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Abstract

The experimental work presented here focuses on transient growth, on morphological transi-
tions and on controlling. The free growth of xenon dendrites is perturbed by two different
mechanisms, shaking and heating. Compared to the thermal fluctuations, the influence of
shaking is considered to be large. Still the oscillation amplitude is not large enough to cre-
ate a macroscopic convective flow in the growth vessel. Heating is performed up to the melting
temperature. Melting of the growing crystal represents the largest applicable perturbation of
growth.

Spontaneous and meta-stable multi-tip-configurations are stabilized, a denser sidebranch
growth is induced and a periodic tip-splitting is found during perturbation by shaking. Heating
on the other hand leads to controlled sidebranching and characteristic transitions of the shape
of the tip. A deterministic behavior is found besides the random noise-driven growth. Together
the two perturbation mechanisms allow a “dendrite engineering’, i.e. a reproducible controlling
of the crystal shape during its growth.

The tip-splitting for dendritic free growth is found not to be a real "splitting” of the tip, rather
the respective growth velocities of the main tip and the fins change. The latter then surpass
the main tip and grow into new tips. The occurrence of three- and four-tip-configurations is
explained with this mechanism.

For a qualitative overview, the heat flow and the convective flow in the growth vessel is
calculated using a finite-element solver for the Navier-Stokes and the diffusion equations. As a
result the idea of a single axisymmetric toroidal convection roll across the whole growth vessel
has to be dropped. The main effect of convection under earth gravity is the compression of the
diffusive temperature field around the downward-growing tip.

The results imply the question whether there are more growth modes than only one margi-
nally stable dendritic growth that compete with each other, and whether and under which con-
ditions the system locks-in to one or another of these growth modes. The existence of a limit
cycle is supported by the findings.

A model to explain the symmetry of dendritic crystals, e.g. snow crystals, is developed.



Zusammenfassung

Das freie Wachstum von Xenon-Dendriten aus der Schmelze wird durch zwei verschiedene Me-
chanismen gestort: Schiitteln und Heizen. Verglichen mit den thermischen Fluktuationen kann
das Schiitteln als gross betrachtet werden. Die Schwingungsamplitude des Schiittelns reicht
nicht aus, um eine makroskopische Stromung im Zuchtgefdss anzutreiben. Das Heizen bis tiber
die Schmelztemperatur hinaus stellt in diesem Zusammenhang die grosstmogliche Storung des
Kristallwachstums dar.

In Vergleich zum freien ungestorten Dendritenwachstum werden zuféllig auftretende, me-
tastabile Viel-Spitzen-Konfigurationen durch das Schiitteln stabilisiert, ein dichteres Seitenast-
wachstum wird initiiert, und es treten Phasen mit periodischen Spitzenteilungen auf. Das Hei-
zen fiihrt zu gezielt ausgeldster Seitenastbildung und charakteristischen Verdnderungen der
Spitzenformen. Neben dem durch thermisches Rauschen beeinflussten Wachstum tritt auch ein
deterministisches Wachstumsverhalten auf. Die Kombination dieser beiden Techniken erlaubt
ein ,Dendriten Engineering”, also eine gezielte Beeinflussung der Kristallform wiahrend des
Wachstums.

Die Spitzenteilungen im freien dendritischen Wachstum sind nicht eigentliche , Aufspaltun-
gen” der Spitze. Es ist viel eher so, dass das Verhiltnis der Wachstumsgeschwindigkeiten von
Spitze und Rippen eines Dendriten sich dndern, wobei die Rippen schliesslich schneller wach-
sen als die Hauptspitze. Dies fithrt zum Entstehen von drei oder vier neuen Spitzen.

Eine Finite-Elemente-Berechnung der Navier-Stokes-Gleichungen gewéhrt einen qualitati-
ven Uberblick {iber den Wiarmefluss und die Konvektionsstromung im Zuchtgefass. Als Kon-
sequenz aus dieser Simulation muss die Vorstellung aufgegeben werden, dass innerhalb des
Gefidsses eine grosse, achsensymmetrische Konvektionsrolle (angelehnt an die Form eines To-
rus) auftritt. Der wichtigste Einfluss der Konvektion unter nattirlicher Gravitation ist die Kom-
pression der Isothermen des rein diffusiven Temperaturfeldes um den nach unten wachsenden
Kristall.

Die experimentellen Resultate fiihren zur Frage, ob neben dem knapp stabilen Wachstums-
modus fiir die Dendriten weitere konkurrierende Modi existieren, ob und allenfalls unter wel-
chen Bedingungen das System zwischen diesen Modi wechseln kann, und welche es bevorzugt
annimmt. Die Existenz eines Limitcycle wird durch die Ergebnisse gestiitzt.

Die Symmetrie dendritischer Kristalle wie beispielsweise Schneeflocken wird in einem Mo-
dell zu erkldren versucht.
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Chapter 1

Introduction

1.1 Background and context

The growth of crystals into undercooled melt is a nonequilibrium process. It can lead to den-
dritic patterns as an archetype for pattern formation in natural processes far from equilibrium.
Well known examples for these patterns are snow crystals. Although they all look similar, two
ice crystals never have an identical shape [1]. Every snowflake is a postcard with informa-
tion about the atmospheric conditions in the environment of its growth. Still it is possible to
find characteristic properties such as length scales or sidebranch densities for a broad range of
crystal shapes. Because tree-like patterns (hence the name dendrites from 6évdpov) are found
everywhere in nature (growth and aggregation processes in chemistry, biology, crystal growth),
these structures have been studied for many years. The appearance of dendrites in cast metals
attracts strong interest to this topic: The microscopic dendritic structure arising when a solid
grows from its undercooled melt influences the bulk properties of metals like strength, elastic-
ity, ductility etc. After three thousand years of experience in metallurgy, only little is known
about the solidification process taking place on microscopic scales in large volumes. With a to-
tal production of more than 1100 million metric tons of steel in 2005!, there is a huge potential
for optimization in industrial applications of designing the properties of bulk metals.

Unfortunately, the solidification of steel can not be observed in real time. With synchrotron
radiography it is possible to investigate only the near-surface layers (e.g. [2,3,4]). Furthermore
steel is not a single component material which complicates the description and analysis of the
solidification process. Often an optical transparent model substance is used to overcome these
obstacles. There are different materials well-suited for the research on dendritic growth, such
as pivalic acid (PVA), succinonitrile (SCN) and xenon the most prominent ones. As a model
for two-component systems, the organic alloys SCN (with acetone) and PVA (with ethanol),
ammonium bromide and ammonium chloride (NHyBr, NH4Cl) in water, and CBry — x%C,Clg
are used with great success.

'http://www.stahl-online.de/wirtschafts_und_Politik/stahl_in_zahlen/2005/stahlerzeugungWelt.
jrg
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1.2 Motivation and aim of this work

The research in dendritic growth in the last decades led to a considerable theoretical under-
standing of several aspects. Ivantsov found the rotational paraboloid to be a solution of the
Stefan problem in a pure undercooled melt (see section 2) about 60 years ago. Langer and Miiller-
Krumbhaar [5] incorporated the anisotropy of the surface free energy in a theoretical description
of the idealized crystal shape near the tip in two dimensions. For a review see reference [6]. A
steady-state solution, defined by a unique shape of the tip was found. The influence of ther-
mal fluctuations on the branching was investigated in various studies, for a comprehensive
review by Langer, see reference [7]. The needle-crystal as an analytical solution for the three-
dimensional growth with anisotropic surface free energy was introduced by Ben Amar and
Brener [8,9]. Good agreement with the theories was found in experiments on different aspects
like growth rate (e.g. [10,11]), tip shape (e.g. [12,13]) or sidebranching (e.g. [10,14,15,16]).

In most theoretical models, the dendrite is assumed to grow unperturbed in an undercooled
melt. Prominent experiments to prevent any perturbations were performed by Glicksman et
al. [17,18] aboard the Space Shuttle. For the testing of steady-state theories, a microgravity
environment is probably the best suited.

Since these ideal growth conditions can not be provided on earth and in the large volumes
in steel production, the focus shifted on perturbations. Only a few experiments have been per-
formed up to now under the aspect of transient growth conditions. Qian and Cummins [19] in-
cluded sidebranching by a localized laser pulse, where heat was deposited in the melt ahead the
tip of a dendrite. Sidebranching was induced that way and an exponential growth of the side-
branches was found. The same technique of heat depositing by laser is used in directional solid-
ification experiments in quasi-two dimensions (e.g. [20,21]). It allows to control the spacing of
the fingers and the splitting. Another type of perturbation experiments was performed on PVA
dendrites by Bouissou et al. [22,23]. In a quasi-two dimensional growth cell an external flow
has been applied and an increasing growth rate was found. An oscillating flow lead to regular
sidebranches and a linearly increasing amplitude (i.e. length of this sidebranches). Borzsonyi
et al. [24] calculated the influence of a pressure oscillation in 2D using a phase-field model. He
performed a test experiment on changing pressure on the liquid crystal nematic-smectic phase
transition that showed qualitatively good agreement with his calculations results of regular-
ized sidebranches. Koss et al. [25] found that a pressure change on a three-dimensional SCN
dendrite affects its radius and its growth velocity as a different temperature would do. The
Clausius-Clapeyron effect was found to hold in solidification experiments. During the work on
this thesis, the author was told about a similar but yet unpublished work by Dougherty [26] on
transient growth on ammonium chloride dendrites.

The influence of convective flow on the growth was investigated experimentally [27] and
numerically [28,29,30]. It has been shown in ref. [29] that with convective flow the sidebranch-
ing occurs at a higher spatial frequency than without convection. The stability constant o* (see
equation 2.4) was determined to be up to 50% higher by Lee et al. [27].

An increasing number of numerical simulations in two and three dimensions have been per-
formed in computational domains large enough to be comparable with experiments and theo-



1.2. Motivation and aim of this work 3

ries. Phase-field models agree with observations of doublons (e.g. [31,32,33]) and theoretically
predicted characteristic length scales (e.g. [34, 35]).

Experimentally, sidebranches in free growth show up spontaneously at a distance of about
10 tip radii behind the tip [11] and determine the shape of the crystal from that point on.
Two possibilities have been discussed about the onset of the sidebranches. On the one hand
there is the widely accepted idea of thermal noise fluctuations that gives rise to the initiation
of sidebranches. On the other hand there is another idea proposing a limit cycle model for the
growing dendrite as dynamical system with an oscillating tip velocity. In the last years most
theoretical work was focused on the first idea and the experiments were performed in this
light. The presumable reason is the good agreement of both experiments and simulations with
Brener’s theory. Still the idea of the oscillation of the tip properties was continued of being cited
(e.g. [18,36]).

The experimental work presented here focuses on transient growth, on morphological tran-
sitions and on controlling. It provides a hypothesis on the combination of the two ideas men-
tioned above. The experimental findings described in chapter 4 provide the basis for this hy-
pothesis and give rise to a technique of controlling the shapes of dendritic crystals during so-
lidification, described in section 4.5. For a rough qualitative understanding of the diffusive and
convective processes in the experiments, simulations (chapter 5) have been performed.

Most perturbation experiments have been done in a (quasi-)two-dimensional environment
up to now. The main advantage of the experimental setup used in this work is the large vol-
ume of the growth vessel, providing the conditions for free growth in three dimensions, which
means that the growth is not perturbed by the walls of the vessel. Based on this well-established
fundament, a series of new experiments were performed where two different perturbation tech-
niques have been applied to the growth of xenon crystals.

(i) The first concept is to directly change the only free control parameter, the temperature
of the melt. Compared to the instantaneous parameter changes, possible in calculations or
by applying pressure to the melt, the temperature change is done in a more intuitive way by
heating.

(ii) The second perturbation is to shake the crystal in its melt. The results of more than 30
melting experiments and 20 shaking experiments can serve as a benchmark for future compu-
tational and theoretical results in order to describe the transient crystal growth in large vessels.

It is worth to mention that Gorbunov [37] reports about dendritic melting in superheated
crystal volumes. In this case the meta-stable phase is solid. Therefore convection can be ex-
cluded. The observed structures of the liquid regions in the crystal are hardly distinguishable
from the crystals in the melt described in this work. Various effects such as tip splitting and the
occurrence of periodic sidebranches under periodically modulated superheating are found in
the dendritic melting.






