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Zusammenfassung

Lipidmembranen sind die Grundbausteine der Zellobeh#. Die in der Membran vorliegende
Doppelschicht-Struktur entsteht durch Selbstaggregation der Lipidoelék \Wasser. Neben den
Lipiden entlalt die Zellmembran eine Vielzahl weiterer Bestandteile, zu deren zahlreichen Aufgaben
der lonentransport ebensatdt wie die Schutzfunktion gegen mechanische und chemische &#isch”
gungen der Zelle.

Wahrend der lonentransport durch Proteine in der Zellmembran geregelt wird, sorgt ein von der
Membran ausgehendes Netzwerk von Filamenten im Inneren der delkigizliche Stabiliéit der
Lipidschicht. Auf3en ist die Zellmembran mit einer Vielzahl von Zuckermalerk bedeckt, die die
Schutzfunktion wahrnehmen.

Die Beeinflussung der Membran durch derartige kettetiche Proteine soll im Rahmen dieser
Arbeit anhand eines vereinfachten biomimetischen Systems studiert werden. Letzteres dient als Mini-
malmodell fir die Zellmembran, in welchem der Einflul3 verankerter Polymere auf die Lipidmembran
untersucht wird.

Zu den grundlegenden GRén, die durch verankerte Polymere beeinflusst werdamez die
Krummung und Steifigkeit der Membran. Eine freie, nicht mit Polymeren bedeckte Membran hat eine
im Mittel verschwindende Krmmmung. Einseitig auf der Membran verankerte Polymere induzieren
eine Knimmung, die die Membran von den Polymeren weg biegt. Grunduniest'der Druck, den
eine Polymerkette durch &¢é mit der Membran auf diese abs.” Die Berechnung des Druckes,
der im Ankersegment stets ein Zug an der Membran ist, erlaubt es, explizit die Form der Mem-
bran unter dem Einfluss der Polymere zu bestimmen. In déreMles Ankers nimmt die Membran
Kegelgestalt an, afirend sie sich in groRem Abstand einem Katenoidhhart, einer Minimaléiche
mit verschwindender Knhmung. Bei einer Bedeckung mit vielen Polymeren ergibt sich das Gesamt-
profil der Membran, ebenso wie ihre lrimung, als lineare Superposition der einzelnen Polymeref-
fekte. Mittels einer Monte Carlo-Simulatiorokinen die perturbativ berechneten Resultateabigst”
werden.

Im Rahmen desselben Formalismus ist auch die Wechselwirkung der Polymere, die durch die
Membran induziert wird, zugyiglich. Diese ist attraktiv, jedoch vernaabs$igbar bei Bercksich-
tigung der sterischen Repulsion der Ketten verschiedener Polymere. Beides, sowohl die Wechsel-
wirkung zwischen Polymer und Membran, als auch die Wechselwirkung der Polymere untereinander,
haben Einfluss auf die Kimimung der Membran undumSen somit bei der Auswertung von Exper-
imenten herangezogen werden. Von Interesse sind ebenso Polymere, die an beiden Enden verankert
sind und Polymere, welche die Membran durchdringen. Letztere Situation ist biologisch motiviert im
Hinblick auf den Transport von DNA durch die Zellmembran.

In einem weiteren Teil der Arbeit geht es um den Einfluss eines Wechselwirkungspotentials zwis-
chen Polymer und Membran, das zu der bisher betrachteten entropischen Repulsion hinzutritt. Es
zeigt sich, dass ein attraktives Potential die wisgiich induzierte Kuinmung verkleinert. Im Limes
starker Adsorption, in welchem das Polymer ganz auf der Membran lokalisiert ist, verschwindet der
Polymerdruck und die durch diesen induziertaikimung der Membran. Monte Carlo-Simulationen
hierzu dienen dem Vergleich mit der theoretischen Vorhersage.

Im letzten Teil der Arbeit werden Polymediingen und deren Einfluss auf dieudrihung der
Membran betrachtet. Im Grenzfall einer rein sterischen, repulsiven Wechselwirkung zwischen Poly-
meren und Membran biegt sich diese, im Gegensatz zur verankerten SituatiomszmgLhin. Bei
Hinzunahme von Adsorption biegt sich die Membran im Limes starker Attraktion der Polymere von



der LGsung weg.
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Chapter 1

Introduction

1.1 Biomembranes and biomimetic systems

Membranes which are decorated by polymers provide simple model systems of biological membranes
such as the plasma membrane of the cell. Its structure is displayed in figure 1.1. A detailed introduc-
tion into the biology of the cell membrane is given in [1, 2, 3, 4]. The main purpose of the cell
membrane is to separate and protect the inside, which contains the life carrying components, from the
outside, the environment of the cell. On the other hand the membrane has to garantee transport be-
tween inside and outside. lon channels, composed of proteins, which are embedded in the membrane,
regulate transport of ions and small molecules between inner and outer part of the cell [2].

Other inclusions of the membrane have large tails, which extrude from the membrane both in
the inner and in the outer direction. The intracellular side is called the cytoskeleton, consisting of a
network of filaments which stabilizes the flexible membrane. The extracellular part consists of the
glycocalix and the extracellular matrix. The membrane on this side is decorated by glycolipids and
glycoproteins, which protect the cell against mechanical and chemical attack.

The backbone of the cell membrane is given by the lipid bilayer. Bilayers are one possible self-
assembled structure [5, 6, 7, 8, 9] formed by molecules, such as lipids, which have two parts, namely
a hydrophilic and a hydrophobic part. If those molecules are dissolved in water, they tend to form
aggregates in order to avoid contacts between the hydrophobic parts and the water in such a way that
the hydrophilic groups of the molecule are exposed to the water. In figure 1.2 we show a variety of
different aggregates such as a cylindrical micelle, a bilayer and a vesicle.

In order to understand certain aspects of the behavior of biological membranes we will in the
following study much simpler objects which we chiibmimetic membranes.. These are model
systems which allow to investigate the physical properties of biological membranes by focusing on
the basic and characteristic aspects. Polymer-decorated membranes serve as a biomimetic system for
the cell membrane. On the other hand the investigation of these supramolecular structures might lead
to new materials and biotechnical applications. Both experimental [11, 12, 13, 14] and theoretical
[15, 16] work has been done in this area of research.

We will now introduce the components of our model system, namely the lipid bilayer and the
anchored polymers.

'mimesis (gr.) imitation
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Figure 1.1: Schematic picture of the cell membrane: The membrane contains different types of pro-
teins. In addition, the inside and outside of the cell are decorated by filaments. The figure is taken
from [10].

1.2 Lipid bilayers

Chemically, the lipids are composed of a small hydrophilic head group and two large hydrophobic
hydrocarbon tails. At an oil-water interface, the lipids form a monolayer in which the tails are located

in the oil-phase and the head-group is inside the water-phase. In an aqueous environment, one possible
configuration is the bilayer. In the experimental situation, one finds in general closed bilayers called
vesicles. This is favorable since for a membrane of finite size the closed geometry is the easiest way
to avoid boundaries where the hydrophobic lipid tails at the edges of the membrane are exposed to
the surrounding water. Vesicles are important experimental objects, with which one can study the
properties of lipid membranes and the influence of attached polymers.

Vesicles are also important from the point of view of pharmacological applications [17, 18, 19].
Inside a vesicle it is possible to transport drugs in order to avoid direct injection. A prominent example
is insulin. The vesicles can penetrate the skin and inside the body release their cargo. Since the
immune system would recognize them as invadors, itis necessary to protect their surface by decoration
with specific polymers and consequently avoid the attack [20, 21, 22]. The polymers (glycolipids)
hinder proteins and antibodies to adsorb on the vesicles.

We will in the following focus on the physical properties of the membrane [24, 25, 16]. The
thickness of the bilayer is abodim. The lateral size can extend up to fae-range. It is therefore
justified to neglect the thickness and to model the membrane mesoscopically as a two-dimensional
surface. This is even more justified, since we are not interested in the molecular properties of the
membrane but in the shape profile and the curvature. However, in order to find out which quantities
are crucial to describe the membrane on the mesoscopic scale one has to return to the molecular level.

Above a certain temperature the membrane is in the fluid state in which the hydrophobic chains of
the lipid are disordered and the lipids can freely move inside their monolayer. There is little friction
between both monolayers. In the simplest model the lipids move independently in each layer.

In principle, the lipids can change from one monolayer to the other. However it turns out that
the time scale for these so-called flip-flops is large and in a range between minutes and days [26],
since the lipid has to cross the hydrophobic part of the bilayer with its hydrophilic head group. In the
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Figure 1.2: Different types of lipid aggregates: micelle, bilayer and vesicle (cut in a half sphere).
Thanks to [23].

following we will neglect the possibility of such flip-flops.

The membrane is energetically described by a local energy functional, which takes into account
the spatial position of the surface, the gradients and the curvature. This is, in fact, an expansion in
gradients which can be extended further. Nevertheless, it turns out that these three observables are
sufficient to describe the membrane energy.

As long as we consider the environment of the membrane as homogeneous and isotropic we
expect the membrane to be translationally invariant. Thus, the spatial position of the membrane does
not influence the energy which is attributed to the membrane and will not enter the Hamiltonian
explicitly.

Since in the fluid state the membrane lipids form a two-dimensional fluid, it is not possible to
change the area of the membrane. No work is done in increasing the area, which would correspond to
a surface tension. For fluid membranes, the crucial quantity which governs their physical properties
is the curvature. This is intuitive from a molecular point of view, since the long tails of the lipids
are squeezed if the membrane is curved. Due to the steric repulsion they tend to avoid curved con-
figurations of the surface. Furthermore, if the membrane is symmetric, i.e. if there is no difference
between the half space above and below it, and if the two monolayers have the same composition, the
curvature will enter the Hamiltonian in a quadratic term. The energy of the whole membrane will be
given by the integral of the curvature, where the integration extends over the membrane surface. Thus,
this term will be dimensionless. The prefactor, which relates the integrated curvature to the energy of
the membrane, is called the bending rigiditywhich has the dimension of an energy. The simplest
Hamiltonian to describe a symmetric membrane is therefore given by

Hime = /dA 2k M? (1.1)

whereM is the (mean) curvature and the factor two is of conventional reasons.

In general the curvature of a two-dimensional surface is defined via two principal curvature axes
and the two corresponding principal curvature radii denote® and R,, which mathematically are
given by the two eigenvalues of the curvature tensor [27]. There are two invariant measures of the
curvature [28] which describe the surface, namely the above mentioned mean curvature given by

1 1 1
M = —|—+4+ — 1.2
2(R1+R2> (1.2)
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and the Gaussian curvature

11

G = R, (1.3)
which is related to the topology of the surface. In the case of an asymmetric membrane, i.e. a
membrane where both half-spaces, which are separated by the surface, are not identical, one could
think of a spontaneous induced curvature of the membrane. This curvature is called the spontaneous
curvature of the membrane, denotedMy,. Including the spontaneous curvature leads us to a quite
complete description of the membrane energy. The corresponding Hamiltonian was suggested by
Helfrich [29] and is given by

Home — /dA 2% (M — M) + /dA ke G (1.4)

where kg is the Gaussian bending rigidity. Bothand kg can be measured experimentally. For
phospholipid membranes one fingsz 10 — 20kg T, which is high compared to the thermal energy
kpT. The Gaussian bending rigiditg, is difficult to measure since the second integral in eq. (1.4)

is a topological invariant, which is a consequence of the Gauf3-Bonnet theorem [30]. The elastic
parametekg measures the energy for the formation of handles.

The most important experimental objects with which one can study the curvature of lipid mem-
branes are vesicles in aqueous solution [31]. The physics of vesicles is governed by the fact that
their volume and area are constant. The volume is fixed, since once a vesicle has formed there is no
driving force for water to enter or to leave the vesicle. The area of the vesicles is constant, since the
concentration of lipid monomers in the water is very small and thus the interchange of lipids between
membrane and solution is negligible.

The shape of the vesicles is given by minimizing the energy in the spontaneous curvature model
for given values of volume, area and curvature [32].

The two remaining parameters in case of the spontaneous-curvature-model are the reduced vol-
ume and the reduced spontaneous curvature. Both quantities are dimensionless and normalized with
respect to the area of the vesicle in such a way, that one defines the Radwich corresponds to
the unique sphere of surface aréaConsequently the reduced volume is given by

V

= 1.5
T wRY3 (13

and the reduced spontaneous curvature is given by
Mep = RaM,p, . (1.6)

One ends up with a phase diagram of different vesicle shapes [32, 33, 34] depending on both
parameters. We will later refer to these results in order to see whether or not the anchoring of polymers
has an observable influence on the shape of the decorated vesicles.

It turns out that the spontaneous curvature-model is not able to predict the richness of shapes which
one observes in experiments. The main reason for this deficit is due to neglect of the bilayer structure.
A vesicle with surface areal has in fact an aredA of lipid surface. There might be an initial
difference between the areas of the outer and the inner monaayewhich provides an additional
parameter for the vesicle shapes. The corresponding theory which includes the diffAtdnises
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Figure 1.3: Ethylene and polyethylene.

the so called area-difference-model [35], in which the vesicle shape is obtained by minimization of
the Hamiltonian

Haps — / dA 26 (M — M,y)? + gA%(AA— AAy)? (1.7)

with respect to the area-difference between the monolayers and the curvature for given Vglume
areaA, preferred area differenc&.4, and preferred (spontaneous) curvatMg. [,,. denotes the
thickness of the bilayer, which is abotim. The parametek is called the non-local bending rigidity,

since the area difference is related to the integrated (non-local) curvature of the membrane
AA = 2. / dAM . (1.8)

The parameters andx have similar values for phospholipid membranes. The minimization is in gen-
eral done numerically [36]. Finally, one obtains a corresponding phase diagram of the area-difference-
elasticity model [32].

The lipid bilayer which we discussed so far represents one component of our system. The other
important component is the polymer which will be attached to the membrane. In the following, we
will give a brief introduction to polymer physics.

1.3 Introductory remarks to polymers

Polymers consist of a large number of molecular units, monomers, which are covalently linked. In
general the backbone structure is provided by carbon a@m<C. The simplest example of a poly-
mer is polyethylene, which is usually formed by polymerization of ethylene. The chemical structure
is shown in figure 1.3. The large variety of organic chemistry arises from the infinite possibilities to
link different types of monomers together. The chains which emerge from these polymerization pro-
cesses are not necessarily linear. Possible configurations are long chains with small side chains, star
polymers or cross-linked polymers, which form networks. Furthermore, one distinguishes polymers
which are basically neutral and polymers which carry charges, called polyelectrolytes.

One of the simplest theoretical models to describe polymer chains is the freely jointed chain
[37, 38, 39]. Each monomer is considered pointlike and linked by a straight bond of fixed lgngth
the so-called Kuhn length. The bonds have total rotational freedom. The probability distribution of
one single bond is given by
([ Rn| — ap)

0
— Ty =: R, =
p(rn T'n 1) p( n) 47_‘_(1127 ’

(1.9)
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wherer,, is the spatial position of the-th monomer. An important quantity is the end-to-end vector of
the chain, measuring the relative spatial position of the first and the last bead of the polymer. It is clear
that the average end-to-end vector vanishes, since it points into all directions with equal probability.
The interesting measure is the average of the squared end-to-end vector as given by

(R”) = (D_Rn)’) = Na. (1.10)

This leads to the end-to-end distance
R, = /(R?) = a,VN, (1.11)

which is a measure of the polymer size. This result is identical to the time-dependence of the average
displacement of a Brownian particle from the original starting poin¥ i identified with time. The
corresponding probability distribution for the distance of the Brownian particle is Gaussian. In fact,

if we choose the step size between neighboring beads larger than the Kuhngeafgtie polymer,

the spatial positions of the beads are uncorrelated and thus fulfill the properties of a random walk.
Consequently one expects the probability distribution of the polymer end-to-end vector to become
Gaussian in the limit of smail,. Mathematically, the Gaussian distribution is reached in the limit of
smalla, and largeN in such a way thaR, = a,v/N is constant. This is the continuum limit for the
polymer chain. One ends up with the probability distribution

2\ —3/2 9
p(R) = (277%) exp (—;%) (1.12)
of the end-to-end vectdR. Because of the Gaussian character of the chain, the same distribution
function holds for each bond with average bond lengthThis implies that the Gaussian chain is
self-similar on all length scales resulting in a fractal structure with the fractal dimedsio. This
is due to the relation between the number of monomers and the mean displadément. The
fractal dimensiond, which relates the mass of an object to its diameter is defined as the exponent in
the relationV ~ ¢ and thus in case of the Gaussian chaia 2 [39].
Itis clear that the ideal polymer model can not predict the properties of real polymers in all details.
The model applies to a certain rangeRvalues which are large compared to the Kuhn lergémd
smaller or in a range aR,. Below the lower limit, the polymer stiffness cannot be neglected anymore.
Above the upper limit, the finite bond lengths of real chains forbid configurations which are strongly
overstretched. In the Gaussian model itself there is no upper limit for the stretching of the polymer.
The Gaussian distribution function suggests a model of the polymer in which the pointlike beads
are linked by harmonic springs, known as the bead-spring-model. The (effective) energy of the chain
in discretized form is given by
DX )
£ = 3 ngl(rn —1n1)?, (1.13)

which in the continuum limit yields

£ = g/ONds (d‘;(:)>2 , (1.14)
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wheres is the internal length of the polymer. The equilibrium of the chain is described by the distri-
bution function given by the Boltzmann factetp(—£&/ksT'). In order to recover the form according
to eq. (1.12) one identifies the spring constanas

p = 3kT (1.15)

2
ap

The basic ingredient of the Gaussian chain is the free random walk of the polymer beads with respect
to the internal lengthV, corresponding to the number of beads. Thus, the chain can freely intersect
and different pointlike beads can occupy the same spatial positions. Because of this behavior one calls
the Gaussian model also the ideal chain model.

A more realistic model is provided by the self-avoiding walk where the polymer beads have a
certain volume, the so-called excluded volume, in which no other bead can enter. It is intuitively clear
that the overall size of the polymer will be enlarged due to this steric interaction. An estimate for
the size of the polymer which turns out to be very good in comparison to experiments and computer
simulations is given by the Flory radius

Rp ~ N°° (1.16)

where the exponerit/2 of the ideal chain is enlarged 85 for the excluded-volume chain [40, 41].

Whether the polymer can be considered as ideal or not mainly depends on the energies between
polymer and solvent. In a good solvent, the polymer likes to have solvent molecules in the neighbor-
hood of its beads and thus spreads out in order to increase the contact area with the solvent. This is
the case where excluded-volume effects are important. If the solvent is bad, the polymer monomers
prefer to shrink together in order to avoid contacts with the solvent. Then the van der Waals attraction
between the polymer beads is dominant and the polymer forms a globular configuration. In between,
where the excluded-volume interaction is balanced by the van der Waals attraction the polymer ca be
considered to be ideal. Since the energetic interactions are fixed by the polymer and the solvent, the
temperature governs the polymer behavior. The temperature at which the polymer is ideal is called
the f-temperature. Below, the size of the polymer is smaller and above this temperature it is larger
than the ideal chain.

In most cases the ideal chain serves as a starting point, from which excluded-volume-effects are
considered perturbatively.

We will now discuss the properties of polymers anchored on surfaces which are impenetrable for
the polymers. It is intuitively clear that the configuration of the polymer beads will be perturbed by
the wall and lead to an anisotropic polymer shape which differs from the spherical configuration of
the free chain.

1.4 Anchored polymer

Anchoring a polymer to a surface involves a loss of entropy of the chain. In fig. 1.4 we show an
experimental situation where DNA is linked to a phospholipid membrane via a big anchoring molecule
called streptavidin. In the idealized situation of a flat substrate, the polymer is confined to the half-
space and thus looses entropy since it can no longer explore the half-space on the other side of the
substrate[42]. In order to anchor the polymer on the surface it is thus necessary to compensate the
entropic effect by a chemically induced energy gain due to the anchoring. If this energy is smaller
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Figure 1.4: Schematic picture of an experimental situation: DNA anchored to a lipid bilayer. The an-
chor molecule is streptavidin, a protein, which enters the membrane with a small connected molecule.
The DNA is linked to the anchor using biotin. Thanks to [23].

than the entropy loss, the polymers will not stay at the surface. If the energy is large compared to the
entropy decrease, polymers will stay at the surface for a long time. For a large reservoir of polymers,
in principle, this anchoring will lead to very large coverage densities. However, for large densities
the steric interaction of the polymer chains provides an additional entropy decrease which balances
the anchoring energy and leads to an equilibrium coverage density of polymers on the surface. The
situation is similar if the polymers are anchored on the membrane. If the membrane is initially flat,
the anchoring energy in the phospholipid bilayer has to overcome the entropy decrease. Since the
membrane is a flexible object, the anchoring of the polymer leads to a change in the membrane shape
in such a way that the membrane bends away from the polymer. Consequently the polymer gains
configuration space. If one considers the curvature of the membrane to be small one can expand the
polymer’s entropy difference of the curved geometry and the flat situation in powers of the membrane
curvature up to second order, which leads to [43]

AS, = biR,M +by(R,M)* + b3R2G . (1.17)

If one solves the problem for a polymer anchored on a flat surface, on a sphere and on a cylinder, one
ends up with the prefactors [44]

™ T 1 1
/ _ Z = _ . 1.1
b1 6’ b2 (12 6) > b3 6 (1.18)

Since the first coefficient; is positive the polymer gains entropy if the membrane bends away from
it. Calculation of the spontaneous curvature leads to
by T
~ 0.18—— 1.19
4k R, kR, ( )
where the temperature is measured in energy units and the curvature is defined as positive if the
membrane bends away from the polymer.

My, ~ T
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In addition, the anchoring of the polymer suppresses membrane fluctuations and leads to an en-
tropic contribution to the bending rigidity. Thus one defines an effective bending rigiditywhich
is larger tharns. The Gaussian bending rigidity is decreases due to the anchored polymer and there-
fore the formation of holes and handles in the membrane surfaces becomes easier [44]. Similar results
have been obtained in [45] for the situation of so-called Siamese lipid-polymers, where two polymers
are connected via their anchor molecules, having chains which due to the presence of an artificial hard
wall between them do not penetrate each other.

1.5 Overview

Anchored polymers are considered in chapter 2 and 3 both in a perturbative approach and in a Monte
Carlo simulation. We consider the pressure of the polymers exerted on the membrane, as well as the
resulting shape profile and the curvature of the membrane.

Another aspect is presented in chapter 4 where the polymer interaction due to membrane curvature
is calculated. The results lead to predictions on experiments with polymer covered vesicles.

In chapters 5 and 6, we investigate different geometries such as polymers which are anchored with
both ends and polymers which translocate the membrane. External forces are considered, which in the
case of lateral forces acting on the membrane lead to surface tension, and in the case of perpendicular
forces acting on the polymer lead to changes in the polymer configuration and the membrane shape
profile.

In chapters 7 and 8, we include adsorption due to short range interaction between the membrane
surface and the polymer. First we investigate a pure contact potential, which only acts directly on the
membrane surface, and generalize the calculation to a square-well potential. The results are compared
with Monte Carlo simulations. Finally, we extend the work to free polymers in the solution above the
membrane. Here we consider the curvature for different sizes of the interaction potential and compare
with the results obtained in the case of anchored polymers.

In the last chapter we summarize the major results of the thesis and conclude with an outlook
considering future work.
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Chapter 2

Anchored Polymers: Perturbative
Approach

Membranes which are decorated by polymers on one side bend away from the polymers [43, 46].
The induced spontaneous curvature can be calculated by comparing the configuration of polymers on
curved surfaces with those on a flat substrate. The basic simplification in these calculations is due to
the replacement of the fluctuating membrane by fixed membrane shapes.

We will now change the starting point of the calculation. Both polymer and membrane fluctuations
are taken into account in the initial partition function of the compound system. In order to simplify
the situation we start with a single polymer which is attached to an infinitely extended membrane.

Further simplifications arise from the assumption of neglecting the membrane thigkness
the membrane is a two-dimensional surface. In addition the anchor is a pointlike segment of the
polymer which enters the membrane in the anchor segment without any changes in the conformation
of the membrane surface. Furthermore the beads of the polymer are pointlike and the polymer can
freely intersect. Mathematically, the polymer is described by a Gaussian chain, in which the weight
of each bond is distributed Gaussian around an average bond length given by the Kuhig length

We do not take into account any interaction between polymer and membrane except the steric
repulsion of polymer and membrane surface: Polymer and membrane cannot penetrate each other.

