
phase retrieval . It starts with a random phase image while the similarity between the
current and the desired image is iteratively checked. A more general algorithm is the error
reduction algorithm, which is illustrated in fig. The amplitude of the desired image
is added to the random phase in the SLM plane. It is transformed to the image plane
via an Fast Fourier Transformation and the amplitude is removed leaving the phase
information. The amplitude of the target is then added and via an inverse [FF T transformed
back to the SLM plane. It can be shown, that the algorithm converges to a hologram .

Source Amplitude Amplitude Approximation to
intensity at source in target plane target intensity

Fourier A
transform
-

@
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to required to desired
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Figure 3.9: Schematic illustration of the Gerchberg-Saxton algorithm for phase retrieval .

The drawback of this method is the appearance of more orders apart from the dominant
first order. Especially the zeroth order, seen as a bright spot in the middle of the target
image, can be avoided but not fully eliminated. On one hand, it causes particles to get
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trapped and often damages them due to the higher intensity than in higher orders. On the
other hand, it can give rise to a radial repulsive force, driving the particles out of the
This becomes more prominent if the setup is not well aligned.

Another problem can be the appearance of so-called “ghost” traps. These are traps, that are
created due to the holographic nature of the technique, and appear on well-defined positions
according to the desired pattern [98]. In general, it is possible to remove them, but it is an
additional drawback for the use of an SLM.

3.3.1 Holographic Optical Tweezers with Spatial Light Modulator
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Figure 3.10: Schematic illustration of the Holographic-Optical-Tweezers-Setup with the SLM as
described in this chapter. The 532nm laser beam enters the beam expander to be
increased to a diameter of 14 mm. After the SLM, the beam is guided to galvanometer-
mounted mirrors (GMM) for beam control in the sample plane. The lenses L3 and
L4 decrease the beam to 6.4 mm to overfill the back aperture of the objective which
images the pattern in the sample plane. A CCD-camera records the images in the
sample plane while the laser beam is filtered out by the notch filter.

In this section, the setup for the will be presented. A DPSS laser (Ventus 532-1500,
Laser Quantum Ltd.) with 532nm wavelength and a maximal power output of 1.5 W was
used. The laser current is controlled via a Microprocessor Controlled Power Supply Unit
(mpc6000, Laser Quantum Ltd.). The laser beam is redirected by two mirrors and enlarged
with a beam expander to fill the whole size of the SLM. The SLM used in this work is
an LC-R 2500 by Holoeye. It has a resolution of 1024 x 768 pixels with a pixel pitch of
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19pm and an active area of 9.5 x 14.6 mm, while frame rates up to 72Hz are possible.
The light is modulated by the SLM according to the displayed hologram and reflected to
a telescope consisting of two plano-convex lenses (Edmund Optics). Two galvanometer-
mounted mirrors (Quantum Scan 30, Nutfield Technology, Inc.) are used for beam
steering in the sample plane more continuously and flexibly than with the SLM alone. A
second telescope lens system before the microscope is used to overfill the back aperture of
the objective. The back focal plane of the objective is a conjugate plane of the SLM, so the
objective can perform a Fourier transform of the SLM pattern, to image the desired real-
space pattern in the sample plane. Inside the inverted light microscope (Eclipse TE20000-U,
Nikon) the modulated beam is deflected by a dichroic mirror (DM1, at 532 DCRB, Chroma
Technology Corp.) to the sample and acts as a notch filter to reduce the laser intensity for
the camera mounted on one of the side ports of the microscope. The laser beam is therefore
invisible in the recorded images.

A 60x magnifying objective (Plan Apo, Oil Immersion, [NAE=1.4, Nikon) is used to image
the particles. The numerical aperture should have a value between 1.2 and 1.4 to create a
stable optical trap because the intensity gradient has to be high enough to overcome the
scattering force [31].

The depth of the trap is limited by spherical aberrations, which depend on the immersion
medium and working distance.

Finally, the sample is pictured onto a camera (Mako U-130B, Allied Vision) and sent
to a computer for setup control via a LabVIEW VI (see section . The whole setup
except for the computer and galvanometer is positioned on a pressure-stabilised optical
table (Stabilizer, High-Performance Laminar Flow Isolator, I-2000 Series, Newport) inside
a metallic box. All instruments are kept in a temperature-controlled room at 20°C.

This setup has to be checked regularly and realigned respectively to allow for a flawless
operation and best measurement results, which will be explained in more detail in the next

section [3.3.2]

For using the LC-SLM it has to be noted, that with higher particle concentration, the
interaction strength decreases for each particle because the laser power has to be distributed
throughout the [FOV]by the SLM. So each particle gets less intensity from the initial source
if the particle amount in the increases.

3.3.2 Alignment and Calibration

Drift Motion is an often encountered problem and usually unwanted in soft matter experi-
ments. The causes for the particles to move in a preferred direction are numerous and very
diverse. It could either be linked to the sample, e.g. a temperature gradient or a badly
sealed sample cell, or originate from the setup, like an imbalance in the optical table due
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to low pressure or a small tilt in the sample stage of the microscope, which can be checked
with a water level and readjusted accordingly.

Furthermore, it can be checked if the drift is caused by the light path or its source by
switching on the laser and observing if unidirectional motion only appears then or increases.
Then the light path along the propagation at low laser power can be followed and checked
for irregularities.

The source itself, which means the laser, can be examined with a laser beam profiler. It
maps the spatial intensity distribution transverse to the beam propagation so it can be
compared to a Gaussian profile. If the intensity is not distributed homogeneously around
the centre, the particles will move in the preferred direction around the zeroth diffraction
order.

Next, each part of the setup, e.g. the mirrors and lenses should be checked separately
for misalignment or improper montage. For the alignment, the position of the lens after
the beam expander can be adjusted in the plane perpendicular to the light path in x- or
y-direction. This lets the peak of the Gaussian profile of the expanded beam shift into the
centre of the If it is not centred, then the particles won’t be distributed uniformly
around the zeroth diffraction order and a normally unwanted unidirectional drift motion
can be seen.

The alignment of the zeroth diffraction order in the centre of the has to be done
before each measurement (after turning on the galvanometer). The microscope illumination
is turned off and the filter cube is taken out of the light path. Instead of the sample, a
mirror is put onto the sample stage, so the laser beam gets reflected and the image plane of
the SLM is pictured. The diffraction pattern is a calibration image where the zeroth order
is seen. With the galvanometer, the voltage can be adjusted to rotate the mirrors and shift
the zeroth order into the centre of the for x- and y-direction separately.

3.4 Control of the Setups with Labview

Both setups (with [DMD] and [SLM)) are controlled with programs written in LabVIEW
(National Instruments), where they are called “virtual instruments” (VI). Since the SLM
and DMD technologies are based on different principles, every setup is controlled by a VI
specially written for the device. In the next sections, both programs will be briefly presented.

For the spatial light modulator, a simple VI for a holographic-optical-tweezers setup was
used as a template, while adding new subVIs to extend its functionality and tailor it for the
specific needs of this project.

The first changes being made in the VI affected the feedback/adaptive part of the multiple
tweezers. The aim was to not just move the particles with optical tweezers but to let them
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self-assemble into different complex structures. For this, the effective interaction potential
between the particles is changed by tailoring the form of the intensity pattern around each
particle.

For trapping and moving one or many particles simultaneously, a multiple tweezer setup
with a Gaussian intensity profile is used. If the point of highest intensity is in the centre of
mass of the particle, then it can get caught in the trap and be moved by small steps from
one place in the to another. The size of the spot can be changed via the o-value of the
Gaussian, to allow the particle to move more freely in the trap. If the size of the Gaussian
spot gets too large, the particle can eventually escape, because the laser beam will not be
focused enough to hold it in its focal point.

For more complex trapping and particle-assembly into ordered structures via feedback pro-
gramming, different shapes like single- or double-Gaussian rings, flat rings for flat-well
potentials etc. have been created. E.g. for a hexagonal lattice, single-Gaussian rings were
used with different radii for different lattice spacing. For square lattices, double-Gaussian
rings with a radius ratio of ro/r1 &~ 1.4 can be used.

Additionally, automatically moving traps were programmed, e. g. to move single particles to
the nearest cluster, for crystal nucleation experiments, or to move particles to a template of
traps at fixed positions for the desired lattice structure. This can be done either one by one
or as a whole cluster of up to 10 particles, which can be moved closer to each other to create
larger areas with crystalline structures. Inside the cluster itself as well as in the merging
process, the structures are left to form on their own via the feedback programming of the
local potential. This means, that the particles retain the freedom of forming the desired
structure by inter-particle-interaction like finding the destination on a preformed substrate.
This procedure was inspired by the work of Martinsons et. al. [99]. To create low-defect
colloidal quasicrystals they used a template in their simulations. The particles, which were
separated from the template like in a reservoir, were sedimented one by one to the template
with gravity as the only acting force. Upon reaching a distance in the length scale of the
interaction potential, the gravitational force is no longer the main contributor. Instead, the
particle movement is then guided by the template’s potential. A screenshot of the VI for
the SLM setup can be seen in fig. .

For the DMD a new VI need to be programmed (VI screenshot see fig. . Although
some elements were kept the same, the base principle needed to be adapted for the DMD
technique. The tracking algorithm stayed the same as well as the part for acquiring and
storing images. Since the DMD does not use holograms, the calculation for the kinoform is
replaced with a written algorithm in MATLAB (MathWorks Inc.). If it is desired to trap
and move particles with multiple traps, then the particles are located and their coordinates
re-scaled to match the coordinate system in the DMD size. A mosaic image is created by
inserting the shape of the local intensity profile at the current coordinates of the particles
found by the feedback algorithm.
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For this work however static templates needed to be created. Double-rings in different sizes
have been used as a local intensity profile, which was assigned to positions of decagonal Tue-
bingen tilings with six different distances. The details of the construction of the templates
will be presented in section
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3.5 Light-Field Templates

In the past colloidal particles on quasicrystalline substrates have been studied, e.g. by
Schmiedeberg [100] or Mikhael [101]. Instead of creating quasicrystalline light fields through
the interference of laser beams, the patterns in this work are generated by overlapping
double rings at positions of a decagonal tiling. This tiling is also known as the Tiibingen (or
“Tuebingen”) tiling, and was discovered by Baake et al. in Tibingen, Germany [41], and
is made up of pentagons, hexagons, nonagons, utiles and decagons (fig. . The double
rings for the tiling, have a Gaussian intensity profile and should have a specific radius ratio
for decagonal symmetry (fig.[3.12)), which leads to the appearance of maxima of intensity
at the overlaps of these rings.

To ensure that the maxima are located at positions for a decagonal symmetry, the ratio of
two dominant lengths in the field potential should be around the golden mean [102], which
is an irrational number defined by

_Vh+1
2

¢ ~ 1.618 . (3.7)

This number appears in a regular pentagon, one of the tiles making up a decagonal qua-
sicrystal. E.g. the ratio of the pentagon’s side length L1 to its diagonal L2 is given by the
golden mean or golden ratio (fig. [100]. Therefore, the golden ratio can additionally
to eq. be expressed only with numbers involving 5 as

¢ =05+ (5%%)0.5~ 1.618 , (3.8)

showing its relevance to the 5-fold/10-fold symmetries [103], since the golden mean can
be found throughout decagonal tilings. E.g. the triangle formed from the two pentagonal
lengths is called a golden triangle and the diagonals intersect each other with the proportion
of the golden ratio. These relations can be explained by the Fibonacci series defined as
F, =F, 14+ F, 9o,n € Z,Fy = 0,F; = 1. In other words, the equation means, that a
successive number is constructed by summation of the current number with the previous
one in the series. This is the same construction principle appearing in the diagonal and side
lengths of a regular pentagon. It can be shown, that the ratio between successive Fibonacci
numbers has the golden mean as its asymptotic limit

i Fri
mn

n—oo F,

= ¢~ 1618 . (3.9)

Since the Fibonacci series has an aperiodic long-range order, it is also a good example of a
quasicrystal in one dimension.