Chapter 2

Physical framework

2.1 Theoretical background

Melting is a first order phase transition. Latent heat is released during freezing at the solid-
liquid interface. The melting temperature (of a plane surface) is T),, while the temperature in
the melt, far away from the sold-liquid interface is T,. The undercooling is AT = T, — Too > 0.
For comparison between different materials, the temperature field T is scaled with material
constants, resulting in the dimensionless temperature field
(T -Tx) L
=D (AT) = ¢’

where (AT) is the unit undercooling, defined by L the latent and c;, the specific heat. The latent
heat is transported away from the interface. This can happen either in a purely diffusive form
or by convection involving mass transport. The former transport is described in the diffusion
equation:

ou

— = DA 2.1

9 u, (2.1)
where D denotes the thermal diffusivity. This relation holds for both the liquid and the solid

phase, with the respective diffusivity and specific heat parameters.

While one boundary condition is easily found — the temperature of the melt far from the
solidification front is Tw, or U, = 0 in dimensionless units — the interface temperature requires
a more detailed analysis [7]:

u’interface =A— Bu, —dk, (2.2)

where A = (T, — Too)%” is the dimensionless undercooling far away from the interface. The
second and third terms on the right hand side describe the kinetic factor and the Gibbs-Thomson
effect. Both prefactors 3 and d are potentially anisotropic. The fourfold anisotropy (in 2D) re-
sulting from the crystallographic f.c.c. structure of many metals is d = dy(1 — €4 - cos(4- 8)), with
dy = yTincp/L? the capillary length, proportional to the isotropic part of the surface energy 7.
In a three-dimensional description, the angular dependence term for 4 has a more complicated
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form (e.g. in [38]). The local curvature of the interface is . The more convex the solid surface
is, the lower is the local interface temperature.

At the interface the energy conservation is given:
vn = D(Vulsoria — Vitltiguia) - 1, (2.3)

where v, is the velocity normal to the solid-liquid interface that is proportional to the gradient
in this direction. With this equation, dynamics enters the problem and it becomes a moving
boundary problem. The main difficulty is the position of the interface. It is — at the same time — a
solution as well as a boundary condition and therefore a part of the Stefan problem [39].

Three implicit assumptions are made in the formulation of equations 2.1-2.3:

e One component: The equations describe the problem in a pure single component system.
This work is restricted to this case.

o Free growth: The initial temperature is T, and it is kept at this value far from the growing
crystal, no confinement effects influence the solid-liquid interface.

e Symmetry: The thermal constants D, ¢, are the same in both phases.

The last assumption has been made in many theoretical works (known as symmetric mod-
els) and is justified by the argument, that the two parameters are at least in the same order of
magnitude. Langer argues [7] that not too much information is lost by assuming this symmetry,
while the mathematics is greatly simplified. The thermal flux in the solid is not investigated
in most works. Still, incorporating the different diffusivities gives more complicated isotherms
than usually assumed for convenience (in this work too), and therefore may lead to another
system behavior (section 2.3).

Neglecting the kinetic and Gibbs-Thomson-terms, Ivantsov showed [40] that a rotational
paraboloid, growing into undercooled melt, is a shape preserving solution of the Stefan prob-
lem. His solution is still considered to describe the basic shape of a dendritic crystal close to
the tip. But it can not predict the unique growth rate v and radius of curvature p at the tip for
a given undercooling that is observed in the experiments. Rather Ivantsov calculates the Péclet
number p = J5, depending on the undercooling A !, and the system could grow with every
parameter pair (p, v) fulfilling this relation. Finally, the paraboloid does not describe the shape
in 3D very well, neither does it explain the occurrence of sidebranches. The first problem (se-
lection problem for a unique growth rate) was attacked with the maximum velocity hypothesis by
Nash and Glicksman [41], which was replaced by the marginal stability theory [5] that predicts a
unique volume growth rate

. 2Dd
o =
p*v

, (2.4)

depending on material properties only. It was assumed that the growth takes place at an op-
erating point at which the tip is just marginally stable. The numerical value for the so called
stability constant has been predicted in this theory o* = 1/472.

1A = pe? f;o —ds
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In a next step the solvability theory [42,43,44] incorporated the anisotropy of the surface
tension. It was shown that this anisotropy has a major influence on the selection of a unique tip
shape of the dendrite. Thermal noise was found to be amplified for selected frequencies [45].
From an initial wave packet, the amplified wavelengths grow with increasing distance from the
tip. However the strength of thermal noise was found to be about one order of magnitude too
small for the measured sidebranch amplitudes.

In a fully three dimensional theory for pattern selection for cubic anisotropic materials,
Ben Amar and Brener [8, 9] described the shape near the axisymmetric tip without noise us-
ing a perturbation ansatz

z(r, p) = _r22 + ZAmrm cos(ma).

Furthermore Brener found the shape of the dendrite tip to be of the form
zoc |x”,

with 8 = 5/3. This theoretical finding was confirmed by Bisang [46] to 5 = 1.67 £ 0.05, with a
prefactor a = 0.58 & 0.04. It is worth to mention that Breners “arms’ are not the ’sidebranches’
in todays terminology. Rather his expression means the fins’, a four-fold symmetric, integral
structure of a dendrite. For a sketch of the cross-section, see figure 4.8(b).

Brener and Temkin [47] extended the theory away from steady-state under consideration
of noise-induced sidebranching and found an exponential growth of the amplitude of the non
axisymmetric sidebranches

Apr(z) =~ Sexp (2'3(5\//;210%) ,

where the S = 2kp T2ch / L?vp* denotes the dimensionless fluctuation strength [45]. This am-
plitude has been verified by Wittwer [48].

2.2 Growth morphologies in steady-state growth

The morphologies of crystals grown freely from pure melt differ depending on undercooling A
and surface energy anisotropy €. A low anisotropy causes crystals to grow less oriented than
dendrites. Brener et al. [49,50,51] developed analytically a phase diagram (see fig. 2.1) to clas-
sify the different two-dimensional growth morphologies. It has been proposed that there exists
a unique growth morphology for a given parameter set (A, €). The exact position of the bound-
aries between the region depends on numerical parameters, e.g. the fluctuation strength.

A morphology diagram for two and three dimensional free growth was found by means
of phase-field calculations by Singer et al. [52]. Experimentally, transitions have been identified
between the different morphologies. Dendrite tips (FD-region) were observed to split and the
crystal was found to continue to grow temporarily in seaweed morphology (FS, CS). It is sus-
pected that these transitions are induced by noise.



8 Chapter 2. Physical framework

Supercooling a

Anisotropy ¢

Figure 2.1: Phase diagram of morphologies: The growth morphology depends on both the
anisotropy of the surface tension € and the undercooling A. In the (¢,A) domain
there are 5 different regions, denoted with FD, CD, FS, CS and K, where C indicates
compact, F fractal, D dendritic, S seaweed-like growth. In the region with under-
coolings higher than unity, the kinetics K dominates the growth.

Dendrites are only one of the solutions for the Stefan problem discussed in section 2.1. Ihle
and Miiller-Krumbhaar [53, 54] numerically found stable double fingers as another solution
in two dimensions. They assumed these doublons to be the building blocks of seaweed. In
fact, these structures have been observed almost 15 years before in an experimental work by
Lappe [55] (see fig. 2.2) and maybe in other works too, but they have not been investigated
systematically until Akamatsu’s experiments in quasi-two dimensions [32]. Stalder and Bil-
gram [33] observed the dendritic doublons in a three dimensional growth vessel. The occurrence
of Stalder’s three-dimensional doublons was correlated with perturbations and did not lead to
seaweed growth apart from a few seldom cases. They were therefore identified as new growth
morphology — besides the dendrites — existing for free growth. In recent works multi-tip con-
tigurations have been observed (e.g. [48]).

2.3 Point attractor and limit cycle attractor

In early theories for the selection problem, the existence of a limit cycle for the tip growth pa-
rameters was suggested by Holzmann [56]. As a condition to find a limit cycle two different
diffusion constants for the solid and the liquid phase are found to be necessary.

Langer and Miiller-Krumbhaar [5] proposed a stability criterion resulting in an operating
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Figure 2.2: The double fingers (doublons) are found in this SCN crystal growing along the glass
capillary. (U. Lappe, Experimentelle Untersuchung des dendritischen Wachstums von
Kristallen in unterkiihlten Schmelzen, Jilich, 1980)

point of the tip. In the phase space of p and v, the system behavior is analyzed at this point of
marginal stability. However it is not clear how the system behaves in a small region around
this point attractor for dendritic needle-crystal growth. It could show a noise-driven erratic
behavior around the one special point, or it could be driven into a limit cycle, thus lock-in to
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some oscillatory state. This was the main idea of another analysis [57] where the same authors
argued that noise always drives the system in such a limit cycle as a unique operating mode for
a growing dendrite.

Many experiments show a constant tip velocity. Glicksman [17] and Bisang [11] for example
found the velocity to be constant within < 5% margin over the observation time. Measurements
of the stability constant o* result in unique values, and are comparable to each other for different
materials. The absolute values are in the region of the theoretically predicted o* = 0.025 [58].

Thermal fluctuations in fact seem not to be strong enough to surpass the (marginal) stable
character of the unique operating point. The experiment of Qian and Cummins [19] imply
that the marginally stable operating point is unique. The crystal was heavily perturbed with
a laser pulse, depositing heat near the dendrite tip. The deformations were below the limit of
detection at the tip but evolved rapidly to a sidebranch-like structure. Still the crystal preserved
its dendritic shape, i.e. no tip-splitting event was detected.

In both the solvability and in Brener’s theory, thermal fluctuations are the reason for ran-
dom sidebranching. This stochastic character for free dendritic growth had been confirmed
in experimental observations: Dougherty [14] reported that sidebranches show no periodicity
and no apparent onset. Bisang’s results [11] confirmed the random branching, but stated more
precisely the distance where the sidebranches become visible to about 14 tip radii behind the
tip.

On the other hand, there are experiments that propagate an oscillating tip. Raz [59] reported
on this topic, as well as LaCombe [18] and Liu [36] in more recent works. They observed tip
velocity oscillations and periodical sidebranching. Honjo [10] observed both, tip-stable and
tip-oscillating types of dendrites, the latter showing highly correlated sidebranches.

In a recent work, Glicksman [60] analyzes the temperature boundary conditions and pro-
poses the limit cycle as an alternative to the marginal stable interface under selective noise
amplification.

In this framework, the results of our different experiments are an indication that both ideas,
the operating point of marginal stability and the attractive limit cycle, should to be considered
and maybe extended with an unstable operating point for multi-tip configurations for a com-
plete understanding of the dendritic growth.



Chapter 3

Experimental setup and procedures

The rare gas xenon is used as an experimental substance. It is an excellent model substance for
metals since it solidifies in f.c.c. structure and has a low melting entropy. Xenon grows with
a rough surface and the formation of dendrites is observed. The substance is liquid at 162 K
and transparent, allowing in-situ-observation of the growth. Unlike many organic substances,
xenon forms a simple liquid and does not decompose at T;,. The purity is 99.9999%, potential
impurities (Oy, N2, H,O) are removed in a gas purifier prior to each experimental run. Xenon is
recycled in a closed system.

3.1 Cryostat and growth vessel

As a basis for our perturbation experiments one needs to provide a controlled growth environ-
ment. Liquid 2-methylbutane (commonly known also as isopentane) serves as a heat bath. Its
temperature is controlled by a closed loop. The melting temperature of xenon T, = (161.3897 K)
allows to use liquid nitrogene (boiling temperature 77.4K) as cooling substance, the heat trans-
fer between the two liquids is controlled via a helium-filled double-wall vessel in between. The
complete setup is depicted in figure 3.1 This setup makes it possible to keep the temperature
constant (AT ~ £10~*K) for hours.

The xenon is filled into a growth vessel (fig. 3.2) in the center of the heat bath. The vessel is a
cylinder with diameter and length of about 5cm, with a volume of about 100 cm?, which is large
enough to provide the conditions of free growth [12]. The solidification of a single crystal in the
middle of the growth vessel is initiated by the capillary injection technique [61] from the top. Since
the spatial orientation of the crystal growing out of the capillary is random, so is the projection
of the crystal in the field of view. The turnable capillary permits to find a good projection angle.
The capillary is movable in vertical direction in a range of -2 cm. The temperature in the vessel
is measured by two thermal resistors Pt-100 located about 1cm above and below the middle
plane and about 1cm off the shell. Three more thermometers are located at different positions
in the heat bath.

11
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35cm

Figure 3.1: Experimental setup: The growth vessel (1) is surrounded by isopentane (4). A stirrer
(6) — its oscillations damped by a large mass (7) — and a tube (5) provide a laminar
flow in the isopentane, that is cooled by nitrogene (8). The thermal insulation and
heat transfer is provided by a helium-filled dewar (9). A controller stabilizes the
isopentane temperature in a closed loop with heater (10) and thermal resistors Pt-
100 (11). By means of two periscopes illumination (3) and observation (2) of the
growing crystal is done. They consist in a sequence of lenses with a flexible last field
lens (17). The camera (14), on a movable stage (16) and equipped with an additional
zoom lens (13), is connected to a computer (15).
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Figure 3.2: The growth vessel (middle) with the capillary and the observation and illumination
periscopes to the left and the right.

3.2 Heating and shaking

Two types of experiments have been performed on two almost identical setups as described
above. There are specific modifications made for the heating and shaking experiments.

3.2.1 Heater

For rapid temperature changes, a heating foil was wrapped around the lower half of the growth
vessel (see fig. 3.3). A heating power of about 1 W was used to increase the temperature of the
xenon melt in the growth vessel. Too much heating resulted in massive turbulence in the liquid,
therefore it was heated only in intervals: Heating was activated for about 10 s (t,,,) and thereafter
interrupted for some 45 s (t;,,;). Overall the mean heating power was about 0.2 W while heating-
up the melt and 0.1 W while keeping a temperature above the melting point. For the heating
experiments an initial undercooling in the range of 100mK < AT < 400mK was chosen. That
corresponds to 2 x 1072 < A < 8 x 1073 in dimensionless units. The application of heat pulses
allowed to follow the heat flux. The lower one of the two resistance thermometers in the growth
vessel indicated a temperature rise about 30 s after triggering the heating pulse; the crystal tip
(about 2 cm off the bottom of the vessel) reacted visibly another about 30 s later. This time frame
has been confirmed in the fluid-dynamics simulations, described in chapter 5.

Heating A few minutes after the crystal had left the capillary, a steady-state temperature field
was established, and heating was started. Different temperature characteristics were tested.
The main restriction was a temperature must not be kept above T, for more than about 250 s.
Otherwise the crystal would have broken off the capillary. Three temperature trends (shown
schematically in figure 3.4) have been analyzed. The temperature rise from the initial tempera-
ture to the maximum in (I) is measured at the Pt-100 to happen within about 10 seconds.
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Figure 3.3: Detail of the growth vessel: The bottom is modified with a heating foil. It allows a
much larger heating power than the 1 W used in the experiments.
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Figure 3.4: Three different investigated temperature trends: (I) Short heating pulse below the
melting temperature T;,;; (II) Heating to above T,, and melting; (Illa) Falling temper-
ature without interaction; (Illb) Falling temperature with a platform at T),.

3.2.2 Shaker

The perturbation was generated by moving the crystal — located at the end of the capillary —
back and forth. A piezo! was built in the structure above the capillary (see fig. 3.5). Its vertical
oscillations are transformed into horizontal movements in one plane. The piezo elongation
is amplified by the leverage from vertically 1.7 ym to horizontally ~ 10 um at the tip of the
capillary. The plane of oscillation turns with the capillary.

Shaking The procedure for one run was as follows: After free growth for about 2 minutes the
tracking (sec. 3.3) was started. The crystal was slowly moved upwards at the same velocity as
the tip grew downwards, v, . This exact velocity was unknown at this time of the experiment
because of the different thermal expansion coefficients of the capillary mounting between the
liquid xenon at 161K and room temperature where the driving was applied. Rather the pat-
tern recognition algorithm and the controlling server stabilized the crystal in the field of view.
Again 2 minutes later it was supposed that a steady-state diffusion field and a convective flow
had developed and then the perturbations were started. This assumption is also backed by the
CFD simulations. Typically the crystal was shaken for a time interval ¢; with a frequency f, then

L(PICMA® PL033 from PI, see appendix B)
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Figure 3.5: The capillary and the resulting degrees of freedom. (1) Glass capillary; (2) Peltier
elements; (3) Piezo and spring, vertical movement is transformed to horizontal; (4)
Supporting structure; (5) Degrees of freedom of the crystal positioning

it evolved freely for another interval t,. The two intervals t;,¢, and the frequency f could be
chosen freely. To narrow the large range of controlling parameters — resulting from the combi-
nation of the mentioned perturbation and undercooling — and in order to isolate the mechanical
from the temperature effects, the dimensionless undercooling A = AT /(AT) = AT/(L/ cp) of the
20 examined runs was in a small range between 0.003 and 0.005.

3.3 Optical system and tracking

The spatial resolution for the observation in both experimental apparatuses was diffraction lim-
ited by the optical setup to ~ 1 pum. The growth process was recorded with a video camera at
756 x 581 pixels and additionally captured via a high resolution CCD camera at 1280 x 1024 pix-
els in the setup for the experiments on mechanical perturbations. The field of view is narrowed
by the geometrical layout of the optical system. For the experiment on thermal perturbations
this is no restriction, since melting prevented the crystal anyway from growing out of this re-
gion. But for free growth and the shaking perturbations this was a serious problem because one
needed to readjust the vertical position of the crystal in the growth vessel by moving it. Stalder
made use of this degree of freedom. By shifting the crystal downwards out of its steady-state
temperature field, ‘'washing-away the diffusion field’, he could induce the formation of dou-
blons [33]. Now a continuous tracking system was implemented in order to minimize the effect
of large position corrections. The camera was mounted on a high precision linear positioner.
Together with the shiftable capillary along the z-axis these two degrees of freedom were used
to keep the crystal tip fixed in the field of view of the camera. A pattern recognition software
(developed by H. M. Singer) finds the position of the tip in a picture. This value is compared
with a desired position and the difference is sent to a server software (developed by M. F.). The
computer controls the linear drives for both the capillary and the camera position. This unique
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mechanism allows to examine crystal growth over macroscopic distances for up to 40 minutes
without noticeable, sudden perturbations (see sections 5.2 and 5.3).

The growth velocity is determined from the images by using an algorithm for the detection
of the relative shift on the contours, see section 3.4.1.

3.4 Methods

3.4.1 Image processing

The experimental procedure results in a bunch of pictures and movies. These images need to
be made accessible for numerical analysis. During the last years, an image processing toolchain
was developed in our laboratory for this aim. The contour of the crystal image is found by an
edge detection and contour finding algorithm (see reference [62] for details). During this work,
parts of Singer’s workflow proved to be insufficiently robust for the large amount of pictures
provided by the now implemented long term growth experiments. This has not been a serious
problem before when a crystal was observed for a maximum of 2 minutes before it left the
field of view, resulting in about 100 pictures per sequence. Manual support for the automated
contour finding process could be given within a reasonable time and effort. But for several
thousand images it was not possible to do so any longer. An analysis revealed that most of the
manual corrections had to be made in the contour cleaning step, i.e. after the edges are found,
the outline has to be isolated, inner contours need to be neglected, clusters and loops removed.
Singers heuristic algorithm was slightly enhanced and changed to a recursive form that does
not get confused at contour branchings anymore. Rather it follows both ways trying to ‘find a
way out” and finally chooses the longest one with the least number of branchings.

The random spatial orientation of the crystal with respect to the plumb line results in a
skewed projection. By a trigonometric transformation (see reference [63] for details) the con-
tours are brought to original proportions.

For the tracked crystals another problem is the superposition of the images that has to be
undone in order to find the temporal evolution of the shape and the tips. An algorithm has been
developed to shift two contours accordingly. The idea is to take advantage of the morphological
shape of the crystal that changes only a little between two images. The main tip grows and so do
most of the sidebranch tips. The branchings however remain in their positions in the laboratory
frame of reference. The later contour should thus enclose the former one like a glove. The
question is: How to dress properly?

A measure for how well the glove fits is the sum of all distances between every point of a
contour to the nearest point of contour one time step before. This distance is minimized and the
resulting offset is saved. It corresponds to the tip movement between the two images. Applying
this algorithm for a sequence of some dozens to hundreds contours, it is possible to reconstruct
the growth of the crystal part in the field of view. An example on how it works is shown in
tigure 3.6.

The first implementation of this algorithm (done by O. Wittwer) again proved not to be fast
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Figure 3.6: The effect of separation algorithm on a bunch of contours. left The contourlines are
superimposed because of the stabilization of the tip in the field of view. The frame
of reference is the main tip. right The uncenter algorithm shifts the contours and
centers them in the laboratory frame of reference. The growth rate of the crystal
becomes visible.

enough for many thousand pictures. The code has been optimized and accelerated by almost
two orders of magnitude. This was only possible with the caveat of a little loss in precission.
An analysis of the results of tree different methods for a sequence of 300 contours showed no
significant difference in the result. This can be seen in table 3.1.

3.4.2 Smoothing and filtering the noise

Pixelated images have the inherent problem of spatial discretization. The “exact” solid-liquid
interface is mapped to pixels at a scale of about 1.3 um per pixel at best. This pixelation results
in noisy signals and artifacts, and leads to large uncertainties, mainly for the two characteristic
parameters for the radius p and the velocity v at the tip. One solution for this problem is to use
averaging over some measured points, giving reasonable results, especially for systematic noise
as can be found in the tip position and therefore tip velocity measurements. But averaging is not
well suited for finding smooth contour shapes. It seems to be more useful to apply a low-pass
frequency filter. Such a filter was implemented using wavelet transformation (WT). Compared
with the Fourier transformation (FT) the WT preserves both, frequency and localization of the
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OW MF1 MFR2
mean shift valuein Ay [um] 10.84 10.57 10.56
changein %  — 25 26

variance Change in % — +12 +19

time per image pair 359.2 237 8.6
changein% —  -934 -97.6

Table 3.1: Three algorithms for contour shifting (uncentering) in comparison: Wittwer’s first im-
plementation (OW) is taken as reference in precission and in time consumption. The
two modifications (MF1 & MF2) give a slightly lower mean value combined with a
higher variance. The striking feature is the almost two orders of magnitude better
speed.

transformed function. Hence the time-frequency analysis for any oscillation phenomenon is less
difficult with WT than with FT or the short-time Fourier transform (STFT). As in FT the filter
corresponds to cutting-off some parts in the wavelet-spectrum’. In figure 3.7 two contours
together with their smoothed counterparts (using WT) are shown. Both columns show three
zoom stages of the same contour. The original data come from a video tape (left) and the high
resolution CCD-camera (right). While no difference can be seen between the original and two
different filtered data (superimposed) at the large scale, the detail reveals the effect of the low-
pass filter. Depending on the quality (pixel resolution) of the raw data the cut-off has to be
selected carefully between filtering effect and loosing real information as can be seen in the
third row. A cut-off at the wavelength \. corresponding to twice the pixel size in the space-
domain has been identified as well-suited.

A wavelet filter with a cut-off frequency f. corresponding to 8 datapoints was applied to a
noisy velocity signal in figure 3.8. A comparison with averaging over k € {8,16,32} data points
show that the averaging over 8 and 16 points show a bulge near 28 s, also seen in the filtered
values, while the 32-point-averaging smoothes it out. The mean values are identical, but only
the lossy averaging over 32 points has the same small variance as the filtering.

3.4.3 Local curvature

For the calculation of the local curvature of the contours, the filtered contour points (see section
above) were expanded by a cubic-spline interpolation to a four times finer spacing. A parabola
was then fitted over a sequence of 5 to 20 points to the left and the right of every point, depend-
ing on the radius of curvature, to find iteratively the local curvature at this point.
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Figure 3.7: Two contours smoothed with wavelet transformations. Three zoom levels for each
contour are shown, the panes are marked by the rectangles. The original data points
(¢) are black and connected with a solid line. The filtered data (A) with a cut-off
wavelength (A\; =~ 2px) is the red dashed line while the blue dotted line represents
the filtered data (+) with (\. ~ 4px). While first filter reproduces the original data
from both sources video tape (left) and CCD-camera (right) smoothly, the latter is
lossy on both data sources.
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technique mean [um/s] +[um/s]
raw 9.52 3.38
averaging (8 pt) 9.53 0.68
averaging (16 pt) 9.53 0.46
averaging (32 pt) 9.52 0.34
wavelet filtering 9.53 0.38

Figure 3.8: A timeseries for the tip velocity. The images behind this series were recorded on
video tape @ 25 fps and grabbed to PC @ 5 fps. This explains the large variance in the
raw data. Using averaging and filtering the noise is reduced. The mean values are
almost preserved and the wavelet filtering gives about the same standard deviation
as the averaging over 32 points. But the bulge near 28 s (visible in 8- and 16-points-
averaging as well as in the wavelet-filtered data) can not be seen in the 32-points-
averaging anymore.
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Experimental results

By heating and by shaking two very different perturbation mechanisms were applied to the
growing crystal. The results can be categorized with respect to the framework mentioned in
chapter 2.