Since we do not fix the geometries of the curved surface, our approach allows us to calculate
explicitly the membrane shape which arises from the interactions with the anchored polymer.

In the following section we will introduce the mathematical description of the compound poly-
mer/membrane system.

2.1 Parameterization of the system

2.1.1 Membrane

The membrane is regarded as a two-dimensional surface, which moves freely in the three-dimensional
space, i.e. we neglect any effects due to the thickness of the bilayer. In addition, we only take look at
equilibrium states, which implies, that we do not describe the membrane by the equations of motion
of its lipids in the bilayer.

A simple model for the membrane is given by the curvature Hamiltonian presented in the in-
troduction. In the following we will continue this description. First, we introduce our system of

11



12 CHAPTER 2. ANCHORED POLYMERS: PERTURBATIVE APPROACH

1(x)

N Py
N S~— X,

Figure 2.1: Schematic picture of a membrane configuration, which is not represented by the membrane
Hamiltonian. The snapshot shows a cut in #hplane along the; -direction for fixedz,. Here,l is
not a unique function af; .

reference(zy, z2,2z). Each membrane segment will be described by its hdigiiove the(a, z2)-
plane. This so-called Monge parameterization implies that the topology of the membrane does not
change. Consequently, the integrated Gaussian curvature stays constant. Since each reference point
z1, T2 iS attributed to one unique membrane heitfht, z2) we also neglect configurations, in which
the membrane forms overhangs as shown in the schematic figure 2.1. This is true as long as the lateral
size L of the membrane is small compared to the membrane persistence length E#.iticreased
towards the latter length scale, the bending rigidity is reduced by the shape fluctuations, which be-
come larger [48, 49]. In case of most lipid bilayers, the bending rigidity typically is found in a range
of kK = 10 — 20 kpT and the persistence length, whichnisexp(47k/3kgT) is large. This justifies
the above introduced parametrization.

The Hamiltonian, which describes the membrane, arises from a gradient expansion in the mem-
brane height. Since the free membrane is symmetric with respect to its upper and lower half space,
each term in this expansion is quadratic. We find

= [ 5 (viw)’ + 5 (V@) + R (2.1)

with bending rigidity s, surface tensiort. and additional harmonic potentialwhich confines the
membrane around the plane of reference. The potential takes into account the effect of neighboring
membranes or external potentials. In addition, it turns out to be useful to intraducerder to
avoid, if necessary, divergences in our calculations. The limit of vanishisgbtained by adequate
subtraction of these divergences.

A lateral tension® introduces the additional crossover length sgale (k/X)'/2. The mem-
brane can be regarded as tensionless on length scakess . However, for fluid membranes the
surface tensioX is a small quantity and hendégvery large. It is therefore reasonable to neglect the
surface tensioiX and only take into account the bending rigidity

The Hamiltonian which we use for the following calculation is consequently given by

Hine = / dxl/ dx2( V l(xl,xz)]2+%[l(x1,x2)]2> . (2.2)
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Figure 2.2: Schematic picture for the system parameterization

2.1.2 Polymer

The polymer which is anchored on the membrane is Gaussian. The spatial positions of the polymer
beads are given by = (r((s),72(s),r3(s)) wheres denotes the internal length of the polymer, start-
ing from the internal coordinate of the anchor bead 0, and ending at = N, which corresponds
to the position of the free polymer end. The simplest equivalent picture to describe the Gaussian
polymer is a chain composed of pointlike beads which are connected by harmonic springs. Due to the
equipartition theorem each spring constant is proportional to temperature. The mean distance of the
beads, i.e. the average length of a bond, is denoted by the Kuhn lgngth

The corresponding Hamiltonian reads

3T (N dr(s')\ > 3T (1 dr(s)\?
_ 3T (7 _ 3L / d ( > . 2.3
& 2a2 /0 s ( ds’ ) 2R2 Jo s ds 23)
Here and in the following we measure the temperafliia energy units. In case of an ideal chain,
the average end-to-end-distanggof the polymer, which serves as a measure for the polymer size, is

proportional toy/N as expected for a random walk of a particle, whose time coordinate corresponds
to the internal lengthiV:

R, =a,VN . (2.4)

The Gaussian Hamiltonian describes an ideal chain. In the ideal chain model one neglects excluded
volume effects between the monomer beads. Thus, the bonds can intersect each other without steric
repulsion. This is only possible, if the solvent is close to #éhemperature, where the excluded
volume effect is balanced by the van der Waals attraction of the polymer beads [37]. The partition
function of a polymer starting at positiap and ending at position, is given by

z = [ Dl Sle(0) - raldle(t) - v e (—% [ as [dr(s)/dsP)

=: Z(rq,re|l) (2.5)
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representing the statistical weight of all possible configurations with fixed end points. As shown in
Appendix A, partition functions of Gaussian type are solutions of a@thger-type equationz is

a function of the starting point, the end point and the internal length of the polymer or the polymer
piece, respectively. The path integral which is introduced in the partition function is defined as the
continuous limit of the discretized integration

H/o:o dr; — /o:o D{r} . (2.6)

It is a crucial property of the Gaussian weights, i.e. the solutions of the correspondiradiBger:
type equation, that they fulfill the equation

Z(rg,rell) = / d3r Z(rq,r|s)Z(r,re|l — s) . (2.7)

2.1.3 Compound system

Since we already introduced both the Hamiltonian for a membrane and for a polymer, we now have
to write down the partition functions for each of them and the compound partition function. For
simplicity, the anchor of the polymer is put on the membrane at loc##an z, 2) = 0.

The partition function of the membrane is given by

/ D{i} exp (—%Hme{l}> . 2.8)
The partition function of the polymer on top of the membrane is given by
3 ot d 2
2 = [ o / D{rs} o[x(0)] 8lrs (0) — 1(0)] exp (—@ [ as [ 5r) )
(2.9)

In order to simplify the notation the lateral positions are denoted by (#,r2). The j-functions
ensure that the polymer stays anchored on the membrane. The structure of 2.9 allows us to separate
the partition function into a lateral and a perpendicular gt} = Z; - Z {l} with

2y = [ D) sl exp (—% / s [diu]) (2.10)

and
00 2
7,0y = /1( Dira) olrs(0) ~ 10)] exp (-%/ﬂlds [%rg(s)] ) L (211
r 14

The partition function of the compound system is given by

/ DI} exp(— me{l}

The problem, which is immediately striking, is due to the integration boundary igagh-integration
of eq. (2.11) for the polymer bead position d4rdirection. This restriction arises from the fact that

— ) Zpil} (2.12)
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the polymer bead can not penetrate the membrane, i.e. the membrane position beneath the bead at
(r1(s),r2(s)) indicates the lower integration boundary. It is clear that the correspondingdaer

equation to this path integral problem can not be solved because of this complicated boundary condi-
tion. To reduce the problem we start to expand the polymer partition function in functional powers of

[. We will later show that this expansion only depends on gradientswéh that it is not restricted to

small values of. However, it is assumed that the effect, which the polymer induces on the membrane,

is small in comparison to the average flat geometry of an unperturbed membrane.

2.2 Perturbative calculation

The task of the following calculation is to integrate out the polymer part in the compound partition
function (2.12). We start with a formal expansion of the partition functpmiven in eq. (2.9).
Expanding around the flat membrane configuration, we find

24 © 1 6Z,{l)
Zy Lt [ & Z,{0} ol(z)

The functional expansion only acts ¢h {l}. We will therefore and for reasons of notation in the
following restrict on the perpendicular part.

To start the expansion we first shift the integration in #direction by substitutings(s) —
r3(s) + I(r(s)), which yields

) + O3 . (2.13)
=0

2} = [ Dirs}dlrs(0)exp (-2%2 /Olds ([fg(s)]2+2f~3(s)i(s)+[1(3)12)>
14
(2.14)

with 7 = dr/ds and the short notatiok(s) := I(r(s)).
The functional derivative)Z, {l}/dl(z) can only be evaluated correctly, if one discretizes the
polymer partition function.

> r3(S; S) —1r3(8; 2
2001 = [ D0 0] e (-5 T | (REEEIO)
P

+2r3(si + As) —rs(si) (si +As) —(si) n (l(si +As) - l(si)>2]> . (2.15)

As As As

The reason why only gradient termsliappear is due to the identit}//ds = di/dr - dr/ds.
We now use the relation

ol(r(s)) B ol(s)

) el - Okl) -2 (2.16)
in order to expand the perpendicular part
szP 3 % ra(os 4+ As) — ra(s:)

'Ais(‘s[f(sﬁAs] — ) = 3[r(s;) — a]) exp (—%z/olds [7'”3(3)]2> L (217)
P
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So far we have calculated the functional derivative of the perpendicular part with respe&itae
we initially separated the polymer partition function into thindependent lateral pag and the
[-dependentZ| it is now easy to put both parts together in the derivative,

325”41}

ARRS!
() L . (2.18)

- 5l(z) Lo

=0

For convenience it is reasonable to put (2.18) and (2.17) together in the following way:

sZP (1 AZ|| AZ,
| N (2.19)
with
A
Z” / D{r} é[r ()]A—(5[£(sz~+As)—z]—fs[ﬂ(sz')—aj eXP( 2R2/ ds[r )
and

AZL / D{rs} d[r3(0)] 3(3i+AA<92—T3(3z ( 2R2/ ds [r3(s ) . (2.20)

Before we perform the continuum limit with respectstave will integrate out the spatial path integrals,
which are equivalent to the corresponding solution of the &tihger-type equation. Starting with
the lateral directions the first equation of eq. (2.20) leads to

/_ O:OD{f} 8[r(0)] 8[r(s) — z] exp (_ 2%% /Olds [di(ss)r) )

_ /_o:o de, Z(0,z|s) Z(z,z,|]1 —5) . (2.21)

Because the path integrations in the two lateral directions extend-fremo +oco the Z'’s are solu-
tions of the Schodinger-type equation for the free polymer:

3 1 3($1e_$1a)2+(3726_$2a)2
Z(z = —— T S— : : : . 2.22

The integral over the end point of the polymer ¢; z2 ) can be evaluated and yieldsdue to nor-
malization.

The remaining task is to calculate thedirection. In this direction the polymer is confined to the
half space above the surface. The solution of the correspondingd@ebei-type equation is denoted
by the indexhs. The second equation of (2.20) yields

= / dze/ dz z Z4(0, 2|8) Zps(2, 26|l — s) . (2.23)
0 0
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Note that for reasons of convention we introduced different notations for the coordinates and the
fields in the corresponding direction in order to clearly separate both. The half space solution is
[50, 51, 52, 53]

3 1 3 (2e — Za)2 3 (2e + Za)2
Zhs(Zas Ze = o> 5y | —— 2.24
hs(2a, Zl3) 27s Ry, lexp ( 2s R2 P\ T R? (2.24)

where the forbidden path, in which the starting point is on the other side of the surface, is subtracted.
Thus, the partition function takes into account the restriction of the configuration space. Mathemat-
ically, one can immediately conclude, that the partition functi(0, z|s) of a polymer which is
anchored on the surface at= 0 vanishes. However, we can easily avoid this problem by introducing

a cutoffl,, which, due to normalization, cancels again if one expands for gnaWe define

Zhs(lana Z|3)
I5° dz Zps(lan, 2|9)

éhs(lanvz|s) (225)

In the limit of smalli,,, one obtains

. 31 (= 3 22

Coming back to the initial expansion eq. (2.13) the normalization with respect to the half-space
partition functionz,{0} leads to the continuum limit

1 62,{1} 3 _ —%/Olds (%(z(8)>h5> (%Z(Q,zb))

Z,{0} dl(z)
for the prefactor of the linear term in

The functionP we defined above contains the polymer part, which is integrate out. The remaining
task is to calculate the derivatives of thexpectation value and of the free polymer partition function
in the (z1, z2)-directions.

If one inserts eq. (2.27) back into the full expansion of eq. (2.13) one ends up with

j;’{{(l)}} = 1- /Olds/O:onx P(s,z) l(z) = exp (— /Olds/o:odzx P(s,z) l($)(>2 "

1
—/ ds P(s,z) .
0
(2.27)

to first order inl. The last step we wrote down above is correct in linear order of-@xpansion.

The remaining term in the exponent of the partition function is nothing but an additional Hamilto-
nian which adds to the membrane Hamiltonian. If we furthermore défing :fol ds P(s,z) this
function couples linearly to the membrane heiffat). Since it contains the polymer part one con-
cludes thatP(z) is the pressure which the polymer exerts on the membrane [54]. The pressure will
be calculated explicitly in section 2.4.

2.3 Polymer shape

The expectation value of the polymer in theadirection, which we have to calculate in eq. (2.27)
contains information on the shape structure of the polymer [51]. Let us start with the expectation
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Figure 2.3: The average z-position of the polymer beads plotted versustheir corresponding z-position,
i.e. their radia distance from the anchor. Note that the polymer is anchored on aflat substrate.

value (z(s))ns Which asusual is defined by

[0 dze fo° dz Z4s(0,2]8) 2 Zp4(2, 2|1 — 5)
I° dze Jg° dz Z35(0, 2]8) Zhs(2, 2|1 — 5)

= Rp\/?)zw (arctan <\/I/§Ts> + s(l—s)) (2.30)

where 2, and Z;,, are the half-space partition functions of the polymer as given by eq. (2.24) and
eq. (2.26). Thelimiting positions for the first and the last monomer of the chain are ((0)),; = 0 and
(2(1))ns = /7/6R,, respectively.

Let usinvestigate the average polymer position in amore detailed way. A brief calculation shows
that the average squared distance in the lateral directions leads to

(2%) = (22) + (23) = §SR§ : (2.31)

By inserting of eg. (2.31) into the average distance (z(s)},s of eg. (2.29) we can express the average
z-position as a function of the average radial positiony/(z2), which is displayed in figure 2.3. The
profile grows linearly for small distances from the anchor bead and reaches the maximal average
distance, which corresponds to the position of thelast chain bead, with zero slope. Another interesting
quantity concerning the polymer configuration is the segment density. The segment density measures
the probability w(z;, z2, z) of one bead (we do not count which one of the beads) being located at a
certain spatial position (1, z2, z). The probability distribution is given by

(2.29)

(2()ns =

1t o0 -
w(zi,22,2) = N/ ds/ dze Z(0,21|5)Z(0,z2|8) Zxs(0, 2|3) Zhs(2, 2e|]1 — 8) .
0 0
(2.32)
The normalization constant NV is calculated by evaluation of

1 00 00 o] 00
N = / ds/ dxl/ dxg/ dz/ dze Z(0,21|5)Z(0,z2|s) X
0 —00 —00 0 0
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Figure 2.4. The polymer seg-
ment density: (a) Contour plot
in the (x4, z)-plane. Due to the
presence of the wall the polymer
is squeezed in the z-direction
and strongly deviates from
the spherical shape of the free
polymer.  The shape profile
justifies the term mushroom to
characterize the polymer form.

(b)+(c) Surface plot in the
(z1,2)-plane  from different
view angles. The profile in this
diagram resembles a shark fin.

X Zhs(0,2[8) Zhs (2, 2|1 — 5) . (2.33)
This leads to
w(zi,22,2) = 2—7%1 /1 ds %exp (iﬂ 4—2y2> exp (_EZ_22> erf( Li) )
m Ry Ry, Jo s 2s R, 2s R, 2(1-s)R,
(2.34)

In figure 2.4 we display the segment density in the (z, z)-plane, which corresponds to w(z;, z2 =
0, z). The segment density gives an estimate of the shape of the polymer anchored on aflat surface.
If one compares with the density profile obtained in case of afree polymer, which leadsto acirclein
the (z1, z)-plane, one can easily see the deformation in the vicinity of the surface. It isimportant that
the segment density vanishes on the surface. The polymer is never located on the surface, which is a
known property of continous polymer models.
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Figure 2.5: The total polymer pressure plotted versus the anchor distance. The pressure is positive for
al z/R, > 0. It decays exponentialy for large distances = /R, and diverges for small z/R,. The
pressure is negative infinity in the anchor point at z/R, = 0.

2.4 Polymer pressure

We will now continue with the calculation of the local polymer pressure P(z) given by (2.27). The
derivative of (z(s))s iSgiven by

d 2 [1—s
il = — . 2.
T Z(8)ns Rp\[3-0 — (2.35)
The derivative of Z(0, z|s) with respect to s is
d 3 3z21 1 3 22
—z S Y 22 . 2.
ds (0, ) 277R127 (2 R127 83 s2> eXP ( 2s Rg) (2.36)

Inserting both derivatives into the expression for the polymer pressure eg. (2.27) leadsto

1
P(z) = /OdsP(s,g) (2.37)

2 (3\*2/1-s\Y2 (3221 1 3 2
P = — = —— = — = —= . 2.38
(5,2) R)® (271') ( s > 2R,?s3 52 R R,%s (2.38)
Note that the pressure is measured in units of 7.
Since we have put the anchor point of the polymer into the origin of the (a, z2)-plane, the pres-
sureis rotationally symmetric and depends only on the distance = |z| to the anchor.
Let us now discuss the result which we obtained. First of all, we can analytically perform the

s-integral. However, it isimportant to note the divergence of the integral at x = 0.
Thetotal pressureis

with

1 1 2 _3z?
0 —00 forz =0
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Figure 2.6: The function P(s, z) plotted versus the anchor distance for different internal lengths s. It
is negative for small distances z /R, from the anchor point and positive for large /R,. In this limit
P(s,z) isexponentially decreasing.

The plot in figure 2.5 shows according to the analytic formulathat for > 0 the pressure is positive,
indicating that the polymer pushes the membrane away from it. For large distances this pressure
decays exponentially (with a prefactor ~ 1/z). For small distances the pressure diverges, i.e. the
polymer pushes the membrane stronger and stronger. At the origin z = 0, the pressure is infinite,
but with opposite sign, i.e. in the anchor point the polymer pulls the membrane. Additionaly, we
plot P(s,z) infigure 2.6, which is negative for small and positive for large distances from the anchor.
P(s,z) isafunction which one could call an effective monomer pressure, namely the pressure which
is exerted by the monomer at internal position s. Asone can see in the diagram, the monomer pulling
increases, if one goesto smaller internal length s. The smaller s the closer the monomer is neighbored
to the anchor bead. According to the intuitive picture, the main pressure contribution is due to the
polymer beads in the vicinity of the anchor bead.

However note, that P(s, z) isnot areal pressurein the physical sense, sinceit does not correspond
to real forces on the membrane (therefore we call it effective). The only bead, with which the polymer
can exert a negative force (pulling the membrane), is the anchor segment at = 0.

The behavior of thetota pressureisin agreement with Newton’sthird law. Each bead of the chain,
which exerts aforce on the membrane due to collision, leads due to the connectivity of the chain to an
equally sized force of opposite direction on the membrane. The only bead which is connected to the
membrane is the anchor point. Since the areathere, on which the force is acting, is zero, the pressure
isinfinite.

We additionally have to check, if the integrated pressure is zero, since in total, the polymer can-
not exert a net-force on the membrane, which would lead to a center-of-mass motion of the whole
polymer-membrane system. In fact, a brief calculation shows that

1
/ ds / 42z P(s,z) = 0. (2.40)
0

The vanishing of the integrated pressure is also a consequence of the fact, that in the expansion we
used here only gradients of [, namely 9l/dz; and 9l /dxz2 occur, which implies that the pressure term



22 CHAPTER 2. ANCHORED POLYMERS: PERTURBATIVE APPROACH

isinvariant under the transformation I(z) — I(x) + Al of the shape profile.

2.5 Membrane shape profile

In this section we derive the shape profile. The corresponding calculation is divided into numerous
parts. First, we start with the general case of a membrane with bending rigidity «, confined in a
harmonic potential with corresponding parameter . The potential might arise from van der Waals
interaction of the membrane with a substrate or with neighboring membranes. Aswe aready pointed
out, the potential will regularize our calculation, enforcing the membrane to be located on average
at zero height for large distances from the polymer anchoring point. In this first part we derive the
general solution for the shape profile.

In the following part we consider the limiting case of the free membrane. We first caculate a
genera expression for the membrane curvature. Using the curvature we afterwards derive the free
shape profile.

2.5.1 Membrane in a confining potential

In order to perform the calculation we will formally rewrite the partition function of the compound
system. So far we have calculated the pressure. For the partition function of the polymer on the
membrane related to the flat substrate we found via eg. (2.13) that

Zilt g /1ds /°° &z P(s,z) l(z) + O@2) . (2.41)
Zp{o} 0 —00 T
Inlinear order it istherefore correct to put the pressure term back into the exponential
Z{ly /1 /°° 2 >
0] exp ( | ds » d*z P(s,z) l(z) ) . (2.42)

Since we are dealing with Gaussian membranes it is possible to rewrite the Hamiltonian in terms of
the Gaussian bilinear kernel K~ which we introduce here. One finds

Hme_l ZI[E 27\ 2 22]_1/ 21/ 2 0 3 INgr—L( 0 INp(oM
. —z/dw E(va) 2| = [ @ [ @K e - 2w . ()

Integrating by parts yields the form of the Gaussian bilinear kernel

5(z' — ") [ & + 0—2] . (2.44)

= d£1/4 K

In order to calculate the average profile (I(z)) we introduce a generating field v(z), which couples
linearly to the membrane height /(x) and leads to the partition function

) 0] )

T
1
§/d2$'/d2$” l(g’)Kﬁl(gl—gu)l(gu)

_ /01 ds / &’z P(s,2")l(z) + / a2z 7@')1(@)) . (245)

23} = [D(1) exp
= /D{l} exp

(_
(_



2.5. MEMBRANE SHAPE PROFILE 23

K<I>/R,T

0.14 ¢
0.12

VR k=0.1
0.1 \ ——= VR k=1

0.08 NN\ | V,R; k=10

0.06
0.04
0.02

Figure 2.7: The profile of the membrane as obtained by the perturbative calculation for different
non-vanishing values of »R,*/x.

The average shape profile is now given by

0 InZ{~}

(I(z)) @) o (2.46)
Using the properties of Gaussian integrals one finds
1
—/ ds/d%'K(g—g’)P(s,g') . (2.47)
0
The equation can be solved by Fourier transformation which leads to
! dg 7 . ! dq D N,
(@) = - [a{[ %5 K@ exl-ige - =) { | Gz Pla )exp(—zgm}
d -~
= [ @ [ 4 K@PW@)sla — ) exp(~iga)
dg - -
= - / ﬁ K(q)P(q) exp(—igz) = / —qK P(q) Jo(q2) , (2.48)

where Jy isaBessdal function of integer order [55].
Consequently we have to calculate the Fourier transforms of the membrane propagator and the
polymer pressure. The Fourier transformed membrane propagator is given by

R = —— 2. (2.49)

K (24 ~l—v2//<a)

The Fourier transform of the pressure yields
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~ 3 1 .
o = 3o (b))
— 2 2 2 2
= - ERP% exp( }lz; 2) (Io (11%2 ) + I (11%5 2)) (2.50)

where I, and I; are Bessel functions of integer order [55].
The average membrane profile is now given by

R, T [® ¢ R2 R2 R2
(I(z)) = 1 67m/0 dqWeXP <—Eq2> (I (12 >+Il (ﬁ ))Jo(qw)-

(2.51)

If we consider non-vanishing v, the final integration is performed numerically using Mathematica
[56]. The convergence behavior is studied in the subsequent section.

The resulting shape profile is displayed in figure 2.7. Aswe will show in the following the profile
is aconein the vicinity of the anchor. In case of non-vanishing potentia strength  the membrane
approaches a flat configuration far away from the anchor. The approach is given by exponentially
damped oscillations with awavelength proportional to R,, which depends on v, and «.

2.5.2 Free membrane

An important case is the limit of vanishing harmonic potential, i.e. » = 0. Aswe already pointed
out, the integral of eq. (2.51) is divergent in this case. The physical origin of this divergence arises
from the trandational invariance of the membrane in the z-direction, since it is not confined around
zero by the harmonic potential anymore.

To study the convergence behavior of theintegral we have to concentrate on the asymptotic prop-
erties of the Bessel functions (see Appendix B).

The difference in the integration for non-vanishing and vanishing » arises from the behavior for
small ¢, i. e. at the lower bound of the integral.