All in all, the golden mean is an essential number for decagonal symmetry and hence the
radius ratio of the double rings for the templates is set to ro/r; = 1.6. Although there are
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two unknown variables, 1 can be fixed by the distances between the centre positions of the
rings, since then the ring around one position will cross the second position and vice versa.
Therefore, r9 is now a fixed parameter. Double rings of six sizes are shown in fig. For
six different template distances, the diameters of the first rings of the template in relation
to the particle diameter are as follows: 0.91, 1.26, 1.57, 1.77, 2.11, 2.53.

Template | positions | 1st ring factor | ring width | intensity factor | trap size
No. FOV in pm of rings /dp
1 883 0.79 0.84 0.3 0.64
2 541 1.0 0.84 0.3 0.80
3 331 1.3 1.01 0.36 1.03
4 272 1.45 1.13 0.4 1.33
5 165 1.85 1.13 0.4 1.58
6 142 2.1 1.40 0.5 1.86

Table 3.1: Parameters of the six templates (fig. ) used to create decagonal quasicrystals. The
last column shows the average trap sizes in units of particle diameter (d, = 2.1 um).

To make the rings overlap at positions recreating the symmetry of the rings’ centres and
creating minima of different depths in the potential, not only the width of the rings but also
the intensity needs to be different for each ring. If both rings would have the same inten-
sity, the adjustment of ring width is not enough to prevent the full to be overloaded
with high intensity. The particles wouldn’t be able to differentiate between more and less
favourable positions for a decagonal symmetry.

Therefore, the intensity of ring 2 is 20 % of the one of ring 1 and increases with the scaling
of template positions, since for large template distances the area covered by the rings is
slightly smaller and needs to be compensated. The same is true for the ring widths. The
width is the same for both rings but increases with template distances. Since the rings’
intensity is declining with a Gaussian, the width is calculated from the variance of the nor-
mal distribution. All parameters to create the templates are summed up in table All
templates used in this work are depicted in fig.
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Template | short main distance | long main distance
No. in pm in pm
1 2.07 3.28
2 2.87 4.39
3 3.59 5.71
4 4.03 6.46
) 4.81 8.04
6 5.76 9.15

Table 3.2: Two main lengths of pentagonal tiles in all templates (see fig. , i.e. the distances

between the potential minima in (fig. |3.11a]- fig. |3.11f).

(a) Template 1: Ring radii: r1 = (b) Template 2: Ring radii: r =
0.91 d, T2 = 1.67‘1 1.26d, T2 = 1.67‘1

»..’ p. 2 )
(’133 ‘. i”’?.-;\
(¢) Template 3: Ring radii: r1 = (d) Template 4: Ring radii: r1 =
1.57d,ro = 1.6 71 1.77d,ro = 1.6 71
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(a) 1 (d) 4

(e) 5 (f) 6

Figure 3.12: Ring sizes relative to particles used to create the templates (fig. — fig.|3.11{).
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3.6 Structure Factor and Crystallography of Decagonal
Quasicrystals

In general, a diffraction pattern can be described by a Fourier transform [104]. Therefore, to
study the diffraction pattern, the[FET]of the particle arrangement, needs to be calculated. In
this work, the magnitude of a 2D Fourier transform of recorded images for one measurement
is calculated and averaged over one image series consisting of 16000 images. The 2D Fourier
transform has been calculated with the built-in function ££t2 in MATLAB (MathWorks).
The function calculates the Discrete Fourier Transform Y of an m-by-n matrix X,
which is defined for two-dimensions as

moltn-l i i
Yotlgrl = D Y exp ( - jp) exp ( - kQ> X141 - (3.10)
=0 k=0 m n

The 2D-matrix X can represent any data in 2D, like e.g. an image. In this case, the
magnitude of the Fourier transform is the most relevant for representing the diffraction
pattern of the sample, which is defined as

Yortar1l = Re(Vpi1g01)? + Im(Vpi1g11)? (3.11)

By just looking at the magnitude of the Fourier transform of an image in this way, the
diffraction patterns will be symmetric, i.e. the same Bagg peak will occur twice once for a
negative frequency and once for the positive frequency with the same absolute value. The
magnitude of Y},11 441 is independent of sign of the arguments, since we take the absolute
value.

Additionally, cos(—z) = cos(x) due to it’s symmetry. sin(—x) # sin(z) but since we take
the absolute value for the magnitude /(sin(—x))? = /(—sin(x))2 = /(sin(z))2. Therefore,
the diffraction patterns will be symmetric too.

The diffracted intensity from the FFT I(q) o< N S(q) - P(q) (eq. (2.75)) has still a com-
ponent from the form factor P(q) of the particles. To get the structure factor S(q) the
intensity I(q) needs to be divided by the form factor P(q) of the particles, which has been
determined by calculating the[DFT] of single particles, i.e. a sample with a very low particle
concentration (fig. . Here, the particle interactions can be neglected. Furthermore,
they are distributed randomly in the Hence for the structure factor S(q) — 1 holds
and the form factor is, in this case, the main contributor to the diffraction intensity. This
leads to

I'(q)
P(q)

x NS(q) , (3.12)
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3.6 Structure Factor and Crystallography of Decagonal Quasicrystals 67

where I'(q) = I(q) — (I(q)) is the intensity of an image subtracted by its mean (I(q)),
i.e. the average value of all pixels in the image. This is done, to remove the strong signal
around frequencies close to zero and thus lower the intensity of the values of interest.
Performing the 2D-DFT leads to the characteristic pattern for the respective symmetry of
the structure leading to a pattern as depicted in fig.

(a) Form factor of particles. There seems (b) Evaluated ring areas (one area between

to be an anisotropy, which has not been rings of the same colour) plotted on the
removed by averaging over the particles structure factor of particles in template
due to low particle concentration and 3 (fig.[3.11c) at 600 mW laser power.

therefore not enough statistics.

Figure 3.13: Form factor of particles calculated from a dilute sample and evaluated ring areas.

To analyse the Bragg peaks in more detail, a ring-shaped area is taken at wave vectors,
where the peaks are located. The values in this area are averaged radially for every angle
and plotted as a 1D profile. Thus for every ring, an area will be analysed, which encompasses
10 peaks in total. The ring areas are shown on the structure factor of a measurement in

fig. [3.13bl Each ring profile is fitted with a Gaussian sinusoidal function

10
f(B) =a1+az Sin(26 + CL3) + Z b, exp {_(B - bpos(n))Q/Cn} ) (313)

where n is the number of the peak, in this case, numbered from 1 to 10, § is the angle
on the ring of the structure factor, a1, az, ag are background-fit parameters and by,o4(,) are
parameters for the location of the peaks on the ring. Their values are ideally about 36° apart
for 10-fold symmetry. Since the structure is not perfect, the angle between the peaks will
deviate slightly from 36°. This deviation will be used, to calculate the location accuracy in
section The parameters to describe the fit are b, signifying the amplitudes or heights
of the Gaussians and ¢, used to calculate the width of the Gaussians o = ¢, /2. The area
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68 3 Materials and Methods

of the Gaussians is approximated from both of these parameters with Agp = /(27) o by,.
The sinusoidal shape of the background stems from the definition of the intensity on a ring
over a squared pixelated image. Since the ring doesn’t hit all pixels evenly in their centre
along the way, the pixel value is once over- and once underestimated. If the background
is changing radially from the image centre then this process is periodical since it hits the
centres of the pixels best in the vertical and horizontal position and less accurate in the
diagonals of the image (fig. . To account for this, a sinusoidal function is fitted in
addition to the Gaussians.

In summary, for every ring the Gaussian fit parameters for the height, width and area are
averaged over all ten peaks. Meaning 3 parameters for one ring with up to 3z5 = 15 values
in total for every template, depending on the amount of evaluable rings.

Figure 3.14: Graphical explanation for the sinusoidal background. Red dots are centres of the
pixels, which contribute to the intensity profile of the blue ring. Pixels, which are
closer to the ring, contribute more accurately.
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3.6 Structure Factor and Crystallography of Decagonal Quasicrystals 69

While three basis vectors are enough for the description of 2- to 6-fold crystals, a new in-
dexing scheme is needed for higher rotational symmetries such as for quasicrystals. Several
different indexing schemes have been proposed. For example, Steurer et al. [105] or Ya-
mamoto et al. [106] use five indices h;, where four of the basis vectors b; (i = 1,2,3,4) are
co-planar and the fifth by is perpendicular to them. Since the quasicrystals studied here
are two-dimensional, the fifth basis vector pointing out of the plane can be neglected. The
four in-plane vectors are pointing from the centre to four vertices of a regular pentagon,
which is a building block appearing in decagonal quasicrystals (fig. |107]. The fifth
vector in the pentagon (—1,—1,—1,—1,0) is not independent, since —b; — bs — b3 — by =
(=1,—1,-1,—-1,0) and is therefore not part of the basis. In the following the indexing for
2D-decagonal quasicrystals as elaborated by Walter Steurer and Torsten Haibach [108] will
be presented. The five-dimensional diffraction vector H is defined as

5
H=> h;b} (3.14)
=1

with the integers h; and b} = b*(cos (2mi)/5,sin (277)/5,0) for ¢ = 1,2,3,4 and by =
b*(0,0,1) [108]. Diffraction spots in the decagonal 2D-plane can be described by a set of
5 indices (hy ha hs hy hs), with hs = 0 for 2D-decagonal quasicrystals, which stands for one
orientation of the lattice planes [53]. An example of this indexing is shown in fig. on
the Fourier space of a decagonal template fig. used in this work.

(10110)

Figure 3.15: Indexing scheme for decagonal
symmetry after Steurer et al.
[105], shown on FFT of the
decagonal structure of template
3 fig. used in this work.
The four in-plane basis vectors
b; are shown pointing to Bragg
peaks marked with Steurer in-
dices. (111110) is constructed by
summation of the inverse basis
vectors b; and therefore not inde-
pendent.

The vectors b; in Cartesian physical space can be regarded as projections of the reciprocal
basis vectors d} (n = 1,2,3,4,5) of a 5D periodic lattice given by

d; = b*(cos (?),sin (?),0, cos (?),sin (65m>> (3.15)
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70 3 Materials and Methods

and di = b%(0,0,1,0,0) for i = 5 (see fig.[3.16). The unit vectors in 5D direct space d; can
be calculated from the condition d; - d; = 0;; to

d; = 5?)* (cos (?) —1,sin (?),0, coS (@) —1,sin (6m>) (3.16)

and ds = £(0,0,1,0,0) for i = 5 (see fig. . The lattice constant d; = d = \/gb* of
direct space is the side length of a pentagon (see L1 in fig. [2.6a).

There are also schemes with 6 indices as proposed by Ranganathan et al. [109] or Fitz
Gerald et al. [110], where five base vectors are coplanar and the sixth, perpendicular to
them along the axis of 10-fold symmetry. These schemes can be viewed in more detail from
the corresponding references.

Figure 3.16: Basis vectors for decagonal symmetry in reciprocal (left) and direct space (right) after
Steurer et al. [105]. The fifth independent vector is the one perpendicular to the plane
d: and not dj = —dj —d5 —dj —d}.
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3.7 Analysis of Particle Dynamics 71

3.7 Analysis of Particle Dynamics

In this section, the video particle tracking and the p-hop-algorithm are presented. With the
help of these methods, the particle dynamics can be described and new insights are gained
into the behaviour of particles in the light fields.

3.7.1 Particle Tracking

After the images have been recorded with the CCD camera and stored, the particle positions
need to be determined. This can be done with subpixel accuracy by using a centroid-finding
algorithm. There exist ready-to-use programs, e.g. by John C. Crocker and Eric R. Weeks
for IDL [111] or Daniel Blair and Eric Dufresne for MATLAB (MathWorks Inc.) [112]. Al-
gorithms for real-time tracking, limited only by the camera frame rate and computational
speed or memory capacity are available too [31]. If a high-speed camera and high com-
putational power are used, in principle the temporal resolution can be highly improved.
Nevertheless, a limit exists, since the spatial resolution decreases with increasing frame rate
due to noise [31].

Finally, the particle coordinates need to be calculated into micrometres. For this, the CCD-
to-image-pixel-conversion factor is defined with a ruled micrometre, which is imaged with
the same microscope objective and camera as used in the measurements. For a 60x-objective
like used in the experiments, it is ~ 0.086m /pizel. Now the particle positions can be used
for further analysis of the particle trajectories, MSD or the structure of the sample.

3.7.2 Particle Jumps with P-hop-Algorithm

The light field is acting as a template for the particles to form a structure expressing a
10-fold quasicrystalline symmetry. As long as the light field stays on, the particles are inter-
acting with the potential in a different way, than they would in the absence of an external
force field. Therefore, their motion will be distinct from a random walk and a free-diffusion
model. This can be seen by studying their MSD and trajectories.

The minima in the potential will cause the particles to perform “jumps” or “hops”. To iden-
tify these in the particle trajectories, the so-called p-hop-algorithm proposed by Candelier
et al. [113], has been modified to evaluate the particle motion in the light fields. Based on
Smessaert and Rottler [114], the following hop identifier function is defined

Phop(t) = ¢<<r<tA> —E()2) (e (B) ~F(4)?) < pun (3.17)
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where t4 € A and t® € B and the average T(t?)) is taken over t? € B and for ¥(t4))
accordingly. For this, the trajectory is first separated into two sections of equal size A =
[t —T,t — L] and B = [t — £,#] around the time t. ppey(t) is calculated every T = 400
time steps translating to a time span of T' = 40s. pp,, measures the averaged distance
between the mean position in section A ¥(¢4), and all trajectory points in section B r(t?),
and vice versa. Therefore, T' can be interpreted as a measure of resolution of pye,(t). Since
the function is large for rapid changes around ¢ — %, it detects jump-events for values above
a threshold ppep, > pin. The ideal value for the threshold py, would be, where a lower value
would only detect noise as jumps and not minimal fluctuations inside of a cage or minimum
of the light field potential. If p;, is chosen to low, then it detects jumps although there is
no noticeable change in particle movement from the trajectory over time Ar(¢). However,
if the threshold is selected too high, then the algorithm can overlook smaller changes in the
trajectory, e.g. “wiggling” inside of a trap, or movement along the more shallow minima
created by the rings.

In my case, it would be more convenient to use a different input for the p-hop-function
than the trajectory r(¢). The change in the r-vector would not register all of the jumps
in the particle’s trajectory, since only changes in the radial part |r(¢)] = 22 + y? would
be registered. That is if the particle would move on a circular path, then pp,, would not
change its value, despite particle jumps. Therefore, Ar(t;) is defined as the sum

Ar(t;)=> As;, i=1,.,N-1, (3.18)
j=1

of the distances As; between two consecutive points (z;, y;) and (241, y;+1) of the trajectory
separated by 0.1 s and

2

85y = (2(t511) — 26)) "+ (ut502) — w(1) (3.19)

along the whole length of the trajectory j = 1,..,N — 1. Ar(t;) is a monotonously in-
creasing function. To facilitate the identification of the jumps, the monotonous function is
substracted by a built-in MATLAB-function detrend(x), which removes a best straight-fit
line from the data in x.

When the threshold value has been chosen and the times t,, where particle jumps are
registered have been determined, the time between two consecutive jumps can be defined
as

o = i

j=1,.,N—1. (3.20)

For further analysis, the probability distribution functions of hop times can be considered.
The results of this will be presented in section
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3.7 Analysis of Particle Dynamics 73

Additionally, to the of hop times P(73), the of distances in between the jumps
can be determined and compared to the distances between template-minima.

The length d, between two jumps is calculated as

dr = \/(CL“(tk—i-l) - az(t;g))2 + (y(tk+1) - y(tk)>2 k=1,.,N—-1, (3.21)

where NN is the total number of jumps. The probability distribution of these jump distances
P(d,) will be presented in section [4.2.2]

3.7.3 Packing Coefficient and Residence Time

To closer define the time a particle spends in a template position, e. g. trapped in a position
of higher intensity, it needs to be defined first when a particle is entering a trap and when
it is leaving it.

The time a particle spends in a template position defined as the residence time 7, reads

To = |tin — tout] - (3.22)

Although the exact values of t;, and t,,; are hard to determine, they can be at least
estimated with methods, that separate the trajectories into different regimes. One method
uses the packing coefficient Pc; as a measure for the compactness of a trajectory j. A
formula from Renner et al. [115] has been slightly adapted for use in this work. It is defined
for a time interval n as

1 Jj+n—1 ) )
Pejn =g 3 (@i =@+ (i = 90)7] . (3:23)
7,m Z:j

where S; ,, is the area of the convex hull of the segment of trajectory j between time points i
and i+n for the calculation of one convex hull. The term inside of the sum is equal to (As;)?
from eq. used to calculate Ar(¢;), which in turn is calculated for the phop-function
as a measure for the length of the trajectory at time i. (z;,y;) are the particle coordinates
at time point 7 and successive coordinates (x;11,y;+1) are separated by 0.1 s

In mathematics, a set is convex if two of its points can be connected via a line, which is
fully contained in the set itself. E.g. a shape like in fig. (a) is not convex. The convex
hull of a shape is defined as the smallest convex set that contains the shape. In this case,
the shape is a set of coordinates of particles in the time interval n. Therefore, the area of
the convex hull is a polygon containing every coordinate from ¢ until ¢ + n either inside or
at its border [116]. The convex hull has been calculated with the function convexhull in
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Matlab (MathWorks).

To increase the impact this area S; has on the packing coefficient, in the formula above
(eq. ) its square is used. Hence the weight of this parameter is increased, since the
packing coefficient Pc;, is defined as a sum of areas measuring the space the particle
explored in the time interval n, relative to the convex hull at the same time interval.

non-convex shape convex hull with convex hull with
low packing coefficient high packing coefficient

| N

Figure 3.17: Convex hull illustrations of different sets.(a) A non-convex set. (b) Convex hull at
small packing coefficient. (c) Convex hull at high packing coefficient.

701

58 60 62 64
X [um]

Figure 3.18: Exemplary particle trajectory (400mW, ¢, = 1.2, template 3.) with convex hulls
coloured red for Pc;, > Pcy = 0.002 um~2 and blue for Pcj,, < Pcy,. Pcjy, is

calculated with eq. (3.23).
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3.7 Analysis of Particle Dynamics 75

If the particle coordinates are spread further apart indicating high particle mobility (fig.
(b)), the convex hull will be larger in contrast to the area the particle explored during the
time n. This results in a lower packing coefficient since the convex hull squared is in the
denominator. If in the same time interval n the mobility is restricted, then the particle
coordinates will be more concentrated in a smaller area. Therefore, Pc;, will be larger
since the convex hull is now more compact and contributes with a low value (fig.
(c)). Therefore, a high packing coefficient above a threshold value Pc;, > Pcy, signifies a
confined movement, e.g. like the motion in a harmonic trap (see fig. . Those parts of
a trajectory which are less compact would then be indicative of a diffusive or superdiffusive
regime. The packing coefficient is therefore a helpful tool to locate confined movement in
single-particle trajectories.

Additionally, from the plateau, the value which is asymptotically approached, the size
of a confinement can be estimated with [115]

L? =~ 6({A7()) platean (3.24)

where (Ar(t))piatequ is the MSD-plateau value and L is the typical size of the confinement
or compartment, i.e. independent of the shape of the confinement it is the main length
describing it. E.g. for a harmonic potential it can even be written exactly as L? = 6kgT/x.

With these tools, the behaviour of the particles in the light fields can be characterised. The
residence times 7, of trapped particles can be determined since ¢;, and t,,+ are now defined
by the times, where the packing fraction exceeds the threshold Pcyy,.

In section the differences between the templates, different laser intensities and particle
fractions will be analysed and discussed.
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4 Experiments and Discussion

In this chapter, the experiments with the DMD will be presented first. Here, the particles’
structure and dynamics were studied in the six light fields with decagonal symmetry. Be-
forehand, the decagonal templates will be analysed and used as reference values which can
be compared to the measurements. After every section, the results will be discussed. In the
end, the SLM measurements and findings will be presented and briefly discussed.

4.1 Structure of Colloids in Decagonal Light Fields

4.1.1 Structure Analysis of Templates

Template | ring 1 ring 2 ring 3 ring 4 ring 5
No. |[inpm™! | inpm™ | in pm™ | in pm™! | in pm~!
1 2.32 3.76 4.40 6.08 6.12
2 1.76 2.80 3.28 4.56 5.36
3 1.36 2.16 2.56 3.60 4.20
4 1.20 2.00 2.32 3.28 3.80
) 0.96 1.52 1.84 2.48 3.04
6 0.80 1.36 1.52 2.16 2.56

Table 4.1: Wave vector lengths for the Bragg peaks / radii of the rings where peaks are located in

structure factors of templates (fig. — fig. [4.1).

Since the template positions are point-like, there will be a neglectable contribution of a form
factor. Therefore, I(q) ~ S(q) and the FFT of the point-template can be treated as its
structure factor. The structure factors for all templates are shown in fig.

In general, the Fourier transform is non-zero at specific points spanned by integer multiples
of a finite set of basis vectors as described in section[3.6] The diffraction pattern of decagonal
quasicrystals in particular is tiled with regular pentagons (fig. . When the side length of
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4.1 Structure of Colloids in Decagonal Light Fields 77

(a) Template 1 (b) Template 2

(d) Template 4 (e) Template 5 (f) Template 6

Figure 4.1: Structure factor of template points (fig. - fig. red dots).

the smallest appearing pentagon is assigned a unit length of 1 (blue in fig. , then the first
wave vector a will have a length of a,.q = a == 1.6, because it is the diagonal of the blue
pentagon with side length 1. This can be continued with the next larger pentagon (red),
whose side length a is the diagonal of the smaller pentagon (blue) and so on, continuing in
the pattern of the Fibonacci series (eq. ) Therefore, the next larger diagonal agreen =
1.618a = 2.6 = b with the length b of the second wave vector. With the definition of the
Fibonacci series and eq. the sum of the previous lengths is

Aplye + Areg =1+ 1.6 = 2.6 = b.

The second and third wave vectors b; and c;, can be constructed by adding two vectors a;
at different angles. The fourth d; and fifth e; are the resulting vectors of the addition of
adjacent second wave vectors, while the angle between the vectors is two times smaller than
for the fifth.

Therefore, the templates used in this work, follow the Lifshitz-Petrich model of minimising
the free energy as introduced in section [2.3.1}

With larger template distances the rings are getting closer to the centre and hence the wave
vectors are smaller (table . This is expected since q o< [~!, where [ is the length scale
in real space. Furthermore, the first two wave vectors coincide with the larger (wave vector
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Figure 4.2: Relationship between the pentagon length scales in the diffraction pattern of template

5 fi. B

for ring 1) and smaller main lengths (wave vector for ring 2) in the decagonal pattern (see
fig. [2.5). This is true for every template and the ratio of the consecutive first wave vectors
is the golden ratio as calculated above.

Additionally, it is to be noted, that although the distance ratio between templates 3 and
4 is only ~ 0.10 and there seems to be no difference in the templates by eye (fig.
fig. , it is still possible to differentiate between their structure factors. The location of
the peaks on one ring is around 2 pixels apart, thus the wave vectors differ around 0.16 pm=!
which is ~ 0.07 times the particle diameter (see table .

Te e

(a) 10-fold bond order direc- (b) 10-fold bond order direc- (c) 10-fold bond order direc-
tions for template 1. tions for template 3. tions for template 6.

Figure 4.3: 10-fold bond order directions marked in red for different templates.
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4.1 Structure of Colloids in Decagonal Light Fields 79

When looking at the bond directions in the decagonal templates, which have been high-
lighted in fig. the repetition of short and long distances (5,L) along the bond direction
follows a specific pattern. It is again the pattern of the Fibonacci sequence (eq. ),
LSLLSLSLLS etc. Therefore, the repetition of this pattern at 10-fold bond order leads
to the 10 Bragg peaks we see in the structure factor.

4.1.2 Bragg Peak Analysis of Templates

20 /)
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(e) Ring 5 of Template 3
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(f) Ring 3 of Template 5

Figure 4.4: Ring profiles (blue) of S(q) of template 3 (fig.|4.1c) and (f) ring 3 of template 5 (fig.|4.1e)
with Gaussian fits to Bragg peaks (red).
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The Bragg peaks are now being further analysed after the procedure described in section[3.6]
A ring profile of the structure factors is taken at wave vectors, where the Bragg peaks are
located. The resulting ring areas are depicted in fig. and the calculated distances
for every ring and template are listed in table Up to 5 such rings can be determined
depending on the template used. The ten peaks can be fitted with eq. and their
heights b, and widths o = ¢, /2 will be analysed for each ring and template. In fig. —
fig. the ring profile along with the fit is shown for all five rings. On each ring, the
ten peaks are different in size and width, but each peak is appearing twice, meaning that
there are only 5 distinct peaks. This is due to the symmetry of magnitude of the FFT as
explained in section

Overall it can be seen in the template profiles (fig. , that for rings 1 and 2 the noise is
the lowest and the peaks are well defined, whereas for rings 3 and 5, the peaks are less well
distinguished from the background noise. Especially for ring 3, it is difficult to fit the 10
peaks and for some templates, it is not possible at all (fig. .

As seen in the ring profiles, the data for ring 3 is the least analysable. The peaks at this
wave vector-only form for templates 2, 3, 4 and 6 have very low values (fig. - fig. .
For templates 1 and 5, the peaks on the third ring weren’t discernible from the noise and
hence a fit couldn’t be performed (fig. . Additionally, for template 1, only rings 1 and
2 showed analysable peaks.

When looking closer at the fit parameters, the trend for the amplitude and the area is
similar. Although both the height and width of the peaks contribute to the area with
App = /(27) 0 b,, the width o does not seem to have a large influence on the peak area.
Here, we can see (fig. fig. , that rings 2 and 4 have the most pronounced peaks,
while the second has the highest.

Overall the height and therefore the area decreases to higher q. The width follows the same
trend (fig. , however, the width does not have a maximum for the second ring, but
decreases continuously, except for templates 4 and 6. Another observation is the high values
for template 6 relative to the other templates, especially for the peaks in ring 2.

Looking at the sigma values, which are treated as a measure of the width of the peaks,
the values are decreasing with higher q values. Only for template 6 and also slightly for
template 4, there is a deviation, where the fourth ring shows an increase of peak width
compared to the third.

The analysis results of the template structure factors from above will serve as reference
(desired) values for comparison with the particle arrangement measured in the light field,
which will be presented and discussed in section to section

In the measurements with the DMD setup, different parameters are studied, which can
influence the structure formation with the six templates.

The amplitude of the potential at the template positions (fig. is controlled by the
intensity of the laser. Hence it is assumed that a lower or higher intensity could have a
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Figure 4.5: Height, width and area of fitted Gaussians to Bragg peaks of the template structure
factor. The lines are a guide to the eye.
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different effect on structural stability and the strength of 10-fold symmetry. The studied
intensities are 125 mW, 250 mW, 500 mW and 600 mW.

Furthermore, the particle fraction ¢y, i.e. the number of particles per and template
positions is studied for one intensity and the six different templates. If all template positions
would be occupied by particles, the maximal 2D-surface fraction can be calculated to ensure,
that e.g. template 1 with the shortest distances is not too crowded, which means below
the maximum packing fraction of 63 %. The surface fractions ¢op = 7r2 N/Aroy, with
particle number N and FOV size Aroy for the templates are as follows: 62.9 %, 38.5 %,
23.6 %, 19.4%, 11.7%, 8.8%. This means, that the number of particles to occupy every
position of the first template is at the limit of 63%. Further on this number decreases
already for the next higher template to 38.5 %.

Each measurement for one set of parameters, i. e. one particle fraction and one intensity /laser-
power-output, is averaged from 8 separate image sets with 2000 images each at 10 fps, while
the particles’ positions have been randomised after every 2000 images. This results in struc-
ture factors calculated by dividing the magnitude of an average of 16000 images, by
the form factor of the particles (fig. .

4.1.3 Structure Factor with different Template Distances

To analyse the Bragg peaks, ring profiles of the structure factor images (fig. are taken
at wave vectors of the peaks (table . When comparing the ring locations of the mea-
surements to the template references (table , there is a minimal shift to lower q values
for some rings of the measurements (fig. . The deviation seems to be increasing for tem-
plates with smaller distances, while a value of zero signifies no deviation between template
and measurement wave vectors.

Moreover, the deviation also increases for higher g, e.g. in ring 4. Some wave vectors
couldn’t be compared, e.g. ring 1 for template 6, since not all Bragg peaks were visible in

the measurement (see fig. fig. [4.61).
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(a) Template 1 (b) Template 2 (¢) Template 3

(d) Template 4 (e) Template 5 (f) Template 6

Figure 4.6: Structure factor of measurements with templates 1 to 6 at 600 mW and ¢, = 1.5+0.1.

Template No.

Deviation [%]

Ring No.

Figure 4.7: Inconsistency between Bragg peak locations of measurements (fig. ) and templates

(fig. .
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Template | ring 1 ring 2 ring 3 ring 4 ring 5
No. |inpm™! |[inpm™ | in pm™! | in pm~! | in pm™!
1 2.08 3.44 - - -
2 1.52 2.56 3.20 - -
3 1.28 2.08 2.52 3.28 3.84
4 1.20 1.96 2.24 3.04 3.52
) 0.88 1.44 - - -
6 - 1.32 1.52 2.08 -

Table 4.2: Wave vector lengths for Bragg peaks/radii of the rings where peaks are located in struc-

ture factors of measurements (fig. — fig. [4.6f).

However, if the peaks were distinguishable from the background, the ring profile can be
fitted with eq. . Like in the ring profiles of the templates (fig. ﬁg. , the
peaks are most pronounced for rings 1 and 2, where the noise is the lowest. For rings 3 to
5 the background noise increases and the peak height is overall lower.

In contrast to the reference template 3 profile of ring 5 (fig. , the profile of the mea-
surement is noisier (fig. [4.8¢). Like for the templates, every fifth peak is repeating itself,
because of the definition of the Fourier transform (eq. (3.11)) and its representation in the
2D plane.

Next, the profiles will be analysed in more detail, where the fit parameters b,, ¢ and the
area are plotted for each ring.

At first, the measurement with 600 mW and different particle fractions is analysed for every
template and compared to the reference results. It is to be noted, that the number of
particles per was more or less similar for every template with 400 to 600 particles.
However, the particle fraction is varying strongly since it is dependent on the number of
template positions, which are decreasing from template 1 to 6 (see table . The fractions
listed consecutively with the template number are as follows: 0.54, 0.85, 1.46, 1.82, 3.14,
4.06. Overall the dependence of height (amplitude), width (sigma) and area of the fitted
peaks varies with the templates (fig. ﬁg. . Only for template 3 peaks for every
ring could be fitted. Therefore, here we can see similar curves to the template reference
(fig. . E.g. for the amplitude and area, a maximum is reached for the second ring and
a minimum for the third, while it slightly rises again for the fourth ring only to decrease to
the fifth ring.

Template 2 and 5 only could be evaluated for the smaller wave vectors until ring 2. In
fig. noisy data for the fourth ring in the structure factor template 5 in comparison to
ring 3 of template 3 (fig. is shown. The remaining templates also do not show more
than 3 data points, which makes a comparison to the template reference more difficult. The
data points however show accordance.
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Figure 4.8: Ring profiles (blue) of S(g) of template 3 (a-¢) and ring 4 template 5 (f) with Gaussian
fits to Bragg peaks (red) measured at 600 mW and ¢, = 1.5 £0.1.
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Figure 4.9: Height, width and area of fitted Gaussians to Bragg peaks of structure factor from
measurement at 600 mW, for different particle fractions and templates, see the legend.
With uncertainties from fit errors. The lines are a guide to the eye.

4.1.4 Effect of Particle Fraction and Laser Intensity on Structure Factor

To study the effect of particle fraction a fixed intensity of 600 mW and template 3 were being
used. At this intensity, the light field is high enough to make sure, that most of the particles
get trapped in the template positions and hence form an evaluable structure. Template 3
has been chosen, since it shows the most resemblance to the reference data of the template
and is the template, which shows analysable peaks in all five rings (fig.|[4.10atfig.|4.10c). For
the amplitude, the first ring varies the most with particle fraction. Ring 2 has the highest
and rings 3 and 5 have the lowest values following the template trend.

When the measurement results are compared to the reference-template-data shown in black
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4.1 Structure of Colloids in Decagonal Light Fields 87

(fig. , ring 4 is the one with the highest deviation. Here, the height is much lower
than expected by the template.

Although the from factor has been removed from the measured diffraction patterns, there
still seems to be a minimum of intensity in the background of the peaks between ~ 2.48 —
4.40 pm 1. This falls into the range of ring 4 for template 3 and could be an explanation for
the deviation peak heights compared to the template diffraction pattern, which does have

a more homogeneous dark background (fig. [4.1c).

When the particle fraction is increased, while the laser intensity is kept constant, the heights
of the peaks decrease for rings 1 and 3 (fig. . For rings 2, 4 and 5 the lowest values
are found for a particle fraction of 1. The trend of the area is analogous to the amplitude
data (fig. . However, the spread of values for different ¢, is decreasing except for the
first ring.

In the plot for the peak-widths (fig. , the two highest fractions ¢, = 1.5 and ¢, = 2.2
show lower values than for ¢, = 1.0. Therefore, the lower peaks for ¢, = 1.0 are wider, so
the area is more similar to the values for the other particle fractions.

All in all, the width of the peaks is decreasing to higher rings following the template data.
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Figure 4.10: Fit parameters to Bragg peaks of the structure factor of measurements with tem-
plate 3 for different particle fractions (a-c) or different laser intensities (d-f). With

uncertainties from fit errors. The lines are a guide to the eye.
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To study the intensity-dependence, the third template was being used again this time at a
fixed particle fraction of ¢, = 0.9 & 0.1 (fig. [4.10dHig. [4.10f). This fraction signifies, that
every template position can be occupied by ~ 90 % of particles in the FOV. The overlaps
in the template are points of higher intensity compared to the rest of the template, while
the amplitude of the potential is controlled by the laser power. For one fixed template
pattern, the particles are monitored for very low intensities, where only a weak 10-fold
pattern without sharp Bragg peaks is formed (i.e. 125mW and 250 mW), up to higher
intensities (500 mW and 600 mW), where the structure can be further analysed due to a
strong pattern signal in the structure factor.

Here, the trend reflects one of the reference data and is also similar to the measurements
at different particle fractions (fig. [4.10dHig. [4.10f). The amplitude and area are increasing
with higher laser intensity, while at the lowest intensity of 200 mW the values are the lowest
too. A deviation is found at the peak width for ring 3 (fig. . For 200 mW the value
is much lower than for 400 mW and 600 mW, but also the fit error is larger. Hence the
line as guide-to-the-eye has a higher curvature than the others. Overall the peak width is
comparable in the intensity range of 200 mW to 600 mW.

As a measure for location accuracy of the peaks the standard deviation s of deviation
36—8n

dev = =3 from the ideal separation between the peaks of 36° is calculated
1 _—
=3\ w1 (devy, — dev)? . (4.1)
n=1
Since the mean of 10 peaks on one ring is vanishing, dev = 0, the standard deviation
becomes
1 X
== dev,?. 4.2
= xS w

The curves for templates 3, 4 and 5 have a similar shape (fig. . The deviation for rings
2 and 4 is the lowest. Template 5 has the highest deviation and especially ring 3 is striking.
The remaining templates 1, 2 and 6 also show a similar trend, where the values for higher
q are decreasing. Templates 1 and 2 show the least variation among all other templates. In
(fig. the difference in deviation s = s,, — s; between measurements and templates is
plotted. The deviations are higher than for the templates (fig. and only for template
3 data for all rings could be evaluated.

The Bragg peak locations for template 3 will be analysed further for different intensities and
particle fractions. As seen in (fig. , the laser intensity does not seem to have a high
dependency on the location accuracy. Except for ring 3, the deviation is decreasing with
higher intensity and there is one value for ring 5 at 200 mW, which seems to be an outlier.
A similar trend is seen for different particle fractions (fig. . The location accuracy for
the peaks on ring 3 is getting worse with particle fraction as well as laser intensity.
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To sum up, the location accuracy is slightly lower than for the template reference, but
overall follows the same trend and shows a slight tendency to less accuracy with higher
particle fraction and higher accuracy with increasing intensity.
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Ring No. Ring No.

(a) Location accuracy of Bragg peaks of tem- (b) Location accuracy of Bragg peaks of mea-
plates as deviation from ideal positions at surements at 600 mW with regard to tem-

36°. plate accuracy (fig. |4.11a)).
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Figure 4.11: Standard deviation of deviation from ideal Bragg peaks positions, separated by 36°.
With uncertainties from fit errors. The lines are a guide to the eye.

4.1.5 Radial Distribution Function

The radial distribution functions show peaks at different distances for templates 3 and 5.
When comparing the radial distribution of the structures formed from the particles with
the ones of the templates as a reference, the maxima fall on top of each other (fig. .
The first peak is the most pronounced and stems from particles, which are separated by one
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particle diameter, which is the smallest separation possible for hard spheres. The locations
of the second and third peaks in g(r) (fig. match the numbers in table which are
the values of the main lengths in the templates and coincide with the peaks of the templates
(black lines) as expected. The height of the template peaks has been multiplied by a factor
of 0.09 in the plots to ease the comparison with the g(r) of the measurements. The peaks of
the measured structures are broader and lower than for the template reference. This is due
to imperfections in the structure since the particles are moving and the template structure
is static.

For one template the curves for all intensities fall on top of each other. The height of the
peaks, however, varies with laser intensity. While it rises for higher intensities for template
3, the peaks are highest for 600 mW in template 5.

When scaling the x-axis with the shortest main lengths in the respective templates, the 2nd
peaks stemming from this length fall on top of each other (inset of fig. . The higher
peaks are deviating more in between the templates as well as with respect to the x-axis.
E.g. the third peaks of templates 3 and 5 already do not match and the location of the
fourth peak is not found at an integer value.

When comparing the radial distribution of all templates to the measurement, the first peaks
only match the first two templates (fig. . Here, the template distances are the closest
to the particle diameter d with 0.91d and 1.15d respectively. Hence the particles, which
are touching each other are still in template positions.

As the template distances get larger the second peak of g(r) matches the first peak in
g(r) of the template. Since the smallest possible distance for the particles is closer than
prescribed by the template, some particles can be, temporarily, located in between the
template positions if they are not trapped at a tiling position contributing to the peaks.
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(b) Averaged radial distribution for template 5. Inset: g(r) for template 3 (blue) and 5 (red), where
the x-axis has been divided by the shortest main length of the respective template.

Figure 4.12: Averaged radial distributions g(r) for template 3 and 5 (¢, = 0.9 £0.1) at different
intensities (see legend) and possible inter-particle distances 1 and 2 (see inset in(a))
leading to peaks, where d is the particle diameter and 1 and 2 are the main lengths
in the tiling as depicted. Template reference data is drawn in black.
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Figure 4.13: Radial distribution functions of measurements (250 mW, ¢, = 0.9 £0.1) compared to

template reference.
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4.1.6 Discussion on Structure Formation

For short tiling distances as well as for long distances the signal in the structure factor is
less similar to the template reference structure factor than for medium lengths in templates
3 and 4 (fig. . The signal in templates 5 and 6 appears lower due to the lower density
of repetitions in the FOV at larger template distances. Since the number of repetitions,
and therefore particles at template positions, contribute to a larger diffraction amplitude
for one specific direction. The appearance of a peak is an indicator of a configuration of
positions preferred by the given symmetry. Hence a higher density of points for one bond
order orientation raises the diffraction amplitude and contributes to the intensity of the

Bragg peak (eq. (2.76)).

For template 3 the structure factor was most pronounced with a strong signal (fig. .
Here, the tiling distances with regard to the particle and sizes led to a greater 10-fold
signal than with the other templates. This trend is also appearing in the results of the
dynamics experiments following in the next section.

It was shown in the measurements (section, that different particle fractions only had a
small effect on the overall structure signal. However, for ring 2 the peaks tend to be higher
and more narrow than the reference in contrast to the other rings, where the peaks are
lower and wider. At higher particle fractions the probability is higher to encounter particles
separated by a shorter distance. Therefore, the Bragg peaks in ring 2 are higher and more
narrow than for the other rings.

There seems to be no clear trend for the Bragg peaks with increasing particle fraction
(fig. [4.10atig. [4.10c). By neglecting the lowest measured particle fraction of ¢, = 0.8, the
trend goes to lower but wider peaks for lower concentrations. It is possible, that the data
for the lowest concentration is less reliable due to errors in defining ¢,,.

The error bars plotted here are from fit-error data. Alternatively, the standard deviation
from averaging over the ten peaks on a ring could be calculated.

However, what can be seen from this data is, that the measurements are following the
template trend and there is a similar overall trend for the ring-dependency, i. e. the minimum
at ring 3.

This can be explained with the construction and combination of Bragg peaks on rings 3-5
from the wave vectors forming rings 1 and 2.

The peaks on the first ring stem from the longer main length, whereas the shorter length
contributes to the second ring (fig. . Since the second ring is created from the smaller
length scale, its intensity is higher, because a smaller length can have more repetitions in
the and hence contribute to a higher signal (see fig. . The Bragg peaks located on
rings 3 to 5 can be constructed from adjacent vectors on ring 1 and are lower in intensity
(fig. . The signal of ring 3 is lower than that of ring 5 since these peaks stem from the
combination of longer length scales. As in the case of ring 1, the peaks of the less occurring
longer length are lower in intensity. Ring 4 is constructed by summation of vectors of the
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4.1 Structure of Colloids in Decagonal Light Fields 95

shorter length on ring 2, which are separated by 72°. This is twice the angle of the adjacent
ring 2 vectors, which form the fifth ring, and can therefore be constructed from the 5 in-plane
basis vectors.

Another factor that can influence the Bragg peak intensity is the surface fraction. For
template 1 the upper limit for particles to arrange in 3D is reached with 63 % and it’s
close to the maximal packing fraction in 2D, which is reported to be around 0.8525 % [117].
Therefore, a 10-fold arrangement according to template 1 will be more difficult to achieve,
resulting in lower Bragg peak amplitudes of templates 1 and 2 (fig. ﬁg. .

There are traps with different strengths and sizes in the templates. As mentioned, the laser
intensity influences the strength of the potential and therefore the stiffness of the traps.
Positions with a higher probability to find particles are located at template positions with
a stronger light field potential. For high laser intensities, the particles differentiate between
these positions of different potential strengths and hence are more often found in template
positions, which contribute to the decagonal symmetry. If the laser intensity is decreased,
the colloidal interactions become more important and some particles leave the potential
minima to other positions, which are not necessarily contributing to a 10-fold signal in the
structure factor. Therefore, the amplitude, width and therefore area of the peaks get larger
for higher intensities. As for the location accuracy, a higher intensity seems to improve the
peak location with an exception for ring 3.

An explanation for a better location accuracy could be delivered with lower particle mobility
at higher laser intensity. Since the stiffness of a trap rises with laser power, the probability
for a particle to be trapped rises with higher intensities. Therefore, the Bragg peaks should
be located at the predefined positions.

For a well-reproduced decagonal symmetry of the template, the laser power should be set to
the lowest value, where the structure factor does not improve with an increase in intensity.
Hence where the Bragg peaks are clearly distinguished from the background noise.

A higher intensity will reduce particle dynamics and therefore the ability to reduce or heal
defects in the tiling, but also decrease the background noise in the diffraction pattern due
to diffuse scattering. On the other hand, if the intensity is too low, the trap stiffness at the
template positions is reduced and inter-particle interactions will dominate over the external
potential.

For template 1 and 2 the first g(r)-peaks coincide with the shortest main length analogous
to the second wave vector of the structure factor (fig. [4.13alig. [4.13b) table [4.1). Since the
shortest tiling distances are similar to the particle diameter (2.1 pum), the first peak of the
radial distributions of measurements and templates fall on top of each other.

For greater tiling distances in templates 3 to 6, the first peak does not coincide with the
g(r)-peak of the respective template. Here, the particles are located in between the template
positions resulting in the first peak at ~ 2.1 um. Due to the construction of the templates
from the double rings, the overlaps are also appearing in between the positions e.g. in the
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centres of the pentagons, creating additional intensity maxima. Therefore, particles can
occupy distances, which are shorter than prescribed by the main template distances.

Template 6 shows the greatest deviation between template and measurement (fig. .
Here, the first peak of the template only slightly matches the second measurement peak. The
distances in template 6 were the largest of all templates. Because of this great discrepancy
between tiling distance and particle size of 5.76/2.1 ~ 2.74, it is more difficult for the
particles to align according to the pattern of the template without defects or additional
particles at places, which do not contribute to the 10-fold rotational symmetry.

Moreover, when comparing the number of repetitions that contribute to the long-range
orientational order in the FOV between the templates, it is lower, the greater the distances
between the template positions. Hence they also have an impact on the signal in the
structure factor with regard to the size of the If the repetitions are occurring less
frequently as in template 6, then the peaks in the structure factor as well as in the radial
distribution will not be as pronounced in contrast to the background.

The radial distributions for templates 3 and 5 have been analysed in more detail since they
were also used in the particle dynamics experiments. Distances that are either prescribed by
the template or in the case of the first peak by the particle diameter, have been assigned to
the peaks of g(r) as seen in fig. When scaling the x-axis with the shortest main lengths
of the respective tilings, mainly the second peaks fall on top of each other. For higher peaks,
the deviation is greater between the templates and the peaks mostly do not match with the
scaling of the x-axis, indicating that the higher peaks do not relate to the short main length.
Instead they could stem from the longer main length or other lengths which can not be well
defnied for peaks at greater distances, where the uncertainty increases.

Furthermore, in template 3 even the sixth peak of g(r), is well pronounced. In contrast,
the curves in template 5 approach the value of 1 at larger distances signifying a transition
from an ordered to a disordered structure. This again shows, that the particles in template
3 exhibit a more ordered structure according to the pattern than for the other templates.
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4.2 Particle Dynamics on Quasicrystalline Templates

For an in-depth study of particle movements in the decagonal light fields, the trajectories
were plotted and analysed. In fig. some trajectories were plotted colour-coded after
the particle’s location on top of a snapshot of the measurements. Trajectories that are near
a template position at the start are coloured green, those that are in or near a trap either
at the start or at the end of the measurement are coloured blue and trajectories, which are
passing a template position during the measurement, but are not located inside of a trap
at the start or end are coloured yellow. The pink trajectories are of no interest here since
they are located outside of the template. It can be seen by comparing the images to each
other, that in template 3 the fraction of blue particles relative to all is much higher than
in template 5. Furthermore, in template 5 there are many green trajectories, i.e. particles,
which are near a trap in the beginning but not at the end (fig. . Therefore, there are
more particles in template 5 which escape trap positions during the measurement.

(a) Trajectories on a snapshot of a measurement (b) Trajectories on a snapshot of a measurement
(400 mW, ¢, = 0.4, Template 3). (400 mW, ¢, = 0.5, Template 5).

Figure 4.14: Particle trajectories on a snapshot of measurements, with particles trapped at the
start (green), end or start and end (blue), and particles, which pass traps during a
measurement (yellow), but are not near a trap at the start or end. The trajectories
in pink are from none of these cases and are mostly tracking noise. The template
positions are represented by red dots.

97



98 4 Experiments and Discussion

Further on, the particle behaviour will be measured in the light field at different laser
intensities. The particle fraction was kept constant and low, ¢,3 = 0.118£0.006 for template
3 and ¢p5 = 0.33 £0.06 for template 5, so inter-particle interactions could be neglected. To
finish, the influence of the particle concentration will be studied by increasing the particle
fraction and recording the sample at a fixed laser intensity of 400 mW.

4.2.1 Probability Distribution of Jump Times

Form the phop-algorithm as introduced in section particle jumps are registered over
a threshold value py, > phop(t) and their coordinates in space and time can be retrieved.
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Figure 4.15: Proportionality between heights of Phop-maxima and the length of Ar covered in the
time interval T = 40 s of the phop evaluation.

There exist a proportionality between the heights of the maxima in ppe,(t) and the magni-
tude of a jump |Ar|, where Ar is the input for the phop-algorithm as defined in eq. (3.18).
The magnitude can be quantified with a distance

|Ar| = [Ar(t2) — Ar(t1)] , (4.3)

where t1 = tpo, — T and ty = tp,, + 1" are two points in time around the jump time point
thop and T' = 40 s is the time interval for phop-evaluation (see red parts of Ar(t)-trajectory
in fig. [4.16¢tfig. [4.16d)). Then |Ar| is proportional to the height of the peaks in ppop

Phop = bz |A’I“| (44)
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with the slope form fit b3 ~ 0.45 for template 3 and slightly lower for template 5 with
bs ~ 0.30. fig. shows the proportionality.

The registered jumps can be plotted on the particle’s trajectory, like in fig. |4.16a}fig. [4.16D|
as red dots. When looking at the trajectories of particles in templates 3 and 5, one can
already see some differences by eye. For template 5 there is a more diffuse particle track
(fig. , while the trajectory of template 3 seems to have more well-defined spots of
high density, where the particle lingers for a while. The registered jumps (red dots) in
the trajectory of template 3 are located inside compact parts of the trajectory, but not in
between, where the trajectory is less compact (fig. . In contrast in template 5, the
jumps are more evenly distributed on the trajectory.

After determining the coordinates of the jumps with the phop-algorithm, the hop times 7y
(eq. ), i.e. the times between these jumps can be retrieved next. However, these times
can have different interpretations. For one it can signify a particle’s jump from one template
position to a neighbouring one, or an escape of a particle from a cage of surrounding particles
which should however be dependent on the particle concentration.

On the other hand, jumps can also be registered, while the particle remains in an individual
minimum as seen in fig. [4.16atfig. |4.16bl Therefore, registering the fluctuations of particle
positions inside of the trap.
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Figure 4.16: Particle trajectories and phop-function for template 3 (400mW, ¢, = 1.2) and 5

(400mW, ¢, = 0.4) with corresponding Ar(t)-values after eq. (3.18). The threshold
value for identifying jumps is py, = 6.
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To register jumps with as little noise as possible, p;;, should be chosen at around the height
of the maxima in ppep. In fig. [4.16¢Hfig. [4.16d| the phop-function is plotted together with
the values for Ar(t;) as defined in eq. (3.18). With a threshold of py, = 6, the algorithm
registered particle escapes, as well as the most prominent changes in particle trajectories
inside of a minimum. If a lower threshold would have been chosen, the phop-algorithm
would additionally register noise. A value greater than 6 would omit some larger jumps.
Therefore, in this case, p;, = 6 delivered the most reasonable results.

For several particles, the hop times 75, are averaged over 2 2000 jumps per measurement for
one intensity and particle fraction. The probability distribution of these averaged hop times
P({m(t))) is plotted for the intensity-dependent measurements and the measurements with
variable particle fractions. It shows, that the distributions can be fitted at short ¢5 and long
times ¢; separately with an exponential

fs(t) = as exp[—t/ts], fi(t) = a; exp[—t/t;], (4.5)

in an adequate range of 7, where the trend is exponential.

From the fit parameters, the mean short and long hop times can be retrieved and plotted
against the intensity and particle fraction (fig. [4.17elig. |4.17f). For both templates the
longer hop time increases with laser intensity and reach a plateau for the highest measured
laser powers (fig. . For short times the values fluctuate around t; = 163 s &+ 18 s for
template 3 and t; = 121 s £ 27 s for template 5 (see horizontal lines in fig. . As the
intensity increases the difference between short and long times becomes more evident. E. g.
for the lowest measured intensity of 300 mW, there is an overlap for both times inside the
errors.

For long times, however, the curves diverge above 300 mW. The difference between short
and long times is less for template 5 and therefore the longer times of template 5 are below
those for template 3.

The influence of increasing particle fraction seems to have no effect on the short hop times,
which fluctuate around ¢, = 131 s +20 s for template 3 and t5 = 136 s = 38 s (see horizontal
lines in fig. similarly to the trend for different intensities, but with greater deviations.
For the longer times, the times seem to decrease slightly for template 3, while it’s oscillating
for template 5, i.e. increasing for ¢, = 0.4,¢, = 0.9 and ¢, = 1.2 and decreasing for
¢p = 0.7 and ¢, = 1.1. The mean of these fluctuations is around 236 s & 38 s, whereas the
lowest data point for template 3 is at 272.8 s. Furthermore, the mean of shorter times for
template 5 is at 109 s + 27 s, which is only ~ 127 s lower than the mean for long times. This
shows, that the short and long times of template 5 are more similar and split into the two
regimes of times between jumps is not as clear as for template 3.
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Figure 4.17: Probability distributions of hop times, dependent on intensity (a)-(b) and particle
fraction (c)-(d), with exponential fits at short (solid lines) and long times (dashed
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lines). (e)-(f) Short and long hop times, ¢; and #;, from exponential fits in (a)-(d).
The lines are drawn at mean values for short times.
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4.2.2 Probability Distribution of Particle Distances
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Figure 4.18: Probability distributions of jump distances dependent on intensity (a)-(b) and particle
fraction (c)-(d). The black solid lines show the main tiling distances of the respective

template after table
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104 4 Experiments and Discussion

Like for the hop times, the probability distribution of the distances between registered jumps
can be plotted (fig. , but no exponential fit can be performed. The curves show at least
two more or less pronounced peaks at distances, which fall on top of the main lengths found
in the respective templates. For this, the location of solid black lines in fig. can be
compared to values in table and also to the peak locations of g(r) in fig. This
shows, that the particles have a higher probability to jump a distance, which is prescribed
by the template structure.

For template 5 however, there is a plateau starting at around the particle diameter (~
2.1 pm) and ending at the short main length in the template (~ 4.81 um). A second peak
is indicated at the second longer main length of the tiling.

The dashed lines in the distributions (fig. indicate the positions of higher g(r)-peaks
of the templates (fig. black lines). They also seem to be overlapping with peaks for
some curves, e.g. 300 mW for template 3 (fig. .

4.2.3 Residence Times from Packing Coefficient

To estimate the size of the confinement the particles encounter in the templates, the
of confined particles has been calculated and the approached plateau value was determined.
Using eq. the confinement length scales can then be determined. In fig. the
average values for measurements with templates 3 and 5 at different laser intensities and
particle fractions are plotted.
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intensity. For legend see fig.|4.19b ticle fraction.

Figure 4.19: Average confinement lengths L for Template 3 (blue circles) and 5 (red triangles).

For template 3 the general trend is a lower length scale L for higher intensity as well as
higher packing fraction. The values are in the range of L = [1 um, 1.8 ym]. The confinement
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Figure 4.20: (a)-(b) Exemplary particle trajectories with convex hulls as calculated for the packing
coefficient. The reddish colour of the convex hull indicates a higher packing coefficient
and therefore a confined particle movement. (c)-(d) Packing coefficient Pc(t) plotted
against the measurement time. The red intervals were Pc > Pcyy, is above a threshold
Pcy, = 0.002 um*Z were used to estimate the residence times 7.

sizes are mostly larger for template 5 compared to the sizes in template 3. Furthermore,
they span a greater range of values, i.e. from ~ 1 um to ~ 2.6 um and the error bars are
longer, meaning that the standard deviation for each value is greater. Hence the trap sizes
are spread over a greater range for template 5 than for template 3. Overall the confinement
sizes are smaller for high intensities and high particle fractions like for template 3.

For estimating the time a particle spends confined, the packing coefficient has been calcu-
lated using eq. (3.23)), where the time interval n has been set to 120s. In fig. [4.20a}fig. [4.20D)|
two trajectories in templates 3 and 5 are shown together with a convex hull, colour-coded
after the values of the calculated packing coefficient. A blueish colour indicates a low pack-
ing coefficient below a threshold value Pc;, and therefore a less compact trajectory, while
a reddish colour indicates a confined movement. The threshold Pc;, has been chosen so,
that the MSD of trajectories with Pcy, was indicative of confined motion, i.e. that can be

described with eq. (2.58) showing a plateau value as in fig.
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The convex hulls in fig. can be compared to the same trajectories in fig. and
fig. where the registered particle hops are marked as red dots. It shows, that most of
the jumps are located, where the packing coefficient is high. For the trajectory in template
5, however, particle hops can also be found where the trajectory is less confined (fig. .

The duration of intervals with a packing coefficient above the chosen threshold (Pcy, =
0.002 um—2) has been determined (red parts in fig. \4.200{-ﬁg. |4.20d[) and averaged over the
times from all trajectories for one intensity and particle fraction. The probability distribu-
tions have been plotted like the distributions of the times in between two registered particle
jumps from the phop-function (fig. |4.21atfig. [4.21d|). Here, an exponential function can be
fitted until ~ 1500 s from where the values at higher times become too uncertain for a fit.
Furthermore, the first data points have been omitted too because of deviations from the
exponential trend.

Additionally, it shows, that for very long times (~ 3400s) the probability rises for some
intensities and particle fractions. This is especially visible in fig. and stems from
particles, which have been confined during the whole duration of the measurement, which
lasted ~ 3600 s. These can be on one hand particles, which were stuck to the glass of the
sample, but were tracked like other particles. On the other hand, there are particles, which
were trapped in the light field or confined in a cage leading to a higher probability here.
But the peak at longer times also needs to be interpreted with caution since the uncertainty
in this range is high.

The residence times 7. can then be retrieved from the exponent of the fit like for the jump
times 75, before and plotted against the laser intensity and particle fraction (fig.
fig. .

The times 7, retrieved here are slightly higher than the long hop times ¢; as determined by
the phop-algorithm. Like for the hop times (fig. [4.21e}fig. [4.21f), the values for template 3
are also higher than for template 5. Moreover, the trend for higher laser power and particle
fraction is similar to the long dwell times ¢; from phop. The residence times 7, found here
(fig. , are increasing with higher laser intensity and the dependence on the particle
fraction is similar to the times from phop (fig. . The residence times for template 3
are decreasing, while there seems to be no dependency for template 5.
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Figure 4.21: Probability distributions of residence times dependent on intensity (a)-(b) and par-

ticle fraction (c)-(d).

(e)-(f) Average residence times, 7, = (7,.) as estimated from
exponential fit to distributions of residence times from packing coefficient.
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4.2.4 Two-dimensional Probability Distribution of Particle Distances

For a less abstract view of the particles’ behaviour in the light field, the 2D probability
density function P(AR(At)|Rp) of the distances the particles moved during a time period
At is calculated. This function is similar to the one elaborated by Su et al. [118] but has
been slightly adjusted for this work. It is similarly calculated as the two-dimensional Van
Hove function (see eq. ) The starting positions R,, are defined 8s after the first
registered jump in the phop-algorithm as Ry, = Rpop(tm) + Rhop(tm + 85). The time shift
of 8s turned out to be a good estimate, for defining the position a particle is located in a
potential minimum R,,. These can be verified by inspecting the particle trajectories, where
regions of a high density of successive particle positions are an estimate for a particle being
in a minimum similar to a harmonic trap (compare fig. with fig. .

The average is taken over all of these trajectories, starting inside of a local minimum R,
as defined above

M
P(AR(A)[Ry) = % " P(AR(AL)[Ry) | (4.6)

where M is the total number of particle trajectories in one measurement. To improve the
statistics the average is taken over all measurements N with the same template

(P(AR(At)|Ro)) i (AR(At)|Ry) . (4.7)

The average probability for a particle to move a distance AR during a time span At =80 s
can be visualised in a 2D-plot of (P(AR(At)|Ry)) (fig.[4.22). A time delay of 80s has been
chosen, since it is much longer than the average time a particle needs for a jump, i.e. the
longer hop times as retrieved above (fig. ﬁg. .

The overall probability is decreasing from the centre to the periphery, but not in the same
way for all directions. Firstly, there is an asymmetry, which is stronger in template 3,
where the probability extends until ~ 5um to the left and ~ 3 pum to the right. This
shows a preferred motion for particles and can be indicative of drift motion probably caused
by inhomogeneous intensity distribution in the light pattern. Furthermore, for template 3
the decrease shows a 10-fold orientational dependency reflecting the templates’ decagonal
symmetry, i.e. the probability decreases slower in 10 directions, which are equidistant 36°
apart from each other. This happens for distances greater than ~ 4 um, which is around
the same value as for the main short length in template 3 with 3.59 um (see table .
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Figure 4.22: Averaged 2D probability density distributions for a particle to move a distance AR
during a time span At = 80s. The distributions reflect the decagonal symmetry of
the templates.

For template 5 however, the 10-fold pattern is less pronounced with diffuse edges and the
probability is non-zero until distances of ~ 7 um as opposed to ~ 4 um in template 3.
This indicates, that the particles cover a longer distance in 80s and are not influenced by
the template’s 10-fold symmetry as much as in template 3. The main short distance for
template 5 is 4.81 um and is also around the same distance ~ 5 pm, where a direction-
dependent probability is slightly indicated, but not as much as in template 3.

All in all, the 2D plots show the influence of the templates on the particles with respect to
the ability to reproduce the 10-fold symmetry of the templates. It results that it is stronger
in template 3 than 5.

4.2.5 Discussion on Particle Dynamics

The hop times as calculated from the jumps registered in ppep(t) showed a split into two
regimes (see section . The phop-function registered small jumps as well as longer less
probable ones. The different cases can be separated with exponential fits of the probability
distribution into a fast and slow time regime (fig. and can be explained with a lower
probability for a particle to escape a trap than to move inside of the potential of the trap
where the later events have also been registered as jumps due to the sensitivity of the chosen
threshold value py, = 6. The value was a compromise between registering particle jumps
from one trap to the next one while registering as little noise as possible.

For template 3 the long hop times decreased with particle fraction. This can be explained by
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higher inter-particle interactions, which become dominant over the influence of the template.
The interactions are reducing the trap strength and therefore the dwell time as already
shown in [119].

Short hop times however, seem not to be affected by an increased particle fraction (fig.
fig. . The process of particle fluctuations at this time scale is random and neither
influenced by the particle fraction nor the laser intensity.

The difference between the fast and slow regimes is much lower for template 5 concerning
changes in particle fraction. It can be assumed, that the particles in template 3 are occupying
the positions of higher intensity and therefore of the tiling positions much more effectively
than in template 5.

Considering the influence of laser intensity, the longer hop times increase with laser power,
while the shorter times fluctuate around 120s and 160s for templates 3 and 5 respectively
independent of laser power (fig. . For template 3, the long hop times increase stronger
than for longer template distances in template 5. This shows, that slow and fast jumps can
be differentiated more easily for template 3, whereas for template 5, the split into the two
regimes is less evident, which is similar to the trend for different particle fractions.

Comparing the jump times in between the templates, the larger template distances show
shorter times as for smaller template distances independent of particle fraction and laser
intensity above 300 mW. This seems counterintuitive, considering the shortest length in
template 3 is 3.59 um, while it is 4.81 ym for template 5 after table

For a possible explanation, let’s consider the confinement sizes as determined via the MSD
plateau values. For template 3 they are lower on average and have a lesser variation of
values. The confinement sizes as experienced by the particles are more diverse for template
5. Since the templates have at least 3 sizes of areas with high intensity and therefore
higher trapping probability, the particles can theoretically be found at one of these points.
For template 3, the particles seem to be predominantly found in one type of confinement.
Comparing this with the longer hop times, they also seem to stay longer at these positions,
indicating a high trap stiffness. Particles that reach one of these positions, which coincide
with the tiling positions as seen in the structure experiments, have a higher probability to
stay in the trap for most of the time of the measurement.

For template 5 the larger distances together with a greater variety of confinement sizes lead
to the observed results of the particles in template 5 showing shorter hop times and that
they are exploring a greater variety of traps from the template.

The residence times as retrieved from the packing coefficient confirm this. They are mostly
shorter than for template 3, meaning that the confinements in template 5 are less efficient
at trapping than in template 3. The particles can therefore explore more of the template
with shorter dwell times.

The increase in residence times with laser intensity is due to the increase in trap strength as
was the case for the long dwell times from the phop-algorithm. For higher particle fractions
the trend is similar to the one for the dwell times determined from the phop-algorithm and
is related to the higher inter-particle interactions at higher concentrations (see also [119)]).
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The trap strength and therefore the effectivity of the template to trap particles will be
reduced.

Because of the similar trend for the long hop times ¢; and the residence times 7. from the
packing coefficient, it can be assumed that the long-time jumps from the phop-algorithm
are reflecting the jumps in between traps more closely than the short times. However,
there is a discrepancy of values by a factor of two between the long hop times ¢; and the
residence times 7,.. The residence times are either overestimating the true dwell time in the
trap and/or the long jump times are underestimating it. Both scenarios are possible since
both the phop-algorithm and the packing-coefficient calculation depend on the choice of the
threshold values, which can have a non-significant impact on the results.

The threshold values here were chosen according to the sizes of the traps from the MSD,
which in turn are estimates of the true size of the trap, hence the possibility for deviations.
Furthermore, the jump times could be determined more accurately than the residence times
from the packing coefficient, where the latter showed higher uncertainties and therefore less
convincing results.

There were also differences in the jump and dwell times between the two studied templates.
It could be seen that for template 5 the longer times t; did not signify full jumps from one
template position to the next, but rather “smaller” more probable jumps out of one trap to a
location in between the template positions. Since the tiling distances are longer in template
5, a particle needs a longer time to cover the distance to the next trap and performs smaller
jumps encountering spots with different potential strengths along its path.

This is also shown in the greater range of confinement sizes encountered by the particles in
template 5 since there are traps of different sizes and depths in each of the templates. The
values in table are an average of the 3 different sizes, which were defined by the bound-
aries of areas with high intensity. Although the rings width and intensity ratio has been
adjusted for the ring sizes, the trap sizes relative to the particle diameter are nevertheless
different for all six templates. (see table [3.1).

The ability of a trap to hold a particle is not only dependent on the laser intensity (strength
of the potential) but also on the size of the trap boundaries d; relative to the particle size
dp. If d; < d, or d; >> d, then the particle will be kept less well in the trap. In the first
case, the particles can not discriminate well between template positions and the background
if the traps are too small, so inter-particle interactions become more important. Therefore,
the particles are less likely to be trapped in a template position resulting in a structure
factor with less defined Bragg peaks as seen in fig. [4.6alfig. In the case of d; >> d,
the trap will not be focused enough and the scattering force will dominate over the gradient
force driving the particle out of the trap’s centre.

The probability distribution of particle distances for one and two dimensions confirms the
results from above.

First of all, the distribution of jump distances (fig. is in accordance with the locations
of the peaks in ¢(r) (fig. . Maxima in the PDF appear around similar values as in g(r)
and coincide with the main short and long distances in the tiling (table . While the
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PDF for template 3 showed more pronounced maxima at discrete positions, for template 5
there was also a plateau starting at distances smaller than the shortest template distance
(fig. . This tells us that the particles are also located in between the template positions.
This is also supported by the probability distributions in 2D (fig. , which show more
diffuse edges and a greater range of distances in the same time interval as template 3. In
contrast template 3 showed a more defined 10-fold symmetry in the 2D PDF (fig. .
It indicates that the particles are more able to reproduce the 10-fold pattern of template 3
than of template 5.
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4.3 Experiments with the Spatial Light Modulator

In this section, the experiments conducted with the SLM will be presented briefly and
discussed. The aim was to create quasicrystals with feedback programming as described
in section One of these experiments showed an unexpected result, which indicated 12-
fold quasicrystals at first. But this turned out to be a misinterpretation, showing another
interesting phenomenon in crystal formation instead.

4.3.1 Self-Assembly of Hexagonal Colloidal Crystals

Stable crystalline structures with 6- or 4-fold rotational symmetries could be formed from
colloids in holographic optical fields. A magnification of 60 x together with particle diameters
of 2.8 ym and 2.1 um were used, to create hexagonal structures through self-assembly from
feedback programming. An adaptive potential field is formed locally at the current particle
position as described in section If a Gaussian ring-shaped intensity profile is used,
the formation of clusters with 6-fold rotational symmetry is facilitated (see fig. . The
overlapping of the Gaussian rings leads to intensity maxima on spots, where the particles
are to be expected in a hexagonal pattern. Due to entropic reasons, the 6-fold crystal is the
most stable structure in 2D for hard spheres.

A square lattice with 4-fold symmetry can be induced with double-Gaussian rings with a
radius ratio of 7o/ ~ 1.4. However, since the smaller ring still enables the formation of a
hexagonal pattern, it is more difficult to achieve a 4-fold symmetry. The square lattice needs
to compete with the more dominant 6-fold symmetry. Therefore, hexagonal crystal structure
is not completely suppressed forming in some regions, which hampers the formation of pure
4-fold symmetry.

As can be seen in fig. clusters with hexagonal symmetry are forming with a Gaussian-
ring intensity profile. By increasing the radius, the lattice spacing increases accordingly.

4.3.2 Crystal Twinning

When analysing the structure in Fourier space, one has to be careful when studying the
rotational symmetries. A 12-fold quasicrystal can in principle be confused with another
phenomenon in crystallography called crystal twinning. Here, two crystals with the same
composition and lattice structure can intergrow in a way, that their lattice is rotated with
respect to each other. This phenomenon can also be seen in nature for certain minerals.
Crystal twinning can lead to the finding of a mistakenly higher symmetric order of the
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(a) Hexagonal clusters with lattice spacing ~ (b) Hexagonal clusters with wide lattice spac-
dp. ing 1.9d,.

Figure 4.23: Hexagonal clusters with different lattice spacing from feedback-programming. The
particles’ local intensity profile used here is depicted in each upper right corner. Par-
ticularly ordered areas are bordered red.

(a) Hexagonal clusters with lattice spacing ~ (b) Hexagonal clusters with wide lattice spac-
dp. ing 1.9d,.

Figure 4.24: Voronoi diagrams of hexagonal clusters with different lattice spacing from SLM-
feedback-programming (fig. [4.23). Voronoi cells with 6 edges are coloured green.
Areas with 6-fold symmetry can be easily seen by eye. The hexagons on the left are
slightly smaller indicative of shorter inter-particle distances.

sample than for each crystal alone. That’s why the diffraction pattern of two hexagonal
crystals rotated about 30° against each other will show 12 peaks like in the structure factor
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of a 12-fold quasicrystalline structure, since each hexagonal area contributes 6 peaks, while
one is rotated against the other so that all 12 peaks are separated equidistantly for one
length scale.

This was the case for two hexagonal regions in an otherwise amorphous structure, which
formed during a measurement with high particle concentration (fig. . The Fourier
space shows 12 pronounced peaks (fig. , although no corresponding quasicrystalline
pattern can be found in real space. Instead, two large regions with 6-fold symmetry have
formed, which are rotated about 30° against each other. Hence the structure factor shows
the overlap of two 6-fold diffraction patterns rotated about the same angle of 30° as the
structures in real space.

(a) Screenshot of a sample with hexagonal twins.  (b) Structure factor of the sample with hexago-
The particles’ local intensity profile used nal twins. 12 Bragg peaks can be seen simi-
here is depicted upper right corner. lar to a 12-fold symmetry.

Figure 4.25: Hexagonal twins as neighbouring hexagonal areas (twin boundaries in green and red),
whose orientation is about 30° rotated against each other.

Crystal twinning has also a place in the history of quasicrystal discovery. It was a hypothesis
to explain the diffraction patterns of aluminium-manganese alloys (AlgMn) discovered in
1986 by Shechtman et al. Linus Pauling was one of the first to oppose the idea of a newfound
structure and explained the “forbidden” symmetry with crystal twinning . Instead, it
became evident, that the structure was not composed of twins because it was not possible
to match a Bravais lattice in the x-ray diffraction pattern. The pattern of the quasicrystal
found by Shechtman et al. showed no row of periodically spaced spots in any direction,
but a long-range positional and orientational order . This eliminated the hypothesis of
the structure resulting from multiple twins of periodic crystals. Nevertheless, it is indeed
possible for quasicrystals to form from twinning at the unit-cell level as has been shown by

Prodan et al. .
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4.3.3 Clusters with Quasicrystalline Building Blocks

For quasicrystal formation, the interaction potential has to be adjusted to support two
length scales like those found in the Barkan-Diamant-Lifshitz Model [63], for min-
imising the free energy of the system (section . E.g. double Gaussian rings were used
with an adequate ratio between the two radii, which can be tuned. However, when using
interaction potentials like proposed in previous simulations [48],[122], no large regions with
quasicrystalline structures were found in this system, which stayed stable during one mea-
surement of about 10 min. Instead, small clusters did appear, that consisted of a mixture of
square-triangle-tilings from different symmetries in each cluster. E.g. for an intensity pro-
file mimicking a modified exponential potential |[123], so-called sigma structures were found
locally and hexagonal as well as square tilings did form, but no overall 12-fold symmetry
was found (fig. . The clusters were too small and too wide apart from each other to
merge into a greater structure and contribute significantly to the diffraction pattern.

Dodecagonal Motif Clusters of quasicrystalline Construction of
building blocks a hexagonal lattice

Figure 4.26: On the left, a dodecagonal motif after [124] is shown with coloured sigma tile (red),
hexagon (green) and square (blue). In the middle part, clusters with a local sigma
structure, pentagons, squares and triangles formed with a local ring-shaped intensity
profile as depicted. On the right, is a visual explanation for the formation of a
hexagonal lattice from Gaussian rings.

For a different approach to growing quasicrystals with as few defects as possible, templates
with traps at fixed positions for a desired quasicrystalline symmetry have been used. E.g.
for the dodecagonal symmetry a motif by van der Linden et al. (as seen in fig. has
been used [124].

Nevertheless, this approach did not lead to a successful formation of quasicrystals. The
particles were rather found in the periphery of the image than in its centre since they got
repelled by the zeroth diffraction order of the SLM. Using a dodecagonal frame template
as a chain of a repeating 12-fold pattern did not improve the self-assembly process into a
desired quasicrystalline structure.

The comparatively low resolution of the SLM with 1024 x 768 pixels could have additionally
limited the ability to form more complex lattices. It remains to be proven if an SLM with
higher resolution will show the desired results.
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5 Conclusion

To sum up this work, it has been shown, that a Digital Micromirror Device can be imple-
mented in a setup for multiple optical tweezers. User-defined light fields can be generated
directly without the need for calculation of holograms as with the Spatial Light Modulator
in Holographic Optical Tweezers and with a higher resolution (1920 x 1080 pixels).

This has been implemented in experiments with spherical PS particles in DMD-projected
light fields with 10-fold rotational symmetry. The patterns were created by overlaying
double rings on positions of “Tuebingen” tilings, at six different tiling distances.

The particles’ behaviour was influenced by the light field, which resulted in a detectable
10-fold symmetry in the structure factor of the particle arrangements as prescribed by the
templates. The six different tiling distances in the templates showed significant differences
in the intensity of the structure factors’ Bragg peaks.

Under different laser intensity and particle concentration, the particles form structures,
which show a stronger or weaker 10-fold order in the diffraction pattern. For larger template
distances the structure factor also showed a lower 10-fold signal, which is related to the lower
ability to trap particles at the tiling positions. Only those particles, which are located at
positions producing constructive interference for specific wave vectors, will contribute to a
Bragg peak and define the rotational symmetry of the structure.

The templates’ short and main length was also reflected in the radial distributions of the
particle arrangements. While the first most pronounced peak stems from the closest distance
between two particles modelled as hard spheres (~ d,), the second to fourth peak could be
related to the main length scales of the template tilings.

The in-depth study of particle trajectories showed that there are two diffusive regimes, i. e.
a slow regime, resulting from local particle jumps in between the tiling positions, as well as
a fast regime, representative of the fluctuations inside of the potential minima. It has been
obtained, that higher intensity contributes to a higher trap stiffness at the tiling positions
so that the time between jumps increases. The movement inside a trap is neither affected
by the increase in intensity nor by an increase in particle fraction. For template 3 the dwell
times are slightly decreasing until the highest measured particle fractions of 1.2, indicative
of dominating interactions between the particles themselves. However, for template 5, the
longer times show an oscillating behaviour, where the mean is closer to the mean of short
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times than for template 3. This implies that there is no clear separation of the two jump-
time regimes in template 5. Hence template 3 has a higher impact on the behaviour of the
particles than template 5, which is also confirmed by the more constant value of confinement
sizes retrieved from plateaus of particles in template 3.

Additionally, by analysing the packing coefficient as elaborated by Renner et. al [115], the
residence time in a confined area could be retrieved from the compactness of trajectories.
It showed, that the particles in template 3 were longer confined or trapped in contrast to
particles in template 5.

This is following the results of the 2D probability distributions of particle locations, which
reflected the decagonal symmetry of the templates as has been similarly shown by Su et al.
of particles diffusing over decagonal substrates [118].

It could be shown, that the long times as retrieved from the phop-algorithm show the same
dependency on laser intensity and particle fraction compared to the residence times as de-
termined from the packing fraction. The values of the residence times were however about
two times higher than from the phop algorithm, showing that the particle jumps are un-
derestimating the dwell time in a trap. Furthermore, longer template distances, i.e. in
template 5, led to shorter dwell times from phop as well as from the packing coefficient in
contrast to the shorter distances in template 3. This seems counterintuitive at first, but
the registered jumps in template 5 stem from particles, which are covering distances in one
jump that are shorter than the tiling distances in the template. This can be also seen in the
high probability for particles to jump a length, which is smaller than the template distances.
The distances in template 3 are shorter and therefore more likely to be covered by a single
particle jump, whereas the long times for template 5 stem from jumps to weaker traps in
between the template positions. This could be also seen from the wide range of confine-
ment sizes in template 5. The plateau values of confined particles for estimating the
confinement sizes are in accordance with the difference in trap sizes between templates 3
and 5. Finally, the distribution of jump distances in two dimensions also verifies, that the
symmetry of template 3 is recreated more accurately by the particles than for template 5.

The work in this project can be continued further in many ways. For one the study of
the particle trajectories can be analysed with other methods than the phop-algorithm and
packing coefficient presented here. E.g. the diffusion can be studied in more detail for
confined motion and the motion outside of a trapped state.

Furthermore, the study of particle dynamics can be continued by studying more tiling
distances than the two measured here. Finally, the particle arrangements and dynamics can
be examined for symmetries other than 10-fold.

The experiments with the holographic optical tweezers can also be resumed. It is possible,
that the arranging of particles into quasicrystalline structures without a template can be
achieved as already seen for hexagonal lattices in the SLM setup. The self-assembly of
spherical particles with feedback programming via laser-optical fields would be a remark-
able achievement for the future. The limits of this technique could be tested for various
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structures and adaptive light field potentials and additional memory effects could be pro-

grammed too.

The feedback algorithm can be also further developed into programming orientational-
dependent intensity profiles, thus mimicking patchy particles or different intensity profiles
for separate subgroups of tracked particles, i.e. creating binary systems.
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A Appendix
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Figure A.1: A picture of the DMD setup as used in this work. Laser path is indicated (green
dashed line). For a schematic illustration see fig.

Figure A.2: A picture of the micro-mirror array of the DMD (TI, DLP6500 FYE). For a schematic
illustration see fig.
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Figure A.2: Screenshot of the LabVIEW VT for controlling the DMD-setup.
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