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Summary

This PhD thesis is concerned with the investigation of the behavior of complex fluids espe-
cially in static out of equilibrium states. For this purpose a simple model is introduced which
is then used in molecular dynamics simulations.

Since the influence of shear flows on structure formation in complex fluids is the main inter-
est of this work, a novel shear algorithm and the thermostat of the DPD simulation method
have been parallelized and implemented into an existing simulation program. The change of
the thermostat is necessary since the default one is proved to fail under shear flow conditions.
The treatment of the periodic boundary condition by the program is completely redesigned
in order to fit the requirements of the new thermostat.

Important equilibrium properties of simple fluids and dimers are investigated within the
scope of the simulation model. Among them is the order—disorder transition (ODT) from
the isotropic to the lamellar phase.

The influence of shear flows at constant strain rate on the lamellar phase near the ODT is
investigated. The results are later compared with two analytic theories. Shear on a lamel-
lar phase with layers parallel to the shear plane leads to a flow alignment of the director. It
is shown that this alignment causes an effective shrinkage of the layers. Above a critical
strain rate undulation of the lamellae can be observed as predicted by the analytical theory.
A similar behavior can be observed in smectic systems which are dilated along the director.
It turned out that the type of bifurcation towards the formation of undulation is different in
comparison to the case of applied shear.

Similar to observations in experiments of complex fluids a second phase transition, the tran-
sition from a parallel orientation of the layers to a perpendicular alignment, can be identified.
The shear stress is observed to be lower in the perpendicular aligned phase than in the parallel
one at same strain rates. Itis known that such a behavior leads under certain conditions to the
occurrence of shear bands. Under high strain rates shear bands are found to occur in form of
a coexistence of perpendicular aligned lamellae and an isotropic phase. The ordered bands
can crystallize and will then move as plugs. These bands exhibit various defect structures
which are very similar to those which have been found in diblock copolymer experiments.

This work succeeds in accounting for many aspects of complex fluids with a remarkable
simple model. This leads to the conclusion that influences on structure formation under
shear seem to be caused by interaction of shear with the superstructure itself rather than with
local properties of the different molecules.






Kurzfassung

Diese Doktorarbeit beselftigt sich mit der Untersuchung des Verhaltens von komplexen
Fluiden speziell im statischen Nichtgleichgewicht. Dazu wird ein allgemeines Modell dieser
entworfen, welches dann im Rahmen von Molekulardynamik Simulationen verwendet wird.
Da insbesondere der Einfluss von SchessEn auf die Strukturbildung von komplexen Flui-

den untersucht werden soll, wird zu diesem Zweck ein neuartiger Scheralgorithmus und
der Thermostat der DPD Simulationsmethode parallelisiert und in ein bestehendes Simu-
lationsprogramm eingebaut. Die Himifung eines neuen Thermostaten ist notwendig, da der
Ubliche unter Scherflussbedingungen versagt, wie gezeigt wird.

Zundachst werden wichtige Gleichgewichtseigenschaften von einfachissigkéeiten und Di-
merschmelzen im Rahmen des Modells untersucht. Hierbei wird u.a. die Lage des Ordnungs—
Unordnungabergangs von der isotropen zur lamellaren Phase der Dimere bestimmit.

Der Einfluss von ScherfEsen mit konstanter Scherrate auf diese lamellare Phase wird nun
untersucht. Die Ergebnisse werden mit zwei analytischen Theorien verglichen. Die Scherung
einer lamellaren Phase, deren Schichten in der Scherebene liegen, ruft eine Neuausrichtung
des Direktors in Flussrichtung hervor. Es kann gezeigt werden, dass diese Ausrichtung als
Funktion der Scherrate eine effektive Verminderung der Schichtdicke zur Folge hat. Ober-
halb eines Schwellwertes in der Scherrate zeigt das lamellare System Ondulationen, wie von
dem analytischen Modell vorhergesagt. Ein vergleichbares Verhalten wird auch in einem
lamellaren System gefunden, an dem in Richtung des Direktors gezogen wird. Allerdings
wird festgestellt, dass die Art der Bifurkation zu dem System, das Ondulationen zeigt, unter
Scherfluss und einfachem Ziehen verschieden ist.

Unter Scherung wird ein Phasdrergang von einem System mit paralleler Ausrichtung zu
einem senkrecht orientiertem System gefunden. Dabei wird festgestellt, dass die Scherspan-
nung in senkrechter Orientierung niedriger als in der parallelen ist. Es ist bekannt, dass dies
unter bestimmten Bedingungen zum Auftreten von Sdeatbin fihren kann. Unter hohen
Scherraten werden dann auch das Auftauchen von Saiéelri und Scherkristallisation mit

dem Vorliegen einer Koexistenz von senkrecht orientierten Lamellen und isotroper Phase be-
obachtet. Ahnlich den Ergebnissen von Experimenten werden in den orientieraeaeBii
verschiedene Defekte gefunden.

Es ist gelungen mit einem einfachen Modell viele Apsekte des Verhalten von komplexen
Fluiden wiederzugeben. Dieadst den Schluss zu, dass Hisfé auf die Strukturbildung

unter Scherung Rimomene sind, die nur bedingt von den lokalen Eigenschaften der Mo-
lekile abfangen.
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The road goes ever on and on

Down from the door where it began.
Now far ahead the road has gone,
And I must follow if I can,

Bilbo Baggins [Tol54]






Prologue

Experiment — Theory — Simulation

On the way of understanding nature experiments are often a first step, their theoretical expla-
nation the second. But not less often theories based on some model of the nature are validated
by experiments.

Since the power of computers has likewise exploded, simulation become more and more
important. Their relevance is twofold. They have the possibility to test and verify theories
and serve in this role as a kind of experiment themselves. On the other hand they are able
to make predictions about the outcome of experiments. This is, e.g., used in the chemical
industry where computers predict the result of chemical reactions or the behavior chemically
modified substances and molecular modeling helps to find and design new drugs.

Quite often a triangle as displayed in figure P.1 is drawn, where experiment, theory and sim-

Experimen% Simulation

Figure P.1.: Theory, experiment, and simulation help to the unravel of the mystery nature. The edges
serve as bilateral connections.

ulation act together in order to obtain a suitable picture of the nature. Edges are the pathways
of bilateral communication, e.g. in form of verification of one endpoint’s statements.

Simulations are carried out on different length scales reaching from the modeling of single
atoms up to stellar systems. In the present work the simulation model substances such as
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soaps, liquid crystals and special kind of polymers, diblock copolymers. Even those complex
fluid exhibit a broad range of important length scales. Equivalent to the edges of the triangle
the results will be compared with theory and experiment.

Soaps — Diblock Copolymers — Liquid Crystals

A polymeris a molecule which is made of usually many chemical identical subgroups,
the monomers In the following only polymers will be considered where each monomer

is bonded to at least one neighbor and maximum two. Such kind of polymers are also called
linear polymers

Diblock copolymerdDBCP) are special polymers where two differémmopolymergpoly-

mers which incorporate only one type of monomers) have been chemically glued together.
Figure P.2 shows a model copolymer made of A (white) and B (blue) monomer blocks.
Below a certain temperature those two block are physically incompatible and try to separate

Figure P.2.: Schematic representation of a sym-
Q metric diblock copolymer. Monomers belong-

ing to block A are white, the ones belonging to
| | |

the B block are blue.

from each other. Since the block are chemically linked they cannot move far apart from each
other, these phase seperations is named microphase separation. Dependent on the relative
length of each block in comparison to the total length of the DBCP various patterns evolve
on length scales much larger than the polymer size. Figure P.3 shows sketches of typical
micro-structures which can be found below the mentionend temperaturerdbe-disorder
transition(ODT) temperaturélopt. Figure P.4 shows monomers of the broadly used poly-

fa
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Figure P.3.: Typical equilibrium nanostructures of diblock copolymers with increasing fraction of
monomers of type B (blue)fg. Phases from left to right: Micellar, hexagonal, lamellar, inverted
hexagonal, inverted micellar.

mers. Their range of technical applications reaches from food containers (PS) over packing
foils (PE) to hitech fibers like Polartech (PP,PEP).
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Figure P.4.: The basic “ingredients” of the diblock copolymers polystyrene—polyisoprene (PS-PI)
and polyethylethylen—polyethylppylen (PEE-PEP). From left to right: theomomers of polysty-
rol, polyisoprene, polyethylethylene, and polyethylpropylene.

Soapsare quite similar to diblock copolymers at least in one aspects, they have two unlike
parts which are chemically linked. They are very different in one other aspect: They are usu-
ally much smaller (shorter) than an ordinary polymer. Those molecules hayéraphilic

water loving head and Bpophilic, oil friendly tail and hence they are often referred to as
amphiphilesloving both. Systems incorporating such amphiphiles are cgitadopic. Ly-

otropic system exhibit a large variety of ordered phases, among them the lamellar phase.
Their phase behavior is mainly influenced by the concentration of surfactant molecules. Since
these are most often charged, altering the salt concentration does affect the phase behavior
as well. Figure P.5 shows a sodium dodecyl sulfate molecule which quite popular in shear
experiment on lyotropic systems. Since is a charged molecule the salt concentration in many

)

N/

S AN Figure P.5.: Sodium dedocyl sulfate (SDS), a popular
20
o o

ingredient of lyotropic system investigated under shear

experiments is quite hight in order to screen the electrostatic interaction (See next chapter,
section Onions).

A lamellar phase can also be found in liquid crystal (LC) systems. In the language of LC the-
ory and experiment, this lamellar phase is denoted by the $emactic(from ancient Greek,

soap). LC molecules have unlike amphiphiles no pronounced head or tail. It is more correct

to see them as small rods. Below a certain temperature those rods keep there molecular axis
in average pointing into the same single direction. This phase is cadletaticand the vec-

torlike magnitude wich points along this preferred direction is naaiegctor The smectic

phase lies at even lower temperature and due to the fact that those phases are reached by the
variation of temperature those systems are denoted by thetbemmotropic The nematic

and the smectic phase are sketched in figure P.6.

All three kinds of molecules, which are in common nanweunplex fluids show ordered

phases but their range of order is seldom of macroscopic length scales, but nevertheless much
larger in comparison to the molecular size. Flow fields now lead to microstructural changes

and rearrangements which enhances or destroys long range order. Optical, permeability or
electrical properties of complex fluids are influenced by the presence and orientation of or-~ ~ °
dered phases. As a cause of technical processing these fluid are often subjected to property
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Figure P.6.: Sketches of the nematic and smectic phase. The nematic phase is shown on the right. The
molecules are aligned into the same direction. The smectic phase, shown on the right, exhibits a layer
structure in addition to a global alignment of the molecutedenotes the layer thickness.

altering shear flows. Therefore a precise knowledge of their behavior under non—equilibrium
conditions such as shear flows is of great interest. And since those systems are in a steady
state out of equilibrium they are a good “toy” for researchers in fundamental physics.

Shear flow fields and their effect on a lamellar model system will be investigated by this
work, simulation results will be compared to theory and experiment.

Conventions

But first, in order to avoid confusion some conventions have to be made. In the notation of
this work, shear fieldsjy, are always parallel to the-directions and theivelocity gradients
parallel to thez—axis,Vug||z. This leaves thg—direction unperturbed, which is also referred

to as thevorticity direction,V x vg. Figure P.7 shows, the resulting coordinate system.

A

-

N Nlze
=
> > Figure P.7.. Coordinate system and
§ shear flow. Shear flow in this work
G is always parallel to tha—axis. Its
gradient direction is parallel to the-
axis and the vorticity direction tg.
- - flow >
vp||X X

All over this thesis, oriented lamellar structures will be mentioned. There are three basic



orientations parallel, perpendicular, and transvenséich are defined as usual and depicted
in figure P.8. A well ordered lamellar system is said to be perpendicular oriented if the layer

shear gradient

flow

perpendicular parallel transverse

Figure P.8.: Perpendicular, parallel, and transverse orientation of lamellae.

normal points along the vorticity direction. A parallel orientation of the lamellae is defined
by an orientation of the layers parallel to the flow—vorticity plane. The transverse orientation
is given if the layer normal points along the flow direction.

It will turn out that at least the parallel and perpendicular orientation of the lamellae are
favored under some certain conditions by complex fluids. The understanding of the pathways
of alignment to each of those direction under different conditions of shear flow is believed to
be the key to the understanding of shear alignment processes in general.

Organization of the Thesis

This work is organized as follows. The first chapter reviews various experiments which
have been conducted on diblock copolymers under shear. Many experimentalists suggested
mechanisms based on their and others findings of how alignment of layers from arbitrary
orientations to parallel or perpendicular may work. These mechanisms are briefly described
since some of them might be observable in simulations as well. The formationiafs

is certainly a very interesting research object. Nevertheless it is definitely one of the least
understood. There is some considerable knowledge of how to find the onion phase but it still
lacks an analytic treatment. Atthe end of the chapter some experimental setups are described.

A theoretical treatment of smectic liquid crystals under shear has been developed recently.
A brief introduction into the theory of smectic liquid crystals is preceding the review of
that analytical considerations. The equilibrium properties of diblock copolymers have been
described analytically, too. One broadly applied theory has been extended to be able to handle
shear flows. Since this has been the best accepted approach to the problem of DBCP under
shear flow, its review has equally its place in chapter two. Both theories will be compared to
simulation results later on.

The following chapter introduces the simulation methods to the redi@ecular dynamics
(MD) and the integration of the equations of motions in the different thermodynamical en-
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sembles will be described. Most important in this chapter, the way how shear is applied to
the model system within a simulation is discussed. A novel method of how to thermalize a
system under flow conditions correctly will be derived from the so callisdipative particle
dynamicgDPD) method which is germane to MD.

In the fourth chapter the model which will be used in the simulation, is introduced and tested.
It will be shown that this model exhibits a broad range of possible applications apart from
the current work, too.

The fifth chapter will be dedicated to simulation runs where shear is applied to lamellar model
systems. A comparison with the findings to the two theories presented in the second chapter
will be made. Especially the smectic liquid crystal description will turn out to match the
results obtains from the simulations very well.

Shear bandare coexisting phases of different velocity gradient and hence a wonderful ex-
ample of a nonlinear response to a shear field despite the laminar regime has not been left
towards turbulent flows. This effect has been observed to be present under special conditions
in complex fluids and it could be observed in form of plug flow in simulations, too. First
findings and preliminary results which leaves plenty of space for further investigations, are
discussed in this chapter.

This work is finished with a conclusion and outlook chapter where also further, future inves-
tigation are motivated.



1. Complex Fluids under Shear

1.1. Diblock Copolymers under Shear

The experiments on diblock copolymer melts reviewed in the following sections are all car-
ried out under oscillatory shear. A sample is oscillatory deformed with an strain amplude

and a frequencw. Since all investigated copolymer species are below their glass transition
the samples are heated in cone—to—plate and plate—to—plate rheometer geometries to temper-
atures around 10C. The setups of those experiments are briefly described in the last section

of this chapter. The theoretical treatment follows in the next chapter.

1.1.1. Experimental Observations

Koppi et al.[KTB"92] investigated the behavior of the order—disorder transition of a diblock
copolymer melt under oscillatory shear. They used PEP-PEE which exhibits a significant
difference in the entanglement lengths of its blocks (molecular weight of the used copoly-
mer: 50 kg/mol). In binary fluid mixtures one observes a drop of the unmixing temperature
with increasing shear stress, but they found an increas&gigr in their DBCP system in-
stead, which is now known to be a normal feature of some complex fluids [KTB93, CK98a]
(and references therein). All phase transitions they observed were isotropic to perpendicular
transitions.

In some experiments the microstructural orientation was determined by ex—situ measurement
methods after applying the shear field, while in others, more recent ones, by in—situ methods.
They have the advantage to be able to follow the dynamics in the response to shear. But they
are not for all cases applicable. The combination of both in—situ measurement like SAXS
and SANS in flow and flow—gradient direction combined with ex—situ TEM and SAXS in
vorticity direction seems to be most promising in recording the relevant data. E.g. Gupta
et al. [GKC"96] showed that the lamellar alignment in a DBCP sample changed first from
isotropic to perpendicular, and later to parallel, which underlines the importance of following
intermediate states.

Defects may contribute to the degree of alignment of a lamellar phase and it is known that
DBCP exhibit defects and imperfections. A DBCP—melt which is quenched b&pw

shows ordered regions (grains), consisting of a limited but not necessary small number of
layers, which are separated by discrete or continuous defects, such as lines, points, walls, and
textures.Those defects are likely to persists, at least partly, under shear. Other factors like
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undulations and imperfect alignment contribute to the degree of alignment, too.

? perpendicular parallel

o 10w,

Figure 1.1.: Sketch of experimental finding of the phase behavior of DBCP under LAOS. The resulting
long term alignment is depected as both a function of the reduced oder—disorder transition temperature
and shear frequency.

Two characteristic frequencidsave been proposedy, and wq. At frequencies above,
the viscoelasticity is dominated by the distortion of the chain conformations and hglow
the relaxation of the domains becomes significant. Betwsieendwy the distortion of the
nanostructure dominates the viscoelastic response of the material [CK98a].

In experiments four regimes have been identified which are dominated by two different types
of alignment. Those regimes are sketched in figure 1.1. Regime | describes the regime where
the shear field couples to the nanostructure of the system. A perpendicular alignment of the
lamellae is predominant. In Regime W[ < o < 10wy) parallel orientation is found. On the

way to this alignment perpendicular, parallel and all orientations in between can be seen. At
frequencies higher than 14 parallel alignment is induced, too, but the path leads through
bimodal distributions rich in parallel and transverse orientations. At low frequensies (

wq) in some systems parallel (such as PS—Pl-type [CS$ PLWW95] except following

a specific thermal treatment: prolonged annealing close to the BCPs’ upper glass transition
[ZW95, ZWY196]) and in other perpendicular alignment (e.g. PEP-PEE—type) can be found
[KTB93, KK94].

The strain amplitude is able to affect the rate and degree of alignment, and the especially the
orientation of the alignment in the vicinity of the transitions between neighboring regimes.
There are various hypothesis about the underlying mechanisms which lead to the observed
behavior. In the following those proposed mechanisms and their relevance are briefly de-
scribed.

When an unaligned and probably disordered DBCP sample is exposed to shear flow, two
dynamic responses can be observed. One fast response which leads to a rough alignment
of the layers and a slow response during which a fine tuning of the alignment takes place.
For the region of the lowest frequencies, region IV, two mechanisms have been proposed,
grain rotatiorandirreversible rockingKK94]. In this region the shear flow couples to larger
domains, the grains, as a whole. Therefore it is likely that those grains, which are misaligned
to the selected direction, are able to respond with aligning to it with a rotation. The grains
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are thought as rigid regions which rotate without any disturbance of the inner order. This
mechanism is referred to as grain rotation.

Irreversible rocking describes a similar process of quick alignment of misaligned grains and
is supposed to be the main process during the fast response to the shear excitation. An orien-
tational dependence of the viscoelastic properties is thought to be the cause that oscillatory
shear could produce a “wagging” or “rocking of the lamellar normal [KK94]. This motion
may not be completely reversed over one cycle which leads to a new orientation during every
cycle. A final steady state is reached if no rocking can take place any more or if the rocking
becomes reversable. Irreversible rocking and the rotation of grains do not explain the dynam-
ics and elimination of defects in the system, since focal conics, e.g., can only be destroyed by
rupture of lamellae. Winey et al. have shown that shear flow—alignment leads to a reduction
in the number of focal conics in a lamellar DBCP melt [WPLW93a].

Hencedefect migratioris another concept which certainly takes place in regime IV but is
very likely to be found in the other regions, too. Since grains are misaligned, defects occur
at the grain boundaries. During the alignment processes (especially grain rotation) the de-
fects enclosing the grains migrate, build up little disordered regions, which then order and
themselves align (either parallel or perpendicular).

In region | shear flow exerts the biggest effect on the nanostructure of the system. A (of-
ten re-) alignment to the perpendicular orientation takes place. First works explained this
transition by the concept cfelective meltingf existing lamellae, which are broken apart

by undulations, and a rebuilding of them in the perpendicular orientation {l0PB This
concept would result in a fast destruction of any orientation but perpendicular accompanied
by an equally fast growing orientational order in that direction. At a later stage only a few
barely misaligned layers remain which are then more slowly aligned. Further experiments on
the kinetics of the orientation in this region showed that the dynamics is twofold {GK|S

First a fast process deletes all transverse orientation, but parallel and perpendicular orienta-
tions of the lamellae survive as well as all orientation in between. In a second slower process
the perpendicular end alignment is reached. This can be described beselegtive elimi-
nationof transverse oriented grains angealective creationf perpendicular aligned regions
[GKC*96, GKKS96].

Region Il and Ill are characterized by the distortion of the single chain conformation by the
shear field. The pathways leading this regions are diffefl@amain dissolutioris a concept

which is valid in both cases. It describes the destruction of small unfavorable oriented regions
which are then converted progressively into parallel layers. In order to account for the fact
that different DBCP behave differently, Patel et al. introduced the concegsodelastic
contrasfPLWW95]. In this region PS—PI are well aligned while PEP—-PEE DBCP show no
alignment at all. The difference between both substances is that PS—PI have very different
local viscosities and are in the contrary to PEP—PEE not entangled. Region Il is located near
region one up to frequencies Q. After an initial fast process only parallel, perpendicular
and layer—orientation in between have survived. In the following slow process the parallel
orientation is favored and the all perpendicular orientation vanish. In the contrary at high
shear frequencies in a fast response all layers except those which are parallel to transverse

11
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oriented are destroyed. In a further slow process a parallel alignment is established and the
transverse orientation vanishes.

In the next chapter theoretical approaches are discussed, but already at this point should
be clear that a complete theoretical understanding has not been reached. Actually it seems
that there is a long road to go, since not all experimental observations can be interpreted
consistently.

Global Behavior in Experimental Results?

Assuming that in a certain regime, which has to be defined (and has first of all nothing to
do with the previouly mentioned four regime graph), large strain amplitudes and low shear
frequencies have the same effect on a sheared sample as small strain amplitudes and high
frequencies, the magnitude = yow where the strain amplitudg, has been multiplied by

the shear frequency, will be interpreted as an effective strain rate. Furthereduced
temperature can be defined in the following way

T —Topt

T
Topt

(1.1)

whereTopr is the equilibrium order—disorder transition temperature.

Revisiting the experimental data obtained in the experiments presented i BTRTB9I3,

KK94, GKKS95, GKC'96, GKKS96, CIK'97, WPLW93a, WPLW93b, LMTAW99] and
plotting them with reduced temperatureand effective strain ratge = yow, one should be

able to distinguish between regions of disordered and of parallel and perpendicular aligned
samples. This approach of collecting all the experimental data into a unique picture is dif-
ferent from the one used by Chen et al. [CK98b]. The result is shown in figure 1.2. Mainly
three regions can be seen. The disordered region lies above a line of points which were
taken from [KTB"92, KTB93] (white area in the plot). Koppi et al. investigated in those
publications the behavior of the order—disorder transition as a function of shear frequency at
a fixed strain amplitude. In those experiments a PEP-PEE melt with a molecular weight of
50 kg/mol was investigated. Their samples showed always a perpendicular orientation below
the non—equilibrium ODT temperature. This region lies in the middle between the disordered
and parallel ones, at least above an effective strain ratge ®f0.8. At lower strain rates par-

allel oriented samples were found by [WPLW93a, WPLW93b] which might be related to
the method of preparation of those. Winey et al. used pressed samples which means that
the are partly prealigned in the parallel orientation. Under weak shear this orientation might
be metastable, although they see an increase in the alignment towards parallel. The parallel
region is found at the lower values of the reduced temperatute-0.2.

Remarkably, data regardless of composition and molecular weight fit into the diagram. It
seems that for this plot it does not matter whether the samples are composed of PEP-PEE or
PS-PI or whether the molecular weight is 7 kg/mol or 50 kg/mol.
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Figure 1.2.: Plot of various findings in shear experiments [KT®, KTB93, KK94, GKKS95,
GKC*t96, GKKS96, CIK 97, WPLW93a, WPLW93b, LMTAW99] via the reduced temperattre
vs. the strain amplitudgy times the shear frequeney Three different regimes can be distinguished,
disordered and perpendicular and parallel orientation.

1.2. Multi Lamellar Vesicles

There are lamellar phases in other complex fluid than DBCP present as mentioned in the pro-
logue and lyotropic systems belong to these. Diat and coworkers investigated the behavior of
a quaternary mixture of water, sodium dodecyl sulfate (SDS), octanol, and sodium chloride.
Those systems were investigated under different compositions, temperatures, and strain rates.

Diat et al. showed that two lamellar phases in parallel orientation are stationary phases under
shear flow. They are separated by a phase which turned out to be one of the most strik-
ing features of lyotropic system, the occurrence of a multi lamellar vesicle phase [DRN93b,
DRN93a, DRN95]. These objects, also calmiionsand spherulitesare a closed compact
assembly of mono disperse lamellar bilayers. This phase forms at intermediate strain rates
and can exhibit a long range order due to a quasi—crystallization of the spherulite structure
[DRN95]. Figure 1.3 shows a sketch of such an object. The size of the vesicles is dependent
on the shear rate and may vary from a few microns to a tenth of a micron, as the applied shear
rate increases [DRN95]. Bernheim—Grosswasser and coworkers recently managed to encap-
sulate an enzyme with a spherulite and to transport it through a cell membrane [BIBUG

There is a lack of theoretical description of the onion phase and the mechanism for the evolu-

1A typical composition is in weight 85.6% of water containing 20g/l of NaCl, 6.5% of SDS, and 7.9% of
octanol.



1. Compaex Fidias uroer srear

Regime

Mechanism

Short Description

Reference

selective melting

selective creation

selective elimina-
tion

Selection of one direction of the oth
ers, melting of the non-aligned r¢
gions, and rebuilding in the selecte
alignment

Isotropic regions order aligned to th
selected direction.

Misaligned regions are destroyed |
the shear flow. They are thought
recreate via selective creation.

- [KTBT92]
2d
e [CIKT97]

Dy [CIKT97]

[0

viscoelastic
trast

con-

Accounting for the effect of very dif
ferent viscosities of PS (nedf) and
Pl (far aboveT,), respectively differ-
ent entanglement effects in PEP—P
blocks.

[PLWWO95]

FE

[+111

domain dissolution

chain distortion

Dissolution of whole domains as an €
fect of shear flow. Occurs primarily i
PEP-PEE systems where no orderi
of any kind survives.

Distortion of and coupling to the locg
chain conformation by shear flow.

fIWPLW93a, MW89]
X

ng

grain rotation

irreversible rocking

Rotation of grains in order to align t
the selected direction. Grains rotate
rigid objects.

A quick partial alignment of mis
aligned grains which continuousl
change their viscoelastic properties d
to the new direction relative to th
shear flow.

b [MW89]

[KK94]

D C
(]

all

defect migration

Movement and elimination of defects

[KK94]

Table 1.1.: Overview on proposed mechanism for shear flow alignment of DBCP melts.

tion are still under debate, since there is no formalism describing the strong coupling between

flow and structure in these complex fluids [DRN93a].

Panizza e.a. state that in complex fluid flow cannot be assumed uniform at all scale, since
the characteristic lengths of these fluids are large [PCCR98]. That is the reason why a good

analysis has to take into account the coupling between flow and details of the fluid. The
relationship of viscoelastic properties to the micro structure of the fluid seems to be very
important also in the present case.
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Figure 1.3.: Sketch of a multi lamellar vesicle. Sheets of
bilayers are folded around a core. Their size can vary
from a few microns to a tenth of a micron.

In their experiments they find four regime while shearing which are sketch in figure 1.4.

Q@ ©©
‘c @00 20
© “
| ' |

1s 10s! 100s'

Figure 1.4.: Four regimes of occurrence of onions in a lyotropic system under shear (see text).

1. Atlow shear rates; ~ 1s~1, no characteristic patterns are found.

2. Atshear rateg > 1s~* onion with no long range order occur. For shear rates 1&:
y < 50s7! a so called layering transition (LT) can be found. The onions arrange in
planes and exhibit a hexagonal ordering. The LT has no effect on the onion size which
stays at 3-4um.

3. At shear rates beyond the LT the size of the onions decreases slowly.

4. For a shear rate gf ~ 200s~* a jump in the onion size can be found. The much bigger
onions order.

Roux and coworkers stopped shearing but the pattern stayed the same. They could even
enhance the pattern by applying low amplitude oscillatory shear to the sample. This behavior
could be observed for different temperatures in the range froit 20 28°C. Stationary 5
state have been studied, very little known about the transient behavior [PCCR98].
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Those findings are quite unexpected and not intuitive if the shear profile is really linear
throughout the sample. There are no evidences why the onion size should grow or jump
to a large size at such high shearing rates.