For non-vanishing potential v, we find that

R, T €
l ~ d dg ¢* 2.52
(I(x)) oor |, 49 (252)
with small € > 0. Theintegra isfinite for small q.
In case of vanishing v, the limiting behavior is changed into
R,T € 1
l ~ d -, 2.53
(@) ~ 7= (2593)

i.e. theintegral islogarithmically divergent for small ¢q. Thisinfrared divergence corresponds to the
center-of-mass motion of the membrane due to free diffusion. The divergence can be subtracted by
the following integration:

67m / dq ;&P (—R—q> (Io (If; 2) + 1 (11%2 )) [Jo(gz) — 1] ,

(2.54)

(I(=)) = (I(0)
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which subtracts the position of the anchor segment. Now, this segment is located in the origin of our
system of reference.
For large ¢ the asymptotic behavior in both casesis given by

RT [~ 12 [12 [2 1 7
! = L / dg - \/ = ( ——) : 2.55
o0 = omm e Y 9 vam RV g o\ g (259

It iseasy to verify that thisintegral isfinite. Thus, we have shown, that our Fourier transformed shape
profile isintegrable.
Let us briefly derive an equivalent integral to eg. (2.55) using (2.50) and eq. (2.48). Both lead to

the expression
3 22 3 z?
r —— In| —— 2.
o) n(ag)| e

where « is the Euler constant and T is an incomplete Gamma-function [57]. This formula is very
helpful sinceit allows us to calculate easily an equation for the membrane curvature. The curvature is
given by

(@) - 10) = g2 [*ds (L tet)ne)

8T K

M) = —5VAI@) = 375 (s5-0@)) - @57

Here we use the negative sign convention, which leads to a positive curvature if the membrane bends
away from the polymer and a negative curvature if the membrane bends towards it.
Applying the spatial derivatives to the shape profile of the free membrane one immediately finds

2 ™
M(z) = %% [exp (—;%) - \/%Rip (1 —erf (\/%%p))] . (2.58)

The profile of the curvature is displayed in the inset of figure 2.10.
The limiting behavior of the curvature attains for small distances x from the anchor point

T 1

M(z) ~ (2.59)
47k T
and for large distances from the anchor
T 1(R,\? 3 2

We have shown, that the curvature for small distances is logarithmically divergent. However, this
divergence is cured, if we integrate over the plane of reference.

It is of general importance, that the curvature for large distances vanishes exponentially. There-
fore, if we study the situation of several anchored polymers on a membrane, we expect, that the total
curvature stays finite. In fact, it is easy to realize that the total curvature of 1Y, polymers isjust the
sum of all N, single curvature contributions. Thisis due to the linearity of our calculation.

In order to calculate the spontaneous curvature of the whole membrane induced by an anchored
polymer one has to integrate over the lateral plane. Using eq. (2.56) one ends up with a simple
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equation for the integrated curvature, which relates it to the average z-distance of the polymer end in
the half-space. Onefinds AM = [ d%z M (z)
— T
AM = R(z(l))hs . (2.61)

We introduced the lateral area A in order to garantee the correct units of the mean (spontaneous)
curvature M. It is not necessary for the integration to introduce this area, since the integral over
M (z) isfinite. The mean curvature we obtained is the integrated curvature of the infinite membrane.

Since (z(1))ns = +/7/6R, the integrated spontaneous curvature of the free membrane is given

by

— T [m

We can compare our results on the membrane curvature with results obtained for the spontaneous
curvature where one does not explicitly know the exact membrane shape, but compares the free ener-
gies of the polymer which is anchored on fixed geometries with the situation of the flat substrate. The
basic idea isto expand the entropy gain of the polymer and its free energy loss respectively for small
curvatures, assuming that the bending in the anchor point is smooth and sufficiently small.

For practical reasons it is sufficient to put the polymer on a cylinder and a sphere [46]. The
corresponding partition sum for these geometries is derived and expanded in powers of the curvature.

This approach is different from our perturbative approach, since it initially fixes the geometries of
the membrane. Therefore, it is not necessarily obvious from the beginning that both calculations end
up in the same result for the membrane curvature. However, we can insert the fixed geometries into
the original partition function (2.9). The integration boundary in the perpendicular direction leads to

lplr(s)] = { R{1-fz .r<R (2.63)

0 , 7 >R

where r is the lateral distance from the origin. Shifting the origin of the system of reference by
r3(s) — r3(s) + R (seefigure 2.8) and expanding for large radii R leadsto
r(s)?

lp[r(s)] = — 9R (2.64)

Insertion into the integration boundary of (2.9) and expanding the integral yields the limiting partition
function

Zp{l} T Ry Rz%
=1 —— == . 2.
Z,{0} + 6 R +0 72 (2.65)
Since the curvature of the sphereis M = 1/R onefinds
Zp{l} T 2
=1+ /=R,M M)*). 2.66

The same holds for the cylinder with curvature M = 1/2R. The free energy difference A% =
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X1

Figure 2.8: The system of reference used to derive I(z). The polymer bead (n,72,73) Which is
located outside the sphere, must fulfill the equation n 2 + o2 + (R +r3)? > R2. Solving the equation
in linear order in 1/ R yields the equation (2.64).

—T'In(Z,{l}/Z,{0}) isnow given by
AF, = —\/gTRpM + O((RyM)?) . (2.67)
Considering the curvature energy of the membrane
AE,, = 2 / a2 M? = 2k AM? (2.68)

we add both contributions (neglecting the M2 term of the polymer free energy) to obtain the free
energy of the compound polymer/membrane system

AF(M) = AFy(M)+ AEny (M) = —\/gTRpM—i-&cAMQ. (2.69)

Minimizing the total free energy with respect to the curvature leads to

T
AN = ﬂ\/ng . (2.70)

If one compares thisresult for the integrated curvature AM with our result in equation (2.62) obtained
by the perturbative calculation, both are identical.

An expression for M can only be obtained if one inserts an effective area, in which the polymer
interacts with the membrane and induces a spontanous curvature. This areawill be determined by the
polymer end-to-end distance: A = cARf,, where c4 is aparameter of order 1, seefig. 2.9.

However, it is not necessary to introduce this parameter in the perturbative approach, since the
latter calculation leads us to the exact z-dependent expression for the membrane curvature M (z) as
given by eq. (2.58).

Thisexplicit expression alows usto derive aclosed expression for the shape profile by integration.
Since our problem is circular symmetric the Laplace operator in polar coordinates is given by

10 0
_ ;a_x(x%> . (2.71)
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Figure 2.9: The form of the membrane, in arough estimation, isinfluenced on an area determined by
the polymer end-to-end distance R,.

We find

Note that /1 (0) vanishes. Thus, the integration constant is zero.
The membrane shape profile is now obtained by

U(z)) — 1(0)) = /0 : dw'%l(w') 273)
which leads to [54] the final expression
xTr $2 T $2 xTr $2
(U(2)) — (1(0)) = —%%{R—pexp <—;?> + \/g <1+3P> erf( ;R—p> 4’?]
/4 /4 14
T 1 1. 33 3 z2
+ 2 (R_p> oFa <{§a i}a{Ea 5}’_51{—,,2)} (2.74)

where oF5 is a generalized hypergeometric function [57, 55]. The profile as given by (2.74) attains
the cone-like shape given by

(I(z)) = {1(0)) = —(T/27k)w (2.75)
for small z and the catenoid-like shape given by
(I(2)) = (1(0)) = —(T/r)(Rp/4v6m) In(z/Ry) - (2.76)

for large z. Theprofilefor v, = 0 and intermediate z-valuesisdisplayed in figure 2.10. The analytical
formula for the shape profile proofs, that the polymer induces a sharp bend at the anchor. Far away
from the anchor point the profile approaches a minimal surface shape, i.e. a shape with vanishing
curvature as given by the catenoid.
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Figure 2.10: The profile of the membrane as obtained by the perturbative calculation for vanishing
potential parameter v,. In the inset the corresponding curvature is plotted as a function of z. On the
right side the shape profile is displayed in a surface plot.

The only length scale, which remained in our calculation, is the polymer end-to-end distance .
Therefore, if we want to separate both regimes, it is legitimate to assume that the polymer influences
the membrane on an area corresponding to a distance of R,. The approach towards the catenoid can
be considered as along range correction of the perturbation around the anchor point.

Since the shape of the free membrane is logarithmically divergent for large distances, it is still an
interesting question, what happens if many polymers are anchored on the membrane. This situation
is much more important from the experimental point of view, since it is difficult to anchor only one
polymer on top of alarge membrane.

2.5.3 Polymer covered membranes

So far, we considered the effect of a single polymer which is anchored on a membrane. From an
experimental point of view it isimportant to generalize this situation to one, where several polymers
are anchored on the membrane [58, 59], aso on both sides. In the case of a large anchor-distance,
the situation is referred to as the mushroom regime. If one decreases the anchor distance of the
polymers, the mushrooms will start to intersect and perturb each other. This will lead to a laterally
sgueezed mushroom shapes, because the steric hinderence will become stronger and the polymers
will avoid to intersect. This high coverage regime is called brush regime [60, 61, 62, 63]. Due to the
excluded volume interaction, the initial mushroom shape will be deformed into a strongly stretched
configuration.

What happens now, if severa polymers are anchored on the membrane? Since our expansion we
did in the derivation of the shape and curvature profile is nothing but an expansion up to linear order
in [, the problem of IV, anchored polymers can be reduced to the problem of alinear superposition of
the effect of IV, single polymers?.

Let us therefore consider a membrane of area .A which is covered by N, anchored polymers in
the dilute regime. Up to first order in the surface height 7, we may simply superimpose the separate

A similar superposition of membrane deformations has been considered in the so-called hat model in [64, 65]
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Figure 2.11: The weights for a symmetric Fourier transform: The origin, which belongs to al four
quadrants, has weight 1/4, the border lines 1/2 and the bulk has weight 1.

shape deformations arising from these polymers. Thus, for the coverage I, = N,,/.A one obtains the
mean (spontaneous) curvature M, = /7/6(T/4k)I',R,. Thus, the polymer induced spontaneous
curvature is proportional to the coverage density.

Itisof special interest to study the situation of membranes which are covered by polymersin such
away, that the anchors form aregular lattice in the plane of reference. This situation corresponds to a
polymer anchored on a membrane of lateral size L with periodic boundary conditions in both lateral
directions. Thus, the anchor distance of such arectangular latticeis L.

Thesituation iseasily calculated by changing the continuous Fourier transformation into adiscrete
one. In one dimension the periodic Fourier transform is given by

(I(z))y = % —i-g (aq cos (%qm) + by sin (%qx)) (2.77)

with the coefficients

L/2 .

= I( “gz)dz, 2.78

aq /L/2 x) cos ( T q:):) x (2.78)
L/2 .

by = I /L/2 sin (f ) (2.79)

We assume that the membrane extends from =z € [—L/2, L/2]. Using the axial symmetry (which in

two dimensions corresponds to the spherical symmetry) I(xz) = I(—x) the system reduces to

4 rL/2 27

a, = E/ﬁ I(z) cos <qu> dz , (2.80)

by = 0. (2.81)

Generalizing to two dimensions one finds
27

Z ap,q, COS ( i7 q2x2> +

421
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Figure 2.12: The membrane shape using periodic boundary conditions. The lateral size of one ele-
mentary unit is 8R,. The discrete Fourier transformation was done numerically with Mathematica
[56], taking into account the first 30 Fourier modes. The membrane is not confined by a potential.

X X 2 2
+ Z Z gy g» COS (fq1x1> cos (fq2x2> (2.82)
q1=1¢q2=1
In order to find the Fourier coefficients we will start from eg. (2.47),
1
(@) = - [ s [@K@-2)P(s,) . (2.83)
0
which isequal to

(e = —(5) O Kl a)Plaay)eos (Faien ) cos (Faaes) (280
q1 g2

where we respect the above introduced weights inside the sum. The Fourier transformed (continuous)
membrane propagator is

K (q1,q2)

L/2 L/2
ad / da / dzy §(21) 8(22) [Ag, + ”—2] y
T 0 0 = K

27 27
X €OS (f‘h(l’l - 93'1)) cos (ffb(l‘z - Jf'z))

(2.85)

z'=0

31



32 CHAPTER 2. ANCHORED POLYMERS: PERTURBATIVE APPROACH
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Figure 2.13: Membrane shape: (a) The shape of a fredly diffusing membrane without confining po-
tential in a periodic potential. Compare with the shape in fig. 2.10, where the membrane boundaries
are free. (b) The difference between the membrane in periodic boundaries and the membrane in free
boundaries. The difference in the anchor region is not a boundary effect but due to the finite amount
of Fourier modes, namely 30 modes, which were taken into account in the discrete Fourier transfor-
mation performed with Mathematica [56].

which leads to

~ K 2\ 4 )
K Yq1,q2) = fl(f) (Q%—i‘qg)?‘i‘;z (2.86)

The Fourier transformed polymer pressure is more complicated and will be calculated numerically
[56].

_ L/2 L/2 2 2
P(q1,q2) = /0 dxl/ﬁ dzy P(z1,22) cos (quh) cos (qu@) . (287)

Evaluating eq. (2.84) gives the membrane shape with a lattice of anchored polymers as displayed
in figure 2.12. In this figure we show a free membrane, i.e. a membrane which is not confined by a
harmonic potential. Aswe have aready calculated, the membrane shape profile which arises from one
anchored polymer is a cone close to the anchor and acatenoid far away fromit. The catenoid logarith-
mically diverges and isonly possible aslong asthe lateral boundaries of the membrane are free. Here,
we consider the effect of periodic boundaries. In consequence of this, several polymersregularly cover
the membrane and lead to a non-diverging shape profile with clearly visible cone-regions. In figure
2.13 we show an elementary cell with one polymer. In addition we plot the difference between the
membrane inside this cell and the membrane with free boundary conditions. The difference increases
close to the boundaries. The difference of both profiles in the anchor region is not a boundary effect
but due to the finite number of Fourier modes which were taken into account in the calculation (since
the transform is done numerically we take into account 30 Fourier modes). The number of Fourier
modes correspond to the number of discretization points of the membrane in the latera direction.
Consequently, one can use these results to compare later with the Monte Carlo simulation where one
uses periodic boundary conditions and where the membrane is discretized, see chapter 3 and figure
3.4 and for the adsorption-simulations in chapter 8. Therefore, we use the same parameters in the
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above calculation asin our Monte Carlo simulations, especialy the lateral size of the elementary cell,
which is8R,,.
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Chapter 3

Anchored Polymers: Monte Carlo
Simulation

In the previous chapters, we have introduced our system and a method to calculate analytically the
physically important quantities which characterize the membrane and the polymer. We have seen that
the expansion we made in our calculation is linear in the membrane profile I(z). In order to check, if
the expansion is in fact justified and gives correct results we confirm the analytical calculation by a
Monte Carlo simulation.

In order to give an overview we start with a description of the ssmulation algorithm.

3.1 Simulation method

The crucia point which we have to take into account is the discrete representations of membrane and
polymer, respectively. The continuous membrane Hamiltonian has been introduced in eg. (2.2). The
parametrization of the membrane as a surface with height [ above the plane of reference z = (%, z2)
implies that the membrane cannot undergo any changes in its topology. Thus, the Gaussian curvature
term stays constant and can be ignored in our energy expression. Furthermore, we neglect configura-
tions with overhangs as shown in fig. 2.1. The two-dimensional coordinate system_z is represented
by alattice 2(%-7) with lattice constant a,,. The configuration of the membrane is determined by &)
indicating the membrane height at position 24). The discretized Laplace operator is

We use a single-site-move agorithm, in which we compare the energies of two configurations: { N}
the new one, and the old one, {ix}. Both configurations differ in the value of [ at position (i, j). As
long as the energy difference is negative, i.e. the new configuration has lower energy than the new
one, the move is accepted. If the energy difference is positive, the probability of acceptance is given
by exp(—A®H /T). This method is known as the Metropolis-algorithm. Viathis accepting procedure,
we ensure thermodynamic equilibrium and in particular detailed balance.

We can now write down the energy difference of the elastic part of the membrane.

H({In}) — 1 ({In)) =
(V3692 4 (VRGN 4 (VBTE-1))2 4 (W3160+D)2 1 (VT64—D)2

A,Hme

ol x

35



36 CHAPTER 3. ANCHORED POLYMERS: MONTE CARLO SIMULATION
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Figure 3.1: The discretization of a5 x 5-membrane in the oy, zo-plane. The anchor bead of the
polymer is located in the middle of the anchor segment. In addition we plotted the 12 next neighbors
which are taken into account in the energy difference.

—(VE0)? — (V32 — (VREL)2 — (VREI)? — (vRE)2) (32)
Inserting the discretized L aplace operator leads to

AHme = K { (i(“]) _ l(z’J)) (l(i+2’j) + l(i727j) + l(i7j+2) + l(i’j72)+
42 [l(i+1,j+1) 4 =1541) 4 gG+1,5-1) 4 l(i—l,j—l)] -

-8 [;(i+1,j) 4 1(=19) 4 g(ig+1) +l(i,j—1)] +10 [[(z‘,j) +l(i,j)])} . (33)

The energy difference takes into account twelve next neighbors. We use periodic boundary conditions.
The harmonic potential and tension terms can easily be included into the discretized Hamiltonian.

We choose the lateral size of the membrane lattice L = (8 + ay)R,, Which ensures, that the
membrane is always much larger than the polymer end-to-end distance. This is important in order
to avoid disturbances due to the membrane boundaries. The membrane discretization varies from
am = R, 10 a, = 0.125R,,. The anchored polymer is treated as achain of springs with V + 1 beads
and conseguently IV bonds. The zero bead stays on the membrane segment (3, jo ), which isreferred
to as the anchor segment. Moving the membrane at this position enforces us to take into account the
position of the neighboring polymer bead. Note that the polymer beads are point-like as long as we
do not take into account excluded volume effects. Since our polymer isided it can freely intersect.

Theinterna polymer length s isdiscretized by As = 1. To adjust the discretization of the polymer
to the lattice constant ay, of the membrane, one uses the Kuhn length a,. In general, q,, is of the order
of the membrane discretization a,,. Thus, we vary a, in arange of a, = R, t0a, = 0.125R,,. If we
change the Kuhn length of the polymer we consequently have to change the number of beads N in
such away that the end-to-end distance R, = a,+/N stays constant. For example, if we bisect a, we
end up with 4N polymer beads.

Changing the i-th bead inside the polymer from position r to positionr yields an energy change

3

A’Hp = @ {(ri—l—l — f‘z)z + (f‘z — ri_1)2 — (I‘i+1 — I‘i)2 — (I‘i — ri_1)2} . (34)
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Figure 3.2: Snapshot of the polymer and membrane configuration, as obtained by the Monte Carlo
simulation after 10” Monte Carlo steps. The influence of the polymer is not visible in the snapshots
due to membrane roughness.

In figure 3.1 we have shown the discretization of a5 x 5-membrane and the position of the polymer
anchor in the middle of the anchor segment. Each membrane segment can move continuously in the
z-direction. The important restriction for the move of the segment is the impenetrability of polymer
and membrane. Therefore, if there are polymer beads on top of the membrane segment, the segment
can only move in such a way that it stays below the lowest polymer bead above it. All beads are
moved according to the Hamiltonian 3.3 and the hard core repulsion on the surface. There is only
one exception, namely the membrane anchor segment, which has to take into account the neighboring
bead of the polymer chain. The same restriction of impenetrability holds, of course, for the move of
the polymer beads above the membrane. Each bead can move continuously in three dimensions.

After each membrane move, i.e. after having moved each lattice site once, we perform the polymer
move, in which we change each bead position once. Merging both, we have performed one Monte
Carlo step of our compound system. Most of the runs are extended over 16 Monte Carlo steps.

3.2 Theoretical background

In our analytic calculation, we introduced a harmonic potential which acts on the membrane and
confines it around z = 0. Using this trick one avoids the free diffusion of the membrane, which leads
to a divergence in the calculation. However, it is possible to subtract the divergent part in case of the
limit of vanishing potential. Thissubtraction isequivalent to achangein our coordinate systemin such
away that the anchor segment is put in the origin. The resulting shape profile is displayed in figure
2.10. The same properties hold for the simulation. We start to simulate the polymer-membrane system
by introducing a harmonic potential with potential parameter ». This ensures that the membrane

approaches a flat profile for large distances of the anchor point. If the lateral size of the membrane,
which is equal to the polymer anchor distance, is sufficiently large compared to the polymer end-to-
end distance we expect to obtain agood agreement between the analytic prediction and the simulation,
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because the effect of the periodic boundary conditions is expected to be small. However, our analytic
calculation for a periodic system aso alows us to compare both, including the periodic boundary
conditions.

In figure 3.2, we present a snapshot configuration of the membrane with anchored polymer after
107 Monte Carlo steps.

3.2.1 Gaussian membranes

In this section, we briefly investigate some basic properties of Gaussian membranes, which are not per-
turbed by an anchored polymer. The membrane is influenced by its bending rigidity and the strength
of the confining potential. The first quantity we are interested in is the correlation function

Clz) = ((2)l0)) - (35)

This definition makes use of the trandlational symmetry of the membrane. In order to derive the
formula we again introduce the generating field (z) in the membrane Hamiltonian, which leads to
the partition function

Z{y} = /D{l} exp (—%/d%’/d%” (") K (' — 2")I(z") +/d2w' 7(@')1@’)) :
(3.6)

The membrane bilinear kernel is defined as in eq. (2.44). Dividing the partition function by the
unperturbed membrane system

Zy = / D{l} exp (—% / d%z’ / d2z" 1(2") K (2 —@’)l(@’)) (3.7)
one ends up with
Zé’;’} = exp (%/d%"/dg" ’Y(El)K(El_EH)’Y(EH)> ) (3.8)
The correlation function is now given by
_ In(2{~}/20)
@ = TN (29
which leads to the simple identity
d2q - TE?
Clz) = K(z) = / #K(g) explige) = ——kei(V2x/g)) (3.10)

In the final step we made use of the isotropy of the system which allows us to shift into polar coor-
dinates. In addition, we introduced the parallel (because it refers to the lateral direction) correlation
length & given by

g = (4r/v)'/*. (3.11)
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Figure 3.3: The roughness of the membrane after 10/ MC-steps. For large distances from the anchor
point the roughness approaches the analytical value for the unperturbed case. In the vicinity of the
anchor, where the polymer suppresses fluctuations, the roughness decreases.

kei isthe Thomson function. If one inserts the asymptotic behavior of this function, see appendix B,
one obtains

T 55/2
Cle) ~ TS <_£> : <£+E> _ (312
(z) N exp sin &8

One sees immediately that our definition of the correlation length is justified, since it determines the
exponential decay of the correlation function for large distances. The correlation function, which
determines the roughness of the membrane, i.e. the average squared size of the fluctuations, is given

by

T &

. 1
Kk 16 (3.13)

& =00=0*=
Both quantities are important for our simulation.
The parallel correlation length determines the choices of reasonabl e values for both the membrane
discretization a,, and the lateral membrane size L. Both values should be chosen such that

am < §| < L (3.19)

in order to ensure that boundary effects are sufficiently small and to ensure that the discretization is
fine enough to resolve all physically important length-scales. From another point of view, relation
(3.14) helps us to determine a reasonable ratio between the bending rigidity « and the strength of the
harmonic potential v. In most simulations we take a ratio of vZR;} /k = 2, which corresponds to a

value of the parallel correlation length & = 1.1892R,,. Thisis aways in between our membrane dis-

cretization and the lateral size of the membrane. The perpendicular correlation length, the roughness
of the membrane, measures the fluctuation size and contains important information of the polymer
effect on the membrane. We expect the polymer to suppress membrane fluctuations in the vicinity of
the anchor point, since the membrane is restricted in its movements by the presence of the polymer
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(b)

Figure 3.4: @) Membrane profile averaged over 10/’ MC-steps with bending rigidity x/7 = 1 and

harmonic potential parameter »R,*/T = 2. The membrane contains 65 x 65 = 4225 lattice sites,

the polymer has 65 beads. (b) Perturbative calculation of the shape using periodic boundary conditions
and 32 Fourier modes; same parameters asin (a).

beads. Aswe have seenin eg. (3.13) the roughness is related to the bending rigidity. If in our sm-
ulation we measure the change of the roughness we can thus define an effective rigidity &g, which
takes into account the effect due to the polymer. If the fluctuations are smaller, the effective bending
rigidity will be higher asin case of the unperturbed membrane.

An analytic estimation for the change of the bending rigidity [46] gives

14 7/2
12

If we assume reasonable experimental values for the bending rigidity of 10 — 207" we conclude that
the effect isin the percent regime.

In figure 3.3 the roughness of the simulated membrane is plotted along the lateral directions. The
limiting value for large distances from the polymer anchor is close to the theoretical prediction for
the unperturbed Gaussian membrane, namely ,/(1?)/R2 ~ 0.30. In the vicinity of the anchor bead,
the roughness decreases due to the polymer, which suppresses the fluctuations of the membrane.
The comparison with the theoretical result of eg. (3.15) leads to the qualitatively correct result, i.e.
the bending rigidity is effectively increased in the anchoring region. However, it is not possible to
compare both results quantitatively, since in contrary to the result of (3.15) in the simulation and in
the membrane Hamiltonian the polymer leads to an_z-dependent contribution dx(z) which addsto the
bending rigidity . Thisyields a complicated coupling between the total bending rigidity « + dx(x)
and the membrane height /(z).

Kef = K-+ T~r+021T. (3.15)

3.3 Comparison with the perturbative calculation

In the snapshot configuration shown in figure 3.2 the membrane appears crumpled as one expects for

acurvature governed fluctuating membrane. Due to the fluctuations the polymer effect is not visible.
Only if one displays the averaged profile of the membrane, see fig. 3.4, one can clearly see the

induced bending due to the anchored polymer. 10’ Monte Carlo steps are taken into account in the
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Figure 3.5: Membrane profile: Comparison of analytical calculation (solid line) and Monte Carlo data
for different polymer and membrane discretizations g,/ R, and a,,/R,, respectively, and /T = 1,
ngp4 /T = 2. The shape profiles are averaged over 10" MC-steps.

averaging. The lattice constant in the (z, z2)-plane is a,, = 0.125R,, which is equal to the used

polymer discretization a,. In consequence, the membrane contains 65 x 65 = 4225 segments and

the polymer contains 65 beads. This is our largest simulated system. As one can see in the shape
profile the membrane is still not equilibrated. But we can clearly identify the polymer effect on the
averaged shape, namely the cone in the vicinity of the anchor point. As one expects, the membrane
becomes flat for larger distances from the anchor point. Note that the scale of the axesis different for
the plane of reference and for the height in the z-direction. Therefore the effect on the membrane is
exaggerated. Additionally we in fig. 3.4 plot the analytically calculated shape profile for the same
parameter values as used in the simulation. Apart from the small deviation in the cone region the
agreement is good. Note that the fluctuations in the simulated membrane are till visible sinceit is not
completely equilibrated.

In order to investigate the comparison quantitatively we show in fig. 3.5 both the analytic predic-
tion and the simulation data for different discretizations of polymer and membrane. In the displayed
simulation data a,, and a, are always equal. By simultaneously decreasing both lengths scales we
approach the continuous limit.

One can clearly see the improvement when the discretization is made finer. However there is still
a difference between both curves in the vicinity of the anchor such that the tip of the profile in the
simulation is slightly beneath the analytical shape.

Asone can seein the discrete Fourier transformation this difference arises from the finite number
of Fourier modes which is related to the number of discretization points, which is clearly visible in
figure 2.13, where the difference in the anchor region of plot (b) is due to the finite amount of Fourier
modes, which corresponds to the amount of discretization points of the membrane.

The fluctuations which are included in the simulation up to a length scale of the membrane dis-
cretization a,, have an additional influence on the membrane shape, which might lead to differences
in the continuum limit, compared to the analytic prediction obtained by the perturbative approach.

In fig. 3.6 we present the polymer segment density, which we aready calculated analytically
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Figure 3.6: Segment density of the polymer on top of the membrane cut in the 5 direction. The den-
sity isobtained by counting the probability of polymer beadsto belocalized at position (& /Ry, z/Ry)
in the cut-plane. The parameters have the same values asin fig. 3.4.

in eq. (2.34) for the half-space situation. Now, we in addition see the effect due to the bending
of the membrane, which increases the spatial freedom of the polymer in the vicinity of the anchor
point compared to the flat geometry. This leads to a higher segment density of the polymer close to
the anchor. If one compares with the analytic results for the half-space polymer anchored on a flat
substrate, see fig. 2.4, one can clearly see the difference.



Chapter 4

Polymer Interaction and Experiments

In the previous chapters, we integrated over the polymer degrees of freedom in order to focus on
the membrane degrees of freedom, which implied to integrate out the polymer degrees of freedom.
We started the investigation by studying a single polymer on an idedlized infinite membrane. Later
we generalized the calculation to the case of several polymers anchored to the membrane. Since we
perform a gradient expansion up to linear order the latter situation follows from the initial one by
linear superposition of single polymer effects. We will now focus on the polymers and study the
membrane induced interaction energy due to membrane curvature. This problem is related to the
interaction between inclusions in fluctuating membranes. There is an extensive literature studying the
effect of fluctuations and curvature of the membrane on inclusions, such as rods [66, 67], which are
attracted due to the membrane. Other authors study the influence of inclusions on the thickness of the
membrane [68] and self-assembly of inclusions [69]. Additionally, the presence of inclusions leads to
changesinthelocal stiffness of the membrane and might induce a spontaneous curvature [70, 71, 72].

4.1 Interaction energy of anchored polymers

Polymers are regarded as a specia type of three-dimensional inclusion [73]. We start by anchoring
N, polymers on top of the membrane, each of them located at the spatial position z; The partition
function of the polymersis given by

NP
Zp{l} = exp [—Z/dsz(z—zi)l(z)] : (4.1)
i=1
Insertion into the partition function of the compound system yields
1 il
Z = /D{l} exp (—i/dzx/dzx' I(x) K~ (x — x"I(x) —Z/de P(x —x;) l(x)> .
i=1

(4.2)

The Gaussian integral leads to

1 Np Np
Z = exp (522/d23}/d2x’ P(X—Xi)K(X—X’)P(x’_xj)) X

i=1j=1

43



44 CHAPTER 4. POLYMERINTERACTION AND EXPERIMENTS

KF (Xp/Rp)/ T?
0.02 ‘
——5\—_~_
or _—'-—_":“-"ﬂ
-0.02 |
V,R, Ik = 10
-0.04 |
VR k=1
VRI/k=0.1
-0.06 | o
VLR /kK=0
-0.08 ‘ ‘
0 2 25 3
xD/Rp

Figure 4.1: The pairwise polymer interaction energy due to membrane curvature for different values
of the harmonic potential parameter v which confines the membrane. For vanishing v the membrane
isfree. The membrane induced polymer interaction is always attractive in this limit.

X /D{l} exp (—%/d2x/d2x' l(x)Kl(x—x')l(x')> . (43

The free energy difference to the unperturbed membrane system with partition function 3 is given
by AF = —T'In(Z/2,) which gives

T
AF = -3 Z ; / e / %z’ P(x — x;)K (x — x')P(x' — x;)
NP
= TFself'i‘Z]:(xi_xj) : (4.4)
i>7

The free energy is the sum of the self energy of each polymer and the pairwise interaction energy. In
the following the pairwise interaction F(x; — x2) will be calculated. For smplicity we set x; to zero
and denote x;3 by xp.

F(xp) = —T/dzx/d2x' P(x)K(x —x')P(x' —xp)
2 2./ 2.1 5 5
= [ o (;:)Iz/ ((;732/ (d?:)z (@) P(a)E(q")
x exp(—i(q + q")x) exp(—i(q' — q")x') exp(iq'xp) (4.5)
which leads to

Fixn) = -7 [ SLaR@P@Ph(arn) @9)
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Figure 4.2: Schematic picture of polymers, which are anchored on top of the vesicle: For an estimate
of the interaction energy between the polymers, we consider them as spheres of radius B, which
repel each other.

Inserting the pressure and the membrane propagator finally yields the interaction energy
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between two polymers at separation zp. In Fig. 4.1 the interaction energy is shown for different
values of v2Rp4 /k. For small distances, it is always attractive. Aslong as % does not vanish, one
also finds regions with repulsive interaction due to damped oscillations in F. For vanishing o, the
interaction energy is monotonic and attractive for all values of 2. The interaction vanishes for stiff
membranes because of F(zp)/T ~ T/k, as we expect for this fluctuation induced phenomenon.
However, the attractive tail in F(zp) occurs for distances of the order of R, and smaller, where
the polymers intersect. Therefore, if we include excluded volume effects between the polymers, the
attraction interaction will be strongly suppressed.

4.2 Experimental investigations

In order to compare our previous results on the spontaneous curvature of membranes with experiments
we will now focus on vesicles with attached polymers, see figure 4.2, since it is possible to deduce
changes in the spontaneous curvature of vesicles by examining their shape transformations. We will
consider three contributions to the spontaneous curvature of vesicles. The first contribution is given
by the interaction between the polymer and the membrane due to the pressure which the polymer
exerts on it. We already calculated the spontaneous curvature ME™ = \/x/6(T /4x)T, R, from this
mushroom/membrane interactions. The contribution is linear in the coverage density I,. A second
contribution, which is also linear in T, arises from the size and geometry of the anchor molecules
inserted into the membrane. If thereisno exchange of molecules between both monolayers (flip-flops)
a simple geometric argument leads to Mﬁ{,f") = I'pAan/2lme, Where A,, isthe lateral anchor area
(= 0.7nm?) and I,,,.. is the thickness of the bilayer (~ 4nm).

Thelast contribution arises from the interaction between the anchored polymers dueto their steric
repulsion. This contribution becomes important, if the mushrooms start to squeeze each other because
of excluded volume effects. Even if we consider polymers at the 6-point there is excluded volume in-
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teraction because of three-point-interactions between different chains. In alow density approximation
the repulsive polymer/polymer interaction is characterized by the second viria coefficient §, which
inthis caseisgiven by b, = 47er2. The free energy contains the repulsive interaction as well as the
translational entropy of the N, polymers, which leads to

F = Nplnl, + %NPF . 4.8
The trandation of the polymer spheres is described by their center of mass movement. Since the

spheres are located on the vesicle surface, the center of mass moves on a sphere of radius R + I and
the densitity is

N, N, R,\ 2
r = P = 2 (1 —”> : 4.9
4r(R+ R,)?  AnR2 TR (49)
:I‘p

Expanding for large curvature radius R (for small curvatures M = 1/R respectively) one finds the
free energy per vesicle surface, including the curvature energy per area

f
47 R2

by
2

26M? +TpInT), — b,I2R,M + ~ T3 . (4.10)

Minimizing the compound free energy leads to the spontaneous curvature

T
M) = ﬂbQFPZRp , (4.12)
which is induced by the polymer/polymer interaction. This contribution is quadratic in the coverage
density T'p.

Equating the spontaneous curvature contributions from polymer/membrane and polymer/poly-
mer interactions gives an estimated crossover coverage I ~ 1 /4\/67er2, which is proportional

to but smaller than the overlap concentration I = 1 /mRZ. In this way, one can identify two
different mushroom regimes 1 and 2. Regime 1 with I;, < I} is dominated by the entropically
induced polymer/membrane interaction. Regime 2 with I;, > I'; is governed by the polymer/polymer
interaction arising from the excluded volume.

For atypical polymer end-to-end distance R, = 10~2um and agiant vesicle radius R, = 10um,
acoverage density I, of about ten percent of the overlap coverage and a bending rigidity of x/T =
10 all three contributions discussed above are of comparable size. We find M‘fo’m) ~ 0.06pm™ 1,
ME™ ~ 0.03um ! and MEP) ~ 0.03um~!. For the total reduced curvature (ME™ + M{e™ +
M¥P)R,,., which determines the equilibrium shape of the vesicle, wefind avalue of about 1.2, which
according to the spontaneous curvature model (and the area-difference-elasticity model) presented in
the introduction [35] leads to a measurable change in the shape of vesicles.

An experimental result is shown in figure 4.3. Initially, the vesicle is a so called stomatocyte.
There is no polymer solution outside the vesicle. In picture (b) polymers with a chemical anchor
segment are added to the outside. The curvature of the vesicle is decreased, which can be deduced
from the shape transformation. A possible explanation are the polymers which are not yet anchored
to the vesicle. Aslong asthey are in solution, the depletion effect is dominant and leads to a decrease
of the membrane curvature, see chapter 9.
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a) b) c) d) e)

Figure 4.3: Shape change of avesicle induced by adding polymers which anchor into the membrane:
The spontaneous curvature is first decreased (ato b) and than increased. @) vesicle without polymer

solution. b) After adding the polymers. ¢) 4 min. after (b). d) 6 min. after (b). €) 10 min. after (b).
The bar denotes 5 um. Taken from [74]

In the subsequent pictures, the curvature is increased which isin accord with the theoretical pre-
diction for the effect of anchored polymers. In the last picture one ends up with a starfish-like vesicle
[74].

Another system, which allows to study the effect of polymers on membranes is given by mi-
croemulsions in a ternary system of water, oil and surfactant [14]. If one adds block copolymers
to the microemulsion, which are part of the monolayer and have loose ends which extend from the
membrane to one subspace (for example the oil-phase in case of a hydrophobic tail), the one-phase
microemulsion is rapidly growing. This effect is possibly explained by the interaction between the

tails and the membrane, which lead to an increase in the spontaneous curvature and an increase of the
membrane rigidity.
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Chapter 5

Different Anchoring Geometries

In this short chapter, we will generalize the method introduced in the previous chapters to polymers,
which are anchored with both of their ends and to polymers which translocate the membrane. In the
first case we consider freely diffusing ends and anchors with fixed distances. The latter situation is
motivated by the biological process of DNA translocation through the cell membrane.

5.1 Polymer anchored with both ends

An interesting generalization of the previous calculations, in which the polymer has been anchored
to the membrane with one of its ends, is the case where both ends of the polymer are attached to the
membrane. There are two situations, namely fixed and freely diffusing ends, which we are going to
study. In the latter case the distance of the two endsis variable. It is easy to show that a polymer with
free ends does not induce any spontaneous curvature on the membrane [75, 76]. We fix the first end
of the polymer in the origin of our system of reference at 3 = o = 0. The last monomer will be
located at x, = (z4,0). Without loss of generality we put the second anchor on the 5 -axis. Thus, z4
isthe lateral distance of the anchor points.
If one calculates the polymer pressure integrating over the last monomer one finds

1 02, 3 [*® 5 © 5, d d
— = = ——= d d“zg — s — (Z(x0, Z(x,x4|1 —
20 degl, = ) L [ ra g e g (Zlxls) 2t — )
3 d d
= —R—%£<Z(3)>hs E(l) =0 (5.1)
with the partition functions in the lateral directions
3 3 22 + x3
Z M = _ -
(0,1’1,0,.’1)2|3) 271_ng €xp ( 25 Rg ’
3 3 (o1 —x1)?+ 22
Z e1;T2,0[1 — = — — ’ 5.2
(21, 2e1;22,0[1 = 5) 27(1 — 5)R2 eXp( 2(1 — s) RZ (52)
and in the perpendicular direction
~ 3 3 22
Z = — —_
(0, 2|s) 72 z exp( 5 R%) ,
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Figure 5.1: The membrane shape profile for a polymer which is anchored on the membrane with both
ends for different anchor distances x;. Additionally, the membrane is confined in a harmonic potential
of strength UQRf, /k. Theprofileis displayed in the anchor plane. In between the anchors, the polymer
acts as a spring which pulls the membrane upwards.

Zhs(2,0]1 = 3 32 5.3
mEH0 =) = R P\ - R ®3)

The result shows, that for small anchor distances the polymer effectively acts asif it was anchored
by one end and bends the membrane away from it. For large anchor distances the polymer acts as
a spring which pulls the membrane up. In average, both effects cancel, when integrating over both
anchors. The pressure vanishes and the resulting shape profile of the membraneisflat. In thefollowing
calculation the anchors will be fixed. The calculation is more complicated, since we break the radial
symmetry.

We start again with (5.1). Calculation of the derivative of the average path in z-direction yields

d 2 1-2s
&(z(s»hs = \/%me . (54)

In order to simplify the calculation it is hecessary to restrict the investigation to the profile along the
z-axis. Using the same methods as in the previous chapters the membrane profile, which depends on
the anchor distance x4 yields

R, T ! oo 1—2s ¢
(@Nes = 575 | as [ ag T o7 (a0 = 29)o(a(e — sw)-

O it oL g 55
_R_?)-'I?d 1(g(z — szq)) | exp | —s( —3)3 D . (5.9)

It is easy to proof that the profile is symmetric with respect to z;/2.

There aretwo limiting cases, namely for small and for large anchor distances. In case of vanishing
anchor distance z; = 0 one ends up with aring polymer which is anchored on the membrane. The
resulting shape profile is given by

0o 3 2 2
wem = 2T dqqllfT/ﬁ(Io (j—SRf,)ul (Z—gR;»Jo(qw). 56
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In this limit the dependence on z isthe same asin case of the single anchored polymer. Consequently
the resulting profile is qualitatively identical to this case, which isaso clear from an intuitive point of
view, since thering corresponds to a polymer anchored with one end and smaller amount of monomers
due to the closed configuration.

However, if one increases the anchor distance the profile along the z-axis is changed. In between
the anchors the membrane is always bend upwards. Far away from the two anchors the membrane
profile decreases via damped oscillations, as in case of the single anchored polymer and the ring
polymer, respectively. The profiles for different z; are shown in Figure 5.1. Theintegrations are done
numerically [56].



Figure 5.2: Polymer which
is transported through the
membrane.

The pictures are taken from a
Monte Carlo simulation and
show subsequent steps of the
translocation process.
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5.2 Polymer passing through a membrane

The perturbative calculation alows us to generalize the
previous calculations of polymers anchored on one side
to the situation of polymers which are anchored on both
sides of the membrane. The induced curvature is given
by the sum of all single polymer contributions. Espe-
cially there is no net effect on the membrane curvature if
there is an equal number of polymers anchored on both
sides.

An important biological system where the method
can be applied is provided by the translocation of DNA
through the cell membrane. Recently models have been
studied in which the DNA passes through a pore in the
membrane [77, 78]. The pore represents an entropic bar-
rier, which the polymer has to pass. Once a pore has
formed there is a certain probability that one end of the
polymer/DNA enters. The simplest driving force which
now pullsthe polymer into the cell would be aconcentra-
tion gradient between DNA outside and inside the cell.
Another possible mechanism is due to diffusion of the
polymer through the pore. Those parts which are already
inside the cell are decorated by larger molecul es such that
it is not possible for the chain to step back to the outside
and the diffusion becomes directed. Another mechanism
might be a molecular motor inside the membrane which
threads the polymer through it.

Itisdtill not clear, if the DNA istransocated linearly
through a small pore. An aternative process would be
a packing of the DNA such that the molecule can en-
ter the cell as a compact object. One can estimate the
passage time for this process theoretically [79, 80]. The
translocation time 7 for large polymers is found to scale
as T ~ N? if there is no concentration gradient. The
translocation time scales linear with N if there is a small
concentration gradient on both sides of the impenetrable
wall. Thisisin agreement with experimental results [81]
in which single-stranded RNA and DNA molecules pass
through a 2.6-nm diameter ion channel in alipid bilayer
membrane.

In the following we are not going to study the dynam-
ics of such a process, but the single steps of the translo-
cation. In each equilibrated step the polymer influences
the membrane shape and curvature and due to its pres-
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Figure 5.3: The shape profile for a polymer which threads through the membrane. Initialy, al
monomers are on top of the membrane, corresponding to N./N = 1. If half of the polymer is
on top and half below the membrane, the average profile is flat. Of course, the diagram is continued
by mirroring the profilesif more monomers are below the membrane, corresponding to N. /N < 0.5.

ence suppresses membrane fluctuations in the vicinity of the pore. This might lead to additional effect
which influence the translocation dynamics.

If the total number of monomers of the polymer is N we start with a configuration where all the
monomers are on one membrane side. The intermediate steps are given by configurations where N
monomers are above and N_ monomers are below the membrane, such that N, + N = N. Thecon-
figuration can be decomposed in two polymers anchored on top and bel ow, respectively. The position
of the anchor isidentical. Asasimple consequence, if half of the polymer passed the membrane, the
membrane profile is flat, since the effects of both polymers cancel identically. The end configuration,
where the DNA passed through, induces, of course, a shape profile of opposite sign.

The free membrane profiles for different values of N, /N are shown in figure 5.3.
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Chapter 6

External Force Fields

In this chapter, we will investigate the behavior of the polymer/membrane system influenced by ex-
ternal forces. There are two cases which we are going to study.

In the first section we include a membrane surface tension > , which might arise from lateral
forces applied to the membrane, as depicted in figure 6.1. Without such forces the surface tension of
lipid bilayers is negligible in comparison to the bending rigidity.

The second section deals with perpendicular forces applied locally both to the membrane and to
the polymer. One can explicitly calculate the membrane shape which arises from a force applied in
one point. Furthermore, we study forces which act on the end bead of the anchored polymer.

6.1 Membranes under surface tension

F F

<_/—/\/\f\/~_>

Figure 6.1: Schematic picture of the a membrane under the influence of lateral forces, which leads to
asurface tension X.

It is relatively simple to include surface tension in the theory. The only part which is changed is, of
course, the membrane kernel as given by eq. (2.44) which we immediately write down in Fourier
space

- T

K(q) = PR S B (6.1)
In the following investigations the confining potential can be neglected, thuss = 0.

The membrane shape profile is again given by eq. (2.48) with the Fourier transformed pressure as
derived in eq. (2.50). The kernel K (q) = T/(kq* + 2¢?) includes the surface tension. The shape
changes for increasing ¥ compared to the surface free membrane are shown in fig. 6.2. In the limit
of small anchoring distance the shape always approaches a cone, whereas far away from the anchor
point the profile is exponentially damped for non-vanishing values of ¥ and thus becomesflat for large
distances of z. Contrary to the case of a confining membrane potential, which previously regularized

55
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Figure 6.2: The membrane profile for non-vanishing bending rigidity  and different values of the
surface tension X. There is no confining potential acting on the membrane.

the shape and lead to an exponentially damped oscillation, is case of surface tension the damping is
monotonous.
For 3 = 0 the asymptotic profile is a catenoid, as already calculated in chapter 2.

6.2 Locally applied forces

In this section we will consider the situation of a force acting on the polymer/membrane system.
There are various situations, one can think of. For example we can apply a force which pinches the
membrane in one point. In afirst step we will calculate the membrane shape, which arises from such
asingle point perturbation on the membrane. In the following step we consider the additional effect
of the anchored polymer.

If the force acts on the anchor point of the polymer the situation is rather easy, since both, the
force effect and the polymer effect on the membrane add up in a linear superposition. The resulting
shape profile is alinear superposition of the force induced membrane shape and the shape related to
polymer pressure which we calculated in the previous chapter.

This changes if we consider forces which act on any other bead of the polymer than the anchor
bead. In this case, due to the presence of the force, the whole configuration of the polymer will be
changed and consequently the pressure of the polymer differs from the situation of the unperturbed
system.

From the experimental point of view the latter situation is of special interest. One could anchor
a latex sphere to the free end of the chain and move the latex sphere by optical tweezers. Using
this method it is easy to apply aforce in the perpendicular direction to the membrane surface. The
resulting shape profile and membrane curvature as well as the distribution of the polymer segments
can be measured.
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@ (b)

Figure 6.3: Schematic picture: (a) Force, which acts directly on the membrane. (b) Force acting on
the free end of the anchored polymer. The displayed figures correspond to a snapshot configuration.
Experimentally, the force can be induced by optical tweezers.

6.2.1 Membrane

A force F' which is applied to the membrane in the positive z-direction represents a pull on the
membrane and leads to the xz-dependent pressure term

Pl) = —i@) (62)

where F' > 0. The Fourier transform is given byﬁ(g) = —F/T. Inserting into the expression for the
shape profile one finds

Fooﬂ~

(@) = & - 9K (q)Jo(qz) - (6.3)

Since we apply a constant outer force on the membrane it is necessary to confine the membrane by a
harmonic potential or to fix the membrane at a boundary in order to ensure a counteracting force. If
we introduce the potential parameter v, in order to locate the membrane around 0 we find the shape
profile

(@) = 6 kel ({—i) (64)

with the Thomson function kei. In thisformulawe use the parallel correlation length of the membrane
£ = (4k/v2)'/4, see eq. (3.11) in chapter 3. For large arguments the limiting behavior of kei is
given by an exponentially damped oscillation, see appendix B. The wavelength of the oscillations is
determined by ¢, which isthe only remaining length scale in this problem. For small distances from
the origin the profile attains a paraboloid-like shape. The profile, which interpolates between both
regionsis displayed in figure 6.4.
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Figure 6.4: Shape profile of a membrane with force acting in the origin.

6.2.2 Polymer end point

In the following we consider the geometry of a force pulling at the free end of the polymer. If the
force pulls in the positive z-direction the discretized Hamiltonian for F' > 0 is

ZA ( — G- 1>2—FZN. (6.5)

We can rewrite this Hamiltonian

= R2 Z{AS( i A 1>2 - F(zi_zi—l)} (6.6)

P i=1

which shows that the force applied to the end point distributes uniformly to each bond, i.e. the same
force acts on each single monomer of the chain. Thus we can immediately write down the partition
function for the polymer starting at z and ending at z and take into account the half space solution
which we need in the z-direction. We end up with

Zp(20,2]5) = 31 3 (z—=)” —ex 3 (z+20)” ox (Ez>
PR = NomsR, |0\ 25 R2 Pl R PA\T*)

(6.7)

Due to the Gaussian weights, the configuration of the polymer in the i - and in the z,-direction is not
affected by aforce in the z-direction.

Analogous to the previous investigations we can now calculate the membrane shape. In order to
control the calculation it is necessary to expand for small forces F', since severa integrations are not
solvable analytically. We end up with a linear correction term in F' which adds to the unperturbed
profile, i.e. the profile without acting force. The total shape is the sum of the unperturbed shape and
the force induced perturbation, i.e. (I(z)) = (I(z)) + (I(z)) r. For small distances = from the anchor
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Figure 6.5: Correction term to the shape profile for various values of the confining membrane poten-
tial. The profile is obtained numericaly [82, 56].

one finds the following limiting behavior of the profile correction:

V2 4
Co (;Rp>
1 z? 2 3 z?
+ 1622 (R_%> (12 —2r -7+ (37 —8)y+ (3r —8)In (53_12,))] (6.8)

where « denotes the Euler constant and q) is a constant which depends on the potential parameter .
co IS the height of the profile correction in the anchor point. As one would expect, the correction is
large in the anchor point and decreases by damped oscillations for large distances.

Thelimit of high forcesistrivial, since it corresponds to the situation of aforce pulling directly at
the anchor segment of the membrane. Because the polymer is totally stretched in the direction of the
force the polymer pressure does not have any effect in this limit. Thus, we obtain the same profile as
in the case we previoudly studied in section 6.2.1.

2
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Chapter 7

Adsorbed Polymers: Contact Potential

In this chapter, we focus on the adsorption behavior of polymers, which are attached to the membrane
by one end. In addition to the situation of a purely repulsive hard core interaction between the mem-
brane and the polymer segments, we will now take into account short-ranged attractive interactions
between membrane and polymer [83, 84, 85]. The origin of these short-ranged interactions might for
example be a screened electrostatic interaction between membrane and polymer.

In general, the adsorption problem is treated for polymers in solutions [86], which are influenced
by an attractive or repulsive surface [83]. There is a controversial discussion about the adsorption
behavior on curved surfaces [87, 88] and consequently on the induced spontaneous curvature of fluc-
tuating surfaces, which are influenced by the solution. Wewill investigate the latter problem in chapter
0.

For simplicity, we will restrict ourselves, as we did in the previous calculations, to 8-solvents,
where the excluded volume contribution of the polymer segments is balanced by their van der Waals
interaction. This justifies to consider our polymer as an ideal chain with Gaussian weights.

In the following, we will come back to the formalism which we introduced in the previous chap-
ter to derive shape profiles, spontaneous curvature and related quantities of the compound polymer-
membrane system. We will generalize these calculations taking into account the attractive interaction
potential, which allows us to study the desorption/adsorption behavior of the polymer on the fluctuat-
ing membrane, as we change the strength of the potential.

7.1 Interaction potential

It is shown in Appendix A that the path integral, which one can write down for the ideal chain par-
tition function Z(ry,r|s) of a polymer which starts at the spatial position p and ends at r with
internal length s € [0, 1] corresponding to the number of monomersin the chain, isthe solution of the
Schrodinger-type eguation

0 R2 V(r)
Fr ?Ar +—T Z(rg,r[s) = 0, (7.1)

with V(r) = Nv(r) and v(r) denoting the potential per bond. The corresponding initial condition for
the partition function is given by

Z(ro,r|]s=0)=6(rp —r) . (7.2

61
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In the calculations we did so far, the only interaction between polymer and membrane was given
by their impenetrability. The corresponding boundary condition for the polymer on the membrane
surface, namely

Z(ro,r|s) =0 for dl r on the membrane. (7.3

transfers into the potential

V() = { oo for al r on and below the membrane, (7.4)

0 for al other r.

It is not possible to solve the Schrodinger-type equation with such an r-dependent potential given by
the fluctuating membrane.

The major simplification of our calculation in the previous chapters is due to the expansion in the
membrane height I(z), with which we could map the problem of anchoring on the membrane to the
related situation of a polymer anchored on aflat surface, i.e. apolymer in the half space.

In the following we will take into account an additional short-range interaction given by

00 for all r on and below the membrane,
V(r) = ¢ Vi(r) foral rwith distance above the membrane surface smaller than a, (7.5)
0 for al other r.

Since the potential is short-ranged the polymer bonds only interact with those membrane segments
which are closest to them.

It is not clear from the beginning, that the included potential is aso transferred into a potential
which only acts in the z-direction perpendicular to the surface. In order to proof this, we briefly have
acloser look at the original calculation.

7.1.1 Spatial dependence of interaction potential

The important quantity is the polymer partition function, see eq. (2.5) where we now include the
potentia V:

I r(s)]? r(s
Z{ly = / D{r} 8[r(0)] 8[r3(0) — I(0)] exp (_ 2%2 /01 iy [dd(s )] - /01 1 T( )))
(7.6)

where the prime at the path integral indicates, that the polymer beads in the z-direction are restricted
by the membrane. The potential is determined by the distance 7p of the bead to the membrane surface
obtained from the straight line which goes through the bead position and intersects the membrane
surface perpendicularly. Therefore, we determine the tangential plane in this intersection point to
calculate the distance of the polymer bead to this plane, see fig. 7.1. All points of the membrane
surface are described by the position vector

I
1 = 9 : (7.7)
l(.’L‘l, .’L‘Q)
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(r11 r2! r3)

Xq

Figure 7.1: Schematic picture: The polymer bead is located at position (#, r2,r3) above the mem-
brane surface, which is parameterized by (21, z2).

The normal vector of the surface is given by
—0p, 1
ol ol ol ol 1 1

with normalization

v (B )

Assuming, that all gradients of I(z;,z2) are small, which is true for our ansatz, we can in first order
approximation describe the surface as a plane, containing the point (%, rs,1(r1,72)), which is the
surface point below the polymer bead. Then the Hesse form of the surface is given by

1 Il T —3[/81’1
N 9 - (] —81/8372 =0. (710)
l(.’L‘l,.’I}Q) l(?‘l,’PQ) 1

The distance of the polymer bead at position (n, r2,73) isfound by inserting the position vector into
the Hesse form, i.e.

1 ™ ™ —3[/81’1
rp = N ] - ] —81/8372 . (711)
T3 l(’l‘l, 1”2) 1

Expanding in powers of I(z;, z2) we conclude that
al 2 ol \?
o= i) (“(a—wl) ‘(a—x))

= = lri,m)] + O ((%)2 (8%)2) . (712
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Since our perturbative calculation is performed to linear order, it turns out, that it is consistent to
neglect the second order corrections of the distance. In consequence, the polymer partition function
isgiven by

20 = [ Dle} dlr (0)]lra(0)]81rs(0) ~ 1)

exp (—ziRz [ as ax(s)fasp - [ as V[”(’”)"(j?(s)”ﬁ(s)”) L (713)

The substitution r3 — r3 + I(r1,72) leads to the analogue calculation, which we have performed in
chapter 2, see eg. (2.14). The expansion in small deviations of [ with respect to the flat geometry leads
to an effective system, where the polymer is anchored on aflat surface. The monomer potential V', as
shown in the above calculation, only depends on the z-direction.

We will therefore, in the following, investigate the adsorption properties of a polymer anchored on
the flat substrate. In case of the Gaussian chain one can separate the three spatial coordinates in order
to end up with a free polymer in the lateral directions and a half-space polymer in the z-direction,
which isinfluenced by a z-dependent and (zy, z2 )-independent potential.

7.2 Solution of the Schodinger-type equation

Starting from (7.1) we will in the following measure the potential in units of 7" and solve the z-
dependent Schrodinger-type equation

R2
s — ?”822 +V(2)| Z2(z0,2/8) =0 , >0 (7.14)
for the general potential
o0 for z < 0 on the membrane,
V(z) =14 Vi(z) for0<z<zy, (7.15)
=0 fordlz> zy.

with zy denoting the range of attraction. For the moment it is not necessary to specify the form of
the potentia in theregion 0 < z < 2. The diffusion eguation is solved by the method of Laplace
transforms [89]. The calculation follows [83]. Using
G(z0, 2z|t) :/ ds exp(—st)Z(zo, 2|s) (7.16)
0

one finds the ordinary differential equation for the propagator G(%, z|t)
R2
l—?”az +t+ V(z)] G(zo,2|t) = 6(z0 — 2) . (7.17)

This expression is only valid for ¢ > 0. Thus, the sign convention we used here is for negative
energies. In case of a sgquare well potential with depth w e.g. the situation above could describe a
polymer with energy ¢ < w leading to solutions with eigenfunctions sin and cos inside the range of
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Figure 7.2: Extrapolation length: for desorption L, is positive (Ieft) and for adsorption .., is negative
(right).
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attraction of the potential, and a damped exponential solution outside the attraction range. Eq. (7.17)
is solved by the following ansatz [90]

G(20,2[t) = tho(20,t) Yoo(,t) (7.18)
where the 1-parts obey the boundary conditions
¥o(0,¢) = 0 and Zli}rgloz/)oo(z,t) =0. (7.19)

Additionally we have to assume z < z. Otherwise one hasto interchange ¢y and 1.
The solution outside the potential range z, where V (z) = 0 is thus given by

G(zp,2|t) = A1 exp(\/gx/ig) + Az exp(—x/@/f%) exp(—\/gx/i_kRi) . (7.20)

The remaining constant A4; is obtained by taking into account the Delta-function on the right site of
eg. (7.17). This condition is equivalent to solving the equation

¢w(z)az¢0(z) - ":bO(z)az":boo(Z) = (721)

6
R
whichyields 4; = v6/2v/tR,.

A, isfixed by the continuity and differentiability of G inside and outside the potentia range at
zy, which we will investigate now.

Since so far we did not specify the potential for z < z, we consequently do not know the in-
ner solution. Nevertheless we can define the logarithmic derivative at 5, which corresponds to the
boundary condition for both the unknown solution inside the potential range and for the outer solu-
tion. The logarithmic derivative in the limit of vanishing potential range v — 0 defines a length
scale which fully characterizes the potential. This length scale is the so called extrapolation length
given by

0,G(z, z|t) _ 0,2(2,%|s) 1
Gz, zelt) = Z(nzls) . (7.22)

Z=Zvy z=z2y lew
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In the following we call 1/, the inverse extrapolation length, which defined the distance from the
adsorption/desorption transition, see below. This transition is areal phase transition only in the limit
of infinitely long chains, i.e. for 1/l < 0 the polymer is adsorbed and for 1/, > 0 the polymer is

desorbed [91]. In case of finite chains adsorption is only possible if there is areservoir given by the
bulk concentration of polymers. Of course, the extrapolation length is a function of the potentia V,
which, depending on the specia form of V', can be complicated. For a square well potential it is easy
toredizethat I.,, isafunction of the depth w of the potential and the range 5. We will later calculate

the exact expression. In this chapter we will emphasize the situation of vanishing range 3. In this

limit, I, and 1/l.,, respectively, contain all the information on the potential.

In terms of 1/, one can identify the following limiting cases

e total desorption for 1/l.; — 00 (lez “\ 0),
e adsorption/desorption transition at 1 /4, = 0 (lez — 00),
e total adsorption for 1/l.; — —00 (lez 7 0).

We write down the general solution of a polymer in a half space under the influence of a potential,
which we do not specify in detail. The only assumptions on the potential are: V(z) — oo for z = 0,
and V(z) = 0 for z > zy. Inaddition, we demand the potential to scale in such away that in the limit
zy — 0 the inverse extrapolation length, which governs the adsorption/desorption behavior, stays
constant.

The Greens function in the limit 2y — 0 (more accurate 2/t — 0) is

31 Z— 20 V6t — Rp/ley z+ 2
G(zp,2|t) = /—— —V6t + L2 —V6t . (7.23
Gozl) = g [exp( Vo) g SR V)| 0
The inverse Laplace transformation
1
Z(20,2]8) = —,/dt G(zp, z|t) exp(st) (7.24)
2wt J1
finally leads to the [.,.-dependent polymer partition function [51, 50]
3 1 3 (z—2)? 3 (2 + 2)?
z = 4/ S SV S Sl el
(20, 2]s) 2ms Ry lexp( 2s R2 +exp 2s R2
1 Rg 2+ 2 R \/? 3 2+ 29
- fo | =2,/= — (7.25
lew (61ng+ e )\ Ve T V2s R, (7.25)

The details of the inverse Laplace transformation and the choice of the integration path are described
in the appendix C.

Having the partition function of apolymer in a half-space for all strengths of the adsorption poten-
tial one can give amore vivid description of the extrapolation length .. For afree polymer confined
by aflat wall the integrated partition function

Z(z) = /0  dzo Z(20, 2|1) (7.26)

is proportional to the probability of finding the end of the polymer at position z. The corresponding
profile is plotted in figure 7.2 in the desorption regime (left), where the probability decreases due
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Figure 7.3: Theintegrated curvature plotted versus the inverse extrapolation length B /1., as obtained
by the perturbative approach. The dashed line denotes the limiting curvature for strong desorption.

to depletion in the vicinity of the wall, and in the adsorption regime (right), where the probability
increases close to the wall. Far from the wall Z(z) always attains 1 corresponding to the bulk value.
Dueto the definition as given in eq. (7.22) k., isthe length on the z-axis given by linear extrapolation
of Z(z) a z = 0, i.e. onthe wall. As a consequence the extrapolation length is infinite at the
adsorption/desorption transition where Z(z) = 1 for al values of z.

7.3 Membrane curvature induced by adsorbed polymers

So far we have considered the polymer and the solution of the Schrodinger-type equation in the half-
space. We now come back to the compound polymer/membrane system. As we have aready seen
in eq. (7.13) the adsorption problem is described by the same partition function as used in chapter
2 with an additional interaction potential acting in the perpendicular direction. Consequently, the
perturbative approach which we introduced in section 2.2 also holds in the adsorption regime. Since
we can describe the polymer by the partition function (7.25) for all values of [, it is possible to
calculate the membrane curvature and shape by generalizing the previous investigations to the 4, -
dependent case.

The most important formulawhich we use in the following sectionsiseq. (2.61), which relates the
integrated curvature of the membrane to the mean distance of the polymer end from aflat substrate:

T

AM = (D) - (7.27)

Thisrelation implies, that the membrane curvature does not change its sign for any value of theinverse
extrapolation length, because of (z(1)),s > 0. The remaining task is to determine (z(1)), with the
given l.,-dependent partition functions of the polymer. One finds [92]

T (exp(—Rg/ﬁlzx) B 1)

AM = — 1 e o) (7.28)

4k ¢
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which recovers the limits of total depletion and adsorption. The profile of the integrated curvature as
afunction of the inverse extrapolation length is plotted in fig. 7.3. In the region of total adsorption
the integrated spontaneous curvature of the membrane vanishes, since the expectation value of the
z-position of the polymer end point is zero. In consequence, the polymer is located on the membrane
and cannot exert any non-vanishing pressure on the membrane. The resulting averaged shape is flat
like in the unperturbed case without polymer. Note that this result only holds for a vanishing range of
attraction zy of the interaction potential between polymer and membrane.

It is important to point out, that the calculation we performed uses the partition function of a
polymer anchored on a flat surface in order to calculate the spontaneous curvature and the shape
profile of the membrane. In this case it is clear that the extrapolation length initially does not depend
on the curvature.

This situation changes if one starts with the partition function of a polymer anchored on a curved
surface, whereit isnot clear anymore whether or not the extrapolation length stays curvature indepen-
dent [93]. This question is of particular interest in case of potentias, which do not explicitly depend
on the curvature.

As can be shown for a square well potential of range 4, and depth w on a sphere the inverse
extrapolation length yields for small z, and close to the adsorption transition [87]

1 7wvV6(/ 7 R, 1
— o~ | —=—F — - — 7.29
lew 2 Rp (2\/6 AT ﬁ) R ( )
which corresponds to an extrapolation length
-1
lo . 76 T R
(142 with g |TYS (T B _ ) . 7.
leg lo( +R> wit ly [QRP (2\/62‘/ w ] ( 30)

Therefore the extrapolation length is curvature dependent. This is especially important, since the
square well potential used here does not explicitly depend on the curvature.

If one considers anchored polymers on a sphere, one compares the free energy difference of the
polymer on the curved surface to the flat situation and expands in powers of the curvature M = 1/R
of the spherical substrate. One finds

AFnlT = ~In(Z/Z1) = O R) By M + O((By M) (7.31)

with the scaling function €, [44] given by

M ) (7.32)

1

Q = — [1-2x72—
) Voy YT exp(y?)erte(y)

The parameter A isdefined as A = 1 — 1 /lp with le; = lp(1 + 11 M), seeeq. (7.29). Onehas A = 1

in the case of the curvature independent extrapolation length and A = 0 if the extrapolation length has

the form given by the square well potential. The resulting integrated spontaneous curvature is given

by

T
AM = —ERZQ,Q,\(RP/\/EZ%) . (7.33)
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Figure 7.4: The integrated curvature plotted versus the inverse extrapolation length B/I., obtained
by a curvature expansion with curvature independent extrapolation length.

For A = 0, thisresult isidentical with eg. (7.28). In case of the curvature independent extrapolation
length we find, that the curvature of the membrane changes sign & R, /I, = 0, i.e. at the adsorption-

desorption transition and reaches the asymptotic limit of total depletion (large positive B/l.;). In

case of the strong adsorption limit, the curvature does not vanish, but diverges, as shown in fig. 7.4
. Although in our previous calculation we did not take into account any curvature dependency of
the extrapolation length, since we expanded around the flat geometry, we ended up with a result
corresponding to a curvature dependent extrapolation length. This might proof, that in the limit of
vanishing potential range 2y the extrapolation length attains the universal curvature dependency of
the square well potential. We will later extend our calculation to the case of non-vanishing potential
range zy and study the effects on the curvature behavior.

So far we considered the total (spontaneous) curvature of the membrane influenced by the adsorp-
tion behavior of the polymer. We will now have a closer 1ook at both the configuration of the polymer
and the membrane close to the adsorption/desorption transition and in the strong adsorption case. The
restriction to the limiting cases is necessary since it is not possible to calculate analytically the av-
erage bead distance of the polymer in the z-direction, namely (z(s))s as a function of the inverse
extrapolation length R, /I, for al values of R,/l.,. For large positive R, /l.,, we recover the limit
of total desorption as can easily be verified.

7.3.1 Adsorption/desorption transition

In the region where R, /l., ~ 0 the polymer changes from the desorbed to the adsorbed state. The
corresponding partition function is given by a series expansion for small B/l

3 1 3 (z—2)? 3 (24 20)?
z ~ oy _2 ¥ A) _ 2T A)
(20, 2]) 2ms Ry [exp ( 2s R2 tep | Ty R2
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1 3 2+ 20
—— erf — . 7.
lon e”(\/zs R, ) (7:34)
We can now calculate the average distance from the surface which leads to
/ R2 2s 1 1—s S
R \/_ —|— ew 37‘[‘ <— \/g — 9 — arctan ( m)) . (735)
Using the average lateral distance

Vo) = i)+ = EvaR, (736

the relation between lateral and perpendicular distanceat R,/l., = 0 islinear at the adsorption/desorption
transition:

(2(s))ns = —y/(z?). (7.37)
The pressure at R, /I, = 0 is consequently given by
—00 x=0
Ple) = { 3 (%)3/ z3 (fz—js,(?)—i— };—g’)exp _%;E?’_; )+ \/7erfc f ) z>0 -(7:38)

The form of the pressure is similar to the depletion case. It is positive for al distances larger than 0
and diverges for small z. In z = 0 the sign is opposite, which corresponds to the pulling in the anchor
point.

Using this pressure we finally obtain numerically the corresponding shape profile as depicted in
figure 7.5. In addition, we plotted the correctionsin R, /I, in the vicinity of the adsorption/desorption
transition. The analytic expression for the shape profile at R, /l., = 0 is given by

(@) = qop = ‘%Z{R— rie (@%%
31’2 3x2 3x2
i (1 o <_5R_%>> e (1’5R_%> i (5?)]}

(7.39)

1
+ -
Vo6

where v is the Euler constant and E(1, z) isthe eliptic integral of the second kind [55]. The asymp-

totic limits are given by the cone for small z, asin the case of the totally desorbed polymer
1T
(I(z)) = {(0)) ~ —F——= (7.40)

4 K

and by the catenoid for large distances from the anchor point

1 R, T 3 z?
l —{(l ~ 2 1 . 7.41
(1)) = (0] 47“/@&( +7+n<2Rg>> (74
The integrated curvature yields

— 1 (R, 1 Ry /(2 1
AM = ﬂ(%ﬁww (5-3) (742
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Figure 7.5: The membrane shape profile for the adsorption/desorption transition around B/lc, = 0.
In addition, we plot the profile in the strong desorption limit.

which we expanded to linear order in the inverse extrapolation length B, /I.,,. At the adsorption/desorption
transition the membrane shape is similar to the situation of total depletion. The only difference is due
to the magnitude of the sharp bend at the anchor, which is smaller at B, /1., = 0.

The integrated curvature is by factor of 2/7 smaller than in the desorption case which indicates
that the effect on the membrane exerted by the polymer is decreased if adsorption is included.

7.3.2 Total adsorption

Denoting Ry /lex = —Rp/|lex| ONe finds the expression for the limiting solution
3 1 3 (2 — 29)? 3 (24 2)?
Z ~ _— _ —_ _
(z0:2]¢) 275 R, leXp< 25 R P\ T2 R
2 s R? z+ z[))
+ exp | =25 — . (7.43)
leal (6 leal? el

Thelimit of total adsorption leads to asubtle behavior of al related quantities except for the integrated
curvature as we will show in the following.
The expectation value (z(s))ys attains the limiting behavior

0 s=0
(2()hs ~ < lleal/2 0<s<1 . (7.44)
lex| s=1

Itisnot possible to obtain amore controlled expansion for large B, /|l.,,|. The mathematical reason for
thisisthe combination of R, /|le|s and Rp/|lez|(1 —s) in Z(20, z|s) and Z(z, z.|1 — s) respectively.
The limit for large 1/|le| is always in conflict with the limit of small s and the limit s ~ 1. Thus,
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from the beginning we have to split off the cases s = 0 and s = 1 in order to perform the calculations
separately.

Investigating eg. (7.44) weimmediately see that the dominating length scale for strong adsorption
is, as expected, the extrapolation length [.,.. The polymer islocated in a distance from the adsorbing
surface between 0, the z-position of the anchor point fixed on the surface, and |{,|, the distance of
the polymer end bead. For al other beads of the polymer, the average distance from the surface is half
the extrapolation length. In the limit of total adsorption RB,/|l.,| — oo the polymer islocated on the
surface. However, the mathematical discontinuity for s = 0 and s = 1 stays valid and contributes to
the polymer pressure. In fact, the only contribution to the pressure arises form the anchor point and
the end point, since for all other beads d(z(s)),s/ds is zero and in consequence the corresponding
pressure vanishes. Using

d o lea]
s = T [3(s) +3(s — )] (7.45)
leads for Ry, /|lc;| — oo to the pressure
P(z) o »=0 (7.46)

The z-dependent part is nothing but the monomer pressure P(s = 1, z) of the last polymer bead.
Finally one obtains the membrane shape profile

1'2 1'2
wan =0 ~ ettt 2120 (025 +m(22)] . e
P P

The limiting behavior is given by logarithmic divergences for small and for large distances from the
anchor point, respectively. The catenoidal shape close to the anchor point is a new feature which
did not occur for the shape profiles in the other limits. It arises from the form of the pressure which
exhibits a divergence for z = 0 which is not balanced by a divergence of opposite sign for small
x> 0.

However it is important to realize that the membrane shape profile for all 0 < z < oo scales
with |l.;| and therefore vanishes in the limit of total adsorption. From a physical point of view it is
clear that the depicted mathematical subtlety is not relevant, since we do not have infinitely extended
membranes on the one hand, and we do not have membranes which are continuous on all length scales.
On the scales of the lipids the membrane can not be described by the curvature Hamiltonian anymore.
Thus, in the limit of small z the divergence in the anchor point, which becomes discontinuous in the
limit of large 1/|l.|, will never occur. Especidly, in all discretized systems with finite membrane
size, as given by aMonte Carlo simulation with periodic boundary conditions, the limiting membrane
shape for total adsorption is (I(x)) — (1(0)) = 0. The integrated (spontaneous) curvature behaves
nicer. Mathematicaly, it is given by eq. (7.27) and thus only depends on the average z-position of the
end point. Inserting leads to

AM ~ £l lez] (7.48)
4k
which attains 0 for large 1/|l;|. Thisis well-defined, since in the problematic regions for small and
for large = the membrane shape attains a catenoid and consequently aminimal surface with vanishing
curvature contribution. Everywhere else, the membraneisflat and does not contribute to the curvature
either.
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Figure 7.6. The integrated (spontaneous) membrane curvature as a function of the anchor distance
2o for different values of the inverse extrapolation length R,/l.,. The curvature changes sign at
zo = —leg 1N the adsorption regime.

7.4 Polymers with non-vanishing anchor distance

In the previous section we studied geometries, in which the polymer was anchored directly on the
membrane surface. From a physical point of view it is also interesting to study situations where the
polymer is anchored in a distance z from the surface. Thisis relevant because the anchor segment
which is used to insert the polymer in the bilayer has non-vanishing size and normally extrudes from
the membrane, see figure 1.4. Since the anchor is chemically different from the rest of the polymer it
isjustified to start the polymer chain in the anchor distance 3. The membrane spontaneous curvature
is now given by the modified relation

— T
AM = = ((z(D)ns — 20) (7.49
where (z(1))s aso depends parametrically on z. Using the partition function (7.25) for the averag-
ing one finds

— T 1
AMZ = — (Z() + lex) -1
T | () e (B <o) e ()

(7.50)

The spontaneous curvature as a function of the anchor distance 3 is shown in figure 7.6 for different
values of R,/l.,. The important result is the change in the sign of the curvature if 3 is increased.
For large 2, the curvature approaches zero, since the polymer is not able to influence the membrane
anymore. It is easy to show that the curvature sign changes at 3 = —l.,. Thus, we only obtain a
negative curvature where the membrane bends towards the polymer, if we are in the adsorption region
with R,/l., < 0. For R,/l., > 0 the curvature stays positive for al values of z. In figure 7.6

the limiting plot for R,/l., = 0 is given by the solid curve. For strong adsorption the curvature
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becomes strongly negative for non-vanishing values of 3. Note, that this does not correspond to a
physicaly realistic limit, since the polymer configuration in this limit has an anchor bond of length g
and istherefore strongly over-stretched. The Gaussian model allows these configurations, but physical
polymers always have restricted bond lengths.

Let us apply the result to vesicles covered with 1N, polymers. The situation is analogue to section
4.2. We consider polymers anchored on the membrane in the adsorption regime. If the polymer is
anchored in a distance |y | + lan With [, > 0 and both |l.,| and I,,, are small compared to R, we
have guaranteed that the induced curvature is negative. We find for the adsorption-induced curvature
the expression

T
Med — | BT 7.51
4k P ( )

sp
where [, isthe polymer coverage-density and B denotes the absolute value of the square bracket in eqg.
(7.50). Furthermore we find a curvature contribution due to the repulsive polymer/polymer-interaction
which is calculated asin eqg. (4.11) and which yields

T
Ms(zl;p) = Eb2(Rp + |lew| + lan)rg (752)

where by is the second viria coefficient. Since the latter contribution leads to the opposite curvature
compared to Ms(,‘id) the membrane curvature changes its sign as a function of the coverage density.
The density, at which the sign changes, is given by
B lan
rnr = ————— . 7.53
P by Ry + |lez| + lan (7.53)
For smaller densities the curvature is negative and thus the membrane bends toward the anchored
polymers whereas for higher coverage densities the membrane bends away from the polymers. Con-

sequently the coverage density provides a curvature switch.



Chapter 8

Adsorbed Polymers: Square Well
Potential

The contact potential, which we discussed in the previous chapter, is an idealized situation. In this
chapter, we will extend the previous calculation to a non-vanishing range of attraction g of the
interaction potential between polymer beads and the membrane. In this case, it is necessary to solve
the Schrodinger-type equation inside and outside the potential range. The investigation for finite
potential range zy is necessary in order to compare our results for the Monte Carlo simulation with
the theoretical prediction, since we expect deviations from the results for vanishing g in the case of
our discretized system in the simulation.

8.1 General solution

We start writing down the Schrodinger-type eguation as done in the previous chapter, where we al-
ready separate the perpendicular direction:

R2
[83 — FPAZ + V(z)] Z(20,2|8) =0 (8.1)

with s denoting the internal length which ranges from 0 to 1. The potential is already rescaled
with temperature. The equation is solved by Laplace transformation which yields the stationary
Schrodinger-type eguation

2
lt - %83 —wO(zy — z)] G(z0,2|t) = 0(z0 — 2) . (8.2
Here we aready inserted the square well potential of depth w and range .

In our ansatz for solving the equation, we will split the solutions into the three parts denoted in
fig. 8.1, namely region |, where the polymer starts and ends in the potential well, region 11, where the
polymer starts in the well and ends outside the potential range, and region |11, where the polymer’s
start and end point are outside the potential range. We write down the general ansatz:

75
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Figure 8.1: Schematic picture of the three regions of solutions for the Schrodinger-type equation.

Gr=4 sin(\/gqu—‘;) [cos(\/quip) + Az sin(\/quip)] 20<z<zy,
G = Bsin(\/gqu—‘;) exp(—\/gkRip) 20 <zy <z, (8.3)

Grr=0C [exp(\/gkf{—‘;) + Cy exp(—\/(_ikfz—‘;)} exp(—\/gkRip) 2y <z9 <z,

where q is the wavenumber inside the well, i.e. ¢ = /w —¢, and k = /¢ is the wavenumber
outside the well. Each of these solutions is the product of two parts, one of which, namely 4, solves
the boundary condition for z — 0, and 1, solves the boundary condition for z — co. So far, we
have five unknown prefactors which have to be determined by boundary conditions at the matching
point of both solutions z,. A, and C; are calculated using the fact, that the solutions | and 11 must

correctly reproduce the §-function for z and z and therefore have to obey the condition (7.21) for the
two limiting parts of the solution. One finds

PRI S I U
Rp w—t Rp 2\/Z
In addition, the continuity and differentiability conditions for G and Gy a z = zy with respect to

the end point of the polymer and for Gy and Gy at z = zy with respect to the starting point of the
polymer yield

(8.4)

_ zZv
q—k cot(\/Equ)

A - )
? k—i—qcot(\/gqu—‘;)
exp(v/6kZ-
g = YOPVORR) (o (vea) « ysin (vEaZL)) | (85)
Rp q Rp Rp

and

1 g/kcot(vBaz)
I+ g/kcot(v6gZE)
NG exp(v6k7.)

Ry k Sin(\/EQfg—f,) +q COS(\/EQE—‘;)

Cy = exp (2\/6’6;—‘/)

P

(8.6)
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Figure 8.2: The inverse extrapolation length R, /., (a) plotted against the depth of the potential w
at fixed value of the potential range 2 = 0.1R,, in the inset: zoom close to the origin. (b) R,/lc.
plotted against the potential range z, for fixed depth w = 10.

It is easy to verify that both expressions for B are identical. Consequently, we do not obtain any
further conditions for ¢ and &, i.e. no condition for ¢.

However, note, that there is a scattering edge for ¢ which separates a continuous spectrum from
a discrete one obtained by afinite sum over the eigenstates. The condition for the discrete spectrum
arises from Gyr. Since the eigenfunction inside the potential well is sin(/6gz/R,) and the eigen-
function outside exp(—+/6kz/R,) equating of the function and its derivative at z = » yields the
transcendental equation

k = —qcot (\/gq;—v> . (8.7)
P

The value of the inverse extrapolation length is given by the logarithmic derivative of the solution
inside the potential well evaluated at the first bound state which occurs, namely

1 V6aq1 2y
— = t | vVégi— | - 8.8
I R, co (\/7(]1 R, (8.8)

At the adsorption/desorption transition and in the desorption range, in which there are no bound
states, the definition is extended to ¢ = /w. In figure 8.2 we plot the inverse extrapolation length
as afunction of the potential depth w for fixed potential range 4, (left) and for fixed w as a function
of zy (right). In the limit of large negative w, i.e. for repulsion out of the inner part, the inverse
extrapolation length R, /I, divergesto positive infinity, corresponding to the limit of total desorption.
The adsorption/desorption transition takes place at the first zero of the cot-function occuring at w =
m2R2/24z7,. The R, /l.,-values in the adsorption range are obtained by solving the transcendental
condition for ¢; numerically.

The bound states become dominant in the limit of total adsorption for large negative B /lc,. In
thislimit it isjustified to neglect the continuum solution.

Due to the transcendental condition for the bound states, it is not possible to calculate the solution
in an analytically closed way. To take into account several bound states, the sum has to be evaluated
numerically. However, for an infinitely long chain (which of course is not the case in our system) one
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can neglect al but the lowest energy level F . In this so-called ground state-approximation one can
analytically treat the problem. In the limit of small potential ranges 3 < R, we will use the ground
state-approximation in order to calculate the membrane curvature.

Our calculation is again split into three parts: We start with the strong desorption regime, which
is reached for general values of the potential depth w in the limit of small 3-/R,, and for large
repelling potential inside the well for arbitrary -/ R,. In anext step we consider the behavior at the
adsorption/desorption transition and finally the limit of total adsorption. In the desorption case aswell
as at the adsorption/desorption transition we use the continuous solutions, whereas we use the discrete
spectrum in case of total adsorption.

8.2 Limit of total desorption

As one can easily verify via eg. (8.8) the limit of total desorption for large positive B /I., can be
obtained by two possible ways:

At any value of w kept constant the inverse extrapolation length 1/1, ~ 1/zy for small zy and
thus approaches the desorption case of large positive B, /1. If oneinserts the expansions for small z,
into the solutions Gy and G of the Schrodinger-type equation the expectation value (z(1)),s for the
polymer end point, with which one cal cul ates the spontaneous curvature induced on the membrane, is
given by

[V dz2Z1(20,2s = 1) + [0 dz 2Z211(20, 2|8 = 1)
(z(1)ns = lim — o
200 [V dz Z1(20,2]s = 1) + [ dz Z11(20,2|s = 1)

(8.9)

It is advantageous to calculate numerator and denominator separately, using the propagators G and
G 1, expand both in powers of z, and afterwards perform the inverse Laplace transform. This leads
to the controlled expansion

2
T z
(s = \/%Rp+2ZVR—E|w|+O(Z%/) (8.10)
which viaeg. (2.61) yields the spontaneous curvature
— T 1T [xm 1Tz}

As we have expected in the limit of vanishing 2, we recover the result for total desorption, i.e. the
result where only the steric repulsion of polymer beads and the membrane surface are taken into
account. This holds irrespective of the strength w of the initial square well potentia. If we now
increase the range 2> without changing w we also increase the mean z-distance of the last bead,
which immediately leads to an increase in the induced spontaneous curvature.

There is another possibility of reaching 1/L, — oo, namely for fixed zyy and w — —oo. In
conseguence, the polymer beads are repelled from the potential well (which is a step now). Inside
the potential range the solution Gy vanishes for w — —oo, i.e. there is no polymer bead inside the
well except the anchor bead on the surface. The remaining contribution is due to Gy. Inserting
q = Vw —t = iy/|w| + t leads to the average z-distance of the polymer end point

(())he = (@ - ﬁ) R, + 2y (8.12)




8.3. BEHAVIOR AT THE ADSORPTION/DESORPTION TRANSITION 79

and to the spontaneous curvature

. ar{m 1 1T
M o= -= (/2 — "l 8.13
A ir (\/; 1/6|w|>Rp TR 813

First, we note that, as we expect, in the limit of vanishing », and large |w|, we recover the result for
total desorption.

The second feature which is important to point out is, that eg. (8.13) does not contain any ex-
pansions for small z but only for large |w|. Eqg. (8.13) is exact for all values of z, in the limit
|lw| — oo. For larger zy thisimplies that the Gaussian polymer which is fixed by the anchor bead on
the membrane surface, is strongly over-stretched in the first bond between the anchor and the follow-
ing bead. This leads to the intuitive picture in which the end point of the polymer is shifted by the
value of zy inthe z-direction. However, for large 2 thisresult is not physical anymore, since it plays
with an artifact of the Gaussian model. The spring between anchor and next bead can be extended
to infinity, which is not true for real polymers. The Gaussian model breaks down in thislimit and is
consequently not applicable anymore. For small z, however we expect the predictions of eqg. (8.13)
to be correct. We will use the relation in order to compare our Monte Carlo datain the region of large
positive Ry, /I, and fixed zy = 0.1R,,.

8.3 Behavior at the adsorption/desorption transition

Here we focus on the adsorption/desorption transition at 1/}, = 0. The adsorption/desorption transi-
tion, where the first bound state (with energy ¢ = 0) occurs, is given by the first zero of the righthand-
side of eg. (8.8). The solution is

AT . E
\/6wR—p =5 (8.14)
The advantage of this restriction to 1/}, = 0 is due to the fact, that it is possible to vary - without
changing the value of 1/i,.

Inserting (8.14) into q yields

2 R2
g [ By ov sy (8.15)

In order to calculate the effect on the curvature we again need (z(1)), i.e. the expectation value
for the z-position of the polymer end point. Here, we have to use the different solutions inside and
outside zy. Since the polymer is anchored at z = 0 the solution for 2y < 2y < z (region I11) plays
no role anymore. Inserting the solutions and expanding in 4, leads to

COhe = B+ TN o) (816

272

As we expect, the first term of the expansion reproduces the result for vanishing 3 a 1/l., = 0.
Consequently, the membrane curvature

AV = % (@RP + wza (8.17)
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isincreased further, if oneincreases 4, .

There is another limiting case which is of interest to study, namely the limiting behavior of the
curvature and membrane shape profile for large /. It is clear by intuition that in this case we have to
obtain the limit of total desorption again, since the polymer is not affected by a potentia gradient, i.e.
by aforce, anymore.

The only Greens function which survives the limiting process (if we neglect the asymptotic cor-
rections in zy’) is G. In fact, the insertion of the limiting ¢ = 4/t leads to the half space propagator
and, in consequence, to the same spontaneous curvature as for total desorption.

8.4 Limit of total adsorption

The limit of total adsorption with large negative R, /., is not characterized by the continuum but by
the bound states. If the potential has N, bound states the solution of the stationary Schrodinger-type
equation is given by

Ny
1 =~(n ~(n
Glao = 0,211) = Y 5 (Go(zy — 2) + GY0(z — 2v)) (8.18)
n=1 n

with the modified Greens functionsG{™, G{%) given by

égn) = Igp ; (1 + cot?(vV6gn Rp)> sin(\/ganip) forzg <z<zy, (8.19)
C;’(f}) = 6 > qn0 0 cse \/_qn exp \/gqnz 2V cot(\/az—v) forzg < zy <z,
R, R, " R,

(8.20)

in which the divergences a k, = —g,, cot(v/6gn2v/R,) are split off. Since the polymer is anchored
on the membrane, the solution Gy does not occur.
The inverse Laplace transformation yields

Ny

Z(20,2]s=1) = Z exp(—Ey,) (G(In)H(zV —2)+ éy})H(z - zv)) . (8.21)

n=1

E,, isthe energy level of state n, which is, of course, negative and given by B, = —t,, = —(w — ¢2).
The expectation value of the polymer end-point which leads to the integrated membrane curvature
isgiven by

) L Tnt exp(—En) (f5” dz 2 G (20, 2[1) + [ dz 2 G (20, 2]1))
z hs — 1m ~(n o ~(n
20 5 exp(—En) (J5¥ dz G (20, 2I1) + [ dz G (20, 211))

(8.22)

For small potential range 2, one can calculate the strong adsorption limit analyticaly. If we approxi-
mate the polymer as an infinitely long chain, which isjustified for 3 < R, it is correct to apply the
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ground state-approximation, i.e. it is justified to take into account only the lowest bound state with
energy E;. Onefinds

st J57 472 O 2D+ 2 e = Gl o 211 (829
T 0 [z G (2, 201) + [ d2 G (20, 211)

For large negative R, /I, the transcendental condition (8.7) yields g = wR,,/v/62y. The limiting
ground state (gs) solutions are

és-gs) = \/gwiﬁD2sin <7r1>, (8.24)
2y Iy 2y

~ 1

G99 = Vor— 22 Dexp (WD (1—1)), (8.25)
A Rp A

where weintroduced the factor D = lim,_,4, csc(v/6gzy /R,) which diverges in the limiting process.
Inserting and performing the integration finally yields for total adsorption the important results

(e = % ad AWM = %%zv . (8.26)
Note that these results are correct also from an intuitive point of view. The limit of strong adsorption
in a square well potential of range 2, in the z-direction is equivalent to the situation of confining a
polymer between two parallel platesin adistance 4. We expect the average position in the z-direction
to be zy /2.

However, if zy isincreased we have to take into account higher energy levels, at least the ground
state and the neighboring level. The reason for this is the assumption of the infinite polymer length
in ground state approximation. Irrespective of the size of 5 the expectation value always stays at
(2(1))ns = zv /2. An additional length scale which includes the finite end-to-end distance B, does
not occur. Only if we take into account the second energy level, the additional length scale occurs
and respects the finite R,,. This always leads to alowering of (z(1)),, aswe expect. In particular, for
large 2y we expect that the bound state contribution leads to an expectation value (z(1)),; whichis
identical with the result for total desorption and thus governed only by B and not by 2z anymore.
We will proof thisin the following section.

8.4.1 Bound states for large potential rangey

As we have aready seen bound states are given by the condition ¢ = n7R,/ V62 with integer n.
The solution which remainsin the limit of large 2, is G;. Inserting g, one ends up with

ng) = mrﬁz—o sin (mri> =: mrg sin (mri> . (8.27)
2y Iy 2y 2y 2y
The prefactor C' cancels when calculating averages.
The energiesin eg. (8.22) are given by
E, = —(w—gq). (8.28)

Dividing numerator and denominator of eg. (8.22) by exp(—E ) yields the numerator

z Ny z
Y dz z Ggl) + Z exp(Ey — Ey) / Y dz z G(In) . (8.29)
0
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ecedaSly

Figure 8.3: Adsorption behavior in the limit of total adsorption for 5-/R, < 1 (left) and for
zv /R, > 1 (right). The polymer on in the small slot is strongly deformed, whereas the polymer
in the large slot is unperturbed.

The denominator follows in analogy. The energy differenceis

2
R,

E,—-E, = —(n?-— )—— = -1z, (8.30)
6 zi
The solutions of the integrations are
/ "dz26M = (“1)"C 2z and / Yaze = (1- (1) 0 (8.31)
0 0

which lead to the average distance

B % | (~1)" exp(~na)
W = = S ) — 5%, (C1)r exp(—na) (8.32)

It is possible to evaluate the sums analyticaly,

o0

§i = 3 (—1)" exp(—nz) = %(194(0|exp(—:v)) ~1) and (8.33)
n=1
Sy = le::lexp(—nzx) = %(193(0| exp(—z)) — 1) , (8.34)

where 9 are Elliptic theta functions. The limit of large potential ranges z, is equivalent to the limit of
small z, see the definition above. For small 2 one obtains the asymptotics

1
~—05 and S, ~ 0.886—— . 8.35
Sy 0.5 and S, 0886\/5 (8.35)

The prefactors are evaluated numerically [56].
Inserting into eq. (8.32) finally yields

(z(1))hs ~ 0.7238 R, ~ \/ng. (8.36)

The result recovers the limit of total desorption. This is expected, since the polymer is not affected
by the potential gradient anymore, if the potential step located at 47 is at amuch larger distance from

the surface than the polymer beads. In consequence, we obtain the same polymer and membrane
configuration as in the case of no adsorbing potential, see figure 8.3 .
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Figure 8.4: Theintegrated curvature plotted versus the inverse extrapolation length B /1., as obtained

by the small gradient expansion for a contact potential and by Monte Carlo simulations. The dashed
lines in the limits of strong desorption and adsorption and the cross at the adsorption/desorption tran-
sition are the corrections for the square well of range - = 0.1R,,, which is the potential used in

the smulation. The Monte Carlo data is obtained for /T = 1. The membrane discretization is
am /R, = 0.5 and the polymer discretization g,/ R, = 0.0625.

8.5 Comparison with Monte Carlo simulations

We will now compare the analytic results with Monte Carlo-simulations. Asin chapter 3 both mem-
brane and polymer are discretized. The membrane can move continuously in the perpendicular direc-
tion above atwo dimensional lattice with lattice parameter a,,.

The anchored polymer is described by the bead-spring model, in which the neighboring pointlike
beads are coupled by harmonic springs. This model corresponds to an ideal chain. The Kuhn length
a, provides the average bond length. One Monte Carlo step of the compound system corresponds to
asingle move of each membrane segment and each polymer bead.

We use periodic boundary conditionsin the lateral directions. The lateral membrane sizeis chosen
about eight times larger than the polymer end-to-end distance R,, which corresponds to the dilute
coverage (mushroom) regime, i.e. the polymers do not penetrate each other.

The sguare well potential, which acts on each bond is included by measuring the distance in z-
direction of a polymer bead, which represents a bond, and the membrane segment which is located
beneath the bead. In order to avoid large discretization effects it is necessary to choose the discretiza-
tion of the polymer, i.e. the bond length, smaller than the potential range z,. The interesting quantity
which we are going to measure is the induced spontaneous curvature of the membrane. It is not possi-
bleto integrate the membrane curvature of all membrane segments, since due to the periodic boundary
condition thisintegral will vanish. Therefore we choose an area of integration corresponding to acir-
cle of radius R,, which is basically the areain which the polymer interacts with the membrane. The
area takes into account the 13 inner segments in the vicinity of the anchor. Results vary dightly if
one increases the integration area, but do not change the diagram qualitatively. The major contribu-
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tion to the curvature arises from the cone-like bend in the anchor segment. It is therefore justified to
choose the area small in order to avoid boundary effects. Theintegrated curvature as a function of the
inverse extrapolation length is shown in figure 8.4. The solid curve displays the analytic solution for
the curvature in case of a contact potential. Since in the simulation we do not use a contact potential
but a square well of range 2y = 0.1R,, the results of the contact potential will be shifted according
to our analytic calculations. The shifts are displayed in the diagram for the limiting cases of strong
adsorption and desorption, respectively and for the adsorption/desorption transition.

For strong adsorption the curvature does not vanish, since the polymer movesin avolume of height
zy above the membrane. Thus, it still exerts a pressure, leading to a small but positive membrane
curvature, analytically given by z,/7'/8« inthelimit 1/l., — —oo. For thevalues of z;; = 0.1R,, this
leads to ashift of AAM = 0.0125R,T'/x, which we denoted by the dashed line in the left part of the
diagram. At the adsorption/desorption transition we have calculated the shift to higher curvatures if
zy > 0, whichisgiven by AAM = 0.04R,T/x, denoted by the crossin the diagram at R, /I, = 0.
For strong desorption the shift is given by AAM = 0.025R,T'/x and denoted by the dashed line on
the right side of the diagram.

There is a general trend that the simulation data is below the analytic predictions. In addition to
the already mentioned effect due to the choice of the integration area there are two important reasons
for the difference:

(i) Discretization effects. Since both, the membrane and the polymer are discretized, one expects
differences to the analytic predictions. The Kuhn Iength of the polymer is always chosen smaller than
the range of the potential zy = 0.1R,. We choose a Kuhn length a, = 0.0625R,,, corresponding
to 257 beads. We did not increase the system size further due to restriction of calculation time.
However, if the Kuhn length of the polymer is chosen larger than the range of the potential, one
expects systematic errors, since the potential in the simulation does not act on the bonds but on the
polymer beads. Consequently each bead represents one polymer bond. The error is small, if ¢ is
reduced to lengths which are small compared to ,. The membrane discretization is determined by
the lattice parameter a,, = 0.5R,,, corresponding to 289 membrane segments. If one compares results
obtained with a,,, = R, with the finer discretization the effect on the integrated curvature is small.
Nevertheless, the discretization of the membrane leads to an increase of the curvature (atrend in the
correct direction) as one would expect from our results in the total desorption MC simulation. The
slope of the cone increases for better discretizations.

(ii) Boundary effects: Since we use periodic boundary conditions the membrane shape profile
differs from the free boundary case, which we use in the analytic calculation. This is especialy
important, since we did not confine the membrane by a harmonic potential, which leads to a finite
paralel correlation length. If the parallel correlation length is small compared to the lateral membrane
Size one expects boundary effects to be small. In case of vanishing confining potential the membrane
isacritical object with diverging parallel correlation length and thus always influenced by the system
boundaries.

In fig. 8.5 we plot the membrane shape profile for different values of R,/I., as obtained by
the MC simulation. Additionally we insert the analytic prediction for strong desorption and for the
adsorption/desorption transition in case of free membrane boundaries (thick solid curves) and in case
of periodic boundaries with a finite amount of Fourier modes (thick dashed lines). At the periodic
boundaries the thick dashed profiles become flat, as expected. The slope difference in the anchor
point is due to the finite amount of Fourier modes which were taken into account. Apart from the
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Figure 8.5: Membrane shape profile obtained by MC simulations, using the same parameters as in
figure 8.4: For (i) Rp/le; = 100 (triangle down) to compare with the analytic curve for a membrane
with free boundaries in the desorption limit (lower thick solid curve) and to compare with the analytic
desorption limit for amembrane with periodic boundary conditions (lower thick dashed curve). In the
latter case we performed a numerical discrete Fourier transform [56] taking into account 30 Fourier
modes. (ii) Rp/le; = 25 (triangle left). (iii) R,/l., = 0 (triangle up). To compare with the cor-
responding analytical solution for the membrane with free boundaries (upper thick solid curve) and
the analytic profile in periodic boundaries (upper thick dashed curve). (iv) B/l., = —6.8 (triangle
right). (V) Rp/le; = —17.8 (diamond). (Vi) Rp/les = —41.6 (square). (Vii) Rp/le; = —100 (circle).

above mentioned discretization and boundary effects the agreement between analytic calculation and
simulation is good.

There is another interesting quantity in our simulation, namely the average squared distance of
the first polymer bead, which is anchored on the membrane, and the last bead in the perpendicular
direction. Itisintuitively clear that this quantity decreases for increasing adsorption, since the poly-
mer is located close to the surface in the strong adsorption limit. In fig. 8.6 we plot the square-root
of the average squared end-to-end distance in the z-direction. We compare this quantity with the
theoretical prediction for the related half-space distance (z(1)}),s. of a polymer anchored to aflat sur-
face. However note, that both quantities are mathematically different and refer to different geometries
(fluctuating versus flat surface). If we compare with the theoretical prediction for the contact potential
and the corrections due to the square well, the agreement is surprisingly good, especially with respect
to the square well shift. This confirms the postulated relation (2.61) of our perturbative calculation
between the integrated membrane curvature and the average distance of the polymer-end to the flat
surface, if one generalizes the latter observable to the situation of a fluctuating boundary as given by
the membrane in the simulation.
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Figure 8.6: The polymer end-to-end distance in the z-direction as obtained by the MC-simulation
plotted against the inverse extrapolations length. We compare this quantity with the related theoretical
half-space values (z(1)),s for the contact potential (solid) and the square well (dashed corrections).



Chapter 9

Membranes Exposed to Polymer
Solutions

In the remainder of this thesis we detach the polymers from the membrane and focus on free polymers
in solution. This is a completely different physical situation, since the bending properties of the
membrane are now determined by the depletion zone in the vicinity of the surface, whereas in case
of the anchored polymer the behavior is governed by the individual pressure distribution induced by
each polymer. In terms of entropy, the bending in case of the polymer solution is determined by their
tranglational and configurational entropy, whereas the bending due to anchoring is determined only
by configurational entropy.

There are contradictory results concerning the spontaneous curvature of fluctuating surfaces in-
fluenced by the polymers. In a paper of Podgornik the spontaneous curvature is predicted to bend
the membrane towards the polymer-rich phase in case of adsorption and to bend away for desorption
[88, 94], whereas calculations done by Eisenriegler et al. show the opposite behavior [83] and point
out mistakes due to the integration boundaries of the polymers in a half-space in [88]. Furthermore,
the density profile of the polymers near a spherical particle is studied [95]. In a mean-field approach
of Clement and Joanny [96] the spontaneous curvature is determined by the excluded-volume term of
the polymer solution, which in second order approximation vanishes for ideal polymers. Recently, the
vesicular budding induced by polymers was studied. It is predicted that polymers adsorbed on vesi-
clesinitiate budding of the vesicle and thusincrease the curvature of the membrane [97]. Furthermore
the effect on the membrane rigidity is studied, where some authors predict stiffening due to adsorbed
polymers [98, 99], other authors calculate a decrease in the membrane rigidity [100, 101, 102].

As in the previous chapters we discuss the interaction of polymers with the membrane both, en-
tropically and energetically. The polymers do not penetrate the membrane, but can interact with it
via a short-range potential. The polymers itself are considered in the 6-regime, where the individual
excluded volume interaction along the chain is neglected. In addition we neglect the pairwise inter-
action of different polymers, which arise from three-point interactions described by the third virial
coefficient.

In figure 7.2 we have aready shown the concentration profile of polymers in solution close to
a wall, depending on the strength of the interaction between wall and polymers. In case of a pure
steric repulsion, i.e. in the desorption regime, where there is no additional energetic interaction,
the polymers are repelled from the surface in such a way, that the segment density in the vicinity

87



88 CHAPTER 9. MEMBRANESEXPOSED TO POLYMER SOLUTIONS

of the surface decreases to zero. In the other limit of strong adsorption the polymers want to be
close to the surface. Consequently, the segment density in the vicinity of the wall increases and
diverges for infinite potential strength. The adsorption and the desorption regime are separated by
the transition line, where the entropic and the energetic effect cancel such that the concentration
profile is constant. i.e. the bulk value of the concentration is maintained at the surface. The control
parameter which describes the adsorption behavior is the inverse extrapolation length 1/4,,. At the
adsorption/desorption transition the inverse extrapolation length vanishes.

Since the polymer solution will lead to a homogeneous bending on the membrane, we will in the
following calculate the membrane curvature in a small curvature expansion, starting from the initial
partition function of the polymers on a curved geometry.

In order to introduce the formalism we will first investigate the simpler system of colloidal par-
ticles which interact with a large sphere, but do not interact among themselves. In the limit of pure
entropy the partition function of each particle is given by the volume which is accessible, i.e. the vol-
ume of the system subtracted by the volume of the depletion zone in the vicinity of aboundary. For a
large sphere of radius R surrounded by small colloidal particles of radius R this depletion volumeis
easily calculated,

(9.1)

R? 1R}
R ' 3R2

4 4
Vdepl = §7T(R+RC)3—§7TR3 = A<Rc+_+——

where A isthe lateral area. Thefirst term in the brackets represents the depletion volume of the half-
space, whereas the second term contains the correction due to bending. If the sphere bends away from
the particles, the depletion volume is increased. Thus, compared to the flat geometry it is favorable
for the particles to have a sphere which bends towards them.

In the following we will generalize this argument to the case of polymers, which are in solution
under the presence of a curved boundary. The polymers do not interact among each other, but interact
with the wall. Consequently the partition function of the particles separate, according to 3, =
[21]Ne / N,!, where Z; isthe single polymer partition function.

The correct calculation is done in the grand canonical ensemble, since the number of particlesin
the bulk solution should in average stay constant for all strengths of the adsorbing potential. This can
only be regulated by achemical potential. The grand canonical partition function reads

1

Z, = Y exp(ulN,/T)[Z21]"" — = exp(AZ1), 92)
~ N!

where we introduced the fugacity A = exp(u/T'). The average number of polymersis given by

0ln Z,
o\

We identify the average number of polymers with the bulk value I, and conclude that the fugacity is
given by

(N,) = A = \Z, . (9.3)

Ny
A= Z (9.4
Thus, if we calculate the free energy of N, polymers in solution we write down the canonical free
energy which is derived from the grand canonical potential ¢ by the Legendre transformation Jy, =
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Figure 9.1: Sphere of radius R in a polymer solution: The system of reference is put in the origin of
the sphere, which divides the solution into two half-spaces.

% + uN; and find

be = —TAZ+TNyln )\
= —T(Nb—Nblan—l-Nbanl) . (95)

The remaining task isto calculate the single polymer partition function 3.

Infig. 9.1 wedisplay alarge sphere of radius R located in apolymer solution. Using this situation
we will introduce our system of reference in which we describe the polymer solution above a curved
surface in the limit of large curvature radii R. The surface [, of the large sphere leads us to the
corresponding integration boundaries in the partition function. Shifting the system of reference into
the origin of the sphere leads to

lp(r) = {RVI_% TR (9.6)

0 , 7 >R

where r isthe lateral distance from the origin. The volume of the solution outside the sphere is thus
given by

0o —lsp(r) 0o
v — / d2r l / drs + )d?"g] . ©.7)

—00 —00 lsp(r

Expanding [, for large R the integration boundary attains k,(r) = R — r?/2R + O(R™3).

Dueto the symmetry with respect to the two half-spaces above and below the sphere both integrals
in the sum of (9.7) areidentical. In order to calculate the half-space solution above the curved surface
we are going to omit the integral of the lower half-space. This leads to a missing factor 2 if one
compares the resultswewill obtain with results for the large spherein the entire solution, seereference
32in[87].

Shifting the origin of our system of reference in the 5 direction to r3 — 73 + R leads us to the
partition function of a single polymer bounded by a curved surface of large curvature radius R and
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influenced by a contact potential V' which is measured in units of 7' and characterized by the inverse
extrapolation length:

2z = /_o:o D{r} /_o:ﬁ D{rs} exp (—ziRg /01 ds [%r(s)r - /01 ds V(r(s))) . (9.8

where we introduced € = 1/R. The expansion of the integral for small ¢ yields

o0
I _tn) n . m)y  d"Z;
zZ = nz_:l S22 with 2V = —= L (9.9
Thefirst term of the expansion is the half-space solution
[2 1 R? R
Z et s — _ ﬂ p f 14 > _ 1
1{0} Vh ( 5. T R, exp (61235) erfc (\/Elex ]) R,A
= Vhs— Yo RpA, (9.10)

where Z(z,, z|1) isthe lateral polymer partition function in the free space as given by eg. (2.22) and
Zhs(20, ze|1) isthe half-space partition function as given by eqg. (2.24).

Using the expression in the brackets one can define an effective radius R and thus treat the poly-
mer as a colloidal sphere of this radius [87], similar to the situation, in which nanoparticles interact
with membranes [103]. In the limit of total desorption this radius is given by R = /2/37R,,. Ad-
sorption leads to a decrease of thisradius until it vanishes at the adsorption/desorption transition. Due
to this analogy one expects that the curvature contribution to the depletion volume, which is propor-
tional to the size of the small particles, vanishes at the adsorption/desorption transition B/l., = 0. In
the adsorption regime R, /l., < 0 the analogy to the particle radius breaks down, since the effective
radius becomes negative. However, the hard sphere-model does not take into account the configu-
rational entropy of the polymers which allows the polymer to deform in the vicinity of the curved
surface. Another important argument refers to the extrapolation length [,.. Aswe already pointed out
the extrapolation length depends on the curvature. If one neglects the curvature dependence of 4, the
next term in the curvature expansion (9.10) 21(1) isgiven by

) 1 00 9 00 9 $2
2y :/ ds/ d xg/ d°z EZ(QO,QLS) X
0 —00 —00
X / dzo/ dze Zp5(20,0(8) Zs(0, 2|1 — 5) (9.12)
0 0

where we used the Leibniz formula to differentiate the integral in eg. (9.8) [55].
Analogous to the half-space part Z {0} we split off the volume term of the polymer configuration
in the z-direction, which, after integration of the lateral part in eq. (9.11), leads to the curvature

correction
7 s) )
V6leg

1
= (6 - Tf@& R2A. (9.12)

L R} R
W _ g2 / LI P P ( » T ) (
Z = R d 1 1 f 1 f
1 A 53 ( exp (6[3,0) erfc Vol s | erfc

depletion zone

~
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The first term in the bracket is the change in volume for the polymer due to the bending of the mem-
brane. The second term gives the depletion volume above the curved surface.

Since the half-space partition functions Z,,; of the polymer in the perpendicular direction explic-
itly depend on the extrapolation length ;. there occurs an additional term if one takes into account the
curvature dependence of .,.. In case of a square well potential (and the contact potential we consider
arises from the square well in the limit of vanishing range /) this curvature dependence is given by
lez(€) = lex(1 + lege). Therefore the inverse extrapolation length reads 1/¢,(¢) = 1/l., — e and the
second term in the curvature contribution is

Z](-lylex) — A/ dZO/ dZe ( Zhs ZO,Ze|]-)>

In this equation the volume term is directly subtracted, since it does not depend on ¢ and cancels in
the differentiation. Thus, one immediately finds

2 2
(]-alex) _ 2 EZ R 1Rp R ( Rp >
Z = \/ 5= — === f -1
1 —R, A ( L. ( 3 2 exp 6l2 erfc N

A. (9.14)

(9.13)

e=0

1,lex
= _T((iepl ) R127

Merging all contributions one obtains the complete single polymer partition function up to linear order
in the curvatures

Z = (Vi + g — YhulA) _\(rggpl”gepl ) o (9.15)
Vbuik Végll V?;)

In the limit of total desorption R,/l., — oo the contribution le lex)

partition function of one polymer on a curved surface is given by

1 R2
21 = Voulk — Vdepl = Vbulk — R t5 R (9.16)

which isidentical to the result in [87].
If we now calculate the corresponding membrane curvature the physically important contribution
of the polymer solution arises from the change in the depletion volume 152,1 dueto bending. Denoting

Vo = Vouik — Vion, €9 (9.15) leads to

vanishes and the single polymer

(1) (1)
Al Viepl Vdepl _9
— = 1- ~1—-—+0O(R , 9.17
Vo Vo Vhs (&) (17

where we used the smallness of the half-space depletion volume l/( )1 compared to the half-space
volume Vj,,.

Using eg. (9.5) the free energy difference of the curved geometry compared to the half-space
leadsto AFn, = TNdefepl /Vhs and to the free energy per area of the compound polymer/membrane
system

AFn,

= 2sM?+
8 A

(9.18)

SN
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Figure 9.2: Polymer solution: The integrated membrane curvature versus the inverse extrapolation
length for curvature independent /.., (dashed), and for the correct curvature dependence of L, (solid).

Minimization with respect to the curvature M and insertion of the depletion volume Wep1 as given by
eg. (9.15) finaly leads to the curvature

M

T 1 1,lex
— Do (T + Yoot B, (9.19)

where I’y = Ny / Vs isthe bulk concentration of polymers in the half-space.

In fig. 9.2 we plot both the membrane curvature for curvature independent extrapolation length,
which corresponds to the neglect of Y{'s~)

dept . and for curvature dependent extrapolation length. In both

cases the limit of total desorption is identical. The membrane bends towards the polymer solution.
The curvature in thislimit is

- (9.20)

As one concludes the polymer solution behaves opposite to the case of anchored polymers, where

the membrane bends away from the polymers in the desorption limit. The physical reason is that
the anchor situation is governed by the change in polymer configurational entropy due to bending,
whereas the solution is additionally governed by the difference in the tranglational entropy of each
polymer due to the bending. If the membrane bends towards the solution the volume of the depletion
zone is decreased.

In the limit of strong adsorption the membrane bends away from the polymer solution in order
to increase the adsorption volume above the membrane surface. This bending, in principle, does not
saturate and therefore diverges.

The basic difference between the two cases of curvature dependent and independent ,, occursin
the vicinity of the adsorption/desorption transition. In the curvature independent case, the membrane
bending changes its sign at the adsorption/desorption transition. However, in the curvature dependent

case the sign of the membrane curvature changes aready at avalue of the inverse extrapolation length,
which islarger than zero, R, /1., ~ 1.27.



Chapter 10

Conclusions and Outlook

Membranes, which are decorated by polymers, are perturbed by the presence of the chains. Both
anchored [43, 46] and non-anchored [87] polymers influence the shape, curvature and rigidity of the
membrane. In chapters 2 to 8, we study the influence of anchored polymers on the shape and curvature
of the membrane.

Theinitia partition function of the compound system contains the fluctuating membrane surface
and the fluctuating polymer. In the perturbative calculation presented in chapter 2, the partition func-
tion is expanded in powers of deviations of the local membrane height from the flat reference state.
Since the polymer partition function solves the corresponding Schrodinger-type equation, the degrees
of freedom of the polymer can be integrated out.

In the resulting partition function the polymer part leads to a location-dependent pressure of the
polymer. The polymer pushes the membrane away from it, but pulls at the membrane in the anchor
point. For large distances from the anchor the pressure vanishes exponentially, whereas close to the
anchor it diverges. Since there are no external forces applied on the compound system the polymer
can not provoke a center-of-mass motion, and the integrated pressure vanishes.

The pressure allows us to calculate the explicit shape of the membrane under the influence of the
polymer. Far away from the anchor, the membrane is not affected by the polymer and approaches
a profile of vanishing curvature. Since the polymer interacts with the membrane on a range given
by its end-to-end distance, the membrane is strongly perturbed in the vicinity of the anchor point.
The resulting shape is a cone and consequently leads to a sharp bend with diverging curvature in
the anchor point. However, the integrated (spontaneous) curvature of the membrane is finite. The
shape for large distances is a catenoid, which does not contribute to the integral anymore [54]. The
integrated curvature of the membrane is directly proportional to the average perpendicular distance of
the polymer-end-point in the half-space.

In order to check whether the perturbative approach isjustified, we perform extensive Monte Carlo
simulations which are compared with the analytic predictions in chapter 3, especially the membrane
shape profile. In order to avoid the influence due to the periodic boundary conditions, the lateral size
of the membrane is chosen large compared to the polymer end-to-end distance. Furthermore, the
membrane is confined by a harmonic potential. The simulation results depend on both the polymer
and the membrane discretization. The continuum limit is approached for finer discretizations.

Since our perturbative approach extends to linear order, the effect of several anchored poly-
mers is given by superposition of the single polymer effects. Therefore, the curvature due to poly-
mer/membrane interaction is proportiona to the surface coverage density of polymers. In chapter
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4, we aso consider the effect of polymer/polymer interactions. The membrane-induced pairwise
interaction between polymers is attractive. However, the attraction takes place in arange where poly-
mers intersect. Therefore, steric repulsion of the polymers is dominant and the attraction can be
neglected [54]. The repulsive polymer/polymer interaction leads to a curvature contribution which
is quadratic in the coverage density. The predictions on the membrane curvature are compared with
experiments, in which vesicles are covered by anchored polymers [74]. For small coverage densities,
one expects a regime dominated by the polymer/membrane interaction, whereas for larger densities
the polymer/polymer interaction becomes dominant.

The above method is generalized to polymers, which are anchored with both ends, and to polymers
which translocate the membrane. In thefirst situation, the polymer acts effectively asasingle anchored
polymer, if the anchors are close together. For large distances, the polymer acts as a spring, pulling
the membrane upwards. A polymer with freely diffusing anchors does not induce curvature on the
membrane.

The translocation of a polymer is interesting from a biological point of view since it deals with
the problem of DNA passing through the cell membrane. We consider the effect on the shape during
the tranglocation, given by superposition of oppositely anchored polymers of different length. Conse-
quently, if half of the polymer has passed the membrane, the average profile isflat.

Application of lateral forces on the membrane leads to an additional tension contribution in the
membrane Hamiltonian. The tension term changes the behavior of the membrane from the limiting
case of the catenoid for large anchor distances to the case of an exponentially decaying, finally flat
profile. Perpendicular forces which are applied to the polymer end point, lead to a change in the
polymer configuration and to corrections of the membrane profile.

The adsorption of anchored polymers due to short-range interactions is studied in chapters 7 and
8. First, a pure contact potential is considered. The adsorption leads to a decrease in the entropically
induced initial membrane curvature. Theintegrated curvature asafunction of the inverse extrapolation
length ismonotonic and vanishesin the limit of strong adsorption, where the average membrane shape
is flat. The polymer which islocated directly on the membrane surface can not exert any pressure in
this limit. Only in the case of non-vanishing anchor distances, the polymer induces a membrane
bending towards it in the limit of strong adsorption. The result shows that it is necessary to take into
account the curvature dependence of the extrapolation length. Furthermore, a square-well potentia is
considered, which leads to corrections to the contact potential. In general, the finite potential range
increases the membrane curvature, especially for strong adsorption, where the polymer can still move
in the well above the membrane surface. In the limit of large potential ranges, one always recovers
the limit of total desorption, since the polymer of finite size is not affected by the potential gradient
anymore. The results are in good agreement with corresponding Monte Carlo simulations [92].

Inthefina chapter 9 we consider free polymers in solution above the membrane. The curvature of
the membrane is now governed by both the translational and configurational entropy of the polymers
and not, as in the anchored case, only by the configurational entropy compared to the flat geometry.
In case of desorbed polymers in solution, the membrane curves towards the polymers [87], since the
depletion volume, in which the polymers cannot enter, is decreased. In the limit of strong adsorption,
the membrane bends away from the polymers in order to increase the volume in which the polymers
can adsorb on the surface.

Future work will consider more realistic potentials, especialy the effect of long-range interaction,
in which the interaction energy isintegrated over the whole membrane surface. In addition, the effect
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of excluded volume in the polymer can be considered perturbatively, which might lead to an increase
of the induced membrane curvature, since the polymer size is increased and the integrated curvature
is proportional to the end-to-end distance of the polymer. It is furthermore of major importance to
compare the theoretical predictions with experiments, in which polymers are anchored to vesicles.
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Appendix A

Schrodinger-type Equation

Here, we derive the Schrodinger-type equation for the polymer chain, which actually correspondsto a
diffusion problem, starting from the polymer Hamiltonian with an external potential V' acting on each
monomer. For simplicity, but sufficient for our needs, we restrict the derivation to the z-direction. The

Hamiltonian reads
1 3 /dz\? V(2)
= T |— | — ; A.l
" /ods [2Rg (ds> tr (A-1)

Theinternal length of the polymer corresponds to the timein this diffusion process. We now discretize
the Hamiltonian and end up with

i) — 2\ S; 2 Z\ 85
H, = ZAST lzzg (Z(Sz) As( z+1)> N V( (Tz+1))] (A2)

which we can rewrite into

Ha = TZAsH(z(si),z(siH)). (A.3)

The probability of the segment (¢ + 1) being located at position z given the condition that segment 4
islocated at position 2 is now

V3
V2R,
V(2)

T

Z(z|si11) = /dz' exp (—AsH(Z',2)) Z(Z'|s;)

) /dz' \/_2L1?;p exp (—ﬁ(z' — z)2> Z(Z']si) . (A4)

The exponential in thisintegral is called transfer matrix. Expanding Z(£|s;) around z yields

= exp (—As

Z(Z']s;) = exp [(z' - z)(%] Z(z|s;) - (A.5)

Substituting z = (' — z) wefind

|4 _ V3 3 22 _0
Z(z|si+1) = exp (—As ;Z)>/dz V2R, exp (—E;—%—i—z&) Z(z|si) - (A.6)
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If one solves the integral one ends up with

Z(z|siy1) = exp (—ASV;Z)) (Wﬁs)lﬂ exp (A ?gaa—) Z(z|s;) . (A7)

The next step is to expand the exponentials in powers of As up to first order. We neglect the term
(wAs/2)/? which leads to a shift in the origin and scale of the free energy and does not change the
final result. The expansion yields

R2 2
Z(2|si41) = (1 — ASV;) 575 882> Z(z|s;) - (A.8)

In the limit of As — 0 we find the Schrodinger-type eguation

A~

0Z(z|s) H
= ——Z A.
o 729 (A9
with the Hamilton operator
. R? 92
B - v -1 (A.10)



Appendix B

Limiting Behavior of Bessel Functions

In this chapter, we summarize the behavior of some Bessel functions and Bessel related functions
which we use in the main part[55, 57, 104].

For small arguments, the series expansions of the Bessel function of the first kind .J(z) and the
modified Bessel function I,(z) are given by

I(z) = @)22% (B.1)
In particular one has
To(z) = 1—%z2+0(z4),
h(x) = 1432 +0()  an
L(z) = §+1—16z3+0(z5). (B.2)

The asymptotic expansions for large arguments yield

Ju(z) ~ \/g (cos(z - %mr - iw)) (B.3)

L(z) ~ &2 (1 it 0(2—2)> . (B.4)

and

The Thomson functions ker and kel are related to the modified Bessel function K via
ker(z) + ikei(z) = Ko(2V4) . (B.5)

For small arguments the series expansion of kei leads to

2

kei(z) = O (1—’y+ln (%)) + o@Y (B.6)

99



100 APPENDIX B. LIMITING BEHAVIOR OF BESSEL FUNCTIONS

where v is Euler’s constant.
The asymptotics of kei for large argument are given by

kei(z) ~ \/gexp (—%) sin (—% - g) . (B.7)



Appendix C

Inverse Laplace Transformation

The inverse Laplace transform is given by the complex integral

1 n+i00
Z(20,2]8) = — / dt exp(st)G(zo,z[t) . (C1
271 Jy—ico

Note that it is important to introduce a positive n in order to ensure that the initial Laplace transfor-
mation, defined in 7.16, is a convergent integration. In fact, one obtains the final result in the limit
n 0.

The method, which we use for the solutions of the adsorption in a contact potential and in the
square well potential, is easily demonstrated for the Greens function of the polymer in free space, as

given by G(zo, 2|t) = v/6/2V/tR, - exp(—/6t(z — 29)/R,). The corresponding partition function is

.1 T V6 V6
Z(z0,2|8) = TlgréoZ—m[ZT dt exp(st)m exp (—\/Z(Z—Zo)R—p> . (C2
Substituting ¥ = v/t leads to
1 (T(1+)
Zr(z0,2|8) = —/ dt'exp(st'z)ﬁexp —t'(z—zo)@ (C3
27t J1(1-13) Ry Ry

where we used the correct definition of the square root in the complex plane. The resulting shift in the
integration path is depicted in figure C.1. Substitution of 7 = 4¢ and neglecting the imaginary shift in
the exponent (Goursats lemma[105]) yields

1 3 (z— 20)? ,/T .
Zr(20,2|8) = 5, CXP ( 2 B2 (1—1) ; dr exp(2isT*)
T
+(1 —|—z)/ dr eXp(—2i3T2)] . (C4)
0
Using the relations
(1+ z)/ dz exp(Fiz?) = \/g (C5)
0
weinthelimit T — oo end up with
3 1 3 (z—2)?
: — S exp (2B _
(20, 2l3) 2ms Ry P ( 2s R2 (C6)
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Im[t] Im[f] |
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Figure C.1: The shift of the integration path in the complex plane as used in the inverse Laplace
transformation.

In the same formalism it is easy to show that the inverse Laplace transform of G,s(zo,2|t) =
V6/R,\/t - sin(v/6t z/R,) sin(v/6t z/R,,) leads to the half-space partition function

/ zZ — Z 2 z Z 2
Zhs Z(),Z| R ( (28 R20) ) — eXp (%%)) . (C7)
P



Appendix D

List of important symbols

am, membrane discretization

ap Kuhn length

A area

Agn area per anchor molecule

AM integrated membrane curvature
bo second viria coefficient

C correlation function

E, discrete energy levels

F external force

F free energy

G(zp,z|t) polymer Greens function with energy —t
G Gaussian curvature

~v(z) generating field

Iy bulk concentration of polymers

r, polymer coverage density on the membrane
Home membrane Hamiltonian

Hp polymer Hamiltonian

k wavenumber of the Greens function outside the potential range
K membrane kernel

K bending rigidity

Kka Gaussian bending rigidity

[ membrane height

L lateral membrane size

lex extrapolation length

lime membrane thickness

A fugacity

M mean curvature

7 chemical potential

N monomer number of the polymer

Ny number of polymers

P polymer pressure

103



104

=R
—

V)
~

ER

<
(39

N M3 D

g < <¥

8 g
—~~
&
I
~

N
}_:

APPENDIX D. LIST OF IMPORTANT SYMBOLS

wavenumber of the Greens function inside the potential range

spacia position of monomer s

curvature radius

polymer end-to-end distance

vesicle radius

internal (contour) length of the polymer

entropy of the polymer

membrane surface tension

negative energy —E (notational convenience)
absolute temperature (generally in energy units)
harmonic potential parameter

interaction potential between polymer and membrane
volume

depth of the square well potential

polymer segment density

lateral directions z, xo

parallel membrane correlation length

perpendicular membrane correlation length (roughness)
perpendicular direction

range of the square well potential

polymer partition function

free polymer partition function

half-space polymer partition function

polymer partition function in the lateral directions
polymer partition function in the perpendicular direction
membrane partition function

grand canonical partition function



Bibliography

[1]

[2]

3]
[4]

[5]

[6]

[7]

(8]

[9]

[10]

[11]

[12]

[13]

[14]

B. Alberts, D. Bray, J. Lewis, M. Raff, K. Roberts, and J.-D. Watson. Molecular biology of the
cell. Garland Publishing, New York, 1994.

B. Alberts, D. Bray, A. Johnson, J. Lewis, M. Raff, K. Roberts, and P. Walter. Essential cell
biology. Garland Publishing, Inc., New York, London, 1998.

W. Hoppe, W. Lohmann, H. Markl, and H. Ziegler. Biophysics. Springer, Berlin, 1983.

J. Darnell, H. Lodish, and D. Baltimore. Molecular cell biology. Scientific American Books,
New York, 1990.

C. Tanford. The hydrophobic effect: formation of micelles and biological membranes. Krieger
Pulb. Comp., Malabar, 1991.

E. Egberts and H.J.C. Berendsen. Molecular-dynamics simulation of a smectic liquid-crystal
with atomic detail. J. Chem. Phys, 89:3718, 1988.

H.E. Alper, D. Bassolino, and T.R. Stouch. Computer-simulation of a phospholipid monolayer-
water system - the influence of long-range forces on water-structure and dynamics. J. Chem.
Phys, 98:9798, 1993.

R. Goetz and R. Lipowsky. Computer simulations of bilayer membranes. Self-assembly and
interfacial tension. J. Chem. Phys., 108:7397, 1998.

R. Goetz, G. Gompper, and R. Lipowsky. Maobility and elasticity of self-assembled membranes.
Phys. Rev. Lett., 82:221, 1999.

D. Chiras. Human biology. Jones and Bartlett Pub., 1999.

G. Decher, E. Kuchinka, H. Ringsdorf, J. Venzmer, D. Bitter-Suermann, and C. Weisger-
ber. Interaction of amphiphilic polymers with model membranes. Angew. Makromol. Chem.,
166/167:71, 1989.

J. Simon, M. Kithner, H. Ringsdorf, and E. Sackmann. Polymer-induced shape changes and
capping in giant liposomes. Chem. Phys. Lipids, 76:241, 1995.

V. Frette, 1. Tsafrir, M.-A. Guedeau-Boudeville, L. Jdullien, D. Kandel, and J. Stavans. Coiling
of cylindrical membrane stacks with anchored polymers. Phys. Rev. Lett., 83:2465, 1999.

B. Jakabs, T. Sottmann, R. Strey, J. Allgaier, L. Willner, and D. Richter. Amphiphilic block
copolymers as efficiency boosters for microemulsions. Langmuir, 15:6707, 1999.

105



106

[15]

[16]

[17]

[18]

[19]
[20]

[21]

[22]

[23]

[24]
[25]

[26]
[27]

[28]

[29]

[30]

[31]

[32]

[33]

BIBLIOGRAPHY
R. Lipowsky. Flexible membranes with anchored polymers. Colloids Surfaces A: Physicochem.
Eng. Aspects, 128:255, 1997.
R. Lipowsky. Vesicles and biomembranes. Encycl. Appl. Phys., 23:199, 1998.

D.D. Lasic. Applications of liposomes. In: R. Lipowsky and E. Sackmann, Structure and
dynamics of membranes - from cells to vesicles, volume 1A of Handbook of biological physics,
pp. 491-520. Elsevier, Amsterdam, 1994.

M.C. Woodle and D.D. Lasic. Stericaly stabilized liposomes. Biochim. Biophys. Acta,
1113:171, 1992.

T.M. Allen. Liposomal drug delivery. Curr. Opin. Coll. Int. Sci., 1:645, 1996.

G. Blume and G. Cevc. Liposomes for the sustained drug release in vivo. Biophys. Acta,
1029:91, 1990.

A.K. Kenworthy, S.A. Simon, and T.J. McIntosh. Structure and phase behavior of lipid sus-
pensions containing phospholidids with covalently attached poly(ethylene glycol). Biophys. J.,
68:1903, 1995.

D.D. Lasic and D. Papahadjopoulos. Liposomes revisited. Science, 267:1275, 1995.
R. Dimova. private communication.
R. Lipowsky. The conformation of membranes. Nature (London), 349:475, 1991.

R. Lipowsky and E. Sackmann. Sructure and dynamics of membranes. Elsevier, Amsterdam,
1995.

M. Shinitzky. Biomembranes. VCH Verlagsgesellschaft, Weinheim, 1993.

M. P. do Carmo. Differential geometry of curves and surfaces. Prentice-Hall, New Jersey,
1976.

PM. Chaikin and T.C. Lubensky. Principles of condensed matter physics. Cambridge Univer-
sity Press, Cambridge, 1995.

W. Helfrich. Elastic properties of lipid bilayers: Theory and possible experiments. Z. Natur-
forsch. C, 28:693, 1973.

M. Spivak. A comprehensive introduction to differential geometry I-IV. Publish or Perish,
Houston, 1979.

H.-G. Dobereiner. Fluctuating vesicle shapes. In: PL. Luigi and P. Walde: Giant vesicles. John
Wiley and Sons Ltd., 2000.

U. Seifert, K. Berndl, and R. Lipowsky. Shape transformations of vesicles. Phase diagrams for
spontaneous-curvature and bilayer-coupling models. Phys. Rev. A, 44:1182, 1991.

K. Berndl, J. Kés, R. Lipowsky, E. Sackmann, and U. Seifert. Shape transformations of giant
vesicles: Extreme sensitivity to bilayer asymmetry. Europhys. Lett., 13:659, 1990.



BIBLIOGRAPHY 107

[34] H.-G. Dobereiner, E. Evans, M. Kraus, U. Seifert, and M. Wortis. Mapping vesicle shapes into
the phase diagram: A comparison of experiment and theory. Phys. Rev. E, 55:4458, 1997.

[35] L. Miao, U. Seifert, M. Wortis, and H.-G. Dobereiner. Budding transitions of fluid-bilayer
vesicles: the effect of area-difference elasticity. Phys. Rev. E, 49:5389, 1994.

[36] W. Wintz, H.-G. Dobereiner, and U. Seifert. Starfish vesicles. Europhys. Lett., 33:403, 1996.
[37] M. Doi. Introduction to polymer physics. Clarendon Press, Oxford, 1996.

[38] M. Doi and S.F. Edwards. The theory of polymer dynamics. Oxford Science Publication,
Oxford, 86.

[39] G.R. Strabl. The physics of polymers. Springer, Berlin, 1997.
[40] PJ. Flory. Principles of polymer chemistry. Cornell University Press, Ithaka, 1971.

[41] J. desCloizeaux. Polymersin solution: their modelling and structure. Clarendon Press, Oxford,
1990.

[42] K. Binder. Critical behaviour at surfacesin: Phase transitions and critical phenomena, val. 8.
Academic Press, New York, 1983.

[43] R.Lipowsky. Bending of membranes by anchored polymers. Europhys. Lett., 30:197, 1995.

[44] C. Hiergeist, V. Indrani, and R. Lipowsky. Membranes with anchored polymers at the adsorp-
tion transition. Europhys. Lett., 36:491, 1996.

[45] C. M. Marques and J. B. Fournier. Deviatoric spontaneous curvature of lipid membranes in-
duced by siamese macromolecular cosurfactants. Europhys. Lett., 35:361, 1996.

[46] C.Hiergeist and R. Lipowsky. Elastic properties of polymer-decorated membranes. J. Phys. |1
France, 6:1465, 1996.

[47] P.G. de Gennes and C. Taupin. Microemulsions and the flexibility of oil-water interfaces. J.
Phys. Chem. US, 86:2294, 1982.

[48] W. Héelfrich. Effect of thermal undulations on therigidity of fluid membranes and interfaces. J.
Phys. Paris, 46:1263, 1985.

[49] L. Peliti and S. Leibler. Effects of thermal fluctuations on systems with small surface tension.
Phys. Rev. Lett., 54:1690, 1985.

[50] H.Cardaw and J. Jaeger. Conduction of heat in solids. Oxford at the Clarendon Press, Oxford,
1959.

[51] Y.Lepingand A. Caillé. The configuration of apolymer chain interacting with aplane interface.
Can. J. Phys., 56:403, 1978.

[52] A. Silberberg. The adsorption of flexible macromolecules. part i. the isolated macromolecule
at aplaneinterface. J. Phys. Chem., 66:1872, 1962.



108 BIBLIOGRAPHY
[53] E.A. diMarzio. Proper accounting of conformations of a polymer near a surface. J. Chem.
Phys., 42:2101, 1965.

[54] M. Breidenich, R. R. Netz, and R. Lipowsky. The shape of polymer-decorated membranes.
Europhys. Lett., 49:431, 2000.

[55] M. Abramowitz and I. A. Stegun. Handbook of mathematical functions. Dover Publications,
Inc., New York, 1972.

[56] Mathematica, Wolfram Research Inc., 100 Trade Center Drive Champaign, IL 61820-7237,
USA.

[57] I. S. Gradshteyn and |. M. Ryzhik. Table of integrals, series and products. Academic Press,
London, 1994.

[58] D. Needham, K. Hristova, T. Mclntosh, and D. Lasic. Repulsive interactions and mechanical
stability of polymer-grafted lipid membranes. Biochim. Biophys. Acta, 1108:40, 1992.

[59] K.Hristovaand D. Needham. Theinfluence of polymer-grafted lipids on the physical properties
of lipid bilayers: A theoretical study. J. Coll. Interf. Sci., 168:302, 1994.

[60] S.T. Milner. Polymer brushes. Science, 251:905, 1991.

[61] S.T. Milner, T.A. Witten, and M.E. Cates. Theory of the grafted polymer brush. Macro-
molecules, 21:2610, 1988.

[62] JM.H.C. Scheutjens and G.J. Fleer. Statistical theory of the adsorption of interacting chain
molecules. 1. partition-function, segment density distribution, and adsorption-isotherms. J.
Phys. Chem., 83:1619, 1979.

[63] R.R. Netz and M. Schick. Polymer brushes. From self-consistent field theory to classica
theory. Macromolecules, 31:5105, 1998.

[64] W. Helfrich. Hats and saddles in lipid membranes. Liquid Crystals, 5:1647, 1989.

[65] W. Helfrich. Flexibility and roughness of mixed and partially polymerized bilayers in terms of
the hat model and local bending frustration. J. Phys. || France, 4:1427, 1994.

[66] R. Golestrian, M. Goulian, and M. Kardar. Fluctuation-induced interactions between rods on
membranes and interfaces. Europhys. Lett., 33:241, 1996.

[67] R. Holzlohner and M. Schoen. Attractive forces between anisotropic inclusions in the mem-
brane of avesicle. Eur. Phys. J. B, 12:413, 1999.

[68] N.Dan, P. Pincus, and S.A. Safran. Membrane-induced interactions between inclusions. Lang-
muir, 9:2768, 1993.

[69] R. Bruinsma, M. Goulian, and P. Pincus. Self-assembly of membrane junctions. Biophys. J.,
67:746, 1994.

[70] J.B. Fournier. Nontopological saddle-splay and curvature instabilities from anisotropic mem-
brane inclusions. Phys. Rev. Lett., 76:4436, 1996.



BIBLIOGRAPHY 109

[71]

[72]
[73]

[74]

[75]

[76]

[77]
[78]

[79]

[80]

[81]

[82]
[83]
[84]

[85]

[86]

[87]

[88]

[89]

R.R. Netz and P. Pincus. Inhomogeneous fluid membranes: Segregation, ordering, and effective
rigidity. Phys. Rev. E, 52:4114, 1995.

R. R. Netz. Inclusions in fluctuating membranes. exact results. J. Phys. | France, 7:833, 1997.

K. Hristova and D. Needham. Influence of bilayer fluctuations on the steric interactions be-
tween polymer-grafted bilayers. Liquid Crystals, 18:423, 1995.

H.-G. Dobereiner, A. Lehmann, W. Goedel, O. Selchow, and R. Lipowsky. Membrane curvature
induced by sugar and polymer solutions. Mat. Res. Soc. Symp. Proc., 489:101, 1998.

C. Hiergeist. Elastische Eigenschaften Polymer-dekorierter Membranen. Dissertation, Univer-
sitat Potsdam, 1997.

R. Lipowsky, H.-G. Dobereiner, C. Hiergeist, and V. Indrani. Membrane curvature induced by
polymers and colloids. Physica A, 249:536, 1998.

P.G. de Gennes. Problems of DNA entry into acell. Physica A, 1-2:1, 1999.

P.G. de Gennes. Passive entry of a DNA molecule into a small pore. Proc. Natl. Acad. <ci.
USA, 13:7262, 1999.

P.J. Park and W. Sung. Polymer release out of a spherical vesicle through a pore. Phys. Rev. E,
57:730, 1998.

M. Muthukumar. Polymer translocation through ahole. J. Chem. Phys., 111:10371, 1999.

J.J. Kasianowicz, E. Brandin and. D. Branton, and D.W. Deamer. Characterization of individual
polynucleotide molecules using a membrane channel. Proc. Natl. Acad. Sci. USA, 93:13770,
1996.

Maple, Waterloo Mapple Inc., 57 Erb Street W., Waterloo, Ontario, N2L6C2, Canada.
E. Eisenriegler. Polymers near surfaces. World Scientific, Singapore, 1993.

E. Eisenriegler, K. Kremer, and K. Binder. Adsorption of polymer chains at surfaces. scaling
and Monte Carlo analyses. J. Chem. Phys., 77:6296, 1982.

P. G. de Gennes. Scaling concepts in polymer physics. Cornell University Press, Ithaca, 1979.

A.N. Semenov, J.-F. Joanny, and A. Johner. Polymer adsorption: mean field theory and ground
state dominance approximation. In: A. Grosberg: Theoretical and mathematical models in
polymer research. Academic Press, Boston, 1998.

E. Eisenriegler, A. Hanke, and S. Dietrich. Polymers interacting with spherical and rodlike
particles. Phys. Rev. E, 54:1134, 1996.

R. Podgornik. Polymer-boundary surface interactions and bilayer curvature elasticity. Euro-
phys. Lett., 21:245, 1993.

D. Duffy. Solving partial differential equations. CRC Press, Boca Raton, 1994.



110

[90]

[91]
[92]

[93]

[94]

[95]

[96]

[97]

[98]
[99]

[100]

[101]

[102]
[103]

[104]

[105]

BIBLIOGRAPHY

V. 1. Smirnov. Hohere Mathematik (1V). Deutsch, Harri, Verlag GmbH, Thun und Frankfurt/M.,
1988.
P.G. de Gennes. Rep. Prog. Phys., 32:187, 1969.

M. Breidenich, R. R. Netz, and R. Lipowsky. Adsorption of polymer anchored on membranes.
in preparation.

R. C. Ball, M. Blunt, and W. Barford. Can surface bound states be induced by interfacial
roughness? J. Phys. A: Math. Gen., 22:2587, 1989.

R. Podgornik. Surface polymer network model and effective membrane curvature elasticity.
Phys. Rev. E, 51:3368, 1995.

E. Eisenriegler. Polymers interacting with mesoscopic particles. J. Phys.: Condens. Matter,
12:A227, 2000.

F. Clement and J.-F. Joanny. Curvature elasticity of an adsorbed polymer layer. J. Phys. Il
France, 7:973, 1997.

Y.M. Kimand W. Sung. Vesicular budding induced by along and flexible polymer. Europhys.
Lett., 47:292, 1999.

P.G. de Gennes. I nteractions between polymers and surfactants. J. Phys. Chem., 94:8407, 1990.

T. Garel, M. Kardar, and H. Orland. Adsorption of polymers on afluctuating surface. Europhys.
Lett., 29:303, 1995.

J. T. Brooks, C. M. Marques, and M. E. Cates. Role of adsorbed polymer in bilayer elasticity.
Europhys. Lett., 14:713, 1991.

J. T. Brooks, C. M. Marques, and M. E. Cates. The effect of adsorbed polymer on the elastic
moduli of surfactant bilayers. J. Phys. 11, 1:673, 1991.

M. Laradji. Polymer adsorption on fluctuating surfaces. Europhys. Lett., 47:694, 1999.

R. Lipowsky and H.-G. Dobereiner. Vesicles in contact with nanoparticles and colloids. Euro-
phys. Lett., 43:219, 1998.

G.N. Watson. A treatise on the theory of Bessel functions. Cambridge University Press, Cam-
bridge, 1995.

R. Remmert. Funktionentheorie. Springer, Berlin, 1992.






Herrn Prof. Lipowsky danke ich fir die interessante und vielschichtige Problemstellung, deren
interdisziplinarer Charakter anregend war, zugleich Anlass bot fir zahl- und lehrreiche Diskussionen.

Herrn Netz danke ich fr stets offene Ohren und Gesprache zum Thema, die mich weitergebracht
haben.

Meinen Gutachtern Prof. Lipowsky, Prof. Eisenriegler und Prof. Vilgis danke ich fur ihre Arbeit
und ihr Urtell.

Dank an die Mitarbeiter des Instituts, aktive wie ehemalige, die auf verschiedene Weise zu dieser
Arbeit beigetragen haben: Félix Csaika, Rumiana Dimova, Hans-Gunter Dobereiner, Willi Fenzl,
Prof. Gerhard Gompper, Karl-Kuno Kunze, André Moreira, Paul van der Schoot, Christian Seidel,
Udo Seifert, Julian Shillcock und Thomas Weikl.



	Titelblatt
	Zusammenfassung
	Contents
	1 Introduction
	1.1 Biomembranes and biomimetic systems
	1.2 Lipid bilayers
	1.3 Introductory remarks to polymers
	1.4 Anchored polymer
	1.5 Overview

	2 Anchored Polymers: Perturbative Approach
	2.1 Parameterization of the system
	2.1.1 Membrane
	2.1.2 Polymer
	2.1.3 Compound system

	2.2 Perturbative calculation
	2.3 Polymer shape
	2.4 Polymer pressure
	2.5 Membrane shape profile
	2.5.1 Membrane in a confining potential
	2.5.2 Free membrane
	2.5.3 Polymer covered membranes


	3 Anchored Polymers: Monte Carlo Simulation
	3.1 Simulation method
	3.2 Theoretical background
	3.2.1 Gaussian membranes

	3.3 Comparison with the perturbative calculation

	4 Polymer Interaction and Experiments
	4.1 Interaction energy of anchored polymers
	4.2 Experimental investigations

	5 Different Anchoring Geometries
	5.1 Polymer anchored with both ends
	5.2 Polymer passing through a membrane

	6 External Force Fields
	6.1 Membranes under surface tension
	6.2 Locally applied forces
	6.2.1 Membrane
	6.2.2 Polymer end point


	7 Adsorbed Polymers: Contact Potential
	7.1 Interaction potential
	7.1.1 Spatial dependence of interaction potential

	7.2 Solution of the Schrödinger-type equation
	7.3 Membrane curvature induced by adsorbed polymers
	7.3.1 Adsorption/desorption transition
	7.3.2 Total adsorption

	7.4 Polymers with non-vanishing anchor distance

	8 Adsorbed Polymers: Square Well Potential
	8.1 General solution
	8.2 Limit of total desorption
	8.3 Behavior at the adsorption/desorption transition
	8.4 Limit of total adsorption
	8.4.1 Bound states for large potential range zV

	8.5 Comparison with Monte Carlo simulations

	9 Membranes Exposed to Polymer Solutions
	10 Conclusions and Outlook
	A Schrödinger-type Equation
	B Limiting Behavior of Bessel Functions
	C Inverse Laplace Transformation
	D List of important symbols
	Bibliography
	Danksagung