4.1 Heating experiments

4.1.1 Controlled sidebranch initiation
Short pulse

Strong perturbations of the temperature field around the tip were experimentally identified
by Stalder [33] to trigger a morphology transition to a dendritic doublon. Fluctuations in the
temperature field, caused by transient convective flows were suspected by Wittwer [48] to be
responsible for the ‘spontaneous’ initiation of so called P-type sidebranches (indicating pertur-
bation-induced ones). By applying a sequence of single heating pulses (see fig. 3.4 type I), it was
possible to test this hypothesis. An example is given by the contours of a growing crystal in
tigure 4.1. In this case three heating pulses with a power of 0.9 W lasting for 15s each, separated
by a time interval of 360s were applied. The undercooling, measured by means of a Pt-100 in
the lower part of the growth vessel, changed from 150 mK to 90 mK in less than 30 s and relaxed
back to 150 mK in the next 300s. This cycle was repeated twice. In the figure — the picture has
been taken one minute after the third heating pulse was measured — one clearly identifies two
dominant sidebranches pairs: one at 2350 um, the other at 1250 um above the tip. A third pair
of sidebranches has just emerged very close to the tip (150 um), corresponding to about 5 tip
radii, and is about to develop into a new dominant one, showing the characteristics of P-type
sidebranches. Between the dominant sidebranches with equidistant spacing A, one observes
random non-symmetric sidebranches.

This active sidebranch initiation was performed successfully with different undercoolings
AT in the range from 100 —300mK. It was not possible to separate the noise-induced (N-type)
sidebranches from the P-type ones at higher undercoolings. Then sidebranch spacing became

21
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Figure 4.1: Dominant sidebranches are initiated by a well-defined temperature rise.On the left
hand side the crystal is shown as picture, while on the right hand side its contours
are plotted. Both sides of the dendrite, left and right, are shown superimposed for
better comparison. The temporal intervals of 360s between heating perturbations
lead to spatial intervals A = 1100 um of the dominant sidebranches. They are found
on both sides at the same distance behind the tip, thus they were initiated at the
same time.

too short for a proper contour extraction (i.e. about twice the pixel size). The difference in the
time they show-up between the P-type sidebranches starting at the very tip and the N-type ones
starting only a little behind was too small for a visual identification by their respective size in
the greyscale image.

Heating gives rise to additional convection and the xenon flow reaches the tip after some
time. (For a simulation on convection in macroscopic scales, see chapter 5). The time interval
between the starting of the heating and the first visible indications of a change in the tip shape
(early sidebranching) was measured to be about 60s. This perturbation by the ‘'warm’ convec-
tive flow is large compared to the thermal fluctuations in the xenon due to the kT fluctuations
of the atoms and induces a P-type sidebranch.

While the tip radius R grows massively !, the tip velocity shows an opposing behavior to
the temperature rise (see fig. 4.2), it decreases before relaxing back to the initial value. The tip
does not split but sidebranches start growing at the tip. The radius slowly decreases back to the
steady-state value as the temperature falls, and the following sidebranches grow randomly on
either side. Compared to the reaction of the tip velocity upon the heating pulse, the radius has
a lag of about 25 seconds.

IThe tip radius is denoted by R in the following to indicate the experimental way of finding it (with all related
problems, see references [64,63]) and to distinguish it from the ideal theoretical tip radius p.
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Figure 4.2: One of the three heating pulses leading to the contour seen in figure 4.1. The noise
in the original data (plain grey curve) is due to the pixelization, the dashed curves
are filtered (the cut-off wavelength corresponds to 10 datapoints) while the dotted
curves are averaged (over 10 points). The radius reacts massively but with some lag
upon the temperature rise, the velocity instantaneously becomes slower. Both pa-
rameters relax as temperature keeps dropping to the initial value. The sidebranches
are visually identifiable at t ~ 2200 — 2220s.

Melting-growth transition

In another sequence of investigations (see fig. 3.4, type II) the xenon was heated to a temperature
T > T,,. For the first seconds of temperature rise, this corresponds to the ‘short pulse’ in the
section above. But since the melting temperature T}, was reached within 5 minutes, the newly
born P-type sidebranches could not evolve and were melt away just seconds later. The melting
regime was held for some minutes, causing more and more sidebranches to disappear. The tip
radius decreased to a steady-state value, the velocity became negative. When the temperature
began to drop (fig. 3.4, type Illa), the now smooth shaped tip restarted growing. In figure 4.3(a)
four snapshots of this transition are shown. The corresponding values for the tip radius and the
tip velocity as a function of time can be seen in figure 4.3(b).

The tip showed an isotropical sphere-like growth with increasing radius in the first minutes
of falling temperature. Within seconds, the tip selected a new sharp tip and growth rate, corre-
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sponding to the current undercooling. The system falls into the basin of attraction for dendritic
growth. During this sudden selection of a new operating point, symmetrical sidebranches are
initiated. Focussing on the shape of these new sidebranches, it is easily seen that they are dif-
ferent from the P-type ones: They have doublon-character, as can be seen in the last picture
in figure 4.3 and in the sequence in figure 4.4. The lower doublon constituent shows always
an additional structure growing in a 45°-angle to the main axis. This structure is further in-
vestigated in section 4.3. To clearly separate the sidebranches initiated during the change from
melting to growth and because of their reproducible characteristic shape, they are called T-type
sidebranches. This name indicates their origin in a transient temperature drop.

4.1.2 Evolution of the tip parameters

The main parameters to characterize steady-state dendritic growth (section 2.1) are the radius R
and the velocity v of the main tip which show up in the inverse of the stability constant o*. The
temporal developments of these two parameters are also useful to characterize transient states.
The product R?v means a solidification rate. The name stability constant is omitted in this section.
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Figure 4.3: (a) Four snapshots of a dendrite tip growing during falling temperature. The smooth
shape at the beginning becomes sphere-like, the radius grows. Then suddenly a new
sharp tip evolves and the sphere deforms to lobes at both sides that give rise to a
characteristic sidebranch shape. The vertical lines in (b) indicate the pictures.
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(a) (c)

Figure 4.4: The characteristic shapes of the new transition-initiated sidebranches (T-type) in com-
parison with the P-type sidebranches. (a) The dominant doublon-like T-type side-
branch was initiated by the falling temperature transition. A heating-pulse caused
a P-type sidebranch starting at the tip. (b) Two minutes later, the T-type sidebranch
structure has grown larger, the doublon character is still visible. The P-type side-
branch has become dominant in its surrounding. (c) The same crystal 5 minutes
later shows the now dominant P-type sidebranch and the beginning of another P-
type branch. The T-type sidebranch has left the field of view.

It would mislead — by its origin — to a steady state growth. These parameters are plotted for
typical temperature trends in figure 4.5.

Tip velocity: The tip decelerates for rising temperatures. As long as the temperature remains
above the melting temperature T, the tip shrinks, hence its velocity is negative. The tip velocity
accelerates with falling temperature as expected. The transitions from growing to shrinking are
smooth. The tip velocity has been found to react almost instantaneously on changed tempera-
ture in accordance with Koss” experimental [25] and Steinbach’s numerical [65] observations.

Tip radius: The radius of the tip on the other hand increases after any perturbation. A rising
temperature, either caused by a single pulse or by the initiation of a melting phase, always trig-
gers the formation of sidebranches (P-type). An indicator for this formation is the temporary
increase of the tip radius. Once the temperature T exceeds T}, the radius becomes smaller until
it reaches a steady state value about 5 minutes later. This constant value was observed in a
different experimental setup by Glicksman and Lupulescu in microgravity [66, 67], before the
melting crystal became so small that capillarity effects set in. The bulges one observes during
the melting phase (red, plain arrows in figure 4.5(a),(b)) are caused by a shrinking sidebranch
disappearing at the tip. This sidebranch does not necessarily have to be an former P-type side-
branch.

The sharp rise in the tip radius and the even sharper drop to a new value, followed by
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another small bulge (blue, dotted arrows in figure 4.5(a),(b)) during a continuous drop is char-
acteristic for the T-type sidebranching in falling temperature. It is remarkable that the first
sharp drop in the tip radius takes place when the undercooling AT(t) is at (0.60 & 0.048)AT.
The small bulge, indicating the second finger of the doublon-like sidebranch structure arising
is at (0.72 £ 0.057)AT. This values are measured for undercoolings of about 250 mK. In another
run with about 160 mK undercooling, this hysteresis effect was found at (0.69 £ 0.055)AT and
(0.79 £ 0.064)AT respectively. No difference in the maximum tip radius could be found. In all
cases the radius reached between 48 and 55 pm measured by means of the local curvature.

The observation of a dominant sidebranch as reaction of a change in the growth environment
is consistent with a similar observation of Koss [25]. Because of experimental limitations he
could not see a maximum-area projection of his crystal and could not find the symmetry of the
induced P-type sidebranches.

Solidification rate: While the value R?v near the tip changes from a growth rate to a shrink rate
during the heating phase, it mirrors the behavior of the tip radius R in the transition back to
growing. In a recent paper, Steinbach et al. [65] reported on the evolution of these values during
transient growth simulations. He found the tip velocity to respond almost instantaneously on
changed temperature and to ‘overshoot’ initially. After this abrupt change, the velocity slowly
approached the steady-state value. The variation of the solidification rate showed a constant
value except for a pronounced spike immediately following the temperature change.

In the results presented in figure 4.5 the temperature does not change instantaneously as
in Steinbach’s numerical experiment. The spike in the solidification rate is correlated with the
increase in R during the falling temperature. It can be seen in figure 4.5(a) that the solidification
rate is essentially constant after the spike at ¢+ = 1500s. Even during the short heating pulse
phase, the solidification rate remains at about 3000 um?/s. In figure 4.5(b) the shrink rate during
melting is found to show a good stability at about —2500 um? /s during the melting phase.

The observations of a growing tip radius during the first moments in the transition to growth
and the emergence of this tips is also found by Dougherty and Nunnally [26].
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Figure 4.5: The temporal evolution of the characteristic parameters of the main tip. The tem-
perature trends I, II, I1la (fig. 3.4) are shown. The arrows indicate disappearing side-
branches (red, plain) and the typical doublon birth in T-type sidebranching (blue,
dotted).
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4.2 Shaking experiments

4.2.1 Inclination and twist of the growth axis

In total 7 different runs a misorientation in the crystal was observed after start (in 5 cases) or
stop (one single case) of the periodic perturbations. One event was found after an unidentified
accidental perturbation of the tip. Inclinations in the growth axes were measured in the observa-
tion plane between 1.5 £ 0.2° and 8.2 - 0.2°. No dependence on the angle between observation
and oscillation plane was found, inclinations were measured when the oscillation plane was the
same (£10%) as the observation plane and also when the planes were perpendicular (+10%) to
each other. While in some cases the main axis was restored after the perturbation was switched
off, the inclined growth axis persisted in others. A closer look at both of these types (see fig.
4.6) reveals two different mechanisms. The more distinct inclinations are caused by a sequence
of cascading tip splittings that preserve the main axis. The errant tips can switch back, i.e. stop
splitting and continue growing along the main axis. The other less pronounced inclinations do
in fact change the main growth axis. It is important to keep in mind that these inclinations are
not ‘breaks’, i.e. the crystal does not break at some point in its structure. Rather at some time,
the tip changes its growth direction. A sequence of contours showing the temporal evolution of
the inclination is plotted in figure 4.7. Because the changed spatial orientation of the (100) —axis
begins at the specific tip position in the moment of perturbation changes, and because the ex-
act liquid flow at microscopic scale at the tip during shaking could be quite complicated, the
non-alignment of observation and oscillation plane could be considered as random.

A second change in the growing crystal structure was observed as a twist along the main
axis. Unfortunately only one single instance of this twist was found in the shaking experiments.

AN

Figure 4.6: Different types of inclinations. left: The tip performs a series of tip-splittings, but
preserves the original growth direction. This allows the growth direction to switch
back to the original one, either spontaneously or after stopping the perturbation.
right: The crystal suffers a change in the direction of its (100) main axis. The original
orientation is shown by a dashed line, while the plain line shows the new growth
direction, the angle is about 11°before the geometrical correction.
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Figure 4.7: A sequence of contours showing the temporal evolution of an inclination. The
change of the direction of the growth direction happens as the tip splits. After this
tip instability, another main tip dominates the growth, but its (100) —axis is inclined
by about 2°to the axis before.

It is shown in figure 4.8(a). In the upper part of the picture, the crystal is oriented in such a way
that one clearly identifies a bright line in the crystal structure center. The light traversing trough
the melt is refracted at the solid-liquid interface because of the difference in the refractive index
(see Appendix A). The larger the angle between the unterface normal and the light beam, the
more is it refracted and the darker appears the structure.

Above the marker line one can not see any of the fourfold symmetric fins on the trunk, they
appear dark. Below the marker, there are fins visible and the bright trunk is slightly shifted. The
twist occurred during growth, when the tip was at the position of the marker. A possible expla-
nation for this visible "failure” is a rotation of the crystal around the growth axis as depicted in
the schemetic cross-section in figure 4.8(b). The observation of this twist was made incidentally,
after the orientation of the projection was changed, i.e. the capillary was turned.
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This turn happened about 200s after the actual twist of the growth direction must have
taken place, determined from the distance between the distortion at the marker line and the
actual tip position.

It is not possible to see the twist in other pictures from earlier in this run, which makes
it difficult to determine the exact time when the growth axis changed the direction. However
within the questionable time frame, a tip split induced by a changed perturbation occurred, and
a small torn of the capillary was performed.

In earlier experiments, fast turn of the capillary and therefore of the crystal in its melt caused
tip splittings (similar to Stalder’s doublons) but a twist in the growth direction has not yet been
observed. It can therefore be ruled out that the shear flow of liquid along the surface of the tip
during the small turn is the only reason for the observed twist. More probably, the combination
of an unstable microscopical interface, caused by the perturbation and the shear flow due to the
capillary turn at the same time, can be assumed to be the reason for the crystal to continue to
grow along a twisted (100) —axis.

(a)

Figure 4.8: left: (a) The crystal is oriented in such a way that the light line of the trunk is clearly
visible above the marker (the light is passing through the most inner part of the
dendrite). Note that below the marker the trunk line is shifted while the fins are
identifiable. The two gaps in the sidebranch structure separate one dominant P-type
branch from its random neighbors. It was triggered by the start of the perturbations
almost 6 minutes before the picture was taken. (b) The scheme shows the path of
light through the trunk and the orientation of the crystallographic main axes before
and after the twist.



4.2. Shaking experiments 31

4.2.2 Morphology stability

Without any changing of the growth environment, spontaneous formations of multi-tip-con-
tigurations evolving from a dendritic tip has been observed before [68, 63]. These multiplons
decayed within 30 s to 3 min to a dendrite again.

In the 20 examined sequences with shaking perturbation, 18 tip-splitting events at the main
tip were found. Three of them showed up spontaneously while no perturbation was applied,
they decayed within 60 to 200 s. Another three showed up during oscillation and also decayed
about 200 s after the perturbations were stopped. Most tip-splittings were induced by starting
the perturbations as one could expect, only a few could not be correlated to the applied per-
turbations. There were six tip-splittings found that led to a doublon or to a multiplon (by a
sequence of splittings) that was stable as long as the oscillatory perturbations were continued
and the observation was possible. This is 260, 420, 500, 540, 1400 and 1500 seconds. The oscilla-
tions covered a large range from 1/60 Hz to 2 Hz and no influence of the frequency was found.

Figure 4.9: A multi-tip-configuration showing three main tips are growing close to each other.
This multiplon was stable for the following more than 20 minutes.
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4.3 Cascading tip-splitting

In experiments with both kinds of perturbations, melting and shaking, tips growing in an oscil-
lating mode were identified. This means either a periodic splitting or a periodic sidebranching
in the tip region took place for up to 5 minutes. While the sidebranching led to structures on
all sides of a growing tip, the splitting led to new tips with new growth directions. These
tip-splittings have to be distinguished from the multiplon formation where the multiple tips
preserve (almost) their main growth direction. The cascading splitting reported here took place
once to the one side, then to the other periodically (say alternatively to the left and right), and
the angle between the two new tips was found to be constant during such a splitting sequence,
typically 45°as shown in figure 4.12. The periodic early sidebranching can also be interpreted
as a tip splitting into three (or five considering the 3D shape), whereas two (four) bulges on the
two (four) sides of the tip degenerate into sidebranches. Figures 4.10(a)-(c) show three examples
for each of the mentioned events. The first (a) and the last one (c) were found in the shaking,
the middle (b) in the melting experiments.

The cascading tip-splitting led to periodic first order (c) and second order (a) sidebranches.
While the cascading tip-splitting as in (a) never showed up spontaneously but always in corre-
lation with shaking, (b) was found to be characteristic for the T-type branching after a transition
to low temperatures and (c) could be found as reaction upon perturbation as well as sponta-
neously.

The cascading tip-splitting mechanism seems to be a universal concept. Utter et al. [69]
report on it at the main tip in directional solidification and Karma and Lobkovsky [70] found
it in a phase-field simulation on crack propagation. The consecutive splittings into (100) — and
(010) — direction results in a trunk along the (110) —axis. Similar structures have been found by
Henry, Minghetti and Rappaz [71] in aluminium alloys.

The temporal evolution in the highlighted regions seen in figure 4.10 is depicted in the con-
tours in figure 4.11. The visually observed sidebranches tips in a cascading region have been
marked when they were clearly formed, then the positions were tracked backwards in time. The
contours have been rotated and stretched in order to make the shapes appear in true relations.
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(a) (b) (c)

Figure 4.10: Alternating tip-splitting, cascading, on three different situations. (a) The sidebranch
tip shows a sequence of periodig tip-splittings in alternating directions. The final
direction is parallel to the initial one. (b) The 45°-structure in a typical T-type side-
branch structure. Its tip performs an periodic alternating splitting. (c) One tip in a
multi-tip configuration. The dendrite shows periodic sidebranching alternating to
the left and to the right.
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Figure 4.12: A detail of figure 4.10(b), the typical T-type sidebranch. While the main direction
(dashed blue line) of this structure is 45°against the dendrite tip’s (100) —axis, each
alternating branching leads to second order branches again in a 45°-angle (dashed

red lines).
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4.4 Tip velocity

The tip velocity was analyzed in three situations: (i) unperturbed, (ii) in the transition from free
growth to the tracked tip (see sect. 3.3) and (iii) in the transition from unperturbed growth to
shaking perturbations.

(i) free growth The tip velocity for free growth was determined to be v = 188.8-AT}"% by
Bisang [11] in a temperature range 50mK < AT < 200mK, i.e. 0.001 < A < 0.0039 dimension-
less. The temperature range has been expanded in this experiments, ranging to about 300 mK,
i.e. 0.006. While for 5 different dendrites grown at an undercooling of 175 mK < AT < 225mK
Bisang’s model is confirmed with a variance of about 5%, the tip velocity for 4 dendrites in the
range 258 mK < AT < 278 mK, i.e. 0.005 < A < 0.0054 is about 20% below this value.

The reason might be found in two different mechanisms. On the one hand, the viscosity 7 of
the liquid xenon increases with increasing undercooling AT. This causes a slower vy, [72]. On
the other hand the advection flow slows down a growing dendrite [73], which becomes more
important on larger growth rates.

(ii) Tracking enabled The numerical results in chapter 5 show that the convective flow is of the
order of magnitide of about 200 um/s, thus much faster than the tip velocity of about 10 pm/s.
During the tracking the tip velocity relative to the convective flow from below decreases further
since the vertical tip movement v | is neutralized. The tip velocity was measured before and after
the tracking was switched on for three undercoolings 212,261,278 mK and was found to drop
by 20, 8, 5% respectively.

(iii) Shaking perturbations enabled No clear results were found for the change in the tip
velocity after the shaking was enabled. While a shaking with 2Hz at 209 mK led to a drop of
the velocity by 10%, a shaking of 1/6 Hz at 258 mK and 261 mK resulted in an unchanged and
in a 8% higher velocity respectively.

4.4.1 Tip velocity oscillations

In figures 4.5 another effect in the tip velocity is visible. While the four oscillations in the last 200
seconds of the sequence mf16_sequ2a in figure 4.5(a) can not be identified clearly in the original
data (grey) and therefore could be an artifact of the wavelet filtering, the seven oscillations of
the (negative) tip velocity between 600 and 900 seconds in figure 4.5(a) are visible also in the
raw data. A more detailed plot of the same regions is seen in figure 4.13. This plots reveal that
in both sequences the oscillations are visible in the filtered and the averaged values for the tip
velocity.
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Figure 4.13: The oscillations in the tip velocity are visible in the filtered and in the averaged val-
ues for these two examples. This is a clue against wavelet transformation artifacts.
(a) The timeframe from about 1900 s to 2000 s where oscillations are visible is em-
phasized in the inset. (b) The oscillations are visible in the melting phase between
400 s and 900 s and in the growth phase from about 1100 s and 1200 s.

4.5 An application: Dendrite Engineering

4.5.1 Symmetry

The controlled initiation of sidebranches of both types P and T (described in section 4.1.1) was
observed to give rise to a pair of sidebranches synchronously. In fact all these "pairs” are double
pairs, one in the image plane and one perpendicular to it. Comparing the two perpendicular
pairs by turning the capillary by 90° fourfold symmetric sidebranching is observed as shown
in figure 4.14(a),(b). The superposition of the four outlines (fig. 4.14(c) top) shows the good
agreement of the four shapes including the sidebranches. The first lobes on all four contours
show an excellent correlation, while the more evolved sidebranches (they have grown for a
longer time since they symmetrically have emerged) start to be influenced by random processes,
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independent from each other. Plotting the local curvatures of the contour starting at the tip
(fig. 4.14(c) bottom) gives a more quantitative way to demonstrate the symmetric shape of the
sidebranches on the four fins. The maxima and minima coincide over a large distance. The
correlation decreases in the region of the second T-type sidebranch. The two structures on the
right hand side of (a) and (b) grow a little faster than their left hand counterparts. The reason
is probably the slightly cooler surrounding on the lower side of the crystal that is exposed to a
stronger convective flow. It is also shown that the difference between both sides is less for the
view turned by 90°in (b). This is due to the fact that the inclination against gravity and therefore
the difference in the convective flow on either side is smaller than in (a). The same plots for a
freely grown crystal (fig. 4.15) shows no symmetry except at the very tip.

By periodically applied cycles of heating until melting smoothed the crystal and the fol-
lowing transitions to growth, shapes as shown in figure 4.16 were obtained. The symmetry is
visible in a 45°-projection (fig. 4.16(a)). The right hand side of the crystal in this picture shows
longer sidebranches. Another example is shown in figure 4.16(b) in maximum-area projection.
There are higher order branchings (i.e. branching off the branches) clearly identifiable, occurring
on sidebranches on both sides of the crystal synchronously, despite more than 500 pm distance
in between (= 25 tip radii).

4.5.2 Transient tip shapes in melting

The transition from melting to growth leads to the sphere-like tip and the T-type sidebranches
described in section 4.1.1. Another falling temperature trend was analyzed that leads to a dif-
ferent tip shape evolution. The temperature drop was slowed down. Instead of letting the
temperature decrease to the full undercooling T, heating was used to stabilize it at T}, for
some minutes. This trend is shown in figure 3.4 (IIIb).

The result is a rather triangular shape with straight sides. A comparison with the heating
pulse P-type branching and with the sphere-like shape is shown in figure 4.17. While the pulse
lets dominant P-type sidebranches grow, the sphere-like transition gives rise to the typical T-
type sidebranching with doublon character. The spear-like tip becomes unstable against the
Mullins-Sekerka instability and sidebranches start to grow from its four fins.

The difference between spherical and triangular transition of the dendrite tip is also seen
in the plot for the characteristic parameters (fig. 4.18). Compared to the T-type branching in
tigures 4.5(a)(b) the sharp drop does not show up, and neither does the characteristic bulge
indicate the second partner of the doublon. The tip gradually becomes thinner over a lapse of
about 150 seconds while the velocity increases. These two characteristics together lead to the
triangular shape.



38 Chapter 4. Experimental results
e '
@ (b)
- —— image (a) left side
— i ight sids
8 1T1:g:r)$:2arl igs :'oslateed 90 in image (b)
'g 8 T image (b) Igf! side
5 i —— image (b) right side
Zg
2
5
=
o
g
o
T T T T T
0 500 1000 1500 2000
height (z) [um]
T3
ES
=]
238 |
RS
Se
S8
8
28 |
o
|
T T T
1000 1500 2000
length of curve behind tip [um]
(c)
Figure 4.14: A symmetric tip viewed from two perpendicular angles. The images (a) and (b)

show a symmetric shape. The four outlines are plotted in the upper panel of (c).
The shapes are almost the same on all four sides, for both perspectives the right
hand side, i.e. the lower part of the dendrite grows a little faster. The local cur-
vature of the same contours, plotted against the contour length behind the tip, is
shown in the lower panel of (c). The curvatures are highly correlated for the first
1.5mm, then the asymmetric growth makes the before coincidental maxima and
minima to spread out.
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Figure 4.15: A freely grown dendritic tip in the same analysis as in figure 4.14. The dendrite
looks similar on both sides (a), but neither the contours match nor does the local

curvatures (b).
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(a)

(b)

Figure 4.16: Two symmetric crystals viewed from 45°-angle (a) and in a maximum-area pro-
jection (b). The symmetric sidebranches show higher order branchings occurring
simultaneously even though they are about 20 tip radii separated.
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(a) (b) (c)

Figure 4.17: Three possibilities for tip shaping: Heat pulse, free falling temperature and slowed
temperature drop lead to different tip shapes and therefore different sidebranches.
(a) The heat pulse produces a P-type sidebranch, the tip shape remains unchanged.
(b) A falling temperature transition results in a temporary spherical growth and
to T-type sidebranches. (c) When the temperature drop is slowed down and sta-
bilized at T),, where T, < T, < Ty, the tip evolves to a triangular shape and the
sidebranches look different, compared to the T-type sidebranches. The doublon
character is missing. The contours show the crystals outlines in 50 second intervals
for (a),(b) and 100 second intervals for (c).
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Figure 4.18: The temporal evolution of the characteristic parameters of the main tip. The tem-

perature is stabilized at AT ~ 50mK for almost 700s. The velocity is about 2 pum
during this period and the radius grows to a stable value. Once the temperature is
allowed to fall towards T, the velocity increases and the radius decreases without
the sharp drop seen in figure 4.5.
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4.5.3 Sidebranch initiation and coarsening

One of the characteristic features of dendritic growth patterns is the sidebranch spacing. The
controlled sidebranch initiation by temperature changes, described in section 4.1.1 allows to
modify this feature. A comparison between a freely grown dendrite (a) and a shaken one (b)
in figure 4.19 reveals another modification of the sidebranch geometry. Both dendrites were
grown at the same undercooling of A ~ 0.005, never the less they show a difference in their
sidebranch arrangement. The sidebranch growth for the free dendrite (a) obeys Brener’s law
for the amplitude of sidebranches [47], as confirmed by Wittwer [48]. The tip region is smooth,
having the shape of a |x| 3-curve. Sidebranches start being visible at a distance Zgg of about 10
to 15 tip radii behind the tip, in accordance with reference [11]. Shortly after the formation of
sidebranches, coarsening sets in and only a few dominant ones continue to grow, while their
neighbors vanish.

For a shaken dendrite (b) the sidebranches start growing at the very tip. This is an indica-
tion for the perturbation induced P-type sidebranches. There is no clear distinction between
dominant and vanishing sidebranches in the region up to about 1000 um. The area filling fac-
tor i.e. the solid/liquid ratio within the dendrite envelope seems to be higher than for the free
dendrite.

The superposition of the two geometrically corrected contours (fig. 4.19(c)) shows that the
envelope of the shaken dendrite has more a triangular shape with straight sides, whereas the
envelope of the free dendrite is curved. A rough estimate of the angle of aperture of the en-
velopes at the tip gives about 35 4= 5° for the free dendrite and about 70 £ 5° for the shaken one
in the lower about 1000 um. The sidebranch amplitudes of the shaken crystal are in fact bigger
than the ones of free dendrites. The dominant sidebranches of the free dendrite — that could
"free itself from its surrounding’ — surpass the shaken ones and have bigger amplitudes from
about 1200 pm behind the tip. The temporal evolution of sidebranches is shown in (d), (e). On
the shaken dendrite (e), the sidebranch spacing A is wider, they start earlier and the coarsening
process is less effective than on the free dendrite (d). Up to a height of 1000 pm, the variance of
the sidebranch amplitude is smaller than for free growth.

4.5.4 Area

Figure 4.19(e) brings us back to the idea of a volume filling factor discussed in [13]. The projec-
tion area of the shaken dendrite resembles a triangle. A simple model for the area A of such a
triangle leads to
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Figure 4.19: A comparison between a freely grown (a) and a shaken (b) dendrite. The shaken
one is identified by eye to be the thicker one. The plot of the geometrically cor-
rected contours (c) proves that this is not because of different projection angles.
The sidebranches are tracked in (d) and (e) and show a larger spacing and a less
effective coarsening for the shaken dendrite (e).
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where F is the height along the z-axis, w is the width along the x-axis, vy;, the main tip velocity
and vsp the sidebranch tip velocity. The ratio of the two velocities was found to be vsp /vy, ~ 0.5
[74].

The measured area as a function of /2 is seen in figure 4.20 for various dendrites. The pref-
actor is a measure for the area filling factor

A=p3-Hh.

The prefactor 3 for 11 sequences from 9 different freely grown crystals (open circles in the
plot) is 3 = 0.210 £ 0.035, while the same prefactor for 8 sequences from 3 different shaken
crystals (filled circles) is significantly larger, 3 = 0.365 & 0.020. Different frequencies of pertur-
bation have been applied: 1/40,1/10 and 2 Hz and the range of undercooling is 100mK S AT <
250mK. No significant influence has been found. Compared to the model of a filled triangle,

about 40% of the area is solidified in free growth, whereas the shaken dendrites fill the triangle
to more than 70%.

Coming back to the volume according to the simple model, the volume is proportional to
the thickness of the triangle and thus proportional to the radius of curvature R as found from
volume measurements in reference [13], figure 15. The independence of the area filling factor
on the undercooling is consistent with this idea.
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Figure 4.20: The area of the projection of a dendrite as function of the height. The values on

the abscissa indicate the true height / of the dendrites. They are plotted squared to
see the filling factor 3 from A = 3-h? as the slope. The area for the three shaken
crystals (filled circles) grows faster with increasing height (i.e. the filling factor 3 is
larger) than it does for free growth (open circles) of nine crystals. The undercool-
ings are between 100 mK and 250 mK for both the free and the shaken crystals. No
significant influence of the undercooling is found.
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Simulations

5.1 Setup

For a qualitative analysis of the thermal fields in the growth vessel, simulations over the com-
plete domain were performed. The size of about 5 x 5 x 5 cm prevented using microscopic
modeling for computational reasons. It was supposed that for qualitatively reasonable results
it is sufficient to solve the classical fluid dynamics equations using a finite element method. The
coupled differential equations for heat and flow were solved in two and in three dimensions on
a fixed mesh according to table 5.1. The solver was ELMER!, provided as open source software

by CSC, the Finnish IT center for science?.

The mesh was not adapted in order to simulate the growth and the phase transition was not
modeled since this was out of the scope. Instead, the surface was kept at the melting tempera-
ture Ty,.

The mesh was generated automatically to be denser near thin structures like the crystal and
wider near the shell of the vessel. Two meshes with a different lower limit for the element
size (both much smaller than the capillary diameter) were compared in the three-dimensional
calculation and showed no significant differences on the results. Therefore the coarser mesh

"http://www.csc.fi/elmer/
*http://www.csc.fi/suomi/info/index.phtml.en

domain #nodes # elements
2D 2547 4874
3D 33334 176580

3D highres. 74780 405546

Table 5.1: The mesh sizes for the finite element simulations in two and three dimensions. No
significant differences have been found using either of the two three-dimensional
domains. The repeated heating cycles were solved on the 3D’ domain in order to
save time.
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48 Chapter 5. Simulations

with about 176 000 elements was used for all calculations, mainly the repeated heating would
have taken too much time otherwise. The boundaries of the used mesh is shown in figure 5.1.

The crystal has a tilt angle (~20°) against the vertical. The symmetry is broken thus the whole
domain has to be solved.

5.2 Diffusive temperature field

For a comparison of the approximate diffusion fields in the growth vessel in both two and three
dimensions with the result under consideration of the convective flow, the diffusion equation
has been solved. No qualitative differences in the shape of the diffusive field can be found
numerically for the three different undercoolings AT of 50, 200 and 400 mK, covering the range
of the experiments. A rough estimation of the extension shows a large diffusion field compared
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Figure 5.1: The boundary elements of the mesh used in three dimensions. The cell sizes vary

according to the structures. One part was cut away in this representation for a better
view inside the vessel.
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to the crystal structures. The diffusion length | and the Péclet number p are

2D 2D

- ~ ~ 3. -2 .
=~ s emTs 3.102m (5.1)
and
. —6
p= ? ~ 201# ~7-10"4m. (5.2)

The diffusion length | has no meaning in the region of the dendrite tip though, because it
is defined ahead of a plane surface. Therefore the undercooling at a point close to the dendrite
tip, e.g. 0.3 mm ahead of the tip pointing downwards (the 0.3 mm point) is given in table 5.3.

5.3 Convective flow

In earth-bound growth experiments, a buoyancy force shows up due to the temperature de-
pendency of the density of the melt. This force drives a convective flow. It has been an open
question, how strong this flow is in the growth vessel.

5.3.1 Experimental observation

Experimentally it was possible in some seldom cases to observe single dust particles in the
liquid xenon in the focus plane. They were about 5 — 10um in diameter and the maximum
velocity in one sequence was measured to be in the order of magnitude of 0.7 mm/s. In a
second sequence, Wittwer [63] found a particle moving in the liquid upwards with a maximum
velocity of about 0.5 mm/s. This gives an order of magnitude of the convective velocity in the
experiment.

5.3.2 Simulation in 2D

The results on a two-dimensional domain can provide at least a qualitative idea on the process
in the growth vessel. It is found that for the typical situation of a (quite large, actually) crystal,
20°rotated against the vertical, there are two convective rolls formed in the upper part of the
vessel (fig. 5.3). There is no prominent convective flow channel upwards except at the top of the
crystal along the capillary. The capillary itself was not modeled in 2D to prevent a separation
of the domain. Compared with the pure diffusive case the temperature field is shifted to the
top and the gradient around the lowest of the four tips (the tip) is larger. The convective flow
compresses the isotherms.

The mean velocity at the 0.3 mm point as well as the temperature at the same position were
calculated for different setups, the crystal was located in the upper, middle or lower part of the
vessel, inclined or symmetric relative to the plumb line. The results in table 5.2 show that for the
larger crystal in the middle position the flow is a little higher, especially in the asymmetric case.
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Figure 5.2: The solution for the temperature fields without any convection (a) in two and (b) in
three dimensions (for a given undercooling of AT = 50mK). The diffusion fields are
large compared to the crystal.

For the symmetric growth as well as for the different vertical crystal positions in the vessel, the
velocity of the convective flow correlates with the undercooling. The higher the undercooling
AT the higher the convective velocity.
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161.34 161.35 161.36 161.38 161.39
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Figure 5.3: The temperature and velocity fields in the 2D growth vessel in steady-state, with
the crystal tilted 20°in the middle. The undercooling at the outer boundary is AT =
50mK, the temperature on the crystal surface is T;, = 161.3987K.

5.3.3 Simulation in 3D

The Laplace operator differs in three dimensions from the two-dimensional one, which leads to
the well known fact, the diffusive field in 2D and in 3D have different decay rates (see fig. 5.2).
The results in 3D therefore can be expected to look different from the 2D solutions.

In figure 5.4 is clearly shown, that the convective flow in large parts of the growth vessel
is much less pronounced than it is in 2D. The strong upward flow around the capillary (which
is of comparable magnitude) in the three-dimensional case spreads over all directions once it
has reached the top of the growth vessel. Therefore the downward flow speed is significantly
reduced. Only near the crystal tip the strong upward flow causes a higher velocity of the melt in
3D than in 2D. This is shown in the last line of table 5.2. Both figures 5.3,5.4 show a decreasing
temperature from the upper to the lower part of the growth vessel. However this gradient is
small compared to the one at the interface.

As in the two-dimensional case the isotherms are compressed by the convective flow in
such way that the gradient around the crystal is larger than in the two-dimensional layout. The
temperature at the 0.3 mm point is noticeably lower as can be seen again in table 5.2.

The influence of the convective flow in either dimension can be seen clearly in the tempera-
ture at the 0.3 mm point as listed in table 5.3. The temperature of the purely diffusive field alone
is lower in 3D than in 2D, and this difference grows with undercooling. With convective flow
the temperature is again lower than without and the difference to the convection-free case of
the same dimension increases with increasing undercooling.
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Figure 5.4: The temperature and velocity fields in the 3D growth vessel in steady state. The
undercooling at the outer boundary is AT = 50mK, the temperature on the crystal
surface is T, = 161.3987K. The crystal orientation is the same as in figure 5.1.

AT 50 mK ~200 mK ~400 mK
T 161.3400 K 161.2000 K 161.0000 K
position tilt angle  V, T Viabs T Vabs T
0° 91 161.3747 181 161.3338 242 161.2743
bottom
20° 97 161.3749 192 1613345 256 161.2761
) 0° 104 161.3725 201 161.3254 265 161.2578
middle
20° 138 161.3682 287 161.3095 395 161.2254
; 0° 88 161.3752 171 161.3355 229 161.2784
0
P 20° 86 161.3751 179 161.3355 243 161.2782

middle (3D) 20°/20° 159 161.3652 306 161.2956 449 161.1970

Table 5.2: The calculated values for the absolute velocity V,;s in pm/s and the temperature T in
Kin two and three dimensions at a point 0.3 mm ahead of the tip.

5.4 Heating and cooling

Within this computational framework a complete heating cycle was calculated. The heater was
switched on for t,, = 45s and heating was interrupted for another ¢;,;; = 15s as in the exper-
iments. The formation of complex flow patterns was observed. A snapshot of the situation
after the last heating pulse can be seen in figure 5.5. The flow around the crystal was found to
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AT 50 mK 200 mK 400 mK
Tso 161.3400 K 161.2000 K  161.0000 K
position tilt angle T T T
purely diffusive
middle 20° 161.3850 161.3719 161.3531
middle (3D) 20°/20°  161.3782 161.3457 161.2994
with convection (same as table 5.2)
middle 20° 161.3682 161.3095 161.2254
middle (3D) 20°/ 20° 161.3652 161.2956 161.1970

Table 5.3: The calculated values for the temperature T in K in two and three dimensions at a

point 0.3 mm ahead of the tip. Both cases (diffusion-only and with convective flow)
are shown. The actual undercooling is shielded in both cases, 2D and 3D, by the
diffusion field. With the convective flow enabled, the gradient is more sensible to AT
and the temperature reaches about AT /2 at this point in 3D.

change within seconds. The resulting temporal evolution of the temperatures at four different
positions in the vessel are shown in figure 5.6(a) for two dimensions and in figure 5.6(b) for the
three-dimensional environment. The positions correspond to the real positions of the crystal
tip, the 0.3 mm point, and the two Pt-100 in the growth vessel respectively. Compared with the
experimental data, a good qualitative agreement can be found. The absolute values in three
dimensions are too small though. Two effects could explain this discrepancy:

(1) The finite thickness of the glass hull of the vessel was neglected. Instead the glass wall was

considered as an infinitely thin boundary between the xenon and the outer medium (fixed
to T, except where it is in contact with the heater of course). The heat can leave the vessel
faster than in reality due to the missing heat capacity of the glass shell. Although this does
not matter for a steady-state, it is important for transient phases. The heat flow from the
heater into the vessel was calculated using an estimation for the transfer coefficient.

The surrounding heat bath has not been taken into account. About one half of the heater’s
power is absorbed in the heat bath. This ‘'warm’ liquid flows around the growth vessel to
the top and reduces the heat flow out of the vessel.

The implication of these simplifications is that the calculated temperature in the growth
vessel in 3D is too low and does not exceed the melting temperature after 10 heating pulses.
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Figure 5.5: The flow and temperature in the growth vessel around the crystal after the 10" heat-
ing pulse. The length of the arrows show the absolute velocity, the colors show the
temperature. The crystal is found to be in a flow of xenon at about the melting
temperature (same color as the crystal) from various directions.
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Figure 5.6: The temperatures as calculated on four different points in the growth vessel.






Chapter 6

Discussion

The results found during the two series of perturbation experiments presented in chapter 4
can be ordered with respect to the perturbation strength. (i) Starting from the free dendritic
growth with non-vanishing anisotropy, thermal fluctuations are the smallest perturbations.
They are considered to be the reason for noise induced sidebranching in Langer’s and Brener’s
theories which have been confirmed in experiments. Spontaneous appearances of multi-tip-
configurations are found but they are transient. (ii) The next larger perturbation in the exper-
imental framework presented here is shaking with small amplitudes. The motion of the oscil-
lating tip is of the order of 1 mm/s over a distance of about 10 um. Under the influence of this
force early sidebranching is observed, coarsening is reduced and multi-tip configurations are
stabilized. (iii) The heating pulse is a stronger perturbation again, the temperature around the
crystal is changed within seconds, sidebranching is selectively initiated. The transient temper-
ature drop acts the other way round, within seconds the temperature around the tip decreases.
This leads to sidebranching too, but with different shapes. It is noteworthy that no transition
to multiplons can be provoked this way, in accordance to Dougherty’s observations [26]. (iv)
Finally the melting obviously as strongest impact on ‘growth’ leads to smooth structures as re-
producible starting points for the falling temperature transitions. The shape of the whole crystal
is affected by melting. In this work, the melting process has not been in the focus of research.
Rather melting has been used as an instrument providing reproducible initial conditions for the
transition to growth.

The systematic application of perturbations leads to a reproducible formation of characteris-
tic structures on a dendrite, defining its shape and characteristic parameters such as sidebranch
spacing and area filling factor. The question arises, which selection mechanism for these shapes
is hidden behind perturbations (ii) and (iii). Is the steady growth with a unique selection pa-
rameter o ~ o* only one of many possible states that can be forced by the perturbations? This
possibility has been discussed by Langer [7] in a different form, when he asked for the ways the
wavelength selection for the perturbation analysis may occur, focused on the stability analysis
of the dendritic single tip. Can the perturbations be viewed as a controlling mechanism in a
system with (i) one attractor the marginally stable growth, (ii) another attractor a limit cycle
centered in this point, (iii) a further one, far away in the phase-space, the dendritic doublons?

57
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6.1 Mechanism for tip splittings

The so-called tip splittings in the dendritic growth lead from a single dendrite to dendritic
doublons, triplons or quadruplons in a single step. Further splittings of the newly-born tips
result in higher order multi-tip-configurations. In the f.c.c. structure of xenon, the showing-
up of a split to three is not a priori easy to understand. The proposed mechanism for the tip
splittings bases on the fact that free dendrites look like a rotational symmetric needle-crystal in
the foremost part. The fins becomes visible and the trunk evolves at a distance of about 3 tip
radii from the tip, the sidebranches grow on the fins, starting about 15 tip radii behind the tip.
This shape is clearly seen in figure 6.1.

500pm

Figure 6.1: The shape of a dendrite near the tip is clearly seen in this orientation. The tip is
rotationally symmetric, the fins start about 3 tip radii behind and the sidebranches
start growing on the fins about 15 tip radii behind the tip.

As a reaction to a perturbation, the tip velocity decreases but the fins do not keep the dis-
tance to the tip, rather they 'catch-up” with the main tip. In the usual maximum-area projection
and outline investigation the tip becomes slower and thicker. These fins can even surpass the
former ‘main’ tip and evolve in four lobes. These structures then grow into new tips. An image
sequence of the transition towards a doublon is shown in figure 6.2. A comparison with the
tip-splitting mechanism in (quasi-)two dimensions is shown in the contours in Fig. 6.3.

The same process can lead to quadruplons. In this case, all four fins surpass the main tip
and four new tips are formed (see fig. 6.4(a)). The triplon is a degenerated quadruplon, where
one of the four fins (surrounded by warmer melt due to convective flow) is a little slower and
can not evolve in a new tip. This is shown in figure 6.4(b). After some minutes of growth, this
process can repeat on one of the new tips, leading to the odd multi-tip-configurations observed
by Wittwer [63].

This mechanism is presumably different from how the tip splitting happens in directional
solidification in quasi-two dimensions, where in fact a "splitting’ is observed (e.g. in ref. [69]).
Still it seems the same process of “splitting” into two, three and four new tips observed in three-
dimensional directional solidification experiments (e.g in [75, 76]).
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Figure 6.2: The single-tip dendrite transforms into a doublon at the fins surpassing the main tip
as is seen in the temporal evolution covering 482 seconds. The fins 'catch-up” with
the main tip and surpass it, evolving into two new tips. These continue to grow
parallel and define a doublon. (This images have already been shown in [68].)

6.2 Stabilized sidebranching

The shaking perturbations (ii) are thought to act on the diffusive field around the tip as shown
in figure 6.5(a). The compression of the isotherms around the crystal along the oscillation direc-
tion causes a steeper temperature gradient to the luff side at the fins in or close to the oscillation
plane. A faster growth of the sidebranches on both sides of the main tip is the result, especially
in the lower region of the crystal (up to about 50 tip radii). All the sidebranches in this region
grow with almost the same velocity. Starting from the very tip they build a front where none of
them can escape from. Coarsening is suppressed as direct consequence. The steeper gradient
makes them grow faster than the unperturbed ones observed in free growth. The fins perpen-
dicular to the oscillation plane are shifted in the diffusion field, the isotherms are compressed
in the oscillation direction, making the gradient steeper. A schematic representation is shown
in figure 6.5(b). A rough estimation for the mean diffusion distance (see section 6.4) in 1/100s
gives y/(x?) ~ 30 um, in the order of the amplitude. The temperature field outside this horizon
is hardly affected.
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Dl
D)

Figure 6.3: (left) The projection of the tip-splitting in three dimensions. The fins catch-up with
the main tip and surpass it, then evolve into new tips. (right) The tip-splitting in
two and quasi-two dimensions. The tip grows large and becomes unstable.

The situation on the other 'leeward’ side (depicted as stretched isotherms in figure 6.5) is
more difficult. An important feature is a density change (number density of atoms) in the melt
in the close vicinity of the former solid-liquid interface, caused by moving the crystal rapidly
out of this region. In a phase-field model, Conti [73] studied the influence of density change
upon solidification. He found a decrease of the tip velocity with increasing solid to liquid ratio.
But for the fast movements during shaking the situation is not really an advection flow since
the volume set in motion is much larger than in Conti’s steady-state solidification analysis.

On the other hand, the oscillation amplitude is too small to cause a large scale streaming
around the crystal as it has been investigated by Tatsuno [77].

The liquid xenon flows towards the former location of the crystal and compresses the isotherms
that way, causing faster growth. Thus there is an increased growth rate at the luff as well as at
the lee side. This mechanism however should be examined in more detail in numerical simula-
tions.

6.3 Unstable growth

An important indication that there are more states of growth for a dendritic tip than the needle-
crystal and dendritic doublons in the sense of Ihle and Akamatsu [78,32], comes from the side-
branching following a melting-growing transition. With intense heating, homogeneous initial
conditions for the restarting growth are set. The highly symmetrical growth lasts for several
minutes until random fluctuations (that certainly always have some effect) have been amplified
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(b)

Figure 6.4: (a) The transition from a single tip to a four-fold tip, called quadruplon. The images
are taken in an interval of 10 seconds. (b) A single tip transforms into a three-fold
tip, called triplon. One of the fins in or out of the image plane does not evolve into a
new tip. The images are in 6 seconds interval.
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Figure 6.5: Shaking compresses the isotherms spacing in the shaking direction (parallel to the
—x—axis in this representation). This results in a steeper gradient in the compres-
sion direction. The stretch of the isotherms in the other direction shows only the
qualitative purely diffusive temperature field. It is thought that the density drop by
moving the crystal causes a flow towards the new position and therefore compresses
this isotherms too.

at the unstable interface and govern the structure formation in free growth. Repetitive heating
minimizes this influence.

A sequence of tip splittings and regular sidebranching is observed (4.3). This finding is
a strong indicator for a meta-stable oscillatory growth mode as proposed by Holzmann [56]
and by Langer and Miiller-Krumbhaar [57]. The thermal fluctuations that have been found to
be too small for the observed sidebranch amplitudes [45, 14] might be strong enough to drive
the system out of a fix point in the basin of attraction of a limit cycle. In this framework, the
experimentally [79,80] and numerically [81] observed, randomly showing-up sequences of 3-
12 sidebranches starting synchronously and with unique spacing, so called bursts, could be
explained as transient limit cycle behavior of the system. Periodic perturbations as they have
been applied in this work seem to extend the time the tip region remaines in this mode.

6.4 Heat transfer as coupling mechanism

The emergence of symmetry in spatially separated regions of the crystal observed in restarted
growth might have a similar background. The growth mode for all tips (the main tip as well as
the dominant sidebranch tips) during the transition from melting to growth becomes unstable
and changes more or less synchronously towards a more stable mode (the operating point of
marginal stability for example). The effect of this synchronous change is clearly seen in figure
6.6, where four sidebranches show identical structures even if they are about 1 mm apart.
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Figure 6.6: The two dominant sidebranch pairs show the same structures at the same relative
position in their growth. This means these structures have been generated syn-
chronously even if the distance between the two sides is about 1 mm.

The temporal evolution leading to this structure is shown in figure 6.7. The sequence covers
the interval of one minute of growth, the interval between the pictures is 20 seconds. The main
stem as well as the sidebranches show the sphere-like isotropic growth (a). More interesting,
they do it synchronously and correlated over the large spatial distance mentioned before. The
main tip shows the T-type sidebranching (b),(c). The instability at the main tip reaches the side-
branch tips about 20 seconds later and triggers a branching of all four of them (d). This higher
order branchings happen synchronously for up to minutes, leading to cascading structures de-
scribed in section 4.3.

The idea of absolutely identical conditions and fluctuations around the different tips so far
apart seems not realistic, neither does the assumption of identical convective flow. The crystal
is inclined with respect to the gravitational field, thus the convection on the both sides is not the
same. Furthermore, the convective flow near the tip has been found (see chapt. 5) to be of the
order of magnitude of about 0.5mm/s, which is about one order of magnitude too fast for the
observed delay between main and sidebranches tips.

Assuming the tip is the most unstable region then it will emit a small tip first (see section
4.1.1). This small tip has a higher curvature and thus a lower temperature as the original tip.
The small tip will proceed into the melt with higher undercooling. Simultaneously heat will
diffuse through the solid to the small tip. Due to the high thermal diffusivity of the crystal,
the whole crystal will become colder and thus drive the sidebranches away from equilibrium,
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(a) (b) () (d)

Figure 6.7: The temporal evolution (the sequence covers 1 minute) leading to the structures in
figure 6.6. The sphere-like transition of the main tip is mirrored in the behavior of
the sidebranch tips with a lag of about 30s. The sidebranches growing on both sides
behave synchronously (within the detection limit).

making the tips of the sidebranches unstable and trigger the emission of small tips from the
sidebranches tips too. It might be that this mechanism is also active during the growth of other
dendritic shapes e.g. snow crystals. This would explain the high degree of symmetry of snow
crystals.

The simultaneity of the system behavior of the four sidebranches is within the experimen-
tal observed delay time of t = 20s. With a thermal diffusivity in the solid of D = Dy,(s) =
4.96-1073cm? /s (see appendix A) the expected distance for diffusion is estimated:

<x2>:D-t

~1-107' em?, (6.1)

(x2) ~3-10"'cm = 3mm. (6.2)

The diffusion speed in the solid phase seems to be compatible with the observations.

6.5 Fluctuations and instability

In a recent paper, Pelcé analyzed the fluctuations in the tip region of a moving curved interface
[82]. Depending on a constant C = 8/0 p*v and the inverse of the correlation time of the
noise I" at the tip, he finds three regions, where (i) the fluctuations are too small to overcome
the anisotropic effects, i.e. the shape is determined by anisotropy alone, (ii) the fluctuations are
so large that they are the reason for tip splittings and (iii) the fluctuations are in a range where
they are small enough to keep the well-defined tip shape but large enough to overcome the
anisotropic effects. With a mean R = 30 um, and v = 3 um, the values for xenon are as follows

VC~17.4
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where a was chosen as 3-1071 as in Pelce’s Paper. The point lies in the region of the “selec-
tion problem” as can be seen in figure 6.8.

A perturbation exceeding the amplitude of thermal noise therefore can drive the system in
the tip-splitting regime. The periodic shaking fulfills this requirement. A sudden change of
both p o /C or v o C, triggered by only small changes in the convective flow around the tip,
may shift the operating point.
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Figure 6.8: The selection diagram as Pelcé found it in [82]. The xenon dendrites lie in the region
of the “selection problem” as the SCN-results. The arrow indicates the position of the
data of a xenon dendrite with R = 30 um and v = 3 um.

6.6 Convection

The convective flow was thought to form a large toroidal convection roll in the growth vessel
as shown in figure 6.9. Wittwer [63] bases on this assumption when he analyzes the influence
of convection on the growth and especially the capability of latent heat removal in this context.

This model allows the interpretation of sudden growth mode changes reported by Fell [83].
It might be supposed that the inclined crystal tip can grow out of the main flow in the middle
of the vessel. This would lead to different growth conditions for the tip region which could be
misinterpreted as changed growth mode. Sometimes an additional "swell of cold xenon” in the
not isotropic flow in the vessel perturbes the steady state growth causing tip splitting. Heating
would interrupt this flow and change its direction, the zero-flow transition would allow a phase
of unperturbed isotropical growth.

The CFD simulations in this work indicate that this model has to be adapted. The buoyancy-
induced convective flow in the lower region is much slower than above the crystal, because the
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Figure 6.9: The assumption of convective flow in the growth vessel with a well defined toroidal
roll across the whole vessel. (Two rolls in the 2D representation.) The CFD simula-
tions are not compatible with this simple model.

convection cell bends towards the crystal in the middle of the growth vessel. Especially in
the three dimensional simulation (see fig. 6.11), the xenon in the lower part of the vessel is
almost in rest compared to a flow velocity of about 0.5mm/s along the capillary. Still there is
an important effect of the convection: It is responsible for the shape of the diffusional field. The
overall movement of the fluid causes the latent heat develop a larger gradient than for a purely
diffusive heat transport, not only at the tip but all along the crystal. The heat accumulates in
the upper region of the vessel. The amount of transported heat is therefore increased around
the lower part of the crystal, the gradient is steeper near the tip and the crystal grows faster,
whereas the growth in the upper region is reduced. This idea agrees with the experimental
finding that the overall shape of the crystal is much less developed towards the top and has
rather a triangle shape in the projection, as shown in figure 6.10.

Figure 6.10: A free grown dendrite about 3 minutes after the start. The shapes pointing up-
wards are less evolved than the ones growing downwards.
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Figure 6.11: The velocity distribution as simulated in a 2D and a 3D domain with real parame-
ters and a typical undercooling of 200 mK. The colors show the velocity in m/s.

In the case of microgravity the heat transport is assumed to be purely diffusive. The tem-
perature distribution around the growing crystal is therefore different from an earth-based ex-
periment. In this environment, LaCombe [18] observes tip velocity oscillations, indicating a
periodic system behavior at the tip. This is qualitatively the same that was observed in the re-
sults presented here in section 4.4. This finding is a clue that the diffusive field in and around
the crystal is more relevant for the dynamical system behavior than convection. The steady
convective flow results in a different value for the growth rate (selection constant o), but does
not change the dynamic system behavior.

6.7 Conclusion

The experimental findings presented in this work lead to the statement that the system behavior
of the growing dendrite allows several operating states. Indications for a meta-stable limit cycle
have been found, causing the periodic tip splittings and the four-fold symmetric sidebranching
as well as the tip velocity oscillations.

Thermal noise as small perturbation seems to be the reason for one type of sidebranches
(N-type), and for random and transient tip splittings. This noise can also drive the system into
the limit cycle operating mode. In free growth, this mode is active for only a transient phase,
allowing bursts to emerge.

Still thermal noise seems not to be strong enough to drive the system into a stable multi-tip-
configuration. This mode only can be stabilized by (periodic) external perturbations. Changes
in the external forcing influence the kinetics near the solid-liquid interface causing inclinations
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and twists.

Large perturbations (heating pulses, melting and large temperature drops) drive the system
out of any steady state. The relaxation back to a steady state reveals deterministic behavior,
such as the reproducible T-type sidebranches and the symmetry.

The mechanism of the fins surpassing the tip and therefore cause fake tip splittings’ can
explain the transition from a single tip with fourfold symmetry to either dendritic doublons,
triplons or quadruplons. By a sequential appearance of this mechanism, the odd five or more
multi-tip-configurations are explained.

The complicated system behavior, determined by a point attractor (operating point), by
a limit cycle and by meta-stable multi-tip-configurations allows to control the characteristic
growth parameters and therefore the shape of crystals. These findings might lead towards a
dendrite engineering during solidification.

6.8 Outlook

Further investigations on the topic of dendritic growth under influence of perturbations seem
promising in a search for controlled crystal shaping. There are open questions on how the
different effects of shaking on the growth (e.g. inclination, twist) can be explained on both,
microscopical and mesoscopical length scales. It would also be desirable to have a model that
compares the shaking and melting effects, maybe in a theoretical framework. Experimentally,
a closer look on the consequences of perturbed growth on grain refinement during continous
casting would be useful. A good starting point might be the interaction of dendrite arrays as
they develop in directional solidification.



Appendix A

Xenon

Molecular weight M, 131.30 g/mol

Triple-point temperature T} 161.3897 K [a]
Triple-point pressure pt 0.816901  bar [b]
Triple-point molar volume (/)* V() 4431 cm®/mol [c]
Triple-point molar volume (s)} Viu(s) 38.59 cm®/mol [c]
Heat of fusion L 2299  J/mol [d]
Melting entropy AS;, 24.24  J/mol

Jackson a-factor OJackson 1.71 >
Specific heat (1) cp(D) 44.6 J/molK [d]
Specific heat (s) Cp(s) 36.0 J/molK [d]
Thermal conductivity (/) Y 0.734-1073 W/cmK [e]
Thermal conductivity (s) As 4.76-1073 W/ecmK [e]
Thermal diffusivity (1) Dy, (1) 7.29-107* cm?/s

Thermal diffusivity (s) Dy(s)  4.96-107% cm?/s

Refractive index (I) ny 1.3957 [f]
Refractive index (s) s 1.4560 [g]

Solid-liquid interfacial free energy Vel 1.073-1078  J/cm? [h]
Vsl 0.975-1078  J/cm? [i]

Capillary length d 49.1078 cm

Unit of supercooling 0 59.2 K

L) liquid; (s) solid
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[a] R.E.Bedford, G. Bonnier, H. Mass and F. Pavese, Metrologia 20, 145 (1984)
[b] J. Ancsin, Metrologia 14, 45 (1978)
[c]  Rare gas solids, Eds. M.L. Klein and J.A. Venables (Academic Press Inc., New York, 1977)
[d]  Selected Values of the Thermodynamic Properties of the Elements (American Soc. Metals, Metals Park, OH,
1973)
[e]  Thermophysical Properties of Matter, TPRC Data Series, Vol. 3 (IFI/Plenum, New York, 1970)
[fl WM. Yen and R.E. Norberg, Phys. Rev. 131, 269 (1963)
[g] A.C.Sinnock and B.L. Smith, Phys. Rev. 181, 1297 (1969)
[h] Estimate according D. Turnbull, in Phase Changes, edited by F. Seitz and D. Turnbull (TMS-AIME,

[i]

Warrendale, 1983)
I. Stalder and J.H. Bilgram, J. Chem. Phys.. 118, 7981-7984 (2003)

** Materials with o < 2 are usually not faceting in contact with the melt.



Appendix B

Piezo

For the driving of the oscillations, a commercially available piezo from Physik Instrumente was
used. The PICMA® Chip Monolithic Multilayer Piezo Actuator (LowVoltagePZT) PL033 was
found to be small enough to fit in the close space and to provide a relatively large amplitude.
The nominal properties are found in table B.1.

length x width [£0.1mm] Ixw 3x3 mm?

height [£0.05 mm|] h 2 mm
displacement [£20%] S 2.2 pm @100 V
blocking force F >300 N

electrical capacitance [+20%] 50 nF

resonant frequency fr >300 kHz

max. operating voltage —20to + 120V

max. operating temperature 150 °C

Table B.1: Technical properties of the piezo actuator according to the data sheet.

Measurement of the characteristic curve

The voltage-displacement curve was determined by means of an ad-hoc Michelson interferom-
eter (see fig.B.1). The number of interference fringes of a He-Ne laser are supposed to be propor-
tional to the voltage. This linear dependency is shown in figure B.2 for two different piezo (the
PL022 is smaller). The read out error of the brightness is about %, symbolized by the error bars
in y-direction. The voltage was read out when the interference fringes were "bright” or "dark’,
which leads to a scatter in the voltage values (symbolized by the error bars in x-direction). The
PL022 is in good agreement with the table data, where for the PL033 we find an elongation of
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2.3 x A@100V, which is a little too low compared to the reference. In the experimental setup the
PLO33 was used.

b

Figure B.1: a) The ad-hoc Michelson interferometer that was used to measure the piezo elonga-
tion. The geometrical length of one of the arms was changed by the piezo, depend-
ing on the applied voltage. (b) The interference fringes as observed in steady-state.
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