There are many other groups which investigate this specific subject by different means.
Among them one has certainly to mention the Richtering group from Freiburg (now Kiel),
Germany (e.g. [RIWP96, JJPW98, JIJW98, Z99]), the Hoffmann group in Bayreuth,
Germany (e.g: [HU98, BGHM98]).

Unfortunately it seem not to be possible to investigate those structures with the simulation
approach which will be introduced in chapter three. The size of even small onions is that
big that millions of particles are needed just in order to build up a few. Hence this thesis
concentrates on the problems arising from lamellar structure and their transitions to other
orientations.

1.3. Experimental Setups and Methods

There are different possibilities to apply shear to a sample in an experiment. But all of these
methods have all in common that the shear strain is acting on the surfaces of the sample and
a momentum flow is imposed by that. It is assumed that the response is linear a laminar flow
is present and hence a linear profile is the result of the shear’stress

There are three different geometries which are mainly used and have already been mentioned
in the previous sections. Those are tilete—to—platethe cone—to—platend theCouettege-
ometries. In the following the way how shear is exerted to a sample is briefly outlined. Since
many groups use home brew extensions of industrial rheometers, such as the ones by compa-
nies like Rheometrics (http://www.rheometrics.com/) or Bohlin (http://www.bohlin.de/), the
reader may refer to papers and home-pages of the experimental groups for details.

Figure 1.5 shows the sketch of a Couette cell. Here, the sample fills the small gap between

Sample

Figure 1.5.: Sketch of a Couette cell. A static cylin-
dric decanter (stator) contains a inner cylinder (rotator),
which can be rotated with an angle velocity The
space between the two cylinders is filled with the liquid
sample and their gap is usually small. This geometry
is usually used for constant strain rate experiments on
lyotropic systems.

Rotator

Stator

an outer static cylindric container and an inner cylinder. This inner cylinder is pivoted and
due to its rotation a shear profile can be induced to the system. The height of such a cell is
about 50 mm, and the width of the gap lies in the range of 1 mm. The gap can be varied
by exchanging the inner cylinder. In principle many kinds of shear field can be exposed

2This is not true in all cases as discussed in chapter 6.
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to the sample but usually the strain rate or the shear stress is kept constant. Such cells are
predominantly used for the investigation of low—viscosity liquids like lyotropic systems and
diblock copolymer solutions in their laminar regime (in context with the work described
earlier). Roux and coworkers find their onion structures using this kind of cells [DRN93a].
But also Taylor eddies can be found if the rotation of the inner cylinder is high enough [Sti89]
and the turbulent regime is reached, which is beyond the scope of the present work.

In figure 1.6 a plate—to—plate and a cone—to—plate geometry have been sketched. In this

Rotator

Figure 1.6.: Sketch of plate to plate (upper sketch) and
cone to plate (lower sketch) geometries. Here bottom
Stator plate serves as the stator, the upper plate or the cone re-
spectively, are movable and hence named rotator. The
space between them is filled by the highly viscous sam-
ple and also their gap is quite small. Both geometries
are usually used for the rheometrical investigation of di-
block copolymers under oscillatory shear. The cone—to—
plate geometry allows constant strain along its radius.

Rotator

Stator

geometry the sample is located between two plates. The upper plate rotates (rotator) the
lower one is static (stator). In the cone—to—plate geometry the cone is usually the rotator. Both
geometries are used for rheometric investigation of high viscous substances such as diblock
copolymer melts. They are usually investigated with oscillatory shear at large amplitudes
(LAOS) or at low strains of constants strain rate. In oscillatory experiments, the strain is
measured from the center to the outer rim of the plate and hence measured in percent. The
gap is again only a few millimeters thick and the sample has to be pressed in order to fit.
Since most samples are below their glass transition the plates are heatable.

Figure 1.3 shows a picture of a rheometer installed at the Institut Laue-Langevin.

Figure 1.7.. Experiment installed at the Institut
Laue-Langevin. the stress controlled Bohlin CVO
rheometer on the instrument D11. This allows

to obtain SANS data from samples under various

shear conditions: controlled shear stress or con-

trolled shear rate, simple shear, oscillatory shear,

and creep. The rheological data are obtained si-
multaneously. [ZLR99] 7
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2. Theoretical Approaches

The last chapter was dedicated to the various findings in experiments where shear was applied
to systems that exhibit a lamellar phase. Especially, in the case of diblock copolymer melts
many mechanisms were suggested which may describe the reorientation and alignment sce-
narios found in those systems. But it is less obvious what happens during the transition from
a lamellar state to the onion phase in lyotropic systems. Not even an elucidative suggestion
for a possible understanding of that effect exists.

Most approaches to analytic explanations of the role of shear flow in lamellar systems there-
fore are limited to the case of diblock copolymers, especially diblock copolymer melts. A
reason for this might be the availability of precise equilibrium descriptions, e.g., the ap-
proaches by Leibler [Lei80] and Fredrickson and Helfand [FH87]. Especially, the last one is
of interest since it describes a diblock copolymer melt in the vicinity of the order—disorder
transition where most experiments under shear are performed.

Another class of systems where a reorientation of the orientation of lamellae under shear is
found are Smecti@d liquid crystals (LC). Their equilibrium structure is usually described

on the coarse grained level of the properties of their lamellae. The treatment of the micro-
structural physics is neglected in favor of the behavior of its superstructure. In contrast to the
statistical analysis of the DBCP case a hydrodynamic description is applied. For a complete
treatment of the equilibrium properties of Smecfid_C the reader is referred to [dGP93,
deG72].

All theoretical approaches to the problem of shear exerted on lamellar systems (or systems
which are in the vicinity of a lamellar phase in equilibrium) face the difficulty in analyz-

ing fluid mechanics and micro-structural mechanics simultaneously. In the following two
approaches are presented in which the micro-structural dynamics are neglected. Both treat
the fluid as a viscoelastic homogeneous medium. The disadvantage is that they fail to de-
scribe flow induced micro-structural changes and inhomogeneities that may modify material
properties dramatically.

The chapter is organized as follows. First the theoretical description of Smiediduid
crystals, especially the energy contribution of the layer structure to the Hamiltonian of the
system is briefly reviewed. Then the ansatz by Auernhammer and coworkers which is based
on the hydrodynamic description of the layered structure of SmecticC is described.

This is followed by a short analysis of how shear in a complex fluid can be described by
thermodynamic expressions. This is different to the hydrodynamic treatment, since here
the shear is described by its action on the micro-structure rather than on the director field.

19
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The response of the shear stress and strain is discussed and the sheaGhadd(G” are
introduced. Finally, the predictions of Fredrickson, Cates, and Milner for the shear induced
transition from the isotropic state to a lamellar phase are presented.

2.1. Introduction to the Theory of Smectic A Liquid Crystals

A brief introduction of the theory of nematic and smectic phases is given on which the theory

of Auernhammer’s et al. work is based. The intention of this section is certainly not to fully
present the theory of smectic liquid crystals. The treatment here is restricted on the aspects
that are needed to describe the proposed mechanisms. A complete treatment on the subject
of smectic LC can be found elsewhere [dGP93].

2.1.1. Elastic Properties

The elasticity of a material is defined as the ratio between applied static stress and strain
produced in that material. The dynamic response to the stress is determined by the viscos-
ity. Elastic properties of liquid crystals (LC) are a characteristic feature, since stress results
directly in orientational anisotropy of the material. Elastic constants in LC depend on two
fundamental structural features: the anisotropy and the orientational order.

For sufficiently small forces the response of the system (deformation) is linear (Hooke’s law).
The forceF per unit area is then related to the relative extengidn(x: elongation]: length
of a slab of material:

F X
—=k=. 2.1
A=K (2.1)
The elastic energy is then given by
fu.= [ Fax=3V k2 (2.2)

wherey = x/| denotes the strain. Figure 2.1 sketches the situation.

— A

Figure 2.1.: Deformation of a slab of material. A
F force F is acting on an are&d and elongates the
material of length by the factorx/I.

I X

The new positions of the particlesit andr? under applied stress can be written as

(F%) =F*+1 TPy =rf + 7. (2.3)
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For small strain this can be rewritten as

de B
Vi =Uj + dri“rj R (2.4)
wherer =r* —r/ and the indices and j denote the spatial components. Now a strain
tensor can be defined as
de
T dr

The diagonal elements of this tensor measure the extensional strainxafppagdz-axes, the
off-diagonal elements are a measure of the shear strainan be splitted into its symmetric
and its anti-symmetric part

vi =3[0 +vi) + g —vin]. (2.6)

A totally anti-symmetric tensor refers to a pure rotation without any distortion. The symmet-
ric part describes the changes in the relative position of the particles within a sample under
strain. This part vanishes for nematics while in smectics and columnar phases the transitional
order results in some non-zero components in the symmetric part of the strain tensor.

The applied stress to a body is given by the force per unit area. This force may contain
components perpendicular and parallel to that area. Those are the normal stress (pressure)
and the shear stress. For any direction there is one normal and two shear stress components.
This set of forces can be described in terms of the stress tensor

N; Fj
A 9

Oij = (27)
whereF; denotes the force acting on an element of akeahich is normal tan;. The diag-

onal components are the pressure, the off-diagonal represent the shear stress. In equilibrium
the normal forces on opposite faces must have equal absolute values and the torque must be
zero.

The stress and the strain tensors which are both of second rank are related by a fourth rank
tensor, the elasticity

Oij = Vij kI V- (2.8)
The intrinsic symmetry of the stress and strain tensors reduce the number of components of
the elasticity tensor to 36. This tensor is symmetric with respect of permutations of pairs of
indices,vjj 11 = vki,ij , Which reduces the number of components further to 21. The comma in

the tensor representation denotes this symmetry property. For small strains the elastic energy
density can be written as

Fel. = 2vij.aij Y- (2.9)

For a homogeneous strain in the absence of any torque dptis well asy;; are symmetric
tensors having six independent componeiyts- Zgzl Vo Vg-
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The angular displacement of a unit vector at posifioinom its equilibrium orientation is
given by
ni =n+ mr,-
drj
=N +yijflj. (2.10)

For simplicity i is from now on considered to be parallel to the z-axjs, can then be
neglected and the non-vanishing elements represent

]
_ d d m
director splay= layer bend yyx = L L

dx ™7 dy
director twist (not possible _ % . %
in smectic systems) Vxy = dx Yyx = dy

| - L any  SeRTETTIT
director bend= layer splay y,x = d—zx Vay = d—zy

The elastic energy density is then

kij vivi (2.11)

6
1

1
Sel. = >

i
where the torsional elastic constats, k»,, andkss, and the saddle splas4 follow from

the elasticity tensor to be the only remaining independent components. Terms corkajning
do not contribute to the free energy for configurations where the director is within a plane or
parallel to it, which is true for Smectid LCs. With eq. (2.11) and those assumptions the
energy density is given by

3el.,nematic = % [kll()/xx + )’yy)2 + kzz()/xy - )/yx)2 + Kaa(yzx — )/xz)z]
= 2[Ku(V-)?+ Ko(fi- V x )2+ Ka(fi x V x 7)?]. (2.12)

For SmecticA the only homogeneous strain supported is an extension or compression per-
pendicular to the layers. Bend and twist strains involve changes in the layer spacing which
has a very high energy barrier. Those term are higher order contributions and are here ne-
glected. Hence the energy density is

1 du;\? 212
Sel.,smectic= 2 B < dz ) +Ky(V-m~ |, (2.13)

whereu denotes the layer displacement. Note that the bending energy term is of the same
order as the director splay term, since the director and the layer displacement are coupled by
A=-—Vu.
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2.1.2. Fluctuations

Neglecting static distortions (from interfaces or external fields) the conformation with the
lowest free energy exhibits a director with one uniform orientation. The director is likely to
fluctuate about its equilibrium value due to thermal excitations. These fluctuations are e.g.
responsible for the turbidity of some LC at room temperature. Especially at transition points
those fluctuations are big and hence some experimentalists call these points “clearing points”
since the samples are clear at temperatures below these points.

The director’s orientational disorder can be formally represented by defining an order param-
eter
Qij =%3(ninj —5”). (214)

This expression is referred to as the nematic order parameter [dGFRgitial variations of
the director can be expressed in terms of Fourier components of the wavedector

ni (@) = Vl/dsr n; () €97, (2.15)

Small distortions from a director axiscan be written in the Fourier componemtg ) and
ny(d). The normal modes of the excitation of wave lengthk 2 /q can be obtained by

( nl(gJ_) >: i( Ox Oy ) ( Nx >’ (2.16)
n2(q.) q? \ —0y O« ny
wheredq, denotes wave vectors perpendicular to the equilibrium director directjpand
gy are its components in this contexts. The normal mogg, ) refers to splay and bend
deformations while the normal moae(q, ) accounts for twist bending. The latter one van-
ishes for Smecti@d LCs. The free energy density can now be written in terms of the normal
modes:

el =3 D m (Na(@0))% + 2 (2(61))%, (217)

q

wherei; = Ky g2 + K3 qf and i, = Kz 2 + K3 q”2. The fluctuations are assumed to be
small. Therefore according to the equipartition theorem, the average contributions of each
mode is supposed to be proportionakgil /2
. kgT ~ kT
(M) = o——= and {(N2(41)%) = 5——~ (2.18)
ST V@) T V@)

Eq. (2.18) are valid for nematics, since they incorporate the elastic condtarasd K3
which are neglectable for Smecit. The left equation in (2.18) will be used to obtdin
from a simulation (see chapter 5).

1A smectic order parameter can be defined, too. But since the simulations will deal with particles, which are
unable to form a nematic phase and rather exhibit a lamellar, S#eptiase, the nematic order parameters
suffices to distinguish between isotropic and smectic order. The main advantage of the application of the
nematic order parameter is, that it can be obtained with much less effort than the smectic one. (See next
chapter.)
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2.2. Shearing of a Layered System

There is a common characteristic all systems discussed in the first chapter regardless of chem-
ical origin exhibit: a lamellar phase. Auernhammer et al. [ABPO0O] investigated the case
where shear is applied to a system with lamellae parallel oriented to the shear plane. They in-
troduced a simple model in order to explain the destabilization of the layers under shear flow
which was observed e.g. by Wiesner and coworkers [ZW95, HDTU99]. This description is
based on a derivation of the macroscopic hydrodynamic equation and an analysis of its linear
stability. Auernhammer and coworkers show that parallel layers are unstable above a certain
critical shear rate and exhibit undulations along the vorticity direction.

In the following the main ideas of Auernhammer et al. are presented. First the energetic
contributions of layers and director tilt are discussed. The Gibbs relation and a set of balance
equations serve as a starting point for the derivation of the description of shear flow alignment
and its consequences.

The predictions of their theory are compared qualitatively and quantitatively to simulation
results in a later chapter (5).

2.2.1. Analytic Description

First the energy contributions of a Smeclid_C are considered. The analytic theory makes
the following assumptions

e All layered systems are isomorphic to Smedit.C.
e Polymeric degrees of freedom are neglected.

e A possible coupling of thermal fluctuation of the layers to the shear flow is neglected.

These assumptions are in general not applicable to diblock copolymers, where fluctuations
are likely to play an important role in the destabilization of layers. Figure 2.2 shows an ide-
alized geometry of an shear experiment. Infinite layers of a mono-domain Smdctcof
thicknesdd are shown. The upper platezat +d/2 is moving with a velocityg/2 while the

lower plate az = —d/2 is moving in the opposite direction withvg/2. The resulting shear

rate is hence’ = vp/d assuming a linear velocity profile. One can now define a layer normal
denoted byp and a director as in nematics denotedfby.ayer normal and director are usu-

ally defined to be parallel [dGP93]. Auernhammer and coworkers drop this assumption and
consider and p as independent variables coupled elastically so that in equilibfiuing.

The motivation for this view arises from the widely known coupling between shear flow and
the direction of the nematic phase. Exposed to a shear flow a homeotropically aligned ne-
matic LC feels a torque on the director. The response is described by the flow alignment
parameten.. At a given shear rate it determines whether the molecules show a tendency to
simply tilt or whether they start to tumble. Auernhammer et al. assume that that torque is
also present in a Smecti LC and that it is balanced by the elastic coupling betwi@amd
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Figure 2.2.: |dealized geometry of a shear experiment. The thick lines denote the upper and lower
plate atd/2 and—d/2 respectively. They are moving in opposite directions with a relative velocity of
vo. Thex—axis points along the flow direction and theaxis is direction of the velocity gradient.

p. That balance leads to a finite angle of the director and therefore to a component in flow
direction which means that the director flow aligns. This flow alignment results in an effec-
tive dilatation of the layers. The system answers to the dilatation above a certain threshold
with a development of undulations.
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Figure 2.3.: A finite angle between the layer norm@ablnd the directofi leads to an effective reduction
of the layer thickness.

Now the energy density is introduced which describes the system. The standard notation for
the energy density is given by equation

Sel.nematic= 3 K1 (V- M)?+ ZKo[A- (V x )]?+ FK3[A x (V x H)]? (2.12)

which represent splay, twist, and bend deformations, respectively, as shown in the previous
section.

Besidesfi and f it is very convenient to introduce the variahlevhich describes the layer
displacement in z-directiop = @Eiiﬁir The lowest order terms were in the previous section
expressed by

2 92\ T 0 °
Sel.,smectk:: %K [(W + a_y2> uj| + %BO <Eu> (2-13)
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Figure 2.4.: Development of undulations in the vorticity direction. The undulation amplitude is largest
in the bulk and vanishes towards the bounding plates. The wave vector is oriented along the vorticity
direction. Note that the figure shows tirxez—projection.

These terms describe the curvature and the dilatation of the layers. Rigid rotatiéns of
together withp do not contribute to the energy density, relative rotatiofi wérsusp might.
Assuming a small angle betweérand p Auernhammer et al. introduced the term

1B (A x P)? (2.19)

This term is not hydrodynamic, since it does not vanish in the limit of small wave number
excitations (i.eq — 0). So it leads dynamically to a relaxation and not to diffusive behavior
in the long wave length limit.

The following common simplifications have been made by Auernhammer and coworkers

e Bend deformation are higher order gradient corrections to dilatation. If the angle be-
tweennf and p is small, bend is neglected

¢ In the hydrodynamics of smectics twist deformation are forbidden. Thug\ étwse
to p, any twist offi has to be very small and is neglected.

e A curvature of the layers is very similar to a splay deformation of the director, so only
the latter one is kept.

The derivation of the hydrodynamics equations usually involves two steps. First the Gibbs—
Duhem relation is written down and the thermo-dynamical forces, which are defined via
this relation, are expanded into the hydrodynamic variables. In a second step one expresses
the currents (and quasi—currents) appearing in the conservation laws by the thermodynamic
forces in order to close the system of hydrodynamic equations [PB96].

In the treatment of Auernhammer et al. the following Gibbs relation is used
dEZdEo—i—‘IJid(ViU)—i—hi/dni+q>ijd(Vj n;) (220)

which includes the terms which arise due to nematic and smectic oiddﬁ‘. and® are the
conjugate quantities t&u, h andVA.
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Quantities like mass or momentum can only be transported not created. Hence the balance
equations can directly be written down. The mass conservation is given by

%p-l—Viji =0, (2.21)

the momentum conservation by
59+ V(g +Vjoi; =0, (2.22)

and the energy conservation by
e+ Vilvi(e+ Pl +VijS =0. (2.23)

o denote the stress tenscj?f,the energy current and the pressure.

Further, similar balance equations account for the broken symmetry in a SrAeladjigid
crystal or the increase of entropy due to irreversible dynamics.

%ni+vjvini+Yi = 0 (224)

Ju+oViu+Z = (2.25)

Lo +Viwio)+Vijf = (2.26)

—Hx O

Here,o denotes the entropy densifly,is the temperature anﬁ’, Y, andZ are the (quasi-)
currents associated with A, andu respectively. The pressure is given via the Gibbs—Duhem
relation

p=—€e+up+To+v§ (2.27)

where the chemical potential is the conjugate quantity to the mass dengityl he dissipa-
tion function is given as a positive definite quadratic form of the forces

R= %yl_lhiﬁﬁhj + %Vijkl VJ' viVivk + %Kij ViTVJ‘T + %)\.p(vi \Ifi)z (2.28)

wherey; is the rotational viscosityji the viscous stress tensey, the thermal conductivity,

Ap the permeation coefficiens;r = &; — nin; the transverse Kronecker symbol amd=

5‘% = h{ — V;®j; is the variation of the energy density with respect to the director. The
dissipation functionR can be interpreted as the energy per unit time and volume dissipated
into the microscopic degrees of freedom. Hence the tByfii is the entropy production

term.

It is important to note that in the present modehnd p are coupled viéB; and but are not
necessarily parallel, especially if shear is applied. In that case, When p enclose a small
angle as depicted in figure 2.3, the effective thickness of the layer reduces.

Following the standard procedure described in [PB96], Auernhammer et al. split the currents
and quasi—currents in the balance equations in two parts, reversible and irreversible ones.
From the Gibbs relation a set of macroscopic equations containing several phenomenologica!
coefficients can now be derived.

The analysis of that set was done in two steps. First the flow field and the director were 7
determined assuming that the layers are unchanged by the shear flow (i.e. stay parallel to the
plates and keep their thickness). This assumption holds for weak shear flows. In a second step
undulations ofi and p with a wave vector parallel to the vorticity direction were investigated.
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Shear Flow Alignment

Auernhammer and coworkers find the following behavior for the director under weak shear
flow. For the limit of weak shear flow a linear velocity profile can be assumed,

U= yz8, (2.29)

which satisfies linear momentum conservation. The quasi—cu?rdslas to vanish, assuming
a steady state and henfeto be constant. This leads with the given velocity profile to a
director tilt, given by [ABPOO]

rA+1 B B
[i —Anxz} y = y—llnx 1-n,2+ 7f [nx(l—\/l— nxz)] . (2.30)

Taking into account only the linear terms which is justified in a situation where the angle
betweer and p is small, yields

_ ol

= 2.31
Ny=y B, 2 ( )

Onset of Undulation

In Auernhammer’s treatment the layer nornfishnd the director need not necessarily to be
parallel. As a consequence that if a small angle betwgamd i leads to a projection of

the director in normal direction with a length less than unity. So the layer thickness cannot
be constant, they shrink. Since the occupied volume is constant, space has to be filled. This
could be done by insertion of a new layer if the shrinkage is large enough. The insertion
process, however, has a huge energy barrier, since it relies on the formation and evolution
of defect structures. For the given bounded system the layers start to undulate which costs
much less energy [ABPOO].

The critical values of the onset of undulation were derived by Auernhammer and cowork-
ers. They assume in accordance following and Ben—Abrahams [OBA82] that undulation will
be found in the vorticity direction since shear does not affect this direction directly. The
derivatives inz—direction are replaced by

2
iu—> iu—l 9 (2.32)
0z 0z 2\ay
so that the apparent dilatation can be expressed by
sl 3\°
T : (8_y> (2.33)

wherel is the layer thickness anil is its increase according to the deviationfofrom its
equilibrium valuefy. In other words, the layer thicknesss dependent on the alignment
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angle of the director. With increasing alignment angle the thickhetecreases from its
equilibrium valuel + §l. Speaking of a reducddand its “increase’! intends to point out

the parallel to the theory of a Smectt elongated along its director. The ansatz for the
undulation has to incorporate the fact that they have to vanish at the plates confining the
system. Auernhammer et al. use

u= Acos(%z)cosqyy) +3nz, (2.34)
with the amplitude of the undulation&. The behavior of the layer normal is hence given by

p = ayAcos(%z)sin(ayy)éy +&+... (2.35)

Since the energy barrier is too high to form undulation at weak shear rates there is a finite
onset of value. Auernhammer et al. determine this value and its critical parameters. The
values for the critical strain ratg., the critical flow component of the directa . and the

wave vectolgy . of the resulting wave in vorticity direction are given by

T B()
q;c = VK (2.36)
B T | K

2, = 4—2 — | 2.37
x.¢ Bo—ZBl d BO ( )

. 4 B]_ Bo T K
_ - = 2.38
" T 14A i Bo—2B, d\ B (2.38)

Limits of the Description

The above theory is able to describe the effect of shear flow on a parallel oriented sample of
SmecticA LC. It predicts an undulation instability at higher strain rates. The main limit of
this treatment is the inability to fully describe a transition from a parallel to a perpendicular
orientation of the layers. Such a description has to include nonlinear effects and variations of
the order parameter which are both neglected by Auernhammer et al.

The model includes elements of smectic as well as nematic descriptions. So by a suitable
choice of the modulBy and B, one can either obtain a nematic or a smectic theory. This
does not imply that the transition from nematic to smectic order is described by this approach
correctly and this was not intended.

2.3. Viscoelastic Response to Shear Flow

Again the case is considered, where shear is applied to a system in its liquid phase. It is
assumed that the shear stress remains quite small and that the reaction by the system can be
described by linear equations.
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Viscoelastic properties of fluids are described by the relation between the stressifeandr
the velocity gradient tensov;v;. In a simple, incompressible fluid the following equation
holds:

aij = n(Vivj(t) + Vjui (1)) (2.39)
where the proportional factor is the shear viscosity. This expression is very similar to the
simplified treatment of the stress strain relation 2.8. The single value viscosity represents
an isotropic elasticity tensor. But it is not the same, since the gradient in the shear flow is
equivalent with the rate of a strain deformation and not the strain itself. The strain rate is
denoted by in the following and related to the strain by the integral expression

t
y(t):/odt/)}(t/) (2.40)

in the case of a uni-directional velocity gradient.
In polymeric systems the stress-strain relation is usually much more complicated and in gen-
eral not linear. Therefore the stress has to be expressed by a functional:

oij = Fij[yj] for y (t) with t' <t (2.41)

Assuming that the perturbation by the velocity gradient is small enough the relation between
the stress and the velocity gradient is dominated by its linear terms and can be approximated

by
t
Oij ’“/ Gt —t) (i (O +y5i (1). (2.42)

—00
This equation includes only one material functiGgt) which is called the shear relaxation
modulus, whose Fourier transform is accessible in experiments.

For simplicity, as in the last sections, shear flows of the following form are considered
UX(F’ t)y=y®r; Vy, Uz = 0, (2.43)

wherey (t) denotes the time dependent shear rate.

Hence the shear stress can be written as a linear functipttjrand equation (2.42) reduces
to

t
oyo(t) = / dt’ G(t —t)y(t)). (2.44)

Assuming the above mentioned linear regime, there are three possibilities how to apply shear
to a sample in an experiment which will be described now. In two of them the applied shear
strain is controlled while in the other one the shear stress is kept constant.

Stepwise strain

In the first scenario, which is considered here, shear is switched on in form of a step function
attp. As the strain stays constant in the long time limit (no further deformation of the sample
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takes place), the stress relaxes. Here the shear rate is not time dependent and reduces to a
constanty (t) = y = const This defines the steady shear viscosity

1
= ~0Oxz (2.45)
14

Shear is applied to the unsheared sample starting attten®. That means that the shear
strain performs a step from zero to its steady state value and is given by

0 t<O
Y= (2.46)
Yo t=0.
The response of the shear stress is only determined by the time behavior of the shear relax-
ation modulus,
oxz(t) = VOG(t) (2'47)

Hence the external force is applied for an infinite time starting-atO to the system. The
situation is depicted in figure 2.5.

y @) o (t)

|
to t 1o t

Figure 2.5.: Sketch of a stepwise shear applied to a sample. The strain step takes plac8.athe
stress follows the excitation and relaxes afterwards.

Oscillatory shear

The next possibility is to apply shear oscillatory in time. Here the sample is strained by an
excitation of a certain frequency and amplitude. The stress answers with the same period but
with a shifted phase. In an oscillatory shear experiment a sinoidal shear strain is applied to
the sample leading to the followin shear rate

y (1) = yocos(wt) = yo R(€) (2.48)
The response to this function is defined by the complex shear mo@ilus
G* -
oxz(t) = )}Om (#elwt> (249)
w

It is convenient to measure the complex shear mod@tig) in experiments, since this is
a magnitude which varys with frequency for most polymers. Its real @&ib) is named
storage and its complex pd®’(w) loss modulus. The situation is sketched in figure 2.6
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/\/ )

Figure 2.6.: Oscillatory shearing. The strain is applied with a given amplitude and frequency. The
shear stress follows with a shift in phase.

t

Constant stress — creep

As the last considered example, the strain rate is kept constant. This is equivalent to a constant

stress exerted to the sample if it responds truly viscoelasfithe strain itself grows then
linearly in time (at least for longer times).

In a creep experiment things are a little bit different. The shear stress is given by

dy(t)
dt

t
00=/ dt' G(t —t) (2.50)
0

and is time independent. Here a constant shear field is applied from d tn@on. The
shear strain grows monotonically in time

i8-+00 dw eiwt
y (t) =00 /_ig_mg 2G @) (2.51)

while the strain rate’, the slope of shear strain, is constant in the long time behavior. The
behavior of the system is determined by the complex shear relaxation mdaft(u$

G*(a)):iw/mdt(l—iwt+...)G(t)
0

(2.52)
= ia)go—l-a)zgl—l—...
with
Jo = / dt G(t) and 0= / dt G(t)t (2.53)
0 0
So the shear strain can be rewritten as an approximatign &amdgg
t O

t) = o <—+—> 2.54
Y ( o\ g T o2 (2.54)

2In experiment were a chemical reaction, e.g. a sol-gel transition, takes place which alters the viscoelastic
properties a constant stress shear might result in a constant strain and zero strain rate in the long time limit.
In such cases the dependence of the shear stress on the strain rate is no longer linear.



2.4. Diblock Copolymer Description

And the shear viscosity can be determined by

o0 G//
o= [ dtG = lim S 2
0 w~>0

(2.55)

w

The termg; /g3 is called the steady state compliance and often denotelf bit is obvious

that it is given by
2
> > . Gl(w)
© _ = 2.
J /0 dtG(t)t/[/o dtG(t)} iNers: (2.56)

The situation is depicted in figure 2.7.

o(1) y ()

GOJ(e(O)

t t

Figure 2.7.: Constant stress. In this experiment constant stress is applied to the sample. The strain
grows linearly in the long time limit and hence the strain rate is constant.

Remarks

The considerations in this section certainly hold for homo-polymeric liquids. For diblock
copolymer melts especially below the order—disorder transition temperature those are not
necessarily valid any more. Below this transition a micro-phase separation takes place which
results in a broken symmetry of the system. Therefore the viscosity cannot be represented by
a single value any more. Instead a viscosity tensor is needed as it was initially mentioned in
the first section. Nevertheless in many oscillatory shear experiments, e.g. [CK98a], the loss
and storage moduli are measured even in the ordered phase. Comparison of these moduli
with measurements in the disordered phase (if available) lyivis of where to find, e.g.,
orientational transitions.

In the following a brief introduction of Helfand and Fredricksons treatment of diblock copoly-
mers is given, followed by Fredricksons treatment of those systems under shear.

2.4. Diblock Copolymer Description

Brazovskii suggested a model for the investigation of binary systems [Bra75]. This model

was slightly generalized in order to be able to apply it to diblock copolymer melts [Lei80].
33
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The Hamiltonian is in the same universality class as the one for weakly anisotropic antifer-
romagnets, fluids near the RayleigrerBad instability, and liquid crystals near the nematic—
smecticC transition (see [FH87] and references therein). All these system are characterized
by having fluctuations in the vicinity of a shell of nonzero wave vectors. By the help of the
modified Hamiltonian one is able to predict all micro-phase separated states seen experimen-
tally. Nevertheless the model has some limitations in comparison to the experiment. E.g., it
neglects polydispersity and assumes that the blocks have the same statistical segment length.
The disadvantage for the comparison with the present simulations might be that it presumes
a huge number of segments in each bldgk,>> 1 andNg > 1.

Two variables describe completely the equilibrium thermodynamics in Leibler's mean field
theory. The product of the dimensionless Flory parameter and the chain lehg#tcounts

for the enthalpic interaction between the different statistical segments of type A and B. The
second variable is the compositidn the fraction of type A segments of all chains. In the
case of a symmetric DBCR, = 1/2. The mean field theory predicts a second order phase
transition from the disordered to the lamellar phase for the case of a symmetric DBCP melt.
Leibler’s theory proved to be inaccurate to describe especially this transition without further
extension. Fredrickson and Helfand [FH87] enhanced his approach by the introduction of
fluctuation corrections. They find among other things that the order—disorder transition for
symmetric DBCP is of first order.

Based on the Brazovskii model Cates and Milner [CM89] investigated the role of steady shear
flow on the isotropic to lamellar transition. This transition is of first order. In their work they
showed the important role of shear flow in the suppression of fluctuations in compositions
raising the transition temperature. Their theory is not capable of distinguishing between per-
pendicular and parallel alignment of the lamellae [Fre94]. They argued that a perpendicular
orientation should be favored since the composition fluctuations with wave vectors in the
vorticity direction are least affected by the shear flow.

With some physically motivated modifications Fredrickson was able to extend the Cates and
Milner ansatz towards the distinction of both orientation regimes [Fre94]. The main idea
was the incorporation of different viscosities of the blocks since in experiments copolymers
like PS-PI have indeed very different bulk properties especially since in the experiments
PS blocks are close to the glass temperatilige,In addition he accounts for the fact, that
fluctuations about the mean composition pattern are correlated in orientation with the lamellar
normal.

The generalized Brazovskii model for diblock copolymers is outlined in section 2.4.1. The
main ideas of the extension to shear flow is presented in section 2.4.2.
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2.4.1. The Description of Diblock Copolymers

For the description of the spontaneous micro-phase separation of a scalar order parameter,
Brazvskii's Hamiltonian can be applied in its generalized form

H[y] =3 f [t +@—a)?] v @y (—a) — / h(@y(—q)
g d (2.57)
L1 / / / AUG DY @)Y @) @) ¥ (—T1 — G2 — o)

1Y Q2/ 03

where the abbreviation, = [d3q/(27)% and{q} = {0, Up, O3, —Ch — G2 — O3} have been
used.

The generalization in comparison to the original formulation lies in the treatmenwbiich

is no longer a constant any more and depends on the wave vectors instead. A diblock copoly-
mer melt can be described by the scalar order paranjgfet) = pa(F', t) — f wherepa(r, t)

is the local volume fraction of type A monomers afhdts volume average, since the melt

is assumed to be incompressible and the densities of A and B monomers are hence not in-
dependenty (7, t) represents the local composition néaat timet.® v (g, t) is the Fourier
transform ofy (F,t). The conjugate fieldh(r,t) is a contribution to states with non-zero
values of(y(F', t)) and hence vanishes for symmetric BCP melts which are considered here.

Leibler et al. investigated the Hamiltonian using the random—phase approximation [Lei80].
They were able to show that the Hamiltonian covers the different morphologies known from
experiments. Even in the vicinity of the order—disorder transition temperature the theoretical
work of Fredrickson and Helfand [FH87] was in quantitative agreement with the micro-phase
separation transition in experiments [BF90].

Now a few words to the details of the Hamiltonian. The quadratic term describes the se-
lection of a wave numbaey for the condensation of the order parameter without preference
of any condensation direction. The wave lengtty& accounts for the lowest free energy
composition fluctuationsr is the reduced temperature in the mean field, which vanishes at

the spinodal

T-TMF
Due to symmetry considerations no terms of odd order can occur. So the next order is quar-
tic and provides a stabilizing non-linearity. Mean field theory is not capable of describing
the transition since fluctuations of the order parameter diverge as the hypothetical transition

temperature is reached,

2
W20)) = / [t 4 (@— g7t~ zf—oﬁ (2.59)
q

The assumption of independent Gaussian fluctuations of the condensing order parameter in
the entire spherical shell of direction of the condensation leads to its divergence [MM93]. The 5

3In emulsionsy represents the volume fraction of solvent “inside” and “outside” the bilayer
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stabilizing quartic term is hence essential to describe the transition. Brazovskii showed that
the system undergoes a fluctuation induced first order transition as the mean field transition
temperature is approachedr(— 0) at a suppressed temperature [Bra75].

Nematic or Smectic/Lamellar Phase?

Morse and Milner showed by the use of two complementary methods that there is no pos-
sibility of a nematic order in a system described by the Brazovskii model [MM93]. They
investigated both, the isotropic to smectic transition where they considered the stability of
the isotropic phase, and the low temperature smectic phase. In the first case they found a
possibility for a transition from the isotropic to the nematic phase at temperatures below the
isotropic—smectic transition. In the second case they were able to prove that the smectic
phase is stable over the whole range of validity of the parameters in the Brazovskii model
and no nematic phase can be found.

2.4.2. Diblock Copolymers under Shear

Based on the description of diblock copolymer systems, which is given in the previous sec-
tion, Fredrickson [Fre86, Fre94] and Cates and Milner [CM89] investigated the effect of
shear flow in symmetric A-B DBCP melts. In the following the dynamics of such a melt
is described by two coupled, fluctuating hydrodynamic equafiofike concentration field

¥ (7, 1) is coupled to the continuum fieldT, t), which describes the velocity of the melt.

Fluctuating hydrodynamic equations are similar to those of conventional hydrodynamics ex-
cept for the fact that a certain stochastic noise term is added to them. This noise term is
introduced to mimic the coupling of the hydrodynamic variables to a thermal bath. The noise
statistics have to obey a certain fluctuation-dissipation theorem and a quantitative theory is
obtained for describing spontaneous fluctuations in the hydrodynamic variables about equi-
librium [Fre94].

Concentration Dynamics

The concentration equation for the fieldr, t) is given by

B SH
aﬂ//z—u-w—uwﬂ (2.60)

wherer is the position,i the velocity field andu the Onsager coefficient; is a thermal
white noise with the first and second momentum given by
(¢r,))=0 (¢, D¢, 1)) =2us( —T)s(t —t') (2.61)

4This approach can be generalized to any composition of DBCP by introducing the relative length of the A
block f
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It has the form of a generalized convection-diffusion equatio (i, t) augmented by an
appropriate Langevin-type noise source. The steady state distribution of the concentration
fluctuations are given by the Boltzmann expression

Ply] ocexp(—=H[y]) (2.62)

The coarse grained Hamiltonigk is taken to be the standard one for the description of
diblock-copolymer melts described in the previous section

Hy] = L / [t + (@ - 90)2] v @¥ ()

a (2.63)

41 f f f AUG DY @)Y @) (@) ¥ (—Gs — G — Go)
1Y 02403

7 denotes again the reduced temperature which vanishes at the mean field spigddal.

a wave vector with wave lengtf:, which accounts for the lowest free energy composition
fluctuation of a diblock copolymer melt. The Onsager coefficieid for simplicity taken to

be constant. In generalis a function of the wave vectayrthe shear frequenay and possibly

of the concentration field in strong inhomogeneous situations. So the theory is limited to the
case of low frequency dynamics near the order—disorder transitien 0, q — qg, v — 0).

Y is a conserved variable and eq. (2.60) is only appropriate in theqcasg > 0.

Approximative Hydrodynamics

Eq. (2.60) describes the dynamics of the concentration fleldThe local velocity field

u which incorporates the shear is only prescribed at the boundaries of the melt. Since it
is locally correlated with)r, the model must be completed by the prescription of this local
correlation. This is done by a momentum balance equation.

The system is assumed to be locally incompressible and hence
V-i=0 (2.64)

Assuming slow flows and high copolymer viscosities, the fluid inertia can be neglected, and
the momentum balance equation takes the form

SH
VJ' [n(lﬁ)(vj' Ui +Vin)]—ViP—lﬂviw =0 (265)
wheren is the shear viscosity and the pressure field. The first expression represents the
viscous stress, the second the pressure, and the last the osmotic stress. The osmotic stress
is formally the same as in the case of a binary fluid. It produces back-flows that support the: 7 7
lamellar spacing 2/do.

With the neglection of inertial terms and random stresses an adiabatic approximation is ap-

plied. This approximation implies that the velocity field relaxes instantaneously to a value
3



<. lheoreica Approaaies

consistent with the local concentration field which is supported by the fact that viscosities in
DBCP are high. Eqg. (2.65) is hence suitable for slow flows, for high shear rates it has to be
augmented by a term accounting for the finite relaxation time of the copolymers.

In the following only the first two terms of the Taylor expansion of the shear viscgsity
the concentration field)s, are considered:

n(Y) =no+my (T, t) (2.66)

The Onsager coefficieny, is treated as a renormalized phenomenological parameter and
the osmotic term in eq. (2.65) is omitted in order to keep the theory as simple as possible
[Fre94]. ng is the shear viscosity of the homogeneous melt of mean compoditiand;
denotes the first derivative in the composition field.

Omitting the osmotic term in eq. (2.65), Egs. (2.65) and (2.64) are solved as an expansion to
second order ifin1/no)y, while the externally imposed shear stress is taken to be constant.
It turned out to be convenient to separate the velocity fidltto two parts:

G(F) = To(F) + () (2.67)

The termv represents the local deviations wfrom Gy. The shear flow in zeroth order in
ey = ny1/noY is given by

et
o

—yRz (2.68)

Now, a shear stress,, is imposed externally. Thep, the shear rate of the homogeneous
system, is given by
Y = 0xz/M0 (2.69)

Substituting the Fourier transform off) v(k) = Jdrexpi ki)v(F) into eq. (2.65) leads to
a nonlinear integral equation fok). The pressure term can be eliminated by application of
the transverse projection operator

Ty (k) = 85 — ki (2.70)

wherek = k/|K| is a unit vector in the direction df.

The expansion of the resulting integral equation to second ordef i 11 /1oy leads to

vi (k) =— IGTVW(R) [-ﬁx(R)RZ + -ny(R)RX]
o Kk 2.71)
+ IE_VV Z Y@y k- P — £2]
q
with

f, Q)T (R [Tix (@8, + Ty (G)6x] (2.72)

@
(@ = [a-kka]{k-ak ol +k-6kala) @73
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The Einstein summation convention is applied over repeated indices.

Eqg. (2.71) can now be used to obtain an expression for the Fourier transform of the local
velocity gradient tensoE;; () = V;ju; in the melt:

Eij (K) = 781x8jy Vo — ik vi (K)
= 7881y V ko — €7 (OK; | Tix (0K, + Tiy (R0

~ 1 S e
+efrki D@y Kk-BILY — £2]
q

(2.74)

In the following E;; will be approximated by its volume average. Hence an effective shear
rateye is introduced:

. . . €? . N 5> A
ve= v lim Ex() =y (1+ vzim > v @y k-dklf,® - fX@)]) . (275)
q

where the identity lim_q w(E) = 0 has been used. Within the current approximation the
velocity field is now given by
U = yeXy (2.76)

ye IS an average shear rate which differs frgnif ¢ and+ are both non-zero.

ve andu are both time dependent since the concentration field exhibits stochastic dynamics.
Thus, as the concentration field evolves in time, the velocity field responds to it and this in
turn influences the further evolution of the concentration field through the convective term
in eq. (2.60). Fredrickson et al. tregt as a constant in the steady state and employ the
preaveraged expression

2 - A
ye=7 (1+ = L@()?Wd)w(k— )kl £, - fx@]) (2.77)

according to the probability distribution functional ¢f, P[, t].

The coupling betweerr andd is produced by the gradients in the osmotic stress as well as
by the assumption of a composition dependent shear viscosity.

Fokker—Planck equation and cumulants

The Fokker Planck equation for (2.60) is given by 9
1) ) SH 5 =
Py, t] = = — + — | — yekx— v (K) | P[v, t 2.78
P-4 fkw(k)[u(w(_k) W_k)) v @ Pl @79

[CM8B9, Fre94] This equation cannot be solved exactly because of the quartic tétiin
but a variety of techniques are available for an appropriate treatment [Ris89].
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Zwanzig introduced a scheme to solve the problem by developing a hierarchy of equations for
the cumulant moments [y, t]. Equations of motion using; P[v, t] are then derived for
the cumulants. The resulting equations for the first two cumulants, neglecting higher order
terms which has been proved to be accurate in equilibrium studies of ODT [FH87, BF90] are
given by [Fre94] R }

Ck,t) = (¥ (k1) (2.79)

Sk, 1) = V[ (0 (K O (=K D) = (0 (K D) (v (—K. 1) (2.80)

The first cumulant (Eq. 2.79) describes the space time evolution of the average (lamellar)
composition pattern. Leibler [Lei80] proved that this expression can be approximated near
ODT by a single harmonic expression

C(k.t) =a(t)V (5 gon +8_g.qon) (2.81)

whereqq is the wave number that characterizes the period of the sinusoidal pattisrthe

unit normal to the lamellae arait) a time dependent amplitude. In gendias free to point
towards any direction. In the case of applied shear to the system Onuki et al. and Cates et al.
[OK79, CM89] showed, that any lamellar structure withrgrs£ 0 is not stable and will be
rotated and/or dilated. So only layers with= (0, n,, n,) are stable under shear.

The equation of motion for the first cumulant is given by
da= puh— pra— ua*i(—qoh, gof, —Gof, Gof)

— %/J,a/)\-(_qoﬁv QOﬁ’ _qv d) S(dvt)
q

(2.82)

Fredrickson introduced here a chemical potentiakhich is the thermodynamical conju-
gate to the Fourier coefficient @f with wave vectorggfi. This is of use further below and
ultimatelyh = 0.

The second cumulant describes the statistical evolution of fluctuations about the mean lamel-
lar pattern. Its equation of motion is given by

> 9 - 5 o .
Sk, t) = )?ekxa—kS(k, t) +2u—2u (r + (k—qo) + A(—k, k, —0of, gof)a*
z (2.83)
q

By the help of the expressions for the equation of motion for the first two cumulants the right
hand side of equation (2.77) for the effective shear rate can be evaluated. The result for the
case of steady shear (no time dependence) is given by

Ve=7 (1+ 2a%e’nZ + € f S(@) [62n2 + G.n,(G - A) (1 — 4@5)]) : (2.84)
q
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Figure 2.8.: Sketch of the functional behavior of the
effective shear ratge. ye assumes its largest value
for a parallel orientation of the lamellae and reduces

perpendicular to the reference homogeneous system shear rate for
perpendicular lamellae.

ye governs the fluctuation dynamics in the weakly ordered lamellar phase thBQEgh and
it depends on the orientation of the lamellae relative to the shear plane.

Figure 2.8 sketches the case of a fixed shear strgss

e 7. has its largest value for parallel lamellae, whére 2 and

e V. reduces to the reference homogeneous system shear rate for perpendicular lamellae
with Ai= .

The physical interpretation of this fact is that strata with lower viscosity are permitted to
respond to the fixed stress by floating at higher shear rate [Fre94, CM89]. This is a kind of
multivalued stress strain relation on a microscopic scale. Figure 2.9 sketches this situation.
The enhancement gf, over y depends on the square of the magnitude of the viscosity

Figure 2.9.: Shear on layers with different viscosi-
ties. Layers with lower visocsity are permitted to
respond to the fixed stress by floating at higher
shear rate.

V' <

difference between the componerisas well as on the amplitude of the composition pattern
a
Ye—V

v

x €%a. (2.85)

Ihe quartic coefficient in eq. (2.84) has a very complicated depeqndence on the wave vectors
k andg and the angle between them [Lei80]. But the fluctuatior§(ka t) are dominant near 4
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the critical sheII|k| o WhICh opens the p035|b|I|ty to restrict boihandq to have magni-
tudes equal tay, i.e. A(— k. K, —q,q) = A(— qok qok —0o§, qo§). The angular momentum
dependence can be approximated by

=k, k,=8,8) ~A[1- B@-k?], (2.86)
wherex and g are positive constants that can be determined by fitting these expression to
Leibler's numerical calculations &f({G}) [MM93].

The fact that8 > 0 and the form of the coupling @& and S in equations (2.82) and (2.83)
implies that fluctuations with a wave vector near the wave vector of the average pattern,
gof, are energetically preferred. Such an anisotropic fluctuation spectrum has been observed
experimentally on oriented diblock copolymers by the means of neutron scattering [BF90].
In the following A and g are treated as phenomenological parameters that could be obtained
either by microscopic calculations or by fitting to experimental results. Additionally, the
angular dependence afis weak so thag « 1 [Lei80].

Hence the simplified equations of motions for the first two cumulants are
da = ph—pra—ipa®r(1—p)— W\a/q [1-B("-8)%]S(@.1), (2.87)
%Sk, t) = yekxaikzs&, t) +2u — 2,L<r + (k—0o)2+A[1— B(A-k)?]a?
%x/q[l—ﬁ(l%-qf] S(d,t)) S(k, t). (2.88)

Now it is suitable to introduce some abbreviations and define derived quantities. Following
Cates and Milner [CM89] the first quantity is the fluctuation integral which occurs in both
equations of motion

o k) = %/[1—ﬂ(ﬁ-d)z]8(d). (2.89)
q
The next expression accumulates Ehéependent and independent terms
r—k-e-k=t+2ra’[1- 1 -k?]+o k). (2.90)

eis a symmetric second rank tensor whose elements can be read of from the right hand side.
r is defined as the sum of tikedndependent terms:

r= r+xa2+%A/S(€|) (2.91)
q

The equations of motion (2.87) and (2.88) reduce at steady state to
h=a@r —f-e-f)—Irl-pa’, (2.92)
N N - y 9
[r —Kk-e-k+ (k—00)?] S(K) — 22k, —— S(K) = 1. (2.93)
21 " ok,
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These equations combined with eq. (2.84) and the abbreviations provide a closed set of
equations for the lamellar amplitude the inverse osmotic susceptibility the fluctuation
anisotropye, and the fluctuation spectrum (scattering functi@@?) under conditions of
steady shear flow. Onuki and Kawasaki [OK79] integrated eq. (2.88) by the method of
characteristics, yielding

00 t
S(R) :;L/ exp(—uf ds{r —R(s)-e-Rs+[k(s)—qo]2}> , (2.94)
0 0

wherek(s) is a wave vector along the following path,

ke(S) = ke ky(S) =ky Kkq(S) =k, + 37esk (2.95)

Equilibrium analysis

In equilibrium, i.e., fory = y, = 0, the above treatment reveals similar results as obtained in

an earlier work by Fredrickson and Helfand [FH87]. The difference to that work lies in the
introduction of an angular dependencerdfq; }), but nevertheless for values gf« 1 both
theories are in qualitative and quantitative agreement. It has been shown that the temperature
of the order—disorder transitiory is reduced in comparison to its mean field value due to
fluctuations. This classifies the transition to be first order.

The equilibrium structure factor is obtained from eq. (2.93) by neglecting the convective
term,
Sk) =[r —k-e-k+(k—qo)? ™. (2.96)

S (k) can now be substituted into eg. (2.90) and (2.92) which yields coupled algebraic equa-
tions forr ande. For smallr (near the equilibrium ODT) and to first ordergrthose integrals
can be performed analytically,

ej = B(a’ninj+aar Y35, (2.97)
r = t+ra+air V24 Zaar ¥, (2.98)

wherea = ¢3/(4) ande; denotes the trace over Eq. (2.97) directly indicates thatis
of the order of8. Hence terms incorporatingican be neglected as well which leads to the
equilibrium expression for the scattering and the susceptibility function [Fre94],

Sk = [r—(k-gnq™ (2.99)
r = t+ral+arr 3 (2.100)

which are identical to that derived by Fredrickson and Helfand [FH87]. For the determination
of 1, the equilibrium transition temperature, the time dependent equation of state (2.82) can
be written as a function of a thermodynamical potential (free enebgg),

3
atazuh—%u£d>(a). (2.101) 4
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This equation can be solved and yield to first ordeg in

®(a) =%(r2— &) +a(1-3) Y2 —r?) = ta@+ prat + Lprar 2 —ry?)

+gPaAr 1o,
(2.102)

wherer is given by eq. (2.97) and eqg. (2.98). For an implicit valueaaine obtains the
lamellar phase while fom = 0 the corresponding disordered state is given. The ODT can be
found by finding the valua = a,, whereay, is the value that minimizeg(a). Fredrickson
[Fre94] and Fredrickson and Helfand [FH87] find the transition temperature at

7 = —2.0308ar)?3, (2.103)

with the amplitude
a; = 1.45541/3)71/8, (2.104)

Since fluctuations are present, the ODT is suppressed to temperatures below the mean field
ODT © = 0 and the transition is of first order.

Strong Shear Analysis

Now the behavior of the DBCP model under strong shear conditions is investigated. Strong
shear means the asymptotic limit of high shear rates, wiere co. In order to investigate

the stability of the lamellar directions under that conditions one has to investigate the struc-
ture factorS(R) and and the fluctuation integraI(R), which then makes the stability of the
lamellar pattern in the high shear limit assessable.

First, an approximation for the stgady state structure factor eq. (2.94) in this regime is given.
This regime is characterized I§(k) being independent og; andr foI Ye — 00 [CM89,
Fre94]. Onuki and Kawasaki [OK79] find for the larggbehavior ofS(k) the expression

pnal/? )2/3
Vel lkz|”
with the constanty = 1/3(48r)"/°'(1/3) ~ 4.75304. This expression is valid fgr — oo

and for mostk except those one for a narrow region nkae 0 which proves to be of no
consequence in the following [Fre94]. Cates and Milner give an expression that interpolates
between the equilibrium structure factor eq. (2.96) and the one for the strong shear limit,

. 2/3\ 1
S(k):(r—R-e-R+(k—qo)2+é<M> ) . (2.106)

S(K) ~ co ( (2.105)

ot

Next the fluctuation integrat (k) is considered. For this purpose eq. (2.106) is inserted into
eg. (2.89). This yields for largg. in the leading order (inv.) [CM89]

°, ok

A 1/3 A A A
o (k) = (zﬁ/s CEE (’)’/-) [11— B(I2KE + 15k 4 1kD)]. (2.107)
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where a characteristic frequengy = Aua'/? has been introduced., |,, andls are con-
stants given by

1

== / dalax 3a Y3 ~ 218225 (2.108)

_t / dalgel®3) 2 ~0.219123 (2.109)

ls= 7~ f dalax|3lay|*|a.|*~ 0.35249 (2.110)
TU

Now the stability of the disordered phase is investigated in the high shear limit. The amplitude
of the lamellar pattern is in this phase identically zesio= 0. Eq. (2.77) shows that the
effective shear ratg, approaches asymptotlcally the homogeneous sheay ffatey, — oo.

Eq. (2.96) tells thata dlvergencemk) can only occur fok, = 0. So the stability limit of the
disordered phase is reached when fluctuations with wave vectmiented in the y—z plane
with wave length 2 /qo occur. The spinodal corresponds to the conditienk - e-k = 0, so

the reduced temperature can evaluated by inserting eq. (2.107) into eq. (2.90):

75(k) = —0.93774)¥3(D* /D) 3[ 11 — B(I5kZ + 12K2)]. (2.111)

Sincel, < I3, it follows that the first spinodal instability occurs fkroriented along the—
direction, which means that the lamellae are oriented perpendicular to the shear flow [Fre94].
This prediction is in correspondence with the conjecture by Cates and Milner [CM89] that
fluctuations neak, = 1 should be unstable.

In order to describe the sequence of dynamical transitions that occur as a homogeneous
DBCP melt is cooled while subjected to strong steady shear, an expression for the poten-
tial ® (eq. (2.102)) is required. Pattern witly = O are stable under steady shear. The
equation of motion (2.87) can hence be written in its potential form of (2.82) regardless of
the shear rate,

atazuh—%uicb(a) (2.101)

oa

In the equilibrium analysis this potential can be identified with a free energy. Now, under
steady shear this is no longer correct, but it is nevertheless useful. The construction of eq.
(2.101) allows that minima ob with respect ta still correspond to permissible steady states
of the sheared copolymer melt [Fre94], are taken on given a sufficient time. The equation of
state (eq. (2.92) in approximation for high shear rates can be written in the form

h = —A(f)a+ B(i)a®, (2.112)
where

A(ﬁ) = ‘fs(ﬁ)—‘f (2113) 5
Bf) = 3r(l-— /3)+26nt5(n) (2.114) 4
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In these expressions the spinodal tateq. (2.111)) has been inserted ghdvas replaced
by eq. (2.77). The fluctuation integral, which is subdominant at high shear rates, has been
neglected [Fre94]. Nowp can be constructed yielding

0 A(R) <0

om=1 A0
—AM)</(2B(n)) A(M) =0

(2.115)

By aligning i along the corresponding directions, parallel and perpendicular, expressions for
Opar= P (2) andPpe, = P (¥) can be derived,

_ (t— Tsz)z
_ (-’ N
Per = T 5 for (t—1sy) >0 (2.117)

where g, = () is the reduced temperature of the corresponding direction given by eq.
(2.111).

The full path of transitions is shown in fig. 2.10 by a sketch of the behavidpgfand pe.

For temperatures which exceeg, the melt is found to be disordered. Whers lowered

to sy the ODT occurs and the system transforms into a lamellar phase with perpendicular
alignment of its strata (light gray area). This phase transition is of first order for any given
huge but finite value ofe. In the limit of y — oo the transition is continuous. At a tem-
perature ofts, the stability limit of the parallel aligned phase is reached (dotted line). Since
the denominator ofbp,, is smaller than the one @by, both functions intersect at a point
denoted byr,. Here the transition from perpendicular alignment to parallel (dark gray area)
takes place. The transition temperatagecan be evaluated from egs. (2.116) and (2.117),

 (tsy— TsDM(L— B) + (2/3)7dk?
i (2/3)72¢? ’

(2.118)

and it is straightforward to check thap < 75, for any e andy > 1 [Fre94]. Fory —

oo the transition temperature is dominated by the tergw/e2. This means for the case

of blocks with nearly equal viscosity, — 0, that the transition temperature drops to very
low temperatures. In contrast the perpendicular to parallel transition raises near the parallel
stability limit z5, for rheological very different blocks.

Weak Shear Analysis

Now as the equilibrium propertieg (y* = 0) and the behavior under high sheay{* > 1)
are known, the intermediate, low shear regime is faced. Fredrickson et al. found that is
suffices to solve equations to second ordeydifiFre94].

The structure factor eq. (2.93) can be rewritten by the help of the equilibrium formulation
eq. (2.96),

SE) = SR + (2L) S ks S, (2.119)
i ok,
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Figure 2.10.: Schematic sketch of the potentialf) as a functionAof the reduced temperaturia the
high shear regim¢g — oo. The curve starting atsy depicts® (ky), the potential for perpendicular
orientations. At temperatures aboxg the system is disordered, below it shows perpendicular align-

ment. The curve starting at poing;, depicts® (k;), the potential for parallel orientation. Both curves

@ (Ky) andd>(k§,) intersect atrp. At this point the orientation changes from perpendicular at higher
temperatures to parallel below. The vertical solid line separates the ordered and disordered states. It
account for the stability limit of the perpendicular phase. At the dotted one the stability limit of the
parallel state is reached.

Note that&,(l?) depends om ande which themselves contain term of ordersygf Iteration
of eq. (2.119) and keeping the second order terms irield

R N
sk~ sy + 22 So(k)k—S)(k)-l-( )so<k>xak (&(k)a—ksxk)). (2.120)

All the terms do not contribute to the fluctuation integmz(l?) can be omitted that:

. 2
S<k)~s)<k>+2( )séaok Ta(R)e; K, —(%) SRk
H (2.121)

2

where eq. (2.97) has been used to substigjte This expression retains all terms of first
order ing and of O(y2).

The evaluation of the fluctuation integral to the same ordegsamdyZ can be undertaken
using the following partitioning,

. )
o (k) = oo(k) + <;—e) o1(K) + <£) o2(K) (2.122) 4
w 21
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whereao(E) can be deduced from the equilibrium result eq. (2.97),

oo(K) = ou\r‘l/z[l— %ﬁ k- I2] + %akr‘wai (2.123)
=1
Fredrickson et al. find that the first order tem(R) vanishes identically [Fre94]. The deriva-

tion of second order term devours a considerable effort [Fre94] The expression completly
valid for high molecular weight copolymers is given by

. 2
N _ R _ Y, _
o (K) =anr 1/2[ —%ﬂkk]+%akr 3¢, —<i> ra’r 7/2—2’&?”{%5

B

(2.124)
(04K 1) + 1 [ (+ )]

2r

This result can now be used to derive coupled equations for the inverse susceptibifity
the anisotropy factoe in the weak shear limit. Fredrickson et al. [Fre94] find for the inverse
susceptibility

. 2
F=t+ra2+anr Y24 lanr 32 — (22 (ra)®
6 i 2?* rWZ

ra?
250 ) 1, 7l 1,32 2
X S {1_5+§/3[4_50‘)‘r / "‘T(ss z+105 y)]}

and for the anisotropy

(2.125)

. 2
- Y
= B(ra’nin; + Joar Y25 — <z;> L (5 BixSjx + 8i28j2) + 18y djy ) (2.126)
where again the characteristic shear fate= Au«'/? has been used. Itis apparent from those
equations that the fluctuation terms are smallest for the parallel orientation. That means that
one has to expect parallel aligned lamellae at and below the ODT for weak shear.

2.4.3. A Limitation of the Theory

The coupling between the shear field and the concentration gradient is described in equation
(2.61) by the term-U- VW. The shear field has the fordig = y Xz (equation 2.68) and hence

it does not exhibit any other components than one xatdirection. Parallel and perpendic-

ular aligned layers have a concentration gradient direction perpendicular xedirection.

This means that those orientations and any inbetween couple to the shear field only by fluc-
tuations and are thus hardly influenced by shear in the scope of that theory.

So it is only possible for the theory to describe perpendicular and parallel oriented lamel-
lae as a result of an alignment process form other orientations. A transition from parallel
to perpendicular and vice versa can hardly be described satisfying. A second coupling of
some orientation variable other than the concentration gradient seem to be necessary to fully
describe the reordering.
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T Tsy
disordered P Tsz
Tp
parallel
Tt

1 viv: —
Figure 2.11.: Schematic phase diagram of they /y*—plane. In the weak shear limit only a disorder—
parallel transition is present at the transition temperaturz/y*) while in the strong shear limit
an area of perpendicular orientation can be found belgiy /y*). The dotted line ats (y/y*)
represents the stability limit of the parallel oriented phase in the strong shear limit. In this regime a
further transition from perpendicular to parallel can be founchat
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3. The Simulation Methods

3.1. Molecular Dynamics

Molecular Dynamicg¢MD) is a method of simulating equilibrium and transport properties of
classical many particle systems. Classical in this sense means that all particles interact in the
limits of classical mechanics. In a MD simulation Newton’s equations of motion

d? |
miﬁri = Z Fij =-V Z Uij (31)

Ji#] Ji#]

are solved for each single particlen; is mass of particle. The potential;; denotes the
sum of all two body interactions of particlésand j. Three and more body interactions
are neglected here. Eq. (3.1) represents eities&cond order linear differential equations
(LDE) or 6N first order, whereN denotes the number of particles in the system. The set of
first order LDE is given by

d_

rriii Z Fij (3.2)
INES]

d. "

ari = P (3.3)

That set is now solved (integrated) numerically. Numerical integration has to retain the es-
sential physics of the system as time-reversibility and conservation of linear and angular
momentum. Depending on the system ensemble, thermodynamic variables like kinetic en-
ergy or temperature have also to be kept constant. There is a huge variety of symplectic
integrators which fulfill that task. They are very stable and allow are large time step. A
convenient choice for an integrator is the famous velocity Verlet integrator in its lowest order
scheme which is broadly applied [AT87].

This section now proceeds as follows. First tredocity Verletintegrator is introduced and

the updating scheme for an constant energy ensemble is developed. Then it is shown how
a standard MD simulation is coupled to a heat bath via the Langevin thermostat method to
establish a constant temperature ensemble.

51
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3.1.1. The Integrator

As stated above, an integrator is needed, which incorporates certain features as time-reversibility
and momentum conservation. Among those features are:

e speed which is a nice feature to have but not really important since most of the time
is spend within the force calculation loop.

e accuracy for large time steps which certainly is more important, since longer time
steps mean fewer evaluation of the interactions. This often goes along with an increase
in the memory need due to the storage of higher derivatives.

e low memory need since the simulation of large system sizes is only possible if all
available memory in the targeted machine can be used efficiently. This might reduce
the maximum time step.

e energy conservationis definitely an important criterion. One might distinguish be-
tween two kinds of conservation, short time and long time. Sophisticated higher order
schemes often have an excellent energy conservation for short times while they exhibit
an undesirable long term drift. Verlet style algorithm show only a fairly good short
time behavior but a little long term drift [FS96].

e time reversibility is a important feature likewise. True Hamiltonian dynamics leaves
the magnitude of any volume element in phase space unchanged, but many numerical
schemes, in particular those that are not time reversible, do not reproduce this area—
preserving property [FS96]. Therefore time non—reversible algorithms are not energy
conserving at least in the long term limit. Reversible algorithms will conserve the
volume in phase space. This is compatible with long term energy conservation.

The Verlet integrator incorporates most of the above features.

e Itis really fast but as mentioned this does not really matter.

e It requires as little memory as possible which allows in principle the simulation of large
systems.

It is not very accurate for large time step which requires more frequent updates of the
interactions.

It exhibits a little long term drift.

e Itis time reversible and area conserving.

Although the Verlet algorithm does not conserve the total energy exactly, strong evidence
indicates that it does conserve a pseudo—Hamiltonian approaching the true Hamiltonian in
the limit of infinite short time-steps [FS96].



3.1. Molecular Dynamics

Tuckerman, Berne, and Martyna [TBM92] showed how to systematically derive an time re-
versible, area preserving MD algorithm from the Liouville formulation of classical mechan-
ics. Such a derivation for the Verlet algorithm is reviewed in the following.

Considering a set ol particles with positions;, massm; and momentgj, the Liouville
Operator is given by
iL=Y" EiJrﬁi (3.4)
- i m; or; ! 3f)i '
The time development of an arbitrary observahlg) = A({; (t)}, {Bi (t)}) can be expressed
by

d :
FA = |'LA (3.5)
s At = €HA) (3.6)

{ri (H)} and{p; (t)} denote the dependency on the whole ensemble of particles. The right hand
side of eq. (3.6) can in principle only be solved by the exact integration of the equations
of motion. The operatoL itselves incorporates a sum of non-commutating operators so a
factorization ofL has to be done in an appropriate way. Using the Trotter identity one can
splitL into

glt — lim (eint/zei Lrteint/Z)s (3.7)

S—>00

whereL , denotes the momentum ahd the coordinate part df:

L _E:F_ L, = L )
iLp i 35 L, i oF (3.8)

For a small discrete time steft eq. (3.7) can be rewritten as
LAt _ dlpAt/24Lr Atg Lpat/2 O(At4) (3.9)

Applying € -7'/2 to the observable A leads to

¢ LpM/ZA({{g((tt))}}> = A({ﬁi 0+ R At/2)}> (3:10)
In the next ste@' /2 is applied to the above
(oA auz) = AR radaym) G
and in the final step
J LDM/ZA( jFi t) +qu (t+ At)} )
{B MO+ pt+AL/2)}

_A< {Fi () +Ti(t+ At} )
B+ Bt 4+ AL/2) + Bi (T + At/2)}

(3.12) .
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From this factorization one can easily deduce an algorithm which is known agkbeity
Verletupdating scheme:

Al = raaPO, AV
Nnt+At) = ri+ At m + m Fdr®h (3.13)

B+AD = BO+3A R OY+RAT E+a0)] (3.14)

For the updating of the total momentum one finds
€Y HM =) Bt+Ab
i i

B} B} (3.15)
=Y RO+ R O) +F(F t+ a0 |

And as forces always add up to zero if no external field is applied, the total momentum is
exactly conserved.

3.1.2. Coupling to a Heat Bath

In a MD simulation the time average of a sufficiently long trajectory is related to a suitable
statistical ensemble average. The above updating scheme represents the micro—canonical
ensemble but in many cases it is more convenient to use constant temperature instead of
constant energy simulation.

Constant temperature thermodynamically can be introduced by coupling a system to a heat
bath. There are various method to modify the updating scheme and simulate in the canonical
ensemble (see. [AT87, FS96]). The present work follows folNhMeTensemble the approach

by Grest and Kremer [GK86]. In this approach instead of Newton’s equation of motion, a set
of Langevin equations is solved, which is given by

a2z . - -
maﬁn—FGnD—Fn+QG) (3.16)

with Zi (t) being as—correlated Gaussian noise sodraed its first and second moments given
by
(G(0)=0 and (513G () =6keTIs;5(t —t') (3.17)

The balance between the friction force and the stochastic force is governed by the fluctuations—
dissipation theorem.

The integration scheme for the evolution of a molecular system simulated with MD in the
NV Tensemble is shown in box 3.1

1The noise is not really Gaussian since only the first two moments are given. For a real Gaussian noise higher
moments equal zero. Nevertheless the term is commonly used in this context.



3.1. Molecular Dynamics

Box 3.1Velocity Verlet Updating scheme

Update of the particle momenta:

L @ B (t+ At/2) = B (1) + At/2 F. (1)
P ®
=
2 Update of the particle positions:
F (D— Fi(t+ At) = Ti (t) + AtP(t + At/2)
P D
F @
3 galculation oj the interaction:
S () 7 F(t+Ab = F(Fi (t+ AD}, {B (t+ At/2))
DERAV/
F O&—1—@
4 Update of the particle momenta: R
AN () B (L 4+ Al = B (t + At/2) + At/2 Fi (t + At)
p O
F O

t t+4  t+At
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3.2. Constant Pressure Molecular Dynamics

Sometimes it is more convenient to use thp Tensemble rather thaNV T. This is espe-

cially the case when one intents to explore e.g. the fluid—solid phase transition where under
constant pressure conditions a jump in the density occurs. A two phase coexistence is hence
avoided.

There have been several ways proposed to introduce constant pressure to MD. Quite often
the Berendsen thermostat [BR84] is applied. But this thermostat has the disadvantage that
the rescaling of the velocities leads to an iso-kinetic ensemble which does not reproduce the
correct behavior at phase transition where large fluctuations are involved.

Another choice is the Anderson method [And80] which produces the coNé&H en-
semble. This method and an extension by Kolb anth®ég [KD99] which leads to the
NpTensemble, is presented below. But first the question is answered how to measure the
pressure in a system with periodic boundary conditions.

3.2.1. The Virial Equation

Clausius virial function is defined as
N
VN = i -F (3.18)
i
whereF; is the total force acting on particie The ensemble average is given by

1/ X
) = lim —/ dt> F-F
>0 T Jg i
— _3NkgT (3.19)

Now the virial function can be separated into two parts: @hg, arises from the forces
between particles; the otheXi.y, originates from the external forces. Let the particles be
confined in a cubic box of length = VV1/3, the external forces are related in a simple way to
the pressure exerted by the walls of aBa L2. Their contribution to the virial function is
Vext= —3PSL=—3PV. So one can deduce from eq. (3.19)

1
PV =NkgT + éwim)

1/ _
And the well knownvirial equationis obtained
pP B [ "
= 1+28 <Zri () - Fn[F (0] (3.21)

wherep denotes the number density afidhe inverse temperature.
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3.2.2. Pressure and Molecular Systems

To relate pressure to a molecular system one usually relays on the virial theorem from clas-
sical dynamics. The derivation of the virial theorem for a syster\ @toms starts with the
guantity

1 N
| = §Zi:mﬂ N (3.22)

which is a measure of the shape of the object formed by the N atoms, the moment of inertia.
The second derivative in time gives

a2 ML M
e = D> oMz (3.23)
i i

Using Newton’s second law on the right hand side and averaging over time gives

(22) S5 [$55 1) -

Now in the usual development either external fields or container walls preserve the shape of
the N-particle object (the shape measuredi byif not at each instant, then at least on a time
average. That means that the lhs equals zero and the Fparethe rhs divides into internal

and external terms.

Periodic boundary conditions (PBC) are applied to the simulation systems and there are nei-
ther walls nor external forces to preserveand the usual derivation of the virial theorem
appears to be problematic. J.M. Haile [Hai92] gives an alternative derivation in which the
pressure is interpreted as a momentum flux. His main idea is followed now.

Momentum Flux Based Derivation

A cubic region of space is considered, with sideand VolumeV = L2 occupied byN
particles. In molecular dynamics simulation this is the usual shape of the primary cell. The
ensemble of particles is at equilibrium with zero total linear momentum. Now let us consider
a virtual planar surface of are= L? inserted perpendicular to the x-Axis into the system
(see fig. 3.1). The pressure can be defined as the force per unit area acting normal to the
surface,

Fx
PX - X

1 d(muy)

= 3.25 7
A dt ( )

Thus the pressure can be interpreted as a momentum flux through a unit area of the surface °
in unit time. In general, this flux is composed of two parts, the momentum carried by the
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Figure 3.1.: Virtual surface inserted perpen-
dicular to the x-axis into the cubic box.

N

particles P, as they cross the surface area durittg and the momentum transferred as a
result of forces acting between particles that lie on different sides of the surface.

The momentum flux caused by movements of the particles can be described as follows.

(Pmx) = </ Muy vy — N f(vx,t)dvx>

_Nm
- <vx > (3.26)
Repeating the procedure for the y- and z- direction, as well, the total convective contribution
to the pressure can formed and the ideal-gas law thereby obtained,

2N 2N

(Pm) =31 [(Exx) + (Exy) + (Exa)] = 3y (B (3.27)

Now the momentum flux is considered, caused by intermolecular forcef+Ldte the total
force per unit area acting normal to the surface/here the forces are caused by particles on
one side interacting with particles on the other one. The forces are pairwise additif?,and

can then be written 1
Piy = Kiz ; Fij . (3.28)

The first sum runs over all particles on the left side of the surface, the second over all particles,
which are on the right side. Now an average over all possible location of the virtual surface

is made. One obtains )
1 / 1%
_L/o ZZ Fij xdx (3.29)
i

The integral can be approximated by a sum over all particles in the following way. Assum-
ing the particles have been labeled sequentially from Ntas their x-position increases
from zero toL, one can definey k11 = Xk+1 — Xk. Note, that only interactions of particles
contribute toP ¢, which are on different side of the surface. So one can write

N-1 k N

1
v Z FI] x Xk k+1 (330)
k=1 i=1 j=k+1
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A rearrangement of the above sum leads to

Z Z ij, XZXk k+1 (331)

i=1 j=i+1
\q,_/
Xij

N

N—
Z Z i xXii (3.32)
i=1]j

+

<||—\

An average over time is taken, which leads to

1 N-1 N
<Z > R Xx.,> (3.33)

i=1j=i+1

Repeating the procedure for the other axes leads to analogous expressi¢Rs,foand
(P¢,). Altogether on obtains

(Pr) = o1 <ZZF., r.,> (3.34)

i<j

which is the virial. Combining (3.27) and (3.34) gives the complete expression for the pres-

sure,
2N
P= 3v< <ZZF,, r”> (3.35)
1<)

whereEy is the kinetic energy per particle. The pressure can also be expressed in its tensor
form which is sensible if it is not isotropic:

2N
Pu = 517 (Bcap) + <ZZF” o Tij. ,3> (3.36)

i<j

whereEy 45 = Y M vj 4 Vi g.

3.2.3. Constant—Pressure Molecular Dynamics

Andersen [And80] suggested a method for performing MD in the isobaric—isoenthalpic (NPH)
ensemble. He presented a scheme for introducing energy fluctuations into MD in order to fix

the temperaturd@ rather than the energy. He showed that trajectory averages are equal to 9
the canonical |V T) ensemble averages. He also suggested a way of introducing adiabatic
volume fluctuations such that the press&and the enthalpyH instead of volume/ and

energyE are constant. This latter approach is followed now.

To simulate under constant pressure the simulation box extensioﬂi, needs to be a vari- 5
able. Following Anderson’s implementation the dynamics @afre specified by Hamiltonian
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equations of motion. Therefore a canonical conjugate variable has to be introduced, the pis-
ton momentum and its artificial mass. This mass has no direct physical meaning but defines
the time scale of the fluctuations. With this approach the box dynamics are subjected to the
micro-canonical ensemble. Kolb andibieg [KD99] extended this approach. They coupled

the box dynamics to a heat bath and so the temperature is retained for the box. By doing this
the original Anderson’s NPH method is converted intd pTmethod.

The Andersen Extended System

The method involves the coupling of the system to an external variable, the volume of the
simulation boxV. This coupling mimics the action of a piston on real systems. The piston
has a 'massQ and is affiliated with a kinetic energy

1 _/dVv)\?
Ekin = EQ (E) : (3.37)

The potential energy is then given
Epot= PV (3.38)

whereP is the specified pressure of the system.

The coordinates and momenta are related to the system via a dynamical scaling of space and
time by an additional variable. Assuming a cubic box, this variable is its lelhgth

i =L% (3.39)
For the velocities one obtains ‘ ‘
Nn=LS+L§ (3.40)
The last term is omitted in order to permit independent fluctuatiosarfds . The Lagrange
function of the system is given by

L= Z Lzm' §7-3 Uy + n@ 4PV, (3.41)
i<j

whereUj; is the interaction potential of particlésand j. It is simple to derive the Hamilto-
nian of the system by a Legendre transformation

1
H= ZzLZ +Zu., nv+ PV (3.42)
|
where oL ar
I T =—=mL%, 3.43
VvV = 8V Q i a_,$ i S ( )
are the conjugate momenta. The Hamilton equations of motions
5 1 - S5 o
S = 5Tl m=L*F
L 1m' (3.44)

v=5HV My=P-P
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where f; denotes the force acting on particleandP is the “instantaneous” pressure given
by

1 1._,
dVZ fii8 + TE] Z -7 (3.45)

i<j

where f;; is the force between particieand j and§; =§ —§;.

Kolb and Dinweg [KD99] extended the equations of motion by a stochastic and a dissipative
term

7_"'[ = (F — —7T| ++/ kBTyI Gi (U) (3-46)
My = P—-P— —nv + ke Ty v () (3.47)

where the first and second moments have been chosen

(¢ = (&) =0
(ref) = 28 8ap8(t —t) (3.48)
vy )) = 25(t—-t)
and the cross correlation term
(¢"Mev)) =0 (3.49)

It can easily be proven that this choice leads to theTensemble by having a look at the
resulting partition function.

Again the Liouville formalism is applied quite similar to tidV TMD case in order to de-
velop a velocity Verlet type updating scheme. Since the motions of the box and the particles
have to be considered independently the Liouville operator splits up in four parts:

iL; = _. Lfa—mz—z ap. (3.50)
iL, = —(P— F>)ﬁ (3.51)
iLy = _%aiv (3.52)
iLy, = ZLng Zm.ar. (3.53)

Since usually the conventional variabfeand p are used it is convenient to replageandr;
accordingf; = LS andp, = L~17;. The instantaneous pressure is then given by the normal - ¢
expression equation (3.35).

Updating scheme is given as follows.
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. Update of the particle momenta:

t+ At

t+ 4 g F=pm+4 fi®)
t
Foopf

. Calculation of the internal pressure:

~
=
<

t+ At

¥ @

t

Pt+4H =PF @), plt+43)

!

F p f P m VvV
. Update of the piston momentum:

t+ At
t+4 ® g:g: My(t+5) =Myt +(P-P) 5
t @G0
f P oV

. Adjustment of the box volume:

t+ At
t @@
P I1 \Y

-

PP f
. Update of the patrticle positions:

t+ At N
t+3 \ g:gg =T+ stz m At
t 6@
f P 1V
t+ At o
t+4 o D V(t+A)+=Q Myt +4H &
‘o 128
P oV
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7. Rescaling of the current potitions and momenta:

t+ At @/\. ) .
r|(t+At) — L(t+At)ri/,

NG
t+ 45

21 L) =/
P = Tan P

/

8. Calculation of the new forces:

t+ At .w'.
At
t+ 4

f(t+At) = f(Fi(t+ At), )

/

O
t G——-0 oL
F p f P m Vv

9. Calculation of the internal pressure:

o ——@-@—@
t4 @/ (b @) 7t+AY=PFEE+AY.B
C o0 G-

F o p f P 10 V

10. Update of the piston momentum:

i @——@

)

At P ya —(P — At
t4 At S P—e—€ My (t+At)+=(P—-P) 5
N A\ N\
t G648 &6
F p f P 1O V

11. Update of the particle momenta

2 900 00O

= _ A g“
t4 At S B—O—@) ht+a=p+5 fit+an
t 60 6660
F p f P 1 Vv

3.2.4. Anisotropic Rescaling of the Box Shape

The given algorithm rescales the box isotropicly, and hence its edges conserve the relative
dimensions.L,/L s are constant fow, 8 = {X, y, z}. In some cases it is favorable and maybe
desirable that the box takes on another shape than the initial (e.g. cubic) one.

The problem one encounters is that the layers are often misaligned since the layer spacing ©
is not consumerable with the box dimensions. In order to obtain a perfect aligned layered
system, so that the layer normal is parallel to one of the normals to the box face, one usually
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has to measure the equilibrium distance of the layers, to set up a layered structure initially,
and to equilibrate this system before performing further simulations. This work is concerned
with complex fluids, so methods like the one suggested by Parinello and Rahman [PR80],
which was developed for solids, is not applicable, since the box may become quite elongated
in the absence of restoring forces. Even if the box—like shape of the box is not changed, it
may take on quite extraordinary and unphysical shapes. Is there a physical method in order
to avoid the system running into those states? Let us develop the equations of motions for a
NpT algorithm, which allows the box to change its lengths L, andL, independently.

The Hamiltonian equations of motions (3.44) have two expressions which determine the
box size,V = Q 'I1y andIly = P — P. The instantaneous pressure can be written as the
sum of the partial pressurd3= (px + py + p,), wherep, are the diagonal components of

the pressure tensor (3.36). The derivative of the volume in time has to be rewritten as the
derivative of each box dimension

.9
V= (bibylo)

Ly Ly, L
=V =X + -y + ks
Lx Ly L,
Naturally each box dimensioh, has its own conjugate momenturfy,. AssumingIly =

>, 1y, the momenta are obtained by the comparison of the coefficients in the according
Hamiltonian equation of motion

(3.54)

»
M, = QVL— (3.55)
Their derivative in time is then given by
0 1
—I,=p,—=P 3.56
o Pe—3 (3.56)

This treatment allows an independent rescaling of the box dimensions while keeping the box—
shape. This does not protect one from obtaining pan cake or elongated rectangular shapes
during the course of the simulation. One possibility to avoid this is to stick to constant volume
and allow the box to reshape according to it. In some simulations presented below one was
only interested in keeping the pressure constant in one or two directions. This opens the
opportunity to rescale only this particular direction according to the above rules.

3.2.5. Choice of the Parameters

In the harmonic approximation an atom vibrates in the mean field of its surrounding neigh-
bors. Its frequencyoe is called the Einstein frequency. This frequency can be defined via
the expansion of the velocity auto correlation function

@)-650) = () -3
= (W)(1-30it’+-) (3.57)
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and is given by
— (Vi U) (3.58)

where Vi, accounts for the derivatives with respect to the particle positionstaisl the
pairwise additive interaction potential. This is exactly the frequency which governs the time-
step applied to any MD simulation. A typical rule of thumb staAte= (1/50) (27 /wEg).

The piston oscillates within a constant temperature ensemble if a weak friction and random
force is applied. The frequend&ye of the piston can be estimated quite easily via the isother-
mic compressibility [KD99],

10 1
KT =———

Vap  VksT

(V3 —(V)?), (3.59)

controls the relation between pressure fluctuatityis= P — p and volume fluctuationsV =
V — (V) via

1
P =———8V (3.60)
KTV

Using the Hamilton equations of motion (3.44) one obtains a second order differential equa-
tion,

d? 1

—35V = —

dt? KT QV
which is the equation for a harmonic oscillator with the frequency,

sV (3.61)

Q2 = !
E KTQV

(3.62)

On the one hand the mass of the piston has to be chosen large enough in order to keep
Qe < wg, SO that the box oscillation occur on time-scales lower than or equal to atomic
oscillations. On the other hand the box should be able to adjust its volume fast enough.
So Qg must not be too small. Kolb andudiveg suggested an optimum piston mass for
the resonance conditioRe = wg [KD99]. The similar frequencies of the atoms and the

box result in a efficient and fast energy transfer between them, and so quickly to a well
equilibrated system. Often the piston ma&3ds been chosen larger than that in order to
separate the time scales of the box and the molecular system.

Note, that the piston mass scales with the inverse system size.

3.3. The Shearing Algorithm

There are several shearing algorithms. Certainly the most often used one is the SLLOD al-
gorithm invented by Evans and Morriss [EM90]. This algorithm is based on the Lees and

Edwards boundary conditions methods for applying shear to a system with periodic bound-
ary conditions in equilibrium. The Lees and Edwards method has the main disadvantage’ ~ °
that it has a lack of contact with response theory. Evans and Morriss improved this method

6
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by eliminating many disadvantages and especially that lack of contact with response the-
ory. But from the programmers perspective one main disadvantage remains, the difficulty
to apply Lees and Edwards boundary conditions to a parallel program which uses domain
decomposition as its parallelization paradigm.

Muller-Plathe (FMP) introduced in 1999 a new algorithm based on momentum transport
[MP99]. The idea to this algorithm originates from non—equilibrium molecular dynamics
(NEMD) methods for obtaining thermal conductivities and Soret coefficients. Such an algo-
rithm was extended and applied to the easy calculation of shear viscosities.

In the following first the Lees Edwards boundary conditions are briefly reviewed, then the
original algorithm by FMP is introduced and the small changes applied to it are described.

3.3.1. Lees-Edwards Boundary Conditions

The Lees Edwards boundary conditions modify the periodic boundaries in such a way that
the system responds with a planar Couette flow. Figure 3.2 gives an impression of how this
algorithm works. The reader may consider the cell denoteflassthe basic simulation cell.

All other cells are hence its periodic images. The lower left corner ofecely define the
origin of the system.

Now shear is applied to the system in the following way. The upper row of imageActdls

C shown in the figure is moving at a constant veloaify= y L to the right, the lower row

to the left accordingly. Particles moving out of the top of the simulation box have to reenter
the box with a rescaled position and velocity at the bottom and vice versa. This movement
of particles out of and into the simulation cell induces a linear shear profile which is stable in
time. Particles within the simulation box have coordinates {x, y, z} < L. Following the
Evans and Morriss [EM90] the laboratory velocity of the particle is given by

Ui =G +U(r7) (3.63)

wherec; denotes the thermal or peculiar velocity of particlanddi(r;) the coordinate de-
pending streaming velocity. In the situation of simple shear flow in x-direction with a gradient
in y-direction the streaming velocity is given lbyri) = yy;X. At t = 0 the usual periodic
replication is applied; = (fj) modL. The modulus modl in this sense stands for the
backfolding of the coordinates to the original simulation box with, e.g.

Xfolded = Xunfolded— @NIN(Xynfolded/ L) (3.64)

for the x-coordinate. The particle has images =1; +L yandr =r; — L yiny direction.
At time t when the image cells have moved, their position has changed:

t

Fi(t) = ﬂ(O)-l—/ ds(éi-i—yyi X) (3.65)
0
t

) = PO+ f ds@ + 7y %) (3.66)
0

t
) = 0+ / ds@ + 7y %) (3.67)
0
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Q v=YyL

R O
|

Figure 3.2.: Schematic view of Lees Edwards periodic boundary conditions for a planar Couette flow.

E denotes the simulation cell surrounded by its periodic imagasl. As shear flow is applied, the

images in the upper row are moving with a velocity= y L while the lower is moving into the
opposite direction.

By definition the thermal velocities are all equal. Replacing the primed parts by their un-
primed equivalents one obtains

rft) = h[O+Ly+yLtR (3.68)
ri't) = r[O+Ly—yLtX (3.69)
Now, if F; moves out of the bottom of the simulation box it is replaced by the image particle

atry, if ri moves out of the top it is replaced by the image particl€’atIn the modulus
notation

F= () modL =(f+yLt%) modL (3.70)

1

r"*= (") modL = (fi —yLtX) modL (3.71)
The velocities have to be rescaled, too

wM = d/dtr"™®“=F +yL X particle moving out of the bottom (3.72)

uM = d/dtr"™®=F —yL % particle moving out of the top (3.73)
There are certain difficulties in using this algorithm, since

e shear flow takes time to develop. The time is approximately the traversal time for a
sound wave crossing the primitive cell.
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e it cannot be used to study time dependent flows.
e it lacks contact with response theory.

e itis very difficult to parallize under the domain decomposition paradigm.

The SLLOD fictitious force method introduced by Evans and Morris [EM90] solves some of
these problems. It couples the shear flow to each molecules instead to rely on the modified
boundary conditions. By doing this the impose a linear shear profile onto the system which
is a disadvantage in the investigation of multivalued stress—strain relations.

Another achievement of the SLLOD method is the application of a suitable thermostatting
method in order to keep the NVT ensemble. In the following an alternative to the SLLOD
algorithm by Miller—Plathe’s [MP99] is described.

3.3.2. Physical Details of the FMP Algorithm

As shown in the previous chapters, the shear viscosity is the elastic constant which couples
a velocity gradient to a shear stress. For simplicity is is assumed that the velocity gradient
tensorV;v; has only one non-zero componént,. Then the following momentum flux of
momentum ire—direction, j,(py) exists, which can be written as

jz( Px) = —nVzuy (3-74)

A flux like this can always be described as transport through an sufgezpendicular to its
direction within a time intervat. Given a certain strain rate and therefore a known velocity
gradient, the shear viscositycan be determined, if the flux is known.

The momentum flux is imposed in Wér-Plathe’s algorithm in an unphysical way. The
simulation box is subdivided intN slabs along the shear gradient directiomith a thickness
Ad, as shown in figure 3.3. The middle sfadt positionz = L,/2 and the bottom slab at

Welliiiad slvas Musy
: Figure 3.3.: Sketch of the shear algorithm. The sim-
——— ulation box is subdivided iz—direction into slabs
— of thicknessd. The middle slab and the bottom
slab are picked out (see text). The particles mov-
ing most against the preferred directions exchange
their momenta. The system responds with a back-

i i flow of the exchange momentum which imposes a
WeCame 13U oo shear profile.
mamenbam ranspor physial
unphysical

positionz = 0 are picked out. Both slab get a preferred direction of flow, e.g. the middle

2Jt could be the top slab if some special kind of Lees—Edwards boundary conditions are applied.



3.3.  The Shearing Algorithm

slab the positive flow direction and the bottom slab the direction reverse to it. ulleiM”
Plathe’s algorithm, one looks now for the particle in each slab, which is moving most against
the preferred direction. Once they are found, their momentum components in flow direction
are exchanged. Let nowbe the particle in the middle slab, andbe the particle in the
bottom slab. By doing that exchange, a momentumpf = p; x — p; « is transferred from

the bottom slab to the middle slab. Those exchanges can take place periodically and the total
transferred momentum is the sum of all momentum transfers Y Apy. The response

of the system to this non—equilibrium excitation is now a momentum flux into the opposite
direction via a physical mechanism, the friction. In a steady state transport and flux are equal:

. P,
J2(py) = o, Lt (3.75)

Note that the factor 2 arises because of the periodicity of the given system.
The momentum flux leads to a continuous velocity gradient in the fluid. The mean velocity
of each slab is given by the average over the particles belonging to it

vk (N) = (v |iesladn)> (376)

If the momentum transport rate is not too high, the velocity profile is linear for a sheared
fluid. In this case the error for the local strain rate can be easily obtained by linear regression.
This error propagate into the measurement of the shear visapditpte that the flux,(p«9

is exactly known. In case the velocity profile is non-linear the efficiency the momentum
transfer is not uniform across the system. The system shows a velocity profile as sketched in
Figure 3.4 (b).

(@) (b)

Vi (2) vx(2)

z z

Figure 3.4.: Sketch of velocity profiles induced by the momentum transport and backflow in the system.
(a) shows a normal linear profile, (b) a non—linear one (see text).

3.3.3. Implementatory Details

The basic scheme works as follows:

1. Measuring of the mean velocity within the middle and the bottom slab. During this
process theéN particles moving most against the preferred direction are found and the
moments and particles IDs are stored in a special array, which is finally sorted from
lowest to highest value in the moment entry (or vice versa in the bottom slab).
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2. The numbeNeychangedf moments which have to be exchanged in order to maintain the
target shear rate is calculated.

3. The moments of thdleychangeparticles are exchanged.

The above works only for a single-processor environment. For a parallel execution com-
munication between the processors sharing the same slab and the ones containing middle or
bottom slab is necessary.

In the following the behavior of the processors dealing with the bottom slab is described. The
processors containing the middle slab perform the action analog. The processing units (PU)
sharing the bottom slab form a communication group. They have a master PU which handles
communication with the master PU of the middle slab PUs. Each PU searches for its local
slowest particles. During this procedure all momenta are summed up. This sum plus the
number of local particles is reported to the master PU as depicted by the following sketch.

Slaves: PU 1 PU 2 PU 3
Z Viocaly Niocal Z Viocalr Niocal Z Viocaly Niocal

Z Uglobah Nglobal
Master PU

Now the master PU is able to calculate the mean slab velocity. This value is exchanged with
the master PU of the middle slab. The PUs of the bottom slab now send their unpreferred
momenta to the master PU which sort them and stored the origin of each momentum as well.

Slaves: PU 1 PU 2 PU 3

1001 6 || 2 | - 9 8| 3| 7 5 4
] [

100 9 | 8| 7

PU O - Master
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The master PU exchanges this sorted array with the master PU of the middle slab. Then
it starts to calculate the number of momenta which have to be exchanged. This number is
broadcasted to the communication group.

Master PU

Nexch

Nexch Nexch Nexch : Y :

Slaves: PU 1 PU 2 PU 3

Now each member of the group receives the sorted array of exchange velocities and the origin
information for the old array.

PU 0 - Master

r-lo 9 -8|-7

100 9| -8|-7 Li-10[9|-8]-7 -10[ 9| -8 -7

Slaves: PU 1 PU 2 PU 3

The PUs browse now through the array, look for the occurrence of their own index in the
origin field and replace the velocity of the corresponding particle by the new one.

3.4. Dissipative Particle Dynamics

Dissipative particle dynamics (DPD) is a quite novel method for the simulation of complex
fluid systems such as colloidal or polymeric suspension, immiscible mixtures etc. first in-
troduced by Hoogerbrugge and Koelman [HK92, KH93]. The aim was to develop a method * *
which is highly efficient for the simulations at time-scales where hydrodynamics plays a role

but still keeps track of single fluid particles instead of solving continuum equations. DPD
simulations deal with soft spheres whose motion is governed by certain collision rules. The
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introduction of bead-spring like interaction [SHM95] make the simulation of polymers pos-
sible, too.

DPD is essentially based on a molecular dynamics simulation in the NVE ensemble but
the force between the particles has, in addition to a conservativé-fai dissipative part
represented as a Brownian dash-pot, which enables the simulation of a NVT-like ensemble.
That dash-pot damps out the relative approaching velocity and introduces a noise term that
keeps the system at constant temperature. In terms of Hoogerbrugger et. al. [HK92, KH93]
the damping part of the dash-pot is denoted?yand the stochastic part ByR. Espaiol and

Warren [EW95] analyzed the relation between both parts. Groot and Warren discussed the
physical meaning of that relation and elucidated the negative consequence of what happens if
one does not follow the relation [GW97]. Since, the dash-pot acts on the relative approaching
velocity, it conserves linear as well as angular momentum.

The construction of the momentum conservation make the thermostat interesting for appli-
cation in non—equilibrium cases. The Langevin thermostat presented in section 3.1 is profile
biased since it assumes that all particles are in equilibrium andadrgubjected to any shear
flow. The DPD-thermostat is by construction biased free. So it is perfectly suitable to be
applied in a non—equilibrium molecular dynamics (NEMD) simulation.

In the following it is briefly describe how the basic DPD algorithm works and then how the
thermostat is acquired for MD simulation method.

3.4.1. The DPD Thermostat

Considering again a set of interacting particles whose time evolution is governed by Newton’s
equation of motion

d. . d. -
dtri = avi = f (3.77)
with forces acting pairwise
F=Y" (Fif +FP+ F”R) (3.78)
j#

where IEC, IED, and FR denote the conservative, the dissipative, and the random force re-
spectively. For convenience the mass of each particle is put equal to one. The conservative
force in the DPD algorithm originates from a soft-core potential and is chosen as [Esp98]

ﬁi? _ {aij (L—rij)-ry 1y <re (3.79)

0 lij =Te

wheref;; denotes the unity vector & . a; is the maximum repulsion for two particlesnd
j
The dissipative or drag force in the formulation of Espland Warren [EW95] is given by

ﬁi}D:_VwD(rij)('%ij Wi (3.80)
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and the random force by A

Fir = owR(ri)ery (3.81)
wP and wR arer-dependent weight functions vanishing for re. o = ¥ — 9; is the
approaching velocity, ang; a randomly fluctuating variable with Gaussian statistics with its
first and second moments

G )=0 (6 OO(E)) = Bidji + 8 djr)d(t —t') (3.82)

FP andFR act along the line of centers and conserve linear and angular momentum. There
is an independent random function for each pair of particles. r&d@aid Warren [EW95]
showed how these quantities are related. The aim is to derive the Fokker-Planck equation that
corresponds to the stochastic differential equations (SDEs) (3.77). The above requirement
for the forces in general (Galilean invariance and transformation as a vector under rotations)
and the linear dependence B in the momentum and the independencelfcff on the

same implies that the Fokker—Planck equation has a drift term linear in the variable and a
diffusion term independent of the variable. The resulting Fokker Planck equation takes the
form [EW95]

d o .
ap({ri}, (Bt =(Lc+Lopdri}. {p}:1) (3.83)

wherep ({fi}, {fi }; ) is the temporal evolution of the distribution function of the position and
momenta of all particles, and with

. i 0
chGnL{nhD==—[ L] b +§jﬁ,a }pqr}{n}o
LD,O({I'} {pl} t) = Zrlj |:VwD(r|J)(r|J Ulj) + (3.84)
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The relation between® andwR quantities is given by [EW95]
wP() = [wRO)? (3.85)

and that one of them can be chosen arbitrarily. Their usual choice is

re—r)? r<r
C C

3.86
0 r>re ( )

wD«>=[wR«ﬂ2={

Groot and Warren [GW97] propose the following velocity Verlet updating scheme:

1 L (E+ AL =T (D) + At (1) + 1/2(AD2 i (1)

2 Ui (t+ AAL) = 3 (t) + LAt fi (1) 7
3. fi(t-+ At) = f(Fi (t+ At), B (t + A1)

4 Bi(t+ At) = B (t) + 1/2At (fi () + fi (1 + Ab)
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where is a so called fudge factor. The actual velocity Verlet algorithm for conventional MD

is represented with = 1/2. The DUD-forces (drag force) is velocity dependent which is

not consistent with the formulation of the velocity Verlet algorithm. Therefore a prediction

for the velocity, denoted bfa is made in step 2. This prediction is corrected afterwards in
step 4. Physical measurements of magnitudes only depending on the coordinates differences
can be made after step 2 while velocity depending magnitudes like temperature are measured
after step 4. The algorithm would be exact@At?) at » = 1/2 if there were no random

or dissipative force. The order of the proposed algorithm becomes unclear [GW97]. A false
prediction of the velocities would clearly lead to a wrong temperature.

Since in the following simulations the time-step is small due to the use of hard core poten-
tials rather than soft potentials, commonly applied in DPD simulations, the uncertainty in
v is negligible in the sense of the above discussion. Hence the conventional velocity Verlet
updating scheme can be applied safely, as tests of the method will show (see below).

NPT Ensemble and the DPD-Thermostat

The DPD method is developed to work in the NVT ensemble. Sometimes it is more suitable
to switch to the NPT ensemble even in a non—equilibrium simulation. Therefore the NPT—
ensemble method presented in section 3.2.3 was combined with the DPD thefviDiséat.
updating scheme is identical with that already presented except in one respect. The noise—
friction term, which accounts for the standard Langevin thermo-stating, has been removed
and a dissipative and random force have been added, in order to couple the particles to the
DPD-thermostat.

3.4.2. Implementatory Details

The implementation of the updating scheme is simple. More difficult is to account for the
correct calculation of the random—pair forces in a parallel program. The original version of
the program uses ghost—particle frames around the complete simulation cell.

The original version of the program [PK98] has a ghost shell or halo frame surrounding the
whole patrticle cell which resides on a processing unit (PU). Particles in the shell, the so—
called ghost particles, are the images of particles on neighboring PU which are in interaction
distance with the local cell. This ghost shell is also used to establish periodic boundary
conditions. As in normal MD all forces are only position depended ghost particles or short
ghosts hold only the current positions of their originating particles but not velocities or forces.
This concept is sketched in figure 3.5. FollowingtPand Kolb, the forces are for simplic-

ity evaluated twice for each particle—ghost interaction. This was done in order to save the
communication overhead created by necessary a necessary force broadcast if the evaluation
would only occur once. Memory, which was certainly not the important argument, is saved,
too.

3To the authors knowledge this is the first time that NPT—ensemble simulation with the DPD—method are carried
out. Itis also conceivable that a standard DPD simulation can be carried out in the NPT—ensemble.
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—Ghost shell
———————1Inner cell
Figure 3.5.: 2D simplification of the simulation cell
with its surrounding ghost shell. Particlesand N
j are depicted together with their ghostg) and i ,_' i .
a())-
N

In the case of DPD there is an additional communication need for the velocities, since the
DPD—forces are velocity dependent. This increases the amount of data transfered. The dou-
ble evaluation of forces makes it necessary to rethink the concept of applied ghost particles.
A double evaluation means in the case of random forces two random number of the same in-
teraction. This does not match with momentum conservation. The solution is a single sided
ghost frame which covers all particle interaction exactly once. This decreases the amount of
positions and velocities to be broadcasted. The disadvantages are that after the interaction
loop all the forces of ghost particles have to be broadcasted back to their original particle
and for the correct evaluation of observables depending on velocities it might be necessary
to introduce a third communication step for the exchange of the new velocities after the final
velocity update in the Verlet updating scheme. Figure 3.6 depicts the new case.

3.5. A Comparison between the DPD and Langevin
Thermostatting Methods

In the previous sections it has been argued that the Langevin thermostat is not applicable for
shear flow simulations in th®'VV Tensemble.

In the following a test simulation of a pure Lennard—Jones fluid system contaihia@048
particles is discussed, which shows an increase of the shear-visgasta function of the
friction ¢.

The simulation was carried out in thiéV Tensemble using the FMP shear algorithm. The
system has been equilibrated without sheat fer2000*. The friction has been varied in the
interval Q01 < ¢ < 10. Then shear with a strain ratejpt= 0.1 has been switch on and sim-

ulation with the different values of the friction have been carried out using first the Langevin
thermostat and in a second run the DPD thermostat. Figure 3.7 shows the simulation results.
The x symbols refer to the classical MD simulation using the Langevin thermostat. With in-
creasing friction, the shear viscosity increases as well in this case. But a close coupling to the ;
heat bath should not exhibit a direct effect on the shear viscosity in this non—equilibrium sit-
uation. The simulation with applying the DPD thermostat does not show such that behavior.

4L ennard Jones units will be used in this section.
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—Ghost shell
——————1Inner cell
Figure 3.6.: Inner cell and its surrounding half—shell
of ghosts particles in a 2D simplification (left). N
Below a 3D sketch of the ghost halo is shown as it IoiN o ide
is implemented in the parallel program. '
A\

. Ghost shell
‘—z Inner cell

This result is plotted with the-—symbols and does not show any influence in the observed
range of friction.

The friction constants in the case of the Langevin thermostat and DPD thermostat cannot be
directly compared, since their influence is by construction different. But nevertheless, the
non-linear behavior in the Langevin case even for low values of the friction (values near
¢ = 1.0) which are broadly applied in equilibrium situations sounds a note of caution.

3.6

3.4

N Figure 3.7.. Friction dependence of the shear vis-
3.2t i . . . .
s cosity. The shear viscosityy, is plotted as a
3t 1 function of the friction constant;. The x—
sl ] X J | Symbols refer to a classical MD simulation us-
[ i I ) % o { l ing the Langevin thermostatting method, the-
264 g J 1 Symbols denote the results of the same simulation,
241 l I J J J | except that the DPD thermostat has been applied.

The lines serve as a guide for the eye.




4. The Simulation Model

4.1. Development of the Model

4.1.1. |Interactions

The basic ingredients of the model are particles which interact through spherically symmetric
potentials. These potentials should be continuous, in order to facilitate a standard Molecular
Dynamics procedure like the Verlet algorithm [AT87], and short—ranged, in order to keep the

number of force calculations at a minimum. A convenient choice for this is a Lennard—Jones
(LJ) potential that is truncated at the minimum, and shifted:

T [ R GO R B “n

0 r > 2164

This potential has found widespread applications for the simulation of bead—spring models
for polymers [GK86, KG90]. Herg; sets the energy scale amdhe length scale. Henceforth
Lennard-Jones units are used where o = 1. The massn of the particles is also set

to unity, such that time is measured in unitsof& (o°m/e)¥?. A typical dense system

is characterized by a particle density o= 0.85, and temperaturkg T = 1. This dense
repulsive Lennard-Jones fluid will be the reference system from which the model will be
constructed. The pair correlation function (PG@Jf)), i. e. the normalized density—density
correlation function, withg(r) — 1 forr — oo, is shown in Fig. 4.1 for this system (red
graph, the reader may disregard the other graphs for a moment).

As a minimal model for amphiphilic molecules, only dimers of different species are consid-
ered.

From the polymer simulations it is known that it is computationally efficient to link the dimers
via anharmonic FENE (“finitely extensible nonlinear elastic”) springs with spring conlstant
and maximum extensioRy:

r\2
Urene = —%kF%In |:1_(ﬁ> i| r<Ro . (4.2)

00 r>Ro

While for the polymer simulations usually the valuks= 30 and Ry = 1.5 are applied
[GK86], here a somewhat weaker attractibn= 5, Ry = 2, is used. The reason is that it

77
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is intended to adjust the typical bond length to the typical interparticle distance in the dense
Lennard—Jones fluid, see below. By this match it is ensured that the model will also allow
for an ensemble where the connectivity is not fixed, but the bonds are created and deleted be-
tween monomers. If the length scales would not fit, attempts of such processes would much
too frequently be rejected.

3

25

2 b

15 r

()

1 b

05 r

Figure 4.1.. Pair correlation functions. The red graph shows the pair correlation function of
a pure Lennard-Jones fluid. The others refer to different values of the potential ¢lepth
0.0,0.5,1.0,1.5,2.0 (see eq. (4.3)). The curve with the largest oscillations refegs402.0. The
inset shows the corresponding potentials.

Furthermore, the model needs to include different interactions between A and B particles,
in order to distinguish them and drive the tendency towards phase separation. The simplest
model has identical interactions for A—A and for B—B contacts, while an A—B contact is more
repulsive, or less attractive, and thus unfavorable. Ideally, one would like to do this via re-
pulsive potentials only, for example by increasing the pre-factor in Eq. 4.1 for A-B contacts,
the advantage being twofold: Firstly, one would stick to a very short interaction range, and
thus to few force calculations, and secondly the system would not exhibit a gas—liquid tran-
sition, which is not of interest per se, and would only introduce an unwanted complication
into the system. Actually, this approach has been very successful to model the phase separa-
tion of polymer blends, and the micro-phase separation of block copolymers [GLKG96]. In
that case, however, a very small difference in the interaction is already sufficient to drive the
phase transition, as the polymerization strongly reduces the translational entropy, resulting
in T. o« N, whereT, is the critical temperature, and the degree of polymerization. Con-
versely, a low—molecular weight system would need a quite strong repulsion between A and
B in order to access phase separation. Note that it is computationally more efficient to vary
the interaction strength to drive the phase transition, rather than the temperature — the po-
tentials are optimized such that the Molecular Dynamics, with its interplay between potential
energy and kinetic energy, runs bestkgT = 1. Tests have then shown that actually such a
strong repulsion is needed that a very small time step is necessary, which again is inefficient.
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For this reason, it has been resorted to the second choice, and included an attractive tail be-
tween the A—A pairs and the B—B pairs, while the A—B contacts are just subject to the purely
repulsive Lennard—Jones potential.

For the choice of the attractive tail, the following considerations are important:

1. In the general spirit of a minimal model, the presence of several molecular length
scales, which might lead to competition, frustration, etc., should be avoided. So the
typical interparticle distance is choosed to be the same for A-A, B-B, and A—B bonds.
In other words: The additional attractive tail should not substantially distort the pair
correlation functiong(r) of the original repulsive Lennard—Jones fluid, at least with
respect to the positions of the maxima and minima. Guided by the same idea, we had
already adjusted the parameters of the bond potential, Eq. 4.2.

2. The tail should be rather short—ranged, for reasons of efficiency.

3. In order to avoid instabilities in Molecular Dynamics simulations, the potential should
be continuous, and have continuous first derivatives.

For these reasons, the potential should remain unchanged<for9 2%/6, while the attrac-

tive tail should reach fromn = 2/6 to the first minimum ofg(r) (which occurs roughly at

r = 1.5, as seen from Fig. 4.1), such that only the first neighbor shell is included in the inter-
action. Such a potential will then of course allow for a gas—liquid transition, and, even more
importantly, favor crystallization into an fcc structure, since any frustration effects between
length scales have been deliberately avoided. These issues will be considered in the next
section in more detail. The tail should thus have zero derivative=aR/® and atr = 1.5,

while it should have the values zerorai= 1.5, and—¢ atr = 2'/6, where¢ is the depth of

the attractive part, and is used by us as the independent parameter by which the system is
driven into the ordered phase. Using a shifted cosine waw®, ione thus obtains

1 12 1 6
qC) ()] e e

U = , (4.3)
HJcos 2 [cosar?+ ) —1] 26 <r <15

0 r>15

wherexa andp are determined as the solutions of the linear set of equations

2Bu+p = n (4.4)
2250+f = 27, (4.5) ?
i. .0 = 3.1730728678 an@ = —0.85622864544. 7

As an alternative, a third—order polynomialriiwas also considered,

Up/¢ = A+r%(B+r%(C+r2D)), (4.6)
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where the same requirements yiéle= 7.979574673B = —17.52538691C = 10.84948485,

D = —2.060727237. However, in benchmarks it was found that this potential is only a
few percent faster than the cosine version, the reason being that the trigonometric functions
are implemented as fast hardware instructions on the processors used (Compag Alpha EV5,
EV56, EV6, EV67, and Intel Pentium Il and Ill). Therefore the original version was kept,
Eq. 4.3. All results that follow will exclusively refer to this potential.

Figure 4.1 shows the resultirgr) of a monomer fluid oN = 10000 particles who are all
subject taU ;.05 While ¢ = 0 is the original repulsive Lennard—Jones fluid, the amplitude is
systematically increasing with. However, the position of the maxima and minima is nearly
unchanged, as desiregl.= 2.0 is close to the fluid—solid transition (see below).

Figure 4.2 compareg(r) to the bond lengths which result from the FENE potential, Eq. 4.2,
at a typical state point = 1.5. It is seen that also these lengths match quite nicely.

R
A;ZA 1 2e+03
.3 " Figure 4.2.:  Histogram of bond
2 Lo S a 1 lengths for a system of dimers at
o) o o H P = 0.85, ¢ = 15, compared to the
| So so 1er0s pair corrglatlon functiong(r) of a
e i . AAAA | mqnatomlc system at the same state
o i s NS point.
$ b AapnDE
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0 k- 0e+00
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4.1.2. Computational details

The simulation method applied is Molecular Dynamics (MD). Chapter 3 gives a short overview
on MD. For stabilization purposes, a Langevin thermostat [DGK98] is used. The equations
of motion are given by

mr; = —V;U —TF;, & (1), (4.7)

where the friction coefficient and the strength of the random noﬁe(t) are related via the
the fluctuation dissipation theorem:

(G (1) -Zj(t)) = 6kgTT8; 8(t —t'). (4.8)

U denotes the sum over all interactions of the beaand the temperature is always fixed
at the valuekg T = 1.0. The equations of motion are integrated by using a velocity Verlet
updating scheme [AT87]. The simulations were carried out in the constant volume (NVT)
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as well as in the constant pressure (NPT) ensemble. For the NPT ensemble simulation a
modified velocity Verlet algorithm was used, and the “box” degree of freedom coupled to a
Langevin heat bath as well [KD99]. The time step used in the simulationAtas 0.01.

The friction constant is set to the small vallie= 0.5, thus ensuring that the dynamics is not

too far away from the Hamiltonian limit. For a reasonable choice of parameters for the NPT
ensemble, see Ref. [KD99]. The simulation box was always cubic with periodic boundary
conditions. We used a highly optimized domain decomposition scheme in order to run the
simulations in parallel on a Cray T3E [PK98].

5.0e+05 T T T T T T T
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0.0e+00
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Figure 4.3.: Number of Molecular Dynamics steps per particle per CPU second on two different hard-
ware platforms as indicated in the figure. Systems of pure monomers at deasiiyg5 with different
ranges of interaction were studied: Purely repulsive LJ potentiakf 21/6), attractive cosine poten-

tial forr =1.5,2.0, 2.5, and standard LJ potential cut offrat= 2.5 ((J symbols). The cosine potential
was run at strengtth = 1.5; the system size was alwajs= 1000 particles.

Figure 4.3 shows that indeed the strategy of confining the interaction range to the first neigh-
bor shell pays off in terms of computational efficiency: While the purely repulsive system is
clearly by far the fastest, only a factor of two is lost in speed when increasing the interaction
range to 15. If we would have used the “canonical” interaction rande then the loss would
rather be a factor of eight.

The algorithm was augmented by a Monte Carlo (MC) procedure. In order to study the
un-mixing of unlike monomers, a semi—grand-canonical ensemble was used where the total
number of particles is fixed, while the fraction of A (or B) patrticles is allowed to fluctuate,
such that the chemical potential differenag: is being held fixed. For symmetry reasons,

the un-mixing occurs at\u = 0. The fluctuations in composition are then facilitated via
stochastic “flips”, which can change an A patrticle to a B particle, or vice versa [GLKG96].
This was implemented via a simple single spin flip algorithm using the standard Metropolis
[MRR*53] criterion.



4. 1neosimuliaton ivioael

Furthermore, one might also think about the analogous procedure for dimers (an A-B dimer is
“flipped” to a B-A dimer, or vice versa). Such a scheme would certainly somewhat speed up
the equilibration when a lamellar structure is formed. However, this is far less important than
for un-mixing: An un-mixing system without the MC procedure would exhibit a conserved
order parameter and hence “hydrodynamic slowing down”, i. e. the necessity of transport
over macroscopic distances. Conversely, in the case of the formation of a lamellar structure,
the order parameter is not conserved, such that only local rearrangements are necessary.
hence such dimer flips were not implemented, since they would have required substantial
communication in the parallel program, whose data structure builds directly on that of Ref.
[PK98], where the elementary units are the monomers, such that a dimer can be crossing
processor boundaries.

4.2. Simulation Results

4.2.1. Identical Monomers

The simplest system to study consists only of monomers which are all identical. Figure
4.4 gives a rough sketch of the expected phase diagram ingthe)—plane, P denoting

the pressure. Both a gas-liquid transition as well as a fluid—solid transition are expected,
although the gas—liquid transition must not necessarily occur [Fre99]. Since the main interest

Figure 4.4.: Qualitative sketch of the expected phase di-
agram of a system of pure monomers in ghgressure
plane. The existence of the gas-liquid line was not
proven numerically, but is strongly expected. All tran-
sition lines are of first order; the gas—liquid line ends
in a critical point. Furthermore, the diagram shows
the path along which the fluid—solid transition (dashed
line) was studied.

liquid
gas

fluid

lies in the investigation of the behavior at densities near the typical yedd€.85, it has not

been attempted to answer this question and map out the phase diagram as a whole. Instead
¢ was varied at constant pressufe= 1.0. Test runs in the NVT ensemble had shown

that this is a typical pressure for a dimer system at the typical high density near the order
disorder transition (ODT), see below. The results indicate that along this chosen path only
a fluid—solid transition occurs. This transition was located by obtaining a hysteresis loop of
the density as a function a@f. First a system ofN = 500 particles was run, started in its

fluid phase. The potential dep¢hwas increased systematically, until a jump in the density
was observed, after which it was decreased again. The final configuration of the previous
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run was always used as initial configuration for the ngxtalue. In each run the system

was first equilibrated and then an average of the data was taken over a limited run time of
t = 2000. Figure 4.5 shows the resulting hysteresis loop; besidds ta&00 data a system
containingN = 10000 particles was also studied (with the same observation time) near the
transition, which was necessary to obtain good accuracy in the metastable states. It was
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Figure 4.5.: Hysteresis loop of the density
p as a function of the potential depih
at constant pressure = 1.0, for N =
500 particles x and+), andN = 10000
(x andd). The vertical line marks the
most likely transition value op.

not attempted to locate the fluid—solid transition very accurately (this would have required
thermodynamic integration or finite—size scalingfi¥6]), but it is quite clear that it occurs
for 1.8 < ¢ < 2.2. Therefore, the simulations of the amphiphilic systems should clearly avoid

such largep values.

The solid phase is further characterized by a strongly reduced diffusion. Figure 4.6 shows
the mean square displacement (MSD) of a single particle as a function of time for ditferent
values along the path it was studied. To this endNasa 500 particle system was simulated in
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Figure 4.6.. Mean square displacement
for different values of the potential depth
¢. The diffusion in the crystalline state
is much slower than in the fluid state.

the NVT ensemble, starting off from the final configurations of the corresponding NPT run.
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The diffusion constant is extracted from the long—time behavior via the Einstein relation in
spatial dimensions (hegk= 3)

1 N
D ((F(t) —T(0)%), (4.9)

- t“—[To]o 2dt
resulting in the values given in Table 4.1. Note that the mean square displacement has to
be measured in the center—of-mass reference frame of the overall system, which diffuses as
well. While diffusive behavior is observed without any problems in the fluid phase, it turns
out that at the state point in the solid phage=(2.4) the mobility is actually so small that the
leaving of the local “cage” was not observed on the time scale of the simulation; hence there
an upper bound for the diffusion constant cam be given here.

¢| 14 | 15 | 17 | 19 | 24
D[ 339.10°|264-10° | 151-10° | 874-10° | 0.177-10°3

Table 4.1.: Pure fluid system diffusion constants for different values of the potential g¢epth

Details of the crystal structure are revealed by the static structure funstepn which is
shown in figure 4.7 fowp = 2.4 in comparison tagp = 1.4,1.8,2.0 in the liquid state for
an N = 10000 system along the path studied. One clearly sees a much more pronounced

7 T T T T T T T
o

Sa)

Figure 4.7.: Structure factor for systems with different values of the potential d¢pthl.4 (+), 1.8
(x), 2.0 (x) and 24 (). Configurations withp < 2.0 exhibit a fluid—like structure, while systems
with higher values definitely show an crystal with fcc order.

structure with long—range order. The position of the peaks is compatible with an fcc crystal
[Kit95]. Moreover, a determination of the number of nearest neighbors via integration over
the first peak of(r) yields the value 12, as expected for the fcc structure. Though the density
data indicate thap = 2.0 is still liquid, the empirical Hansen-\Verlet criterion [HV69], which
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states that crystallization occurs as soon as the first maximuopfexceeds the value &,
would already assign this state point to the solid phase.

4.2.2. Binary Mixture

For a system which contains rather two different species A and B, the phase behavior be-
comes more complicated, since at large values tfie two species will un-mix (macro—

phase separation, MPS). The qualitative phase diagram which is expected is drawn in figure
4.8. The MPS was studied in the semi—grand—canonical ensemble for a system at fixed den-

¢ o
liquid

unmixed \

solid
unmixed

gas

Figure 4.8.: Qualitative sketch of the expected phase diagram of a binary system of pure monomers
in the p—pressure plane, for fixed composition. The diagram is partly speculative, since it was not

checked if un—mixing also occurs for the gas phase. It is also not clear if the solid phase favors or
disfavors un—mixing relative to the fluid phase. The transition line between the one—phase and the
two—phase state is of first order, except for the case of composition 1/2, where, due to the symmetry
of the model, the transition is of second order. The dashed line denotes the path along which the
un—mixing transition (constant volume) was studied.

sity p = 0.85 as a function of. This situation is qualitatively depicted in figure 4.9. Itis
particularly important to know if the MPS occurs for smaldethan crystallization — other-
wise no fluid phase in the unmixed state would exist, and it would be quite unlikely that a
dimer system exhibits a fluid lamellar phase.

The order parameter is given lmy= Na — Ng and can vary from-N to +N. According

to the usual theory of finite—size scalingyb96], the ratio of the second and first moments,

(m?)/(m|)?, plotted as a function af for different system sizes, should intersect at one point
which is a very good estimate fgr.. Two different system sizes were studies, containing
N = 2000 andN = 4000 particles. The moment’s ratios are plotted in figure 4.10, from
which ¢ =~ 0.62 can be estimated. One should expect that the ODT for a dimer system will 5
occur at value® > .

8
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Ap V = congt
Niot =COnst Figure 4.9.. Sketch of the un—mixing phase diagram in the
plane(¢, Aw), whereAu is the chemical potential differ-
ence between species A and B. The first—order line occurs
-------------------------- at Au = 0, for reasons of A—B symmetry, and ends at an
o) Ising—like critical pointgc.
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Figure 4.10.. Second moment — first mo-

ment ratio for a binary systems in the
semi—grand-canonical ensemble at den-
sity p = 0.85 as a function ofp. The
crosses denote a binary system contain-
ing N = 2000, and the stars one with
N = 4000 particles.
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4.2.3. Dimeric Systems

A system of A—B dimers allows for three independent order parameters within the liquid
phase. First of all, the molecules can orient along a spontaneously selected axis (the director),
without distinguishing between A and B. If no additional ordering would occur, then such

a phase would be nematic. Nematic ordering is measured via the symmetric and traceless
Saupe tensor [dGP93] (refer to chapters 1 and 2):

3(,,. 1
Qij :E(rirj—ééij>, (4.10)

wherei andj are Cartesian indice8;; is the Kronecker symbol, arfddenotes a unit vector

along the molecular axis. In the isotropic phase the volume average (or ensemble average)
of Qj;; is identically zero, while in the uniaxial nematic phadg has the three eigenvalues

(S, —S/2,—S/2), whereS > 0 is the nematic order parameter, which at most can assume
the valueS =1 corresponding to the perfectly ordered state. In the simulation the volume
average ofQ;; was measured, at any particular time, and the largest eigenvalue determined.
The time average of these defines the numerical estimat for
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Furthermore, there can be breaking of translational invariance and the formation of a smec-
tic phase. In a Smectid phase, the sheets are perpendicular to the director. This can be
measured by studying the density—density correlation function (or the structure factor) along
the director, which is “crystalline” with long—range order, and perpendicular to it, where the
structure is fluid—like.

Finally, there can also be a rearrangement of the A—B molecules along the directér axis
The vector from A to B can either point with identical probabilities in the directighand
—n (disordered state), or prefer one particular direction (ordered state).

In the lamellar phase, all three types of ordering occur simultaneously, while the isotropic
phase is disordered with respect to all order parameters. In principle, it would be possi-
ble that additional phases were stable, where only some, but not all, order parameters were
nonzero. However, this is not expected for those parameters, and indeed not found in the sim-
ulations. The expected qualitative phase diagram is thus shown in figure 4.11, where also the
path along which the order—disorder transition was studied at constant volume and constant
number of dimers is shown.

liguid

lamellar solid

ordered

Figure 4.11.: Qualitative sketch of the expected phase
diagram of a system of A—B dime¢s-pressure plane.
Again, the diagram is partly speculative. The dashed
line denotes the path along which the order—disorder
transition (constant volume) was studied. All transition
lines are of first order.

gas

liquid

isotropic

solid
disordered

fluid

isotropic

It is clear that the ODT must be of first order, since already nematic ordering enforces first—
order behavior, as is known from symmetry analysis and Landau—deGennes theory [dGP93].
There is thus a slight problem with studying the ODT in the constant—volume ensemble:
Strictly spoken, one must expect that the isotropic and lamellar phases have different densi-
ties at coexistence, and therefore phase separation (i. e. un-mixing of the isotropic and the
lamellar phase) must occur. However, it is expected that the density difference is so small
that the phases will not un—mix unless the system is extremely large: For a small system, the
free energy penalty of introducing an interface into the system will outweigh the bulk free
energy gain obtained from phase separation. Indeed, it was checked, that both the coexisting
phases, which we found via hysteresis loops $disee below), have practically the same
pressure at the same state points. This shows that the approach is consistent within the given * *
numerical resolution. For high—accuracy studies however, this issue must be kept in mind.

The constant—pressure ensemble was not used since it is computationally more expensive and
less easy to handle.

8
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Another criticism against the constant—volume ensemble might arise from the potential in-
compatibility of the linear box size with the smectic layer spacirgy i. e. the fact that. /d

is usually not an integer when the system chooses its optimum valwk felowever, the
system has also the freedom to rotate the director with respect to the box. Considering, for
simplicity, a two—dimensional system with tilt angtebetween the sheets and the box axis, it

is clear that taor must be some rational numbpyq (p andg denoting the minimum integer
values) in order to obtain a finite number of sheets, which is thergjuéin the other hand,

cosa = L/(dq) and thusd/L = /p?+q2/qg°. For largeL there will always be numbens

andq such that the condition is satisfied to a high degree of accuracy; hence the criticism is
not valid. For figure 4.12, which shows a typical configuration deep in the lamellar phase,
first the sheet thickness was measured and then the system size was adjusted in order to fit
the sheets nicely. The number of diméts= 48668 at density = 0.85, which will be con-

Figure 4.12.: Typical configuration for a potential depth
of ¢ = 1.3. The system is composed of 48668 A-B
dimers at density = 0.85.

sidered in what follows, results from such considerations. Figure 4.13 shows the hysteresis
loop in Sfor this system (each state point was observed for 2000 LJ time units); the ODT is
thus localized at roughly = 1.2.

The important point is that the ODT occurs at a much smallealue than that what was

found previously for crystallization. Though the dimerization might favor crystallization
compared to the monomeric system (it reduces the translational entropy), the effect is prob-
ably not that strong, and hence one must expect that the observed lamellar phase is indeed
fluid, which is necessary for the model to be useful for real amphiphilic systems. Neverthe-
less, this was checked via
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Figure 4.13.: Svalue as a function of the potential depthThe plusses denote the way fr@m= 0 to
largerg, the crosses the reverse direction. The solid gray line serves as a guide for the eye

e the structure factor measured in the direction of the director, which is indeed a liquid—
crystal-like (see Fig. 4.14), whegg = 3.36 was found, and hence the layer spacing is
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Figure 4.14.: Structure factor of a system &f = 48668 dimers ap = 0.85,¢ = 1.3 in the direction of

the directorgp = 3.36. In order to enhance the quality of the plot and reduce the error, the scattering
vector was choosen to deviate with a tiny amount around the director diregtion< 0.01 and

ky <0.01.

herel = 27 /gy = 3.73. Due to fluctuation of the layers, the structure function shows
nearqo rather a power-law decay than a delta function peak. This effect is referred to
as Landau—Peierls instability since the second moment of the layer displacémgnt,
diverges for infinite systems (see [dGP93, CL95]).
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e the structure factor in the directions perpendicular to the director, which clearly shows
fluid structure (see Fig. 4.15), and
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Figure 4.15.: Structure factor of a system of = 48668 dimers ap = 0.85,¢ = 1.3 in the directions
perpendicular to the director.

e the diffusion behavior (see Fig.4.16): While the in—plane diffusion (measured via the

in-plane

Figure 4.16.: Mean square displacements for different values of the potential ¢gejtter—plane and
in—plane in comparison.

mean square displacement in the directions perpendicular to the director) is nearly un-
hindered, with quite similar behavior as in the liquid phase of the monomers, the inter—
plane diffusion is strongly reduced, similar to the behavior in the monomer crystal.
The resulting diffusion constants are listed in Table 4.2.
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¢ 1.2 1.4 15
Din-plane | 145-1073% | 119.103 | 9.72.10°3
Dinter-p|ane 1.3 . 10_3 0.6 . 10_3 0.6 . 10_3

Table 4.2.: Diffusion constants for dimeric systemBin_piane denotes the two—dimensional diffusion
constants within a layer in the lamellar phaB8ster-pianerepresents the diffusion perpendicular to the
layers.

4.3. Conclusions

A new simple continuum simulation model for the investigation of amphiphilic and co—
polymeric systems has been introduced. This model is capable of reproducing the essential
physical characteristics in the targeted area of interest. All interactions are short ranged;
therefore the number of interacting pairs is relatively small, resulting in good computational
efficiency.

The structure of the monomeric fluid is hardly affected by the attractive tail compared to the
purely repulsive Lennard—Jones fluid. The binary fluid of two disliking components phase
separates; this occurs for roughly the same strength of interaction as the order—disorder tran-
sition of the dimeric liquid into the lamellar phase, where the dimers are made of both particle
types. No indication for any other ordered fluid phase for the dimer system was found. Both
from structural analysis and from the observation of fast two—dimensional diffusion, it was
demonstrated that the lamellar phase is still fluid; crystallization occurs for stronger interac-
tions. The diffusion constants of the pure fluid and the one within layers of dimers are within
the same order of magnitude under same conditions.

With that choice of the short—ranged interaction potentials it is possible to simulate large sys-
tem sizes much more efficiently than with other models like those of Refs. [GL98, LMTZ94].
Moreover, it is quite versatile in that it can be applied to a large variety of physical situations,
avoiding lattice artifacts, while changes in the molecular architecture etc. are easy to imple-
ment.
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5. Shear, flow alginment, and undulation
instablility

5.1. Introduction

System under investigation

Several different systems will be used for the investigation of the effect of shear flow to the
proposed model in the last chapter. One of the systems is the lamellar system containing
97336 particles as 48668 dimers which has been previously been shown (section 4.2.3).

The system has been quenched below ODT to a value of the potentialglepih27. The
lamellae are oriented parallel to tlxey plane, hence the director is pointing parallel to the
z-coordinate. Figure 5.1 shows the starting conformation for simulation runs in order to
analyze the flow alignment behavior. Shear is applied widls gradient direction and as

Figure 5.1.: Starting conformation con-
taining 48668 dimers. The orientation of
the lamellae is parallel to the-y-plane.
The left picture shows a conformation
shapshot. The right one sketches the di-
rection of shear flow along the-axis.

flow direction. The simulations were performed in both the NVT ensemble and the NpT
ensemble. Using constant volume the particle density avas0.85. The simulation runs

were performed at different strain rates over two decades[0.001, 0.1]. Flow alignment,
orientational dependence as well as stress-strain-rate behavior were investigated. Another
system containingd = 10000 particles (5000 dimers) will be described later in section 5.3.2.
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This Chapter

The chapter is organized as follows. Since for the non—equilibrium theory by Auernhammer
et al. [ABP0O] some equilibrium properties are important it starts with a determination of
the bending modulus for the simulation system in equillibrium. Then the weak shear limit is
investigated. The flow alignment of the director in the linear response regime is observed. At
higher strain rates the onset of undulation is analyzed. This is compared to smectic A confor-
mations which are dilated in direction of the layer normal (at no shear). For the whole strain
rate interval response in form of shear stress is analyzed. A possible mechanism for flow
alignment and undulations on molecular level will be proposed, which seems to be supported
by simulation results. It is discussed subsequently. At high strain rates the orientational
change from parallel to perpendicular is investigated and compared to the analytic theory by
Fredrickson et al. [Fre94]. A summary and outlook conclude the chapter.

5.2. Shear Flow Simulations

5.2.1. Director Splay Modulus - Layer Bending Modulus

The layer bending modulu is an equilibrium parameter and accounts for the energy cost

of the bending of a layer. It is very similar to the director splay modulus in nematics. As
shown before, the splay term in the elastic energy of nematics is equal to the bending term in
smectics (section 2.1), since the relation between the displacement of the smectic strata and
the director is given by = —Vu.

In the analytic treatment by Auernhammer et al. [ABPO0O] the ratio of the bending and the
compression moduluds /By, occurs quite often. The next sections deals with comparison
between simulation results and that theory, and hence if those moduli are known in advance,
a consistency check could be made. As discussed below it is very difficult to determine the
compression modulus since no layer description is available. But nevertheless it is possible
to obtain the bending modulus.

In a simulation on molecular level it is easier to identify the direction of the molecular axis’
and hence the directdf, as their ensemble average than to measure the fluctuation amplitude
of the layersu. So the equilibrium fluctuations of the director were used in order to obtain
K.

The free energy cost of the layer bending as part of the elastic energy term equation 2.13 is

given by
3 9 2
1 o
Foend= 2K |:(8X + 8y> n:|

With the help of the Fourier transform of this expressi®geng = K qfnz, the director’s
fluctuations can be investigated. Equation (2.17) relates the first normal mode with the layer
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bending modulus by

- keT 1
([m@n]> = BTW

For the simulation the fluctuations of the director can be directly analyzed from a set of equi-
librium runs. In those runs the system was well oriented with layers within the x—y—plane.
Since the preferred axis of the director was hence chosen along the z—axis, the normal modes
have to be expressed in terms of the director components perpendicular to its equilibrium
orientation, thex andy components.

~ 11 . R
([m@n]) = v@q/ds‘r (qxnx(r)+qyny(r))e'q“] > (5.1)
For the layer bending modulus one obtains

q.%keT
o

where(...) stands for the right hand side of eq. (5.1). The above identity betifeand
the functiony(q) only holds if the latter one is constant. A linear fit can now be applied to

K=y()= (5.2)

Pt 1 Figure 5.2.: Determination of the layer bending
_— 1 modulusK. The points are an average over 50
2 50 1 conformations. The line is a linear fit on the

.l | short wave length datg > 2.0 producingK =

6.6.

Clal

the data, which consists of an average ouer, ) of 50 conformations, in order to obtain the
layer bending moduluK. For the investigated system the layer bending modulus was found
to beK = 6.6.

There is an alternative method for the determinatiorKo&nd B respectively. For single
membranes and mono-layers the measurement of the fluctuation ampliteeldiriction is
possible. Recently two similar methods have been suggested by Laradji et al. [LM00] and
Goetz et al. [GGL99, GL98]

Laradiji et al. investigated a mono-layer of model-DBCP in a mixture of A and B homopoly- ~ °
mers. They introduced plaquettes into their simulation system whegeposition was fixed

on a grid. Those plaquettes were only able to move along-tiesction and their position

was updated every time step depending orethposition of the nearest A— and B—-monomers.

By doing this they were able to measure the height funation y) and hence the bending 5
modulus of their mono-layers.
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Goetz et al. [GGL99] analyzed the density profile of their conformations and hence were
able to determine middle sheet of their bilayer. By doing this they can record the necessary
data for the analysis of the height functiotx, y).

The result presented in this subsection is consistent with the results issued by Laradji et al.
[LMOO] and Goetz et al. [GGL99] as it lies the same order of magnitude of theirs. But the
differences are obvious and a further comparison is not sensible, since this result is based on
another model Hamiltonian and a smectic rather than a mono- or bi-layer system.

Unfortunately their methods are not applicable in the present case. A dimer melt below ODT
exhibits more than one stratum and it is likely that within a short time the plaquettes would
not refer to the same layer any more. In principle it is possible to record a density profile but
the identification of specific layers is a difficult task. One has to apply methods like voronoi
tesselation in order to obtain a correct representation. The existing roughness due to the
shortnes of the model molecules of the sheets makes that task no easier. The next and even
more difficult problem is, to follow those layers in time, so that the fluctuationgxny) are
recordable.

In turn it is conceivable that the method applied here to obtain the value of the bending
modulus does work for measurements in single layer systems as well. In that case the effort
for the determination of the bending modulus is considerable lower.

5.2.2. Flow Alignment

The flow alignment of the director is the key effect in Auernhammers et al. treatment of
SmecticA LCs under shear [ABPOO]. It leads in their picture to an effective shrinkage of the
layers which can under low energy cost only be balanced by undulations in order to keep the
layer spacing constant. Auernhammer et al. find that undulations along the vorticity direction
are possible above a certain threshold as discussed in chapter 2. In a simulation both the flow
alignment of the director as well as the onset of undulations are be observable.

The flow alignment as a function of the strain rate was investigated in a simulation series with
a system containindjls = 48668 dimers. A parallel oriented conformation of a system, which
has been described in the introduction to this chapter, was exposed to shear flow. Starting
with a strain rate ofy = 0.001 the system was successively exposed to higher and higher
strain rates up tor = 0.1. The final conformation of each run serves as the initial one for
the next simulation. Two step sizes were followed, a step siz&yot= 0.005 with values
belonging to path 1X symbols) and a smaller step sizefof = 0.002 recorded as path 2-(
symbols). In the scope of this section only the strain rate where a parallel orientation exists
are of interest < 0.04), larger strain rates will be discussed later.

Figure 5.3 displays the results in form of a graph where the flow—component of the director,
Ny, is plotted versus the strain rate, At low values of the strain rate’(< 0.01) the in—flow
component of the director, grows linearly. This is the range where one can easy determine
the ratio

A+l

=55 (5.3)

1
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Figure 5.3.: Flow alignment of the director. The in flow componextcomponent, of the directan,

is shown as a function of the strain raje, Path 1 and path 2 belong to different step sizes in the
increase of the strain rate (see text). The error bars denote the standard deviation of an average over
ten independent conformations.

since the flow alignment expression reduces to
ny=~R; )/

From the simulation data a value & = 9.9+ 0.3 is obtained. If the region for a fit is
increased tgy = 0.02 the error inR; increases ang? is fairly large. That means that the
measured values lie not very well on the assumed curve in that case. Figure 5.4 visualizes
this observation. A grey highlighted area sketches the misfit of the initial result for higher
strain rates.

02

0.18
Ef, - Figure 5.4.: The slope of the flow component of the director,
012 - Ny is linear only for very low values of the strain raje, This
= complicates the determination of the elastic constant fi&fio
006 (see text). The gray highlighted area sketches the disagree-
Z:‘;: . ment of the fit of a straight line to the low strain rate data
ok points.

0.005 0.01 0.015 0.02

The onset of undulation can be located at a strain rafe-©0.02= y.. Conformations below

this value show apart from the flow alignment of the director no further observable response’ ' 7
to the shear exerted on them. At values abgyeundulations can be observed. There is

a difference in the direction of undulations for the runs using a small and a larger pace of

the strain rate increase. If one follows path 1, stepgize= 0.005, undulations along the
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vorticity direction develop. This is sketched in figure 5.5, left illustration. Their amplitude
grows with increasing strain rate. Their wave number is determined by the box length in
that direction, due to the periodicity of the system. Hence can only be a multiple of it. The
wave length is found to match the box extension. Without any obvious influence the flow
component of the director grows further with increasing strain rate.

Path 1 Path 2

Figure 5.5.. Sketch of the different behav-
ior of path 1 and 2. Conformations of path
2 show undulations along the flow direction
for strain rates of @2 < y < 0.03, confor-
mations of path 1 do not.

Iy
U,

flow direction

Exactly this is not the case for the simulation runs following pattn2.drops just at the
onset by a few percent and both pathways split. With a further increase of the straig rate
grows again. An investigation of the conformational "appearance’ reveals that conformation
along path 2 show near but beyond the onset of undulation not only a wave vector parallel to
the vorticity direction but also a wave vector in flow direction. Compare to figure 5.5, right
illustration.

A wave vector parallel to the flow direction has not been considered by the analytic theory
so far. Those undulations i-direction get smaller and smaller with further increased strain
rate and vanish again gt~ 0.03. Near this strain rate both pathways rejoin. Figure 5.6
shows simulation snapshots of typical undulating conformations of path 1 and 2.

The analytic theory [ABPOO] describes the dependence of the component of the director
parallel to the flow direction by the following equation, which was introduced in chapter 2:

A+1 B B
[%—Anxz} V= —ng/1—n2+ —2 [nx(l—\/l—nxz)] (2.30)
V1 Y1

Unfortunately this equation cannot be resolved in the way that the diregtecemponent is
a function of the shear rate. Nevertheless the equation can be solved for the strain rate as a
function of the directors—componenty (ny), yielding

p={En/ionl e S na-vi-nd [ 6

Using R; from above and introducing the following abreviations:

A - B
A= |22 B_20_ g (5.5)
B: B:
equation 5.4 can be rewritten as
u B ul

V= A)} = (56)

Rl—U2+WR1—U2’



5.2. Shear Flow Simulations

Path 1 Path 2

Figure 5.6.: Simulation snapshots of undulating conformations. The left one belongs to path 1 and
shows a conformation at = 0.025 with no undulations in flow direction (which points along the
partly hidden sign at the bottom). The right snapshot shows a conformation of path 2 right beyond the
onset of undulation gt = 0.025 where the amplitude of the excitation in flow direction is found to

be largest.

where the transformation = /1y1/B1ny has been made.

Equation 5.6 provides the means for a linear fitRofvith additional parameteré and R,

which have to be guessed in advance. A guesffas known from the previous analysis of

the linear regime. The fit reveals fér= 1.6 the best fit inB ~ 9 but it does not depend that
strong on the value of. Therefore it is quite difficult to give a trustful estimate for the error

in B which might be quite large. The resulting graph for the current fit is shown in figure 5.7
in the left plot, green line. The data set used for the fit was limited to the range below the
onset of undulation at. = 0.02 since the theoretical prediction is valid up to this strain rate.
Above the onset, as it can be seen in the right graph of figure 5.7 (marked as region Il), the
function does not fit the data points. This is not very surprising since the theory has not been
developed to be able to predict the flow alignment in that region. The blue line in the right
graph shows a third order polynominal which has also been fitted to the data points in region
I. It matches a little bit better to the path 1 data of region Il, but there is no real theoretical
basis for such a functional form.

Figure 5.7 shows a plot of the flow component of the direcetgras a function of the shear

rate,y, and a fit of another third order polynominal. This time the fit was carried out over

the whole range of data belonging to path 1 in region | and II. The fit renders the functional

form of the data points until a strain rate pf= 0.03, where path 1 and path 2 rejoin, quite 99
well. Nevertheless both, this and the previous fit of a third order polynominal, can only serve

as an assumption for the analytical form of the flow alignment.

In the range of the validity of the theory (region I) the functional form equation (5.6) and
hence eq. (5.4) fit the data very well, if one disregards the metioned problem with the weak
dependence of on the fit for a moment. In the next sectiédnwill be determined from the
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Figure 5.7.: Both graph show the shear rate, plotted as a function of the flow component of the
director,ny. The lines in the plots are fits to the data points below the onset of undulation. The
green line is the fit of equation (5.6) to that data range. The blue line in the right plot is a third order
polynominal fitted to the same data range. It was left out in the left plot since it is in that range very
similar to the fit of (5.6). The I and Il in the right plot mark the regimes where no undulations of the
parallel oriented sample can be foundy{l< 0.02) and beyond the onset of undulation {il> 0.02).
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015 | ] Figure 5.8.: In the right graph the date are plotted in the
= i natural way,nx as a function ofy. The line is again
“ | a fit of a third order polynominal but this time fitted to
005 | ] the full data range belonging to path 1.
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temporal behavior of the director to shear flow and a new fit will be made.

5.2.3. Onset of undulation

The onset of undulations is of specific interest for the analytic theory as it is governed by
elastic constants and system dependent magnitudes. Compression and bending Bgdulus,
andK, determine in combinations with the coupling of the director to the layer nojal,

this onset. Together with the rotational viscosity as well as the flow alignment parameter,

A, inalinear approximation a set of critical values for the onset of undulations can be derived
(see also eqs. 2.36-2.38).

__B
S A+nn

relates the director’s flow component to the critical shear rate at the onset of undulation.

Ve (2.38)
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The critical wave number eq. (2.36) is dependent on the thickness of the system, given by
in the analytic theory. In principle the simulation system has infinitely extended through the
periodic boundary conditions. So there are no bounding plates here. In the analytic theory
the distancel is assumed to be fairly large. The corresponding length of the simulation cell
is L,. But if the cell is not cubic, the maximum wave length is limited by, since the
undulations develop in the vorticity direction of the system beyond the onset. So equation
(2.36) might be rewritten following the above considerations as

2
2 7w | Bg 2T
- = (=) . 2.36
qy,C d K ( Ly) ( )
Hence, the strain rate at the onset is given by

Bl BO 4 2 1

4 — x —, 57
At Bo-28 12 *T, 5.7)

)}c:

if the linear approximation holds. In any case the critical flow alignment of the director is

then
[ B 1
Mo =4 |—2 = 5.8
= By— 2B Ly’ 8

which is valid even for the non-linear regime. In principle the proportionality betwgen

ny.c and they—extension of the box is measurable, if that exists as predicted. Unfortunately,
there have been no undulations observed in other configurations of smaller system size. For
a system which exhibits undulations the extensiory-direction, the flow—component of

the director has to double. For tiN = 97336 systerm, . = 0.16 is found, which would

result inn; . = 0.32 for half the system size. Before those values can be reached, the parallel
orientation of the layers is not stable any more. This indicates that for the investigation of
the proportional behavior large system sizes (millions of particles) have to be considered.
For the simulation of those system sizes an extensive amount of computing time has to be
invested. Beside the intensive use of mega—computers other “problems” were found to be
present in those systems which will be reported in the next chapter. Therefore this intention
was abandoned.

In section 5.2.2 it was mentioned that two directions of undulations are observable. Since
the theory has only considered a wave vectoy-talirection, the flow direction cannot be
analyzed. In the same section undulation were found to exists for a certain regime (regime
II) starting a strain ratey > y. = 0.02. The value of, was found by visual inspection of the
according conformational snapshots for the existence of undulations.

Figure 5.9 shows the nematic order parameter as a function of the strain rate for values of
strain rates belonging to regime | and I1€0y < 0.04), the regimes where a parallel orienta-

tion of the lamellae is stable as discussed earlier. The order of the system in regime | seems
to increase slightly towards the onset of undulation. If this effect is real, it is very week and
might occur due to growing energy barrier for the molecules to fluctuate-direction as

the flow align with increasing strain rate. Directly beyond the onset of undulation the or-
der within the system is increased by 7%. That increase is surprising since undulations are
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present which should reduce the order. This might give insight into the way the layers un-
dulate. Figure 5.10 shows two possibilities to achieve an undulating sheet, one with reduced
total order, and one with increased. The lower sketch of figure 5.10 shows the possible layer

Figure 5.10.. Two possibilities for layers to undulate.
The upper sketch shows an undulation where the single
molecules do not follow the wave. They stay aligned as
denoted by the red arrows. The order can be increased
z since fluctuations in direction of the wave are due to en-
ergy concerns less favorable. The lower sketch shows a
similar situations, but the molecules follow the the wave
so that their axis’ projections into the shown plane are par-
allel to the wave normal. This reduces the order within the
y sheet.

bend as an effect of the undulation wave. The molecules are oriented along the normal of the
wave, as shown in the sketch. This disturbs the overall alignment alorg-tlrection and

leads to a lower value in the nematic order param&enhich is used as a measure of order
within the system. In the upper sketch of 5.10 the molecules align along the undulation wave
but their molecular axises and hence the director stays aligned m-theection. This effect

does not diminish the nematic order paramefemue to an increased number AB contacts

the fluctuations of molecules could be slightly suppressed which would lead to a higher or-
der in the system and would explain the jump in to higher valueSiofthe graph of figure

5.9. Itis possible to obtain the information on how the layers undulate from the conforma-
tions directly. For that purpose the conformations were analyzed in slabs with extensions
(Lx, ALy, L), whereAL, ~ 2. The director of each slab was calculated and the resulting
components in vorticity directiomy(y) are plotted in figure 5.11. The graph shows a clear
undulation in this components. That means that the molecules are aligned the layer normal
and do not stay parallel to thee-direction. Hence the lower picture of figure 5.10 sketches the
situation correctly. Unfortunately that cannot explain the increase in order within the system
at the onset.

In section 5.2.2 as well as above it was mentioned that not only undulation in vorticity direc-
tion but also undulation in flow direction occur which have not been investigated in Auern-
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Figure 5.11.: Undulation of the vorticity
component of the directamy. The graph
showsny as a function ofy. The values
are obtained as averages oxer—slices
as depicted in the inset. The clear un-
dulation inny allows only the lower pic-
ture of figure 5.10 as an explanation of
the way layers undulate. There are two
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sets of data depicted in the graph. The
02} crosses,x, denote a conformation at a
point of timet = 0, the plussesy+, be-
0.3 I ——— long to a succeeding conformation after
0 5 10 15 20 25 30 35 40 45 50
At =900.
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hammer’s et al. approach, yet. Those undulations can be analyzed in a similar way as the
undulations in vorticity direction but this time the conformation is slicec-talirection as
depicted in the inset of figure 5.12. Here undulations can be seen in the flow component of

0.35

03 r

025 t
Figure 5.12.: Undulation of the flow com-
ponent of the directornk. The graph
showsny as a function ofx, where its
values have been obtained by averaging
overy—z-slices as sketched by the inset.
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the director,n,(x). The average of this sinusoidal function equals the mean vglueea-
sured previously. Interestingly, the undulation wave is not stationary but it moves with the
flow. The plusses+) denote data obtained from a conformation at tirze0. The crosses

(x) belong to the same conformations evolved in timeAbr= 900. A shift in the position is
visible from the graph of figure 5.12. Unfortunately only very few conformations of each run
were written, so that the trajectory of the undulation wave and hence its traveling velocity is
not available.

For the onset of undulation several scenarios are imaginable. Three of them are sketched in
figure 5.13. Sketch (a) shows a linear increase of the amplitude beyond the onset, while (b)

depicts a square root like increase. Both, (a) and (b), belong to forward bifurcating systems.

(c) shows a different behavior and exhibit some kind of hysteresis, denoted by the arrows.

Such behavior is called a backwards bifurcation.
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Figure 5.13.. Possible scenarios for a bifurcation. Each graph shows a sketch of the behavior of the
amplitude of the director undulation in vorticity directidy, as a function of the strain ratg,

The present system is now analyzed in order to determine the type of bifurcation it shows.
The undulation amplitude as a function of the strain rate can be evaluated from the data of
ny(X) andny(y). Figure 5.14 shows the result. The data points denoted by the pluskes (
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Figure 5.14.: Undulation amplitude as a function of strain rgteThe plusses{) denote the amplitude

of undulations with the wave vector parallel to the vorticity direction, the crossgbdlong to the
undulation amplitudes in flow direction. Each points represents an average of amplitudes originating
from ten independent configurations. A clear onset of undulations can be obsepyed @D2.

show the behavior of the amplitude of undulation wave in vorticity direction, the one
denoted by thex—symbols belong to the amplitude of the wave in flowy direction. Each

point represents an average of amplitude values originating from ten independent configura-
tions. The sharp onset of undulationg’at= 0.02 suggests that the present system belongs to
the group of backwards bifurcating ones. This suggestion is indeed true as simulation in the
reverse direction reveal. The purple boxe§ énd blue asterisks:) are the result of these
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simulation. The:l—symbols are the ampitudes of undulatiornyidirection with decreasing

strain rate, the~—symbols are that of the—direction. Since those undulation amplitudes to

not vanish, a backwards bifurcation is present.

This is in disagreement with the theories assumption. Auernhammer’s and coworker’s [ABPO00]
theory is based on a treatment of dilated systems which show a forward bifurcation.

In the next subsection the type of bifurcation for a dilated simulation system will be checked.

5.2.4. Stretch Dilation of layers

Shear flow on a smectic system, the flow alignment of the director and the effective shrinkage
of the layers can be seen as a dilatation of the whole system. A thermotropic Sae€ic

on which is cautiously dilated along its director direction shows an increased layer spacing,
space which has to be filled. This is done by undulations as seen in experiments [] if a certain
dilatation is exceeded. Auernhammer’s et al. theory is partly based on the detailed analytical
description [] of this experiment. From the work in [ABP0Q] an expression can be derived
which connects the critical dilatation at the onset of undulatign,with the same elastic
constants used before [SADK]:

27\ 2 K, 1
_ B 5.9
o (Ly> B 14 K/, (59)

In the spirit of those experiments the initial conformation of the standard system with layers
oriented parallel to the-y-plane was elongated along thalirection. In a first simulation

run the density of the system was decreased with the elongation (non—isochoric case). In
a second run the density was conservied,and L, rescaled accordingly (isochoric case).
Figure 5.15 display the results for the non—isochoric dilatation simulations. The onset of
undulation can here be observed for a dilation slightly belew6%. The simulation covered

only a few values of the dilatiow, just enough in order to check whether the system is
forward bifurcating as found in the experimental system [RD77], or backwards like seen
in the previous section. The increase of the amplitude just beyond the onset of undulation
suggests that the system is indeed a forward bifurcating one, as it can be seen in the left
graph of figure 5.15. There is obviously no sudden jump to high values. o\t higher

values ofa (o« > 0.08), a dissolution of layers takes place as indicated by the drop in the
order parameter (right graph in figure 5.15. Figure 5.16 shows conformational snapshots of
dilatation simulation withw = 0.06 (left image) andr = 0.07 (right image). From the waves

and the knots on the top of the shown box, the amplitude could be estimated, if one considers
the system as a set of oscillating membranes which are confined by the box. But the method
to obtain the amplitude via the director of specific chosen slabs used in this chapter should
be more exact.

Figure 5.17 shows the very similar results for the isochoric case.

In the contrary to the behavior under shearflow the order within the system starts to decrease
at the onset of undulation in both cases. This indicates that the presence of shear flow must ~ °
have some ordering effect itself, which has still has to be found.
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Figure 5.15.: Simple (non—isochoric) dilatation of a smectic model system. Left: The Amplitude of
undulations irx— andy—direction as a function of the dilatation Right: Strength of disorder in the
system measured by the nematic order parang&éer a function of the dilatatiom. The lines serve

as guides for the eye.

5.2.5. Stress vs. strain rate

The stress in shear flow - shear gradient plaRewas investigated as a funtion of the strain
ratey. Figure 5.18 displays the results.

Three different regimes can be identified. Regime | is the regime of low strain yate8,02,

where the parallel oriented samples show no undulations in any direction. For these strain
rates the stress increases linearly. The transition area from regime | to regime Il is located
at 002 < y < 0.025. Here the parallel oriented samples show undulations in both, flow and
vorticity direction but the stress increases further on linearly. So the onset of undulation
which lies aty, = 0.02 has been passed without having a visible influence on the stress
behavior. Fory > 0.025 the stress increases not linear any more until it reaches its local
maximumoy, = 0.55 at a strain rate of = 0.04 which is the stability limit for the parallel
orientation. In regime Il no parallel orientation is found to be stable. Beyond the stability
limit the stress drops to a much lower valug; = 0.41 and the sample is now peperndicular
oriented. With further increased strain rate the stress increases again but with a lower slope
than for the parallel oriented conformations in regime | and Il. The reverse path from high
strain rates and a perpendicular orientated sample to lower strain rates was investigated, as
well. The stress decreases with decreasing strain rate and rejoins the forward path at the
origin.

The stress for the sheared sample in perpendicular orientation is lower than the stress in the
parallel one within the range of coexistence of both orientations, regions | and Il. That means
that two strain rates are possible for each value of the stress. One strain rate for a parallel
orientation and one for a perpendicular one. A sheared system with constant stress is hence
able to respond with parallel and perpendicular bands within the system which are floating
with different velocities and hence different strain rates. This is sketched in figure 5.19. The
upper part of the system in that figure shows a parallel orientations for a suitable shear rate
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Figure 5.16.: Snapshots of conformations dilated with= 0.06 (leftimage) and = 0.07 (rightimage).

Figure 5.17.: Isochoric dilatation of a smectic
model system. Again the undulation amplitude
in x— andy— direction is shown as a function
of the dilatation,«. The onset of undulation
seems to have not moved far compared to the
non-isochoric case. The line serve as a guide
for the eye.
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y1. The lower part has a perpendicular orientation and an even higher straij ratg,

so that the stress is the same in both parts. The occurance of such shear bands has been
discussed by McLeish and Ball in [MB86]. There are several experiments were shear bands
have been observed in systems which are different from the considered one [BC97]. If such

a conformation as sketched in figure 5.19 exists and can be found in a simulation it might be
interesting to look at the boundary between the parallel and perpendicular parts, too. This; 7 7
boundary will certainly be rich in defect structures.

A similar phase coexistence between an isotropic an a perpendicular oriented phase hase
been found in simulation and will be discussed in the next chapter.
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Figure 5.18.: The shear stressyz, as a function of the strain ratg, The red plussesK) denote the

path along increasing values of the strain rate, the green crosptwe(path in the opposite direction.

The blue line in the plot emphasizes the linear respone for lower strain fate9.03). The purple

line serves as a guide for the eye along the data points of a perpendicular orientation. In regime | and
Il a coexistence of perpendicular and parallel oriented conformation can be found. In the second one
the paralell oriented conformation exhibit undulations but not in the first one. In regime Il only a
perpendicular orientation is found.

5.3. The mechanism of undulations

5.3.1. Questions and suggestions

Why can undulations develop in systems under shear? In the theoretical picture by Auern-
hammer et al. [ABPOO] there is an effective shrinkage of the lamellae caused by the flow

alignment of the director. This shrinkage can beyond some critical strain rate most easily

be compensated by undulation. The previous simulations are able to support the theoretical
picture and clearly show undulations.

z

71 Figure 5.19.: Sketch of the coexistence of two different
orientations under shear. The upper part of the sample
shows a parallel orientation and an according strain rate
y1. The lower part exhibits a perpendicular orientation

z Y ) and a higher strain rate than the one in the uppper patrt,

y2 > y1. The stress in such a system is the same in the

Ux  upper and the lower part.
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But what happens on the molecular level? Since the director flow aligns, also the majority
of the molecules have to flow align. But when they do so they feel their neighbors in flow
direction because of geometrical constraints more stronger than without shear. Figure 5.20
sketches the situation. In equillibrium ((a) in the figure) the molecules are in average oriented

@)

Figure 5.20.: Effect of shear flow on molecules. (a) shows a rough
sketch of the ideal equillibrium situations where no shear is applied.
The molecular axis’ point along the layer normal. The layer posesses
a lengthl into the flow direction and a widtl. (b) Shear is exerted

on the system, the molecules tilt and an effective shrinkage of the
layer bya < 1 takes place. As the length of the layds kept con-
stant the pressure compongii increases. A rearrangement of the
layer is necessary to reach isotropic pressure conditions again, un-
dulation may occur. (c) In a system which allows its extention into
flow—direction to be rescaled, an extention of the laye«idirection

by a factorg > 1 should be observable. No undulations should occur
in this case.

(b)
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along the normal of the lamellae. The corresponding equillibrium layer thickness is denoted
by d and the equillibrium extension of the layerxa-direction, which will be the flow di-
rection under shear is applied, is denotedl byif now shear is applied to the system the
molecules in average will flow align, which has been observed in the previous sections. This
flow alignment leads to an effective shrinkage of the layer thickness by a taetdr. Due to

the tilt of molecules neighbors in flow direction are in closer contact than in equillibrium ((b)

in the figure), especially for dimers the number of A—B contacts is increased. This results in
a higher pressure component in flow directigry. In order to counterbalance the inhomo-
geneous stress distribution molecules have to be reordered, and the density of molegules in
direction is increased, which increases the pressure in that directionpte@and pyy have

now values above their equillibrium ones. In the case of long molequless drecreased

due to the effective shrinkage of the layers. For short molecules this effect should be reduced
due to the increase of number of A—B contacts which also leads to an additional pressure
component ire—direction which is neglectible for long molecules. If the pressure imbalance
between thex—y—directions and the—direction is large enough, the energy barrier which
prohibits undulations of the stack of layers can be overcome and such evolve, preferable in
the y—direction. This direction is favoured since 9

If the system is now able to extend its layers along the flow direction as needed in order
keep pyx near its equillibrium one, the tendency to show undulations should be suppressed
((c) in the figure). An additional balancing of the pressures-idirection could make the
delvelopment of undulation impossible. Even if only the presguthrection was kept con-
stant, while in the other direction NVT ensemble rules are applied, undulations should be
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surpressed in favour of a realignment of the layers

5.3.2. The system

In order to test the assumption a system\of= 10000 particles (5000 dimers) was investi-
gated. The initial conformation was set up in a way that it contains 11 bilayers of dimers.
These bilayers need a reasonable amount of space and so the box has to be cuboid with differ-
ent lengths of the edges. (The= 97336 system which is cubic, supports 13 bilayers.) In or-

der to allow undulations the box size was choosen to have a larger extensigrdintection

than into the flow—direction. The box with are given IByt (10.57266626.43166443.761238.

So the initial system had already been set up in a layered structure and was quenched and
equillibrated for a total time df ~ 20000. The ensemble which was used in this simulation is

a kind of mixture between a redlpTensemble and BV Tone. The box is free to fluctuate

in z—direction and its height was controlled by the pressure compenemthich was kept
constant. In the other directions no rescaling was made so that the extentions of the box and
hence its base were kept at the presetted values. This ensemble will be denbttpgdras

Figure 5.21 shows a conformational snapshot of such a rue=8&20000. The layer normal

Figure 5.21.: The image shows a configuration snapshot taken
at timet = 20000[L J] during the equillibration. It was sim-
ulated under some kind of special NpT ensemble where the
box was free to fluctuate in—direction, butx andy direction
were fixed (see text). It stays under the given pressure value of
pzz= 0.33 constant.

.
T e

] g
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points along the—axis and hence the lamellae stay parallel toxthe-plane. The density of
the system is witlp = 0.82 slightly lower than in the previous usdt= 97336 conformations
(0 =0.85).

5.3.3. Investigation of the undulation mechanism

The system described in the previous section was exposed to shear flow with different strain
rates. During the simulation runs of a durationtef 5000]L J] each. In difference to the
procedure in the case of tie= 97336 system, section 5.2.2, for each run at a certain strain
rate the same initial equillibrium conformation was used. The reason for that will become ap-
parent later in this section. Following the argumentation of section 5.3.1 the director should
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flowalign, the pressure in flow as well as in vorticity direction should increase. No undula-
tions should show up by two reasons. On the one hand the freedom of the box to adjust its
length in gradient—direction, in order to keep the according pressure compgagrion-

stant, on the other hand since the system might be too small following the consideration to
equation (5.8).

If the picture in section 5.3.1 is correct, tlzeextention of the boxl,, should hardly be
effected by the existence of shear flow and stay constant. This was tested for the strain rate
y = 0.01 and the results are collected in the graphs of figure 5.22. The graph shows the
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ar 1 Figure 5.22.: Evolution of the height of the simulation

a5t . box, L, in time in a shear simulation under strain rate
y = 0.01. The height of the box decreases as defects

all enable the structure to reformate and build up tilted lay-
395 h ers (see text).
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time evolution of the variable box height during one simulation run.For a duration of nearly
At = 4000 the height stays constant. Then it drops until the end of the run. Figure 5.23
shows for this strain rate snapshots of the evolution of the simulation in time. Until nearly
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Figure 5.23.: The left image shows a snapshot the starting conformation for a simulation run under
shear with a strain rate gf = 0.01. It stays under the given pressure valuggf= 0.33 constant.

Unitt ~ 4000 a parallel orientation of the layers survives. Then defects develop which lead to a rear-
rangement of the layers whithint = 1000. The right image shows the final conformation exhibiting
tilted layers.

t = 4000 the system shows a perfect parallel aligned lamellar system. Then defects develop
and allow the reorientation of layers. Until the end of the simulation run the lamellae have
reoriented and reordered.
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This behavior is perfectly consistent with the proposed mechanism of section 5.3.1 and hence
with the . The layers need more space in their plane and tilted layer provides this space. When
more space is available their effective thickness is lower and in that special isobaric ensemble
(Np,T), as argued previously, tre-extension of the box is reduced, which is aparent from

the data. Until the layers start to reorient their effective thickness cannot be reduced. Hence,
besides the shear flow alignment of the director, the system remains in a meta stable state
which is later destroyed by the evolution of defects which finally results in the new order.

In a pureNV Tensemble simulation defects do not have this reordering effect on the su-
perstructure, as seen before (section 5.2.2). In the contrary the may produce under certain
circumstances two phase coexistences, known as shear bands, which are going to be dis-
cussed in the next chapter. The present simulations reveal undulations as the only method
under shear flow to compensate the effective shrinkage of the layers if the bending energy
can be overcome.

This holds also for purd pTensemble simulations which has been checked both with the
present system and the system used in section 5.2.2.

5.4. The Phase Transitions

Cates and Milner [CM89] and Fredrickson [Fre94] investigated the effect of shear on the
order—disorder transition of DBCPs. They showed that in their model an isotropic to perpen-
dicular transition occurs for high shear rates if the block are not too different.

Figure 5.24 shows again the phase diagram predicted by Fredrickson et al. which has been
described in chapter 2. It exhibits in for values of the reduced strairnrgté > 1 two phase
transition, a disordered—perpendicular, and a perpendicular—parallel. The stability limit for
the parallel orientation ends within the perpendicular regime. At temperatures bgland
abover, a perpendicular orientation is stable and a parallel orientation at least meta—stable.

In the simulation runs it turned out that a parallel orientation of the lamellae is stable for

a very long time. No parallel-perpendicular transition has been observered for low strain
rates (strain rates below and slightly above the onset of undulation). But an intropic to per-
pendicular transition is observable. A perpendicular orientation is stable for all investigated
strain rates where a single orientation was present. (Phase coexistence (shear bands) will be
discussed in the next chapter.) If Fredrickson’s theory is applictable to the present situations,
the model covers a region in the predicted phase diagram, where parallel and perpendicular
orientations are both stable and the perpendicular one is favoured. Such a region is indeed
present in Fredrickson’s phase diagram. In figure 5.24 it is marked with a black spot. The
lower reduced temperatures where a parallel orientation alone is stable may not be reachable,
since the fluid—solid transition seems to lie above it.
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Figure 5.24.. The left sketch shows Fredrickson’s picuture of the world in the reduced temperature —
reduced strain rate diagram as seen in figure 2.11. The right sketch is a magnification of the the upper
rigth part of the previous onesy andrs; are the stability limits for the perpendicular orientation and

the parallel respectivelyrp is the transition point for a perpendicular—parallel transition (see text).
The black spot highlights the region where the present simulation model should live (see text).

5.4.1. The Parallel to Perpendicular Transition

As seen in section 5.2.2 the parallel aligned orientation is stable for shearyrate@4

within the scope of the simulations. But the perpendicular orientation of the simulation
conformations is more stable as seen in section 5.2.5 and there is no transition perpendicular—
parallel which could be observed.

Experiments on diblock copolymers reveal both a perpendicular to parallel as well as a paral-
lel to perpendicular transition, as mentioned in chapter 1. The analytic theory by Fredrickson
et al. [Fre94] allows a parallel to perpendicular transition for DBCP system where both
blocks have nearly the same viscosity, which is the case for the presented dimer—-model.

The simulations to section 5.2.2 exhibit a transition from a parallel to a perpendicular orien-
tation, too. It can be found at strain ratgs> 0.04, where the parallel oriented phase starts
to become instable. Figure 5.25 shows the decrease of the direcdaliriection and its in
increase iny-direction with rising strain rate. The lines in the plot serve as a guide for the
eye.

The z-component, of the director stay nearly constant until the transition is reach. It de-
creases rapidly to zero mean. Tyx€omponenn, stays zero until the transition and jumps

to high values beyond it. It does not reach its maximum value within the simulated time since
some undulation in the shear gradient direction are present. The final conformation of strain
ratey = .05 was therefore simulated much longer and one can observe that the ondulation
vanish and a steady state is reached. This undulati@aaditection can be observed in other
investigated systems as well.
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Figure 5.26 shows succesive snapshots of conformation during their reorientation from par-
allel to perpendicular aligned layers at a strain gate 0.045. One can observe the evolution

of defects in the layer structure. The layered structure fluctuates and the layers themselve
rearrange in the perpendicular orientation without actually breaking up totally. The system
shown here is the one investigated in the previous section. The strain rate was slowly in-
creased tgr = 0.04 where the parallel orientation is still stable. Then the strain rate was
set toy = 0.045 and the transition could be observed. The rearrangement k 187336
particle system at the same strain rate looks very similar.

Comparing the snapshots of figure 5.26 with the proposed mechanisms in the first chapter
one might speak of grain rotation with defect migration, as the mechanisms which drive the
transition. The grain rotation mechanism was proposed for low frequencies and medium
strain ¢ ~ 0.5). In the simulation steady shear is applied and so the mechanism intuitively
seems to be the one for the description of the transition. But much larger system sizes and
defined grains are necessary to prove or disprove the picture rather than snapshots with a
view to the time evolution within an arbitrary slice.

Back to the simulation, one can observe, if the strain rate is increased quite drastically, e.g.,
from y = 0.02 to y = 0.05 the intermediate configurations show no order. The lamellar
structure is completly dissolved as it can be seen from measurements of the nematic order
parameter and it takes quite long to build up a new perpendicular structure.

5.5. Conclusion and Outlook

The intention of this chapter was to test the two most promising theories which have been
developed for the description of shear exerted on layered structures.

Steady shear was hence exerted to a model system within several simulation runs. A flow
alignment of the director was found as predicted by Auernhammer et al. [ABPOQ]. In agree-
ment with Auernhammer et al. [ABP0O0] the existence of an effective shrinkage of the layer
thickness which in turn leads to undulations, has been found

The wave vectors of these undulations point in both, flow and vorticity direction, but the
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Figure 5.26.. Conformation snapshots of a transition from parallel to perpendicular orientation of
the lamellae (left top to right bottom). The-z—plane of each conformation is shown. The initial
conformation exhibits parallel oriented strata with undulation. During the transition defects evolve and
smaller grains of different orientation can be observed. The final conformation is then perpendicular
oriented. The elasped time between two consecutive conformatibas1900.
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flow direction has not been checked for the occurrence of undulations by Auernhammer et
al., before, and they have been seen for the first time in the presented simulations. It could
be shown that the undulation wave in flow directions travels with time. Due to the low time
resolution of the specific simulation runs in time, the trajectory has not been sampled. This
might be interesting to have a look at it in future work. The behavior of the system below
the onset of those matches the predictions by Auernhammer et al qualitatively. But it was
found that the undulations are backwards bifurcating which makes it difficult to identify the
onset as the predicted onset in Auernhammer’s et al. theory. There a forward bifurcating
system was assumed, since dilatation experiments, on whose description the theory is based,
show this behavior. The model system exhibits a forward bifurcation for dilatations which

is in coincidence with experiments and their description. An increase of the nematic order
parameter at the onset of undulations in the case of shear was observed, but has not been
understood, so far.

An analysis of the stress — strain rate behavior of the system reveals the possibility of coex-
isting orientations, so called shear bands, as discussed by McLeish and Ball in [MB86], and
found in wormlike micelle systems by Britton and coworkers [BC97]. Indeed, a coexistence
of isotropic and peperndicular aligned layers have been found and will be discussed in the
next chapter.

A mechanism for the occurence of undulation on molecular level has been proposed and
successly tested. But further more intense tests are necessary to support or disprove this
mechanism ultimately.

Besides those condiserations and simulations an efficient method for the determination of
the bending modulus was found, which will certainly be applied to various systems which
exhibit layer structures and where a director can be defined.

In chapter 2 Fredricson et al.[Fre94, CM89] consideration about diblock copolymers were
briefly reviewed. They state, that if both blocks in a diblock copolymer have the same bulk-
viscosity, those copolymers should favour a perpendicular orientation when exposed to a
shear flow. The dimeric systems in the simulations were designed to be symmetric in A— and
B—block interactions. They have the same homopolymeric properties (A-fluid and B-fluid)
and hence the same bulk viscosities. Those systems favour the perpendicular orientation and
hence the theoretical prediction in this sence is fully supported. Note the fact that dimers
are certainly not of the length which has been initially considered by the theory. In order to
obtain a full view about the position of the present model in Fredrickson’s phase diagram, it
is necessary to introduce a possibility to alter the viscosities of the blocks which in principle
can be done be the introduction of differen interaction strengtiasand¢gg, of the AA and

BB interactions.

In the first chapter several possible mechanism for the reorientation and alignment of layered
structures, developed by several experimentalists, were described. The proposed mechanism
'defect migration’ is certainly present in the reorganisation process of layered structures un-
der shear flow. Itis likely that grain rotation mechanism has been observed as well. Certainly

it is worth to identify grains in during the realignment process and follow there behavior as
time evolves. Since it is difficult to identify grains this task includes a considerable effort.



6. Shear bands

6.1. What are shear bands?

Shear banding is a phenomenon of coexisting regions of different strain rate. These regions,
which are calledshear bandsre separated by sharp interfaces. Usually such bands occur in
systems of complex fluids under shear, whose dimensions are much larger than the molecular
length. In those systems the super structure of the fluid interacts with the flow field and
structural changes affect the viscosity of the fluid, which in turn modifies the flow field as
seen in section 5.2.5.

Experimental examples for complex fluids with the ability to show shear bands range from
lyotropic systems over entangled polymer melts to liquid crystals. Bagley et al. [BCW58]
found a discontinuity in the flow curve of polyethylene (PE). Vinogradov et al. [Vin72,
Vin73] investigated the flow behavior of polymers in cylindric tubes. They found a behavior
which they called spurt effect. Figure 6.1 sketches this effect. The complex fluid (e.g. a PE

high strain phase  rigre 6.1.: Sketch of the spurt effect. A complex fluid
is pressed through a tube under high pressurelhe
Poiseuille flow regime is left and two phases coexist, a
plug with no velocity gradient (blue) and a phase of high
shear gradient (red).

tube

melt) is pressed through a tube under high pressure. It leaves the Poiseuille flow regime and
separates into two phases, a plug which exhibits no velocity gradient and a phase under high
shear strain.

Shear bands have been found in various systems since then. E.g, in worm like micelles have
been investigated by the Callaghan group [MC97, BC97, FC00]. They find a coexistence of
an isotropic region with a well ordered one. Mair et al. [MC97] especially find that there
may be not only a single interface but multiple interfaces. Liquid crystal systems have been
investigated by Bonn et al. [BM®8]. Their systems show inhomogeneities along both the
flow as well as the vorticity direction.

Figure 6.2 sketches the situation of a non-monotonic stress strain rate relation, which is be-
lieved to be the reason for the occurrence of shear banding flows. For low strain rates the
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Figure 6.2.: Sketch of a non-monotonic stress
strain rate relation. Shown is the stressas

a function of the strain rate;. The newto-
Omax nian flow regime lies below a strain rafe,

at which the stress takes on a local maximum.
The region of decreasing stresg,< y < y2,

is unstable. Systems with such strain rates
separate into a high and low strain rate band
under the same shear stressya) = o (yB)
(see text).

Omin

Yova 7 Y2 VB V3
stress is a monotonic increasing function and its maximum is reachgd @&eyond that
point the stress decreases. In the polymer theory of Doi and Edwards, this behavior was
interpreted as a complete alignment of the polymers to the exerted shear flan(ands
there a global maximum [DE86]. But in experiments it has been observed that in some sys-
tems the stress increases again at a siraimhe regions of decreasing stress at strain rates
y1 <y < y» was found to be unstable. The system separates into two different phases with
different strain ratega andyg but equal stress (ya) = o (yg). This behavior has been de-
scribed for the case of entangled polymer melts by McLeish et al. [MB86], who have added
a correction to the theory by Doi and Edwards [DE86].

But since then there has been significant amount of theoretical activity in this area. In the
context of worm like micelles Spenley et al. considered shear banding as the result of muti-
valued stress strain curve [SCM93, SYC96]. Homogeneous steady states are seen as unstable
and the system separate into low and high shear rate phases.

Another class of work deals with fact that equilibrium phase transitions are shifted by the
presence of shear. In this case the stress strain curve is effectively multivalued, and the high
and low shear bands correspond to the coexisting equilibrium phases, which have different
rheological constitutive behaviors [GF99, OL97]. This class will not be of relevance in this
chapter.

Figure 6.1 shows a sketch of the spurt effect. Figure 6.3 sketches a similar situation for the
case of a Couette or plate—to—plate like geometry. Here two phases under high shear are
present (red areas) which kind of shield the plug from the moving plates. It turns out that

upper plate =

Figure 6.3.: Sketch of shear bands with plug flow. In a
Couette cell or a plate—to—plate like geometry a complex
fluid is sheared under high stress. Similar to the spurt
effect (compare figure 6.1) a plug of material (blue) with

lower plate N0 Velocity gradient can be found in coexistence with
,‘ two high sheared areas (red).

high shear area

such a situation can be achieved within a simulation study. In section 5.2.5 it was argued
that due to a non—-monotonic behavior in the stress—strain rate curve a coexistence of parallel
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and perpendicular aligned lamellae is possible. In a simulation study shear was applied to
a large dimeric system\ ~ 2, 000,000) which was found to exhibit shear bands and plug
flow under certain conditions. The occurrence and structure of those will be treated in the
next sections.

6.2. Systems under Investigation

Two different system sizes have been investigated on the occurrence of shear bands. The
largesystem contains nearly 2,000,000 particlBs=£ 1,990, 656) and themediumsystem

is made up ofNs = 48668 dimers. The aspect ratio of the large system is not equal one,
since the initial intention was to investigate thez—plane best for the occurrence of possible
wave vectors in those directions. The ratio for the large systemis 1: 3: 3. Figure 6.4 shows

Figure 6.4.. Snapshot of the large system, size comparison with the medium system and directions of
flow. On the left a “large” system containing = 1, 990,656 particles is shown after a quench to

¢ = 1.3 and an equilibration far = 2000.

The middle shows a simple size comparizon of the “medium” system contdihin@7336 particles.

It is embedded into the frame of the large system.

The rightimage shows the direction of shear flow in the large system. Again the sign at the bottom is
parallel to the flow—directionx), the vertical is the—axis.

at the left a conformation snapshot of the large system after a period ofttin@000, of
equilibration. It shows a lamellar disordered structure which is certainly not in equilibrium.
The middle image shows a size comparison between the large and the medium system. A
conformation snapshot of a medium system is embedded into the frame of a large system.
The right image shows the direction of shear for the large system. The flow—direction is again
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along the sign at the bottom of the image.

6.3. Shear Bands in Simulations

In first simulation runs the large system has been quenched ¢resD to ¢ = 1.27 and
sheared at the same time with strain rateg ef 0.001,y = 0.005, andy = 0.011

The systems at the two smaller strain rates behave as expected. They show the usual transition
from the lamellar disordered state to a perpendicular orientation including defects and the
velocity profile is linear. The situation is very different for the simulation with strain rate

y = 0.01. The system shows in addition to the perpendicular alignment process of parts of
the conformation an growing inhomogeneity in other parts. The velocity profile is not linear
any more, it exhibits two different regions, regions of very low and quite high strain rate.
Shear bands have occurred. Finally, one observes that there are two blocks moving with the
same velocity|vy|, separated by small regions with a large velocity gradient. The results of
the analysis of this final conformation are accumulated in figure 6.5.

The first graph of figure 6.5 shows the density profile of the conformation in shear gradient
direction. The density is highest in the ordered phages 0.9) and very low in the middle

of the disordered regiong (< 0.75). This situation is reflected in the behavior of the order
parameterS(z), which is plotted in the second graph;Symboils. It takes on its maximum
values in the regions of high density and shows nearly no order in the regions of low density.
This leads to the preliminary conclusion, that the low density phase is completely disordered,
as one directly assumes from a view to these regions in snapshot of the conformation. Having
a look at the flow and gradient components of the director within the disordered regions, one
observes here for the flow and for the shear gradient compomgraadn, non—zero values.

The vorticity component of the directan,, completely follows the behavior d(z), high

values in the ordered phase (of course, a perpendicular orientation is present), and low values
in the disordered one. Which supports the conclusion, that the low density phases are not
oriented. The bottom plot shows the non—linear velocity profile. It clearly reveals that two
plugs are moving in opposite direction absorbed in the low density regions.

The situation turns out to be similar in many things but different in some other in the fol-
lowing situation. A large system is exposed to shear after is has been quen¢hedlt@7

and equilibrated for some timeyt = 1200, which leads to a lamellar disordered state. After
further At ~ 5000 the configuration shown in figure 6.6 was reached.

This final conformation of the simulation run was then analyzed in the same way as the
previous one. The velocity profilg (z) shows regions of no shear gradient (foe@ < 35,

60 < z < 95, andz > 180) similar to figure but these regions are smaller. Hence the regions
exhibiting a shear gradient are larger but the strain rate in this region is nearly the same as in
the previous case.The density profile now shows a trough profile with a pronounced bottom.
The high density regions can in comparison with the order paransérgrbe identified as

1This simulation have been performed in the microcanonical ensemble, since the DPD-thermostat was available
at that time. All others are performed under constant temperature with the DPD—thermostat.
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Figure 6.6.. Analysis of a conformation
snapshot atAt = 5380 and strain rate
y = 0.03. Graphs of different magni-
tudes as a function of the velocity gra-
dient directionz, are plotted on the left
and above an image of the conforma-
tion snapshot is shown. The system
clearly exhibits shear bands in form of
a plug with no velocity gradient and a
second phase with a high velocity gradi-
ent. The density in the smectic phases
is higher than in the non—-smectic ones.
Surprisingly the director shows on aver-
age noy—componentin the non—smectic
regions, whereas the alignment of the
smectic one is clearly perpendicular ori-
ented.
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smectic ordered regions, the low density regions show no layered structure. The direction
of the smectic regions is again perpendicular, as seen from the behavior of the directors
components in this regions. Surprisingly, the director showg-+emmponent in the non—
smectic regions. If those regions were completely disordered, it should take on some value
which reflects the main orientation of the molecules at this point of time. So a value around
zero is surprising, since the valuesgfz) have been quite low in the disordered region in the
previous case, too. This could be an indication for an ordering of the molecules, which might
reside on average in the flow—shear—gradient plane. Since the flow direction is involved, each
molecule has either to tumble or to rotate around an axis along the vorticity direction. This
will be investigated now.

The Disordered Looking Phase

In order to test the above assumptions about a possible rotation or tumbling of the molecules,
the time evolution of the motion of the molecules in the disordered phase has to be investi-
gated. The magnitud@(t), defined as follows,

My (t —to) = (fii (1) x fi (to)), (6.1)

carries information about a possible tumbling or rotation of the molecular axises on average.
f; (t) denotes the molecular axis of dimieat timet and the brackets stand for the average
over all molecules in the system followed by the average over all time slices of lenigtn
conveniencefp = 0 in the following. my(t) = |My(t)| should be constant for long times if

(1) +m(t)

+M(t)

ni (0)

i (t)

Figure 6.7.. Tumbling and rotation of a molecule. Left: The two different orientations of the molecu-

lar axises result in a vectan(t) = f; (t) x i (0). A simple average over affi(t) has only non—zero
components if the molecules have some kind of order (see text).

Right: A molecule tumbles around its mean rotation plane (violet plane in the sketch). So the magni-
tudem(t) is distributed around the rotation plane’s normal and its variance can be measured. An out of
plane rotation of many molecules around one main—plane is also possible and cannot be distinguished
in the averaging process.

the molecules rotate uncorrelated. An uncorrelated rotation should occur since the molecules
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are likely to interact. A correlated rotation would result in a oscillatory functional behavior
of my(t). If my(t — oo) equals zero, it is still possible that the molecules tumble. This can
then be detected by using the second moment,

(M) (t — to) = (([{im(t) X fim(to)))?). (6.2)

For computational reasohithe medium system has been checked for the rotation of molecules
in the disordered looking region. Also this system exhibits shear bands under high strain
rates. In the contrary to the large systems it does not show plug flow but regions of different
strain rate are present. Figure 6.8 shows velocity profile &wdlue as a function of the
shear gradient direction. In the low strain rate regions @< 8, 22< z < 28 and 43< 2)

+
++++ ++++
05+ + L {05 . .
- . Figure 6.8.: Velocity profile and S value for a
o ° medium system under high shear strain. The
vy OFf f . S non-linear velocity profile x—symbols) ex-
hy + 1oz hibits low strain rate regions for & z < 8,
Iy N 22 < z < 28 and 43< z and in those regions
051 7 +++ the smectic order is high. The other regions
ﬁf ++*+ of high strain rate seem to be disordered.
! 0 10 20 30 40 500

high S values are present and perpendicular aligned lamellae can be found inspecting the
components of the director (Those are not displayed, but the reader may convince himself by
having a look at the conformation snapshot of figure 6.10). The high strain rate regions look
disordered.

But before the magnitudei, is investigated, it should be worth having a closer look at the
time evolution of the director's components in the disordered phase. Figure 6.9 shows graphs
of the each director components, (i = X, Y, z), as a function of the gradient directions for
different points of time. Obviously, the, do not vary significantly, even for a long period

of time. This behavior is normal for an ordered phase which does not change its orientation
during the span of time, but it is remarkable that the behavior is the same for the disordered
regions. TheS-value is very low in this regions so the variation of the molecular axises to
the direction of the director is large. But it still seems that there is some kind of order even if
this effect is weak. This behavior will be analyzed further in combination with the following
results.

Figure 6.10 displays the results of the proposed analysis towards a rotation or tumbling of at
least some of the molecules. Again a plot of the order paransssra function of the shear

2A conformation ofN = 1,990, 656 particles including positions and velocities has a size of roughly 50 MBytes.
Writing this amount of data every few time steps to a disk consumes much time and space, transferring those
data across the Internet costs many hours.
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gradient direction is shown (upper left) in order to facilitate locating the disordered looking
regions. The plot in the upper right shows the different componeni® of, obtained from
consecutive pairs of conformations witkt = 2. The greenx—symbols and the blue—
symbols denote the flow componenj and the gradient componemt,. These average out

to zero which means that there is no common rotation in any plane with layer normals parallel
to X, 2, or any vector inbetween. The graph foy(z) shows values for fronm, andm; in

the high strain regions. In the lower left grapty(z) is plotted for different time differences
rangingAt = 0.1 to At =5 (see legend)ny is growing with increasing spans of time but its
growth rate slows down. In order to see when a plateau was reached or an oscillation takes
place, the system has to be observed for longer time spans. Figure 6.11 shows the maximum
values ofmy as a function of the time span my max(t) grows with time until it reaches a
maximum at = 15 and decreases again to zerotfer 100. There is obviously a correlation

of particle movements for a limited amount of timte=£ 15) which decays afterwards and

the particles move uncorrelated for long times. This excludes the possibility of a correlated
rotation of molecules in the disordered phase. But it also excludes a steady rotation of all
molecules. What remains is a tendency that molecules are preferred rotated by the shear field
within the flow—shear—gradient plane.

Back to the values of the directors components in this phase xFladz—component are
remarkable similar. So the director points along the shear field with angle of a 45 degree, and’ ~ °
this does not change in time. The director is the eigenvector to the largest eigenvalue of the
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Figure 6.10.. Tumbling of dimers in the medium size system. The upper left graph shows again the
S-value as a function of the shear gradient directiorilhe vorticity component of the magnitude

is plotted asmy(z) in the lower left graph for several time steps, as shown in the legend. The values
for my increase in the regions of lovalues with time. FoAt = 2.0 all components ofi(z) are
plotted in the upper right graph. The flow and the shear gradient compongnts;Symbol) andn,
(x-Symbol) fluctuate around zero in all regions of the system. From a snapshot of the configuration
on can distinguish ordered, highvalue, regions and low&-value regions which look disordered.

true® nematic order paramet€), which was defined by
Qij =3 ((Aifj) - 38i). (4.10)

Now the molecular axises in equilibrium can be writtemfias (cosg sin, sing sin®, cos?).
Due to the presence of the shear flow ¥re€oordinate has a constant shift= x + «z, and
hence the molecular axises are given by

COSp SinY + « cosy
A = sing siny ) (6.3)
cosy

3see chapter 2
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Supposing thafi; andf; are independent and uncorrelated (isotropic phase), in the above
equation (eq. (4.10)) the average can be carried out separately:

(AiA; — 38 ) = (i) (A}) — =8 (6.4)
For a continuum one can easily now deduce the matrix

(a/(27))* 0 af(21)
Q= 0 0o 0 (6.5)
w/(27) 0 1

The eigenvector to the largest eigenvalue points aldng, 1), the same direction which has
been found for the director in the disordered looking phase.

Hence, the disordered looking phase is indeed disordered but it exhibits short time corre-
lations, and the found director components are the same which one expects for shear flow

conditions and an isotropic phase.

Shear Crystallization

In the beginning of this section it was pointed out, that the medium system does not exhibit
plug flow, but the large system, as seen in the previous section do. The evolution of plug flow
in the large system simulatedjat= 0.03 is shown in figure 6.12.

The time evolution of the velocity profile is shown in the left graph, the evolution of the
density profile is plotted in the right one. With the occurrence of plug flow, which can be
identified by the occurrence of non—gradient regions, the density profile clearly shows troughs
(for At > 2000). The high density regions exhibit valuespat 0.9 which should be beyond

the equilibrium solid—fluid transition. The start to those high values can be observed in
the two peaks ait = 1200. This implies thashear crystallizatiosets in, and the plugs are
crystallized material, while the shear happens in the low density, fluid phase. This observation
certainly has to be investigated in more detail.
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Figure 6.12.: The evolution of plug flow. The left graph shows the time evolution of the velocity profile
vx(2). It evolves from a shear banded profile to a plug flow profile. The right graph shows the density
profile as a function of the shear gradient direction. Troughs are developing as the velocity profile
shows plug flow.

6.4. Defects and Defect Structures

Especially the large systems show various defect structures in their ordered regime. These
defect structures might be similar to those which occur in real diblock-copolymer systems.
On the snapshots of the conformation one can easily observe different tilt boundaries. Gido
and Thomas [GT94] investigated those types of boundaries in lamellar diblock copolymer
systems and ditinguish between three morpholohgies:chirevron(denoted C), themega
(denoted?) and theT-junctiontype (denoted T). Figure 6.13 sketches these boundary mor-
phologies. The chevron boundary, right sketch in the figure, is a continuous bend of the

AN

Figure 6.13.: The three tilt boundaries found by Gido et al. [GT94], the chevron§tHgpe and the
T-junction.

lamellae structure across the grain boundary. (Grains are regions of equal orientation of
lamellae.) A variant of this chevron type is the omega tilt boundary which shows some kind
of Q shaped bends directly at the grain boundary. These type of boundary is observed at
higher tilt angles than the continuous bend. At the third type of boundary, the T—junction,
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lamellae on the one side simply terminate. This allows the highest possible tilt angle.

At least two of those boundary structures are observable in the conformation snapshots as
well, chevrons and T-junctions. Figure 6.14 shows magnifications of regions exhibiting in-
teresting grain boundaries of a conformation snapshot. a) is a magnification of an upper left

= -

=

Figure 6.14.: Defects structures in the large system

part of the conformation snapshot, which is located near the disordered band structure. It
shows clearly chevron structures in its middle right part. From the middle to the lower left
three lamellae are tilting under a little higher angle than the previous describes chevrons.
Some of those bend look® shaped but in direction from the lower middle to the upper left
they break apart, as they approach the disordered shear band. b) shows a magnification of
multiple T-junctions in its lower part. Vertical lamellae terminate at the grain boundary, hor-
izontal continue. In ¢) apart from chevron like structures tilt boundaries can be found which
are not mentioned by Gido and Thomas in [GT94]. They might be described as U-shapes and
have been oberserved by Polis and Winey in [PW96] where kink band structures have been
observed in a diblock copolymer melt under steady shear. Here a lamella terminates and is
sourounded by others in a U-shape structure.

All of the mentioned structures are present in magnification d). In the lower right part a
U-shape type boundary is followed by boundarieSetiype.

There are certainly not only defect structures in form of tilt boundaries present in the systems.
Focal conics, e.g., could occur as well, but they are at least not visible on the shown snapshots
of figure 6.14 and the figure of the previous section 6.3 and 6.6.
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6.5. Conclusion

One of the intrinsic properties of the shear algorithm is, that it leaves it to the system to

choose the best velocity profile. Usually this profile is linear as seen in the previous chapter,
but under certain condition it is possible, that the system chooses a non-linear profile and
shear bands occur.

Shear bands and plug flow have been observed in simulations as a coexistence of well or-
dered perpendicular aligned lamellae and an isotropic phase. This isotropic phase was found
to exhibit a large shear gradient while the odered region show only a weak or even no velocity
change along the—direction.

The behavior of the director in the isotropic phase raises the question if there might be some
order hidden. The investigation of a newly introduced order parameter revealed a correlation
of the molecular rotation lasting for some time. The molecules are found to exhibit a ten-
dency to be preferably rotated by the shear field within the flow—shear—gradient plane. So
the disordered phase is indeed isotropic but it reveals short time correlated movements of the
molecules.

Onother remarkable observation is that similar strain rates can be found in the disordered re-
gions of the different investigated large systems under high strain rates, and the plugs showed
hence different widths.

These plugs, again, have been found to be shear crystallized structures. The process of the
crystallization could be observed, but the time resolution of the conformational snapshots
was too low in order to see the starting of this process. Here more work is needed in order to
make established statements about the mechanism.

The shear crystallized regions show defect structures as they can be observed by TEM images
of diblock copolymer melts. In order to count and automatically classify defect structures

in crystalline and fluid systems a program has been developed which is in principle able
to identify a defect and follow the time evolution via a triangulation of the sheets. But the
roughness of the layers in the fluid phase produces unfortunately dectection errors. This could
be compensated by using longer molecules which show a lower roughness of the interfaces
and hence an enhanced layer coherence and reduced failure of defect detection.



Conclusion

A novel simulation model for the investigation of complex fluids such as amphiphiles and
diblock copolymers has been introduced. It is much more effective in molecular dynamics
simulation than present models due to the limitation in the range of interaction. The equi-
librium properties of this model have been tested in order to avoid complications such as an
application in the unwanted neighborhood to a phase transition. It was shown that this model
is well suited to investigate the intended problems.

A parallelized version of an existing shearing algorithm was developed and extended to sup-
port a steady strain rate. Especially this shearing algorithm has the advantage over commonly
applied ones that it does not imply any velocity profile. Since most equilibrium thermostat-
ting methods are not valid under non—equilibrium conditions, the DPD thermostat which
incorporates the requirements of a non—equilibrium method has been parallelized and imple-
mented, as well. The combination of both algorithms is a powerful tool for the investigation
of non—equilibrium properties of the model system.

It has been shown that the theoretical work on smectic LC under shear flow by Auernhammer
et al. [ABPOO] is qualitatively in good agreement with the results found due to the computer
simulations. There is even a quantitative agreement of theory and simulation in some parts.
In others it has been shown that some assumptions in the theory turned out to be a little
oversimplified. These findings will be taken into account for an extension of the theory
(which is under development at the time these letters are written).

But most important, it could be confirmed that indeed undulations are the mechanism to
compensate an effective dilatation for the case of a present shear flow as well as for a stretch
deformation.

The comparison of simulation results with another theoretical approach by Fredrickson et al.
[Fre94] has not revealed any disagreement, although the model does not meet the theory’s
assumptions in many points. But more intense work is certainly needed in order to complete
such a comparison, which seems to be sensible on the basis of the obtained results.

For high strain rates shear bands, plug flow, and shear crystallization could be observed for
the first time in a simulation. An isotropic band was found to ingest the most of the shear
strain and an ordered phase moved as a plug. But since shear band are best observable in
large systems containing millions of particles, only a limited understanding of the ongoing
processes were reached.

It is certainly a good idea to resume work especially on this field which is likely to lead

to an enhanced understanding of these kind of problems which are present for nearly every



c. conausgon

complex fluid.

The investigation of non—equilibrium of complex fluids by simulation requires due to the
presence of many length scales large system sizes. Fortunately the parallelization of densed
systems is simple and parallelized algorithms for shear and thermostatting could be devel-
oped and implemented. But nevertheless the simulation of those system sized as the investi-
gated need an considerable amount of computing time and data space. This has to be taking
for further investigation.

Outlook and Perspective

In the conclusion of the fifth chapter is has been suggested, that changing the symmetry in
the interaction to different values of the potential depth for AA and BB interaction might
lead to a prove or disprove of Fredrickson theory in relation to this model. A disprove in
the for this model does not mean that this theory might not work for diblock copolymers in
general, since the present model does not match all assumptions of the theory. So a small test
simulation has been carried out with the snidll= 10000 particle system. The parameters

for AA and BB interactions have been choosen t@hg = 1.0, which is lower than before,
and¢gg = 1.5 which is higher than before. So a viscoelastic contrast in the sense of Winey
et al. has been introduced. That system has been set up in a parallel alignment of its lamellae
and exposed to shear flow. The strain rate was increasig iz 0.005 steps untijy = 0.095

has been reached. This strain rate is roughly double the rate of the parallel to perpendicular
transition of the symmetric interaction system (section 5.4). But in this system incorporating
the unsymmetry in the like particle interaction, the layers aresilallel aligned. Hence the
parallel orientation of the lamellae is more stable than without a viscoelastic contrast. This is
observation is in perfect agreement with experiments and theory.

But further work is needed now to find the precise location of the phase transition as a func-
tion of the viscosity difference of the particle types.

Though throughout this work only model dimer melts were considered, the introduced model
is of course able to model other kinds of molecules as well. Binary and ternary system are
thinkable including monomers of type A and B as solvent particles and more complicated
types of amphiphiles. In the following simulation a microemulsion with a so—called bola sur-
factant of the structure ABBBBA was simulated. The system is a binary system of A—fluid
and the surfactant with an concentratimn= 0.4. The total system contair$é = 27000 par-

ticles. Figure E.1 shows a configuration snapshot of this system. The interaction parameters
were choosepsaa = ¢sg = 1.3.

These two points show that there are plenty of possibilities of further investigations in equi-
librium as well as out—of—equilibrium on the basis of this model.



Summary of the Important Points of the Work

e A novel model for the efficient simulation of amphiphilic system has been introduced.

e Nearly a full agreement with non—equilibrium liquid crystal theory could be seen. Un-
dulations are the mechanism to compensate an effective dilatation for the case of a
present shear flow as well as for a stretch deformation.

e No disagreement with non—equilibrium diblock copolymer theory has been found.

e The occurence of shear bands has been observed in simulations for the first time.

Figure E.1.: Snapshot of a bola surfactant system. The system is binary and contains type A—fluid
monomers (not shown) andBBBBA-type bola surfactants of concentration= 0.4. The cubic

system containdl = 27000 particles and was simulated witha = ¢gg = 1.3. (A particles yellow,
B particles blue)
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Pursuing it with eager feet, Until it joins some
large way Where many paths and errands meet
And whither then? I cannot say

Bilbo Baggins [Tol54]






A. List of Abbreviations and Symbols

Table A.1.: Abbreviations and Symbols

AB
BCP
DBCP
DPD
FMP
LAOS
LC
LDE
MD
NEMD
oDT
PBC
PE
PEE
PEP
Pl
PS
SAXS
SANS
TEM

types of monomers

block copolymer

diblock copolymer

dissipative particle dynamics
Florian Miller Plathe

large amplitude oscillatory shear
liquid crystal

linear differential equation
molecular dynamics
non—equilibrium molecular dynamics
order disorder transition

periodic boundary conditions
polyethylene

polyethylethylene
polyethylpropylene

polyisoprene

polystylrol

small angle x-ray scattering

small angle neutron scattering
transmission electron microscope

Bo
B:
Vij

Vi
Ye

area
layer compression modulus

coupling between director and layer norni

strain tensor

strain rate, shear rate
intrinsic strain rate
effective strain rate

al
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S(k)

<af a2 vy

reduced strain rate

layer thickness

shear viscosity

force

elastic free energy

complex shear modulus

storage modulus

loss modulus

Hamiltonian

layer bending modulus

spring constant

director splay modulus

director twist modulus

director bending modulus
scattering vector

simulation box extension
Liouville operator

Langrangian

mass of particle

director

shear frequency

distribution functional
instantaneous pressure
pressure

momentum of particlé

conjugate momentum of the simulation bo
conjugate momentum of particlie
concentration field

box mass

nematic order parameter
scattering vector

scattering function

degree of order

reduced coordinates

stress tensor

reduced temperature

interaction potential between partidlend |
total velocity including fluctuations
volume

X




virial
velocity of particlei
vg, Up shear fields

z friction constant
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