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Abstract

Microemulsions are objects of chemical physics with great theoretical and
practical importance. They consist of curved monomolecular fluid films of
amphiphiles in the nano range, which separate oil from water. One way of
understanding the variety of shapes and phases is the application of the
continuum mechanical theory of surfaces with bending stiffness. The present
monograph tries to give a comprehensive treatment within the framework of
full non-linearity in the spirit of rational mechanics. Incorporated are bending
and stretching of the film, the monomeric solubility of the amphiphile within
the bulk fluids, and the influence of the pressures in the cavities. While the
experimentally confirmed three-phase coexistence of a microemulsion with an
oil and a water excess cannot be explained on the basis of a linear bending
elasticity approach, the nonlinear setting can predict this phenomenon. In a
former paper, this has already been shown on the basis of a phenomenological
ad hoc assumption, which allows symmetry breaking. In the present study, it
is proved that a possible explanation is the existence of a state of prestress
within the amphiphilic film.
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Preface

The reader may be surprised that an engineer is engaged in a topic from
chemical physics. In 1998, Oliver Lade, at that time occupied with his thesis|8]
on amphiphiles at the University of Cologne, pointed out to me, that the
behaviour of microemulsions had recently been understood to be governed
by the bending elasticity of monomolecular amphiphilic films (Gompper and
Schick|[2], Strey[17]). As I had been involved since decades in the mechanics
of structures, where bending plays a central role, I became interested in this
field of chemical research.

Soon I realized that the statics of such a fluid film differs markedly from
that of the solid shells of engineering (pressure vessels, concrete domes) ([6]).
Oliver Lade and I exploited the idea of symmetry breaking of the bending
energy density function, originating in [9], and succeeded in explaining the
occurence of an X point in phase maps of microemulsions ([7]).

But these two papers left some questions open:

e How can the monomeric solubility of the amphiphile in oil and water
be incorporated?

e Which is the influence of a stretching of the film in addition to bending?
e How can the pressures in the cavities be obtained?

e Which is the deeper cause of the symmetry breaking, beyond a phe-
nomenological ad hoc assumption?

e Which are the conditions of a coexistence of different structures within
the microemulsion?

e Is it admissible to interpret the spinning drop test on the basis of the
concept of a surface tension although Helfrich already pointed out that
the internal forces of a film are much more copious?

The answer to these questions is the topic of this monograph.

I thank Oliver Lade for helpful comments.
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1 Objectives and Main Results

This monograph tries to bridge the gap between nonlinear continuum me-
chanics and the theory of microemulsions, which is an object of chemical
physics. Therefore, it starts with two separate introductions. The first is in-
tended to communicate the basic facts of microemulsions to researchers in the
field of mechanics. The second seeks to clarify concepts of modern continuum
mechanics to researchers in chemistry. So the investigation is expected to be
of use to scientists of both disciplines.

The list of references is restricted. Useful survey articles, describing ex-
perimental findings and containing extensive bibliographies are [17], [2], [12],
(4], [16], [19].

1.1 Information for the Reader with a Background in
Mechanics

It is well known, that oil and water do not mix. However, the addition of a
sufficient amount of amphiphile gives rise to the formation of a microemul-
sion, which looks homogeneous, at least macroscopically. If the amount of
amphiphile is too small, then a decomposition into two or three separate
phases will be observed: A microemulsion, which is rich of amphiphile, and
above and/or below it excesses of oil and water, respectively, with a rather
low content of amphiphile. Then, the efficiency of the amphiphile is too low,
or otherwise speaking, the amphiphile is to weak to bring all of the oil and
the water together. This phenomenon is also termed emulsification failure.
The macroscopic behaviour is meanwhile well understood on the basis
of various experiments which give insight into the microemulsion on a meso-
scopic level. They reveal that oil and water are separated by a monomolecular
amphiphilic film which may form a variety of structures: lamellae, micelles
as well as bi-continuous surfaces. We will restrict our attention to non-ionic
amphiphiles. Such a film possesses preferred curvatures which are strongly
influenced by the temperature ([17]). It tries to occupy these curvatures
but is constrained by the fact that no structure — except planes, spheres
and cylinders — has constant curvatures everywhere. Moreover, additional
restrictions arise, if there is not enough oil or water to fill the cavities of the
preferred structure so that a less desirable structure must be formed.



The self-assembly of the films is understood by an inspection of the
microscopic level. The molecule chain of the amphiphile consists of a
hydrophilic head (which prefers a water environment) and a hydrophobic tail
(which prefers oil). This double preference gives rise to the name
amphiphile. Therefore, these molecules lie side by side like pencils thus form-
ing a surface which separates oil from water with each end having its preferred
environment, and are therefore also called surfactants.

If we try to describe the mechanics of such a curved film by the theory
of shells, we get unexpected results since the film has the character of a
two-dimensional fluid with bending stiffness.

Of utmost practical importance is the fact that the surface tension of
a plane oil-water interface which is endowed with a surfactant film reaches
ultra-low values in a small temperature range.

Applications of microemulsions can be found in nanotechnology where
use is made of the small structures of the amphiphilic film.

1.2 Information for the Reader with a Background in
Chemical Physics

Although matter consists of atoms and molecules, the continuum approach
has been rather successful in the description of natural phenomena and the
prediction of the behaviour of engineering structures and processes. The
method, dating back to Euler and Cauchy, is applicable to both solid and
fluid matter. While investigations were often based on special constitutive
assumptions, e.g. linear ones, the modern rational mechanics, extended in the
famous encyclopedia article of Truesdell and Noll[18] —cf. also Krawietz[5]—
and resuscitating ideas of Euler, tries to embrace an utmost generality of the
assumptions.

We will apply the continuum approach on three levels. On the macro-
scopic level, the single phases of a mixture of oil, water, and amphiphile are
treated as homogeneous fluids. On the mesoscopic level, the monomolecular
film is considered as a surface endowed with a free energy. The continuum
mechanics of such a surface is well known to engineers ([1],[10]). They discern
surfaces with bending stiffness, called shells, e.g. a pipe made of steel, and
surfaces without bending stiffness, called membranes, e.g. canvas. (While the
monolayers are usually referred to as membranes with bending stiffness in
the literature on microemulsions, this is not in accord with the nomenclature
of mechanics.) In the theory of capillarity, a surface tension is attributed to
the surface of a bulk fluid, and this surface tension is isotropic in contrast to
the membrane forces within a shell or membrane.

It was Helfrich[3] who applied the concepts of shell theory to fluid sur-
faces, especially bilayers. He studied the effects of bending, stretching, and
tilt. Since he was interested in vesicles, he could neglect stretching and tilt



and restrict himself to linear constitutive laws of bending, since the curvatures
are small.

Although his paper is cited frequently, it seems that hardly anyone ever
studied it in detail. So only the quadratic bending energy is extracted and
applied to monolayers. The internal forces of such a layer are then described
by the concept of a surface tension and hence the equilibrium by the mem-
brane equation, also called Laplace equation (mean curvature related to the
pressure difference). In Helfrich’s original paper, however, the correct internal
forces and the correct derivation of the equilibrium conditions can be found.

In this monograph, tilt is disregarded (this corresponds to Bernoulli’s
hypothesis in the theory of beams and Kirchhoff’s hypothesis in the theory
of plates), but bending and stretching are taken into account in a fully non-
linear manner. Therefore, the familiar curvature and saddle-splay moduli do
not appear anywhere.

A very important task is the explanation of the presence of the so-called
X point in the phase diagram which allows a three phase coexistence (mi-
croemulsion, oil excess and water excess simultaneously). This is not possible
within a purely linear mechanical theory, i.e. with a quadratic bending energy.
Nevertheless, explanations have been given, but with the help of additional
features like thermal undulations and statistical models ([11]). It was shown,
however in [7], that an explanation can be found on the basis of a symmetry
breaking which may be introduced by a non-quadratic bending energy.

The radii of curvature of the monolayer are often of the order of mag-
nitude of its thickness. So the film may not be treated as thin, and the
computation of volumes must be done accurately. Therefore, we finally de-
scend to the microscopic level and even apply the continuum approach there,
i.e we consider the film as a thick layer consisting of an infinite number of
sublayers. We assume the existence of plane states of stress and strain within
these sublayers. They give rise to a streching of the middle surface and a
bending of the layer.

It is a common misunderstanding, that each of the sublayers should
have the character of a lateral fluid, i.e. it should possess equal stresses in
all directions of the tangential plane. This is best discussed by temporarily
adopting the molecular model. The idea is correct if the film is actually plane.
Then the molecules will, in the mean, achieve equal distances in all directions,
as is to be expected with a fluid. But consider, e.g. a cylindrical shape of the
film. The upper and lower ends of the molecules have the same distance in
the axial direction. In the circumferential direction, however, the distance of
neighbouring molecules is larger at the upper end and smaller at the lower
end. So the distances are not identical in the axial and the circumferential
directions. If it is conceded that the mutual forces between the molecules are
influenced by their distance, then it is necessary to allow different stresses in
different directions in the continuum model.



There may be doubts wether a continuum treatment is admissible on
the microscopic level, since there is only a limited number of atoms over the
thickness of the layer, which is identical with the length of the molecule of
the amphiphile. Moreover, we only discuss states of rest, although there is
surely a vivid thermal motion of the molecules.

Now, this question can only be answered a posteriori on the basis of the
results. At least we will see that this approach is flexible enough to predict a
symmetry breaking of the mesoscopic bending energy and hence an X point
in the macroscopic phase maps.

It would be desirable, of course, to have a description of mutual interac-
tions of the atoms and to compare its expense and its predictions with those
of the continuum model.

In the following, extensive quantities of the bulk fluids are referred not to
the volume, but to the mass. The reason is, that compressibility is allowed in
order to clarify the role of the pressure. The incompressible case is afterwards
obtained by a limit process.

1.3 Organization of the Investigation

We start in chapter 2 with the mesoscopic approach. The amphiphilic mono-
molecular film is regarded as a curved surface. Only when computing volumes,
we do not ignore the finite thickness h of the film. The total free energy of the
system consists of the elastic energy of bending and stretching of the film, the
energy of the monomeric solution of the amphiphile within oil or water, and
the potential energy of the environmental pressure. We derive the necessary
conditions of a minimum of that free energy and gain insight into the variety
of internal forces and moments within the film. (The details are elaborated
in appendix G.) The classical concept of a surface tension turns out to be
only applicable with plane or nearly plane surfaces. Moreover, we see that
the surface tension is identical neither with the surface energy density nor
with the membrane forces.

In chapter 3, the microscopic approach treats the film as a thick layer.
Not only stress resultants but the stress distribution over the thickness itself
is considered. The development is restricted to the case where the principal
axes of curvature and of the elastic stretch of the middle surface coincide.
(The discussion of the general case is postponed to appendix I.)

Chapter 4 demonstrates the transition from the microscopic to the meso-
scopic level by means of a special constitutive assumption. A quadratic
dependence of the strain energy on the logarithmic strains is postulated
for any layer of the film. Integration over the thickness yields constitutive
relations of the mesoscopic level, which are no longer quadratic. These are
compared with the familiar quadratic form of the bending energy proposed
by Helfrich.



Special surfaces (spheres, cylinders, and triply periodic bi-continuous
structures) are the object of chapter 5. The pressures within the cavities
and the mass fractions of the monomerically solved amphiphile are derived
without assuming any special functional form of the free energy of the film
or of the solutions.

The description of our mixtures is essentially simplified if three assump-
tions are laid down: The plane surfaces which separate different phases are
negligible, the solubility of the amphiphile is identical in small cavities and
in the excess oil or water, and the compressibility of the bulk fluids can be
disregarded. These simplifications, the constitutive assumption of chapter 4
and another assumption on the solubility together are used in chapter 6 in
order to perform the transition from the mesoscopic to the macroscopic level.
Numerical computations allow the construction of phase maps, some of which
possess a characteristic X point. It is shown, that this X point only exists if a
positive prestress of the outer layers of the thick film is incorporated into the
constitutive model, which causes a symmetry breaking. Finally, it is demon-
strated that the coexistence of different types of structures may achieve a
smaller value of the total free energy than each of the structures alone.

The six chapters of the main part of this monograph present all essential
results without making use of tensor arguments.

The detailed development by means of advanced tensor calculus can be
found in the appendices. They contain a short introduction into symbolic
tensor notation, facts from the differential geometry of curved surfaces, the
derivation of the Euler-Lagrangean differential equations of our minimum
problem (in appendix F), the construction of a class of bi-continuous surfaces
(in appendix H), and, last not least, an investigation of the spinning drop
test (in appendix J). There it is explained why, in general, the evaluation of
this test on the basis of the simple concept of a surface tension gives useful
results, although we have pointed out, that the correct description of the
internal forces of a film is much more sophisticated.

1.4 The Main Results

The central messages of this monograph are:

e The internal forces and moments of an amphiphilic monomolecular film
are the same as those of a solid shell. The simple concept of a surface
tension, originating from the theory of capillarity, is not sufficient. That
concept can, however, be used in the treatment of plane or almost plane
surfaces between different phases. The bearing capacity of a fluid film
is much more restricted than that of a solid shell: If external torques
are not present, then tangential forces cannot be applied to a surface
in a relaxed state. Fortunately, this does not cause problems, since the
only loads on the film are the pressures of the bulk fluids.



e The local energy density of an amphiphilic film is not determined by the
local curvatures alone, but depends on the properties of the whole sys-
tem through the chemical potential, which dominates the apportioning
of the amphiphile content to the different subsystems.

e The pressures within the cavities may be related with the monomeric
solubility of the amphiphile.

e A numerical example gives the most important result that the contin-
uum approach on the microscopic level is able to explain a symmetry
breaking on the mesoscopic level and hence the existence of an X point
in the macroscopic phase map. This phenomenon is evoked by a posi-
tive prestress (i.e. a tension) in the outer layers of the thick amphiphilic
film.

Important remark: The results of this investigation are of a theoretical
nature. They give qualitative insight into possible phenomena. A quantitative
adjustment to experimental data of special microemulsions is not included
and should be the object of future activity.



2 The Mesoscopic Approach

2.1 Composition of the Mixture

A mixture of water, oil, and amphiphile gives rise to a microemulsion and
perhaps to oil and water excesses above and below that microemulsion,
respectively. The dominant part of the amphiphile forms a monomolecular
film separating regions of oil and water within the microemulsion and plane
layers separating the microemulsion from the excesses. The rest is solved as
monomers within the oil or the water. We allow that different film structures
coexist. The structure with the number k is assumed to be composed of ny
identical cells (e.g. single spheres, single cylinders or the elementary unit from
which a triply periodic surface is built up.) The indices O, W, A, C, E, F will
denote oil, water, amphiphile, cell, excess, and film, respectively.
The masses of oil and water can be decomposed according to

mo =Y mymock +MoE,  Mw = »_mgmwck + mwe (2.1)
k k
into parts which are contained within the cells of the film structures and
others which form the excesses.
The mass of the amphiphile can be decomposed as follows

ma = Z ng (mA,FCk +ma,ock + mA,WCk) + ma,oE + ma wWE + Z w
k j=0,W
(2.2)
The single contributions denote those parts of the amphiphile which form the
film of the cells of some structure, the monomers which are solved in the oil
and the water within these cells or in the oil and the water excess, and that
part which forms the plane layers separating the microemulsion from the oil
and the water excess.
We define the following solution parameters which characterize the mass
fraction of the solution of the amphiphile within the cells of the different
structures

MA,0Ck MA,WCk
kop = ———, kwiy = ——— (2.3)
MoCk MWCk
and within the excesses
MA,OE MA WE
kog = ——, kwg = —— (2.4)
MOE MWE



We denote by p; (j = O, W) the mass density (mass referred to the unit area)
of the plane layers (their area A; is determined by the geometric situation),
and by p the mass density of the curved film (not necessarily constant over
the film). Neither the number of cells ny nor the area of the middle surface
of a cell Ack nor the total area ngAcy of a structure is known a priori.

Equation (2.2) becomes

g = ma—» m (/ pdA+ koxmock + k‘w;:”"bw%)
L Ack

—kogmor — kwgmwe — Z wiA; =0 (2.5)
j=0, W

The free energy F' of the system consists of contributions of the curved film,
of the oil (with solved amphiphile), of the water (with solved amphiphile), of
the plane layers, and of the environmental pressure p.. The total volume of
the system (microemulsion, oil and water excess) is denoted by V.

F=> ng(Frck + Fock + Fwer) + For + Fwe + Y Fj+pV (2.6)
k j=O, W

We introduce the energy density of oil and water as the ratio of the energy
and the mass of the solvent. It depends, of course, on the local values of the
solution parameter and of the pressure. The pressure of the excesses is the
environmental pressure p, while there may be different pressures por and
pwik of the oil and water within the cells.

For = for(kog, pe) MmoE , Fwe = fwe(kwg, Pe) MwE (2.7)

Fock = for(kok, pok) mock Fywer = fwi(kwr, pwe) mwer— (2.8)

We further define the energy densities wo and ww of the plane layers and w
of the curved film as the energy referred to the actual unit area. We assume
that wo and ww depend on the mass densities uo and pw, respectively,
and that w depends on the local mass density p and on the local principal
curvatures ¢; and cz. So one aspect of w is that of a bending energy.

Fj = wj(uj) Aj 5 FFCk = / w(ch Ca, M) dA (29)
Ack

Introduction into (2.6) yields



F = an(/A w(ey, co, p) dA
k Ck

+for(kok, por) mock + fwik(kwk, Pwk) mWCk)

+for(koE, pe) mok + fwe(kwE, pe) mwe + Z wi(p;) Aj + peV
j=O.W
(2.10)

2.2 Computation of Volumes

Let us consider a bi-continuous structure or spheres or cylinders which con-
tain oil. Moreover, let oo and gs denote the mass density (mass per unit
volume) of the oil and the monomeric amphiphile within it, respectively.
These densities depend on the oil pressure within the cell. Then, with (2.3),
we obtain the following relation between the volume Voo of the cavity and
the mass mocy of the enclosed oil.

1 k
Voor = Mmock + MA,OCk _ < n Ok >mOCk (2.11)
oo(por)  oa(por) oo(por)  oa(por)

With the abbreviation

1 kok

VOk = + 2.12
oo(por)  oa(por) (2.12)
we arrive at
Vock = vok mock (2.13)
Introducing this into (2.1) we obtain the mass of the oil excess
MOE = Mo — anUS;VOCk (2.14)
k
In a similar manner, we define
1 k
VoE + o (2.15)

~ 00(pe) | oalpe)

and arrive at a relation between the mass and the volume of the oil excess
Vor = vormor (2.16)

If O is replaced by W everywhere, then the corresponding formulae for water
arise.



The volume of the film material (of thickness h) of one cell amounts to

3
VFCk = / (h + Clcgh) dA (217)
Ach 12

according to equation (D.11) in appendix D.
The total volume of the system is

V=> m (VFCk + Vock + VWCk) +Vor+Vwe + Y hA;  (218)
k j=0,W

or

hS
VvV = ng / (h+0102) dA

k
+(1 — vorvgs) Voor + (1 — 'UWE'lek)VWCk>

+vogmo + vwgmw + Z hA; (2.19)
j=0, W

Introducing this and (2.14) into (2.10) we obtain

h3
F = g o — A
nk(/ACk <w(cl,02,,u)+p <h—|—610212>) d

k

+(f0k(k0k,p0k) — for(koE; pe) + pe (vor — UOE))UaiVOCk

+(fWk:(ka:7ka) — fwe(kwe, Pe) + pe (Vwi — UWE))U\;VlkVWCk>

+(for(kor, Pe) + pevor)mo + (fwe(kwe, Pe) + Pevwr) mw

+ > (wiy) +peh) A, (2.20)
7=0,W

2.3 Elastic Behaviour of the Fluids

We assume the fluids to be elastic. If the mass of the fluid within a cell — say,
oil with solved amphiphile — remains constant and only the volume changes,
then the rate of the free energy of the fluid is equal to the isothermal power

(fOk(kOk,pOk)WOCk) = —porVocr (2.21)

10



and hence, with (2.13),

9 for . duor, .
2——"MOoCk POk = —POk Mock POk (2.22)
Ipok Ipor
or
dfok Ovog, 0 ( 1 kok )
— _ — + 2.23
Opor Pok Opor Pok Opor \ 0o(por)  oa(pok) (2.23)
Integration by parts yields
oo~ [ (5 - k)
, P = - 7Y
ORATOR, FOR »=0 \0o(p) eo(por)
POk 1 1
+kok / < - > dp + for(kok,pokr = 0)
p—0 \oa(p) oa(pok)
(2.24)

which reveals the dependence of the energy on the pressure.

2.4 The Extended Energy

If there is no oil excess, then (2.14) with mog = 0 yields the constraint

ho = mo — anU(S;VOCk =0 (2.25)
k

If there is no water excess then there exists a similar constraint

hw =mw — anv\;/lkvVVCk =0 (226)
k

Moreover, the side condition (2.5) (g = 0) is valid in any case. We multiply
the three conditions with Lagrangean parameters and add them to the free
energy, thus obtaining the extended energy

E=F+ fg+yoho+ywhw (2.27)
In the absence of constraints, we define yo = 0 and/or yw = 0. Otherwise we
have hg = 0, kog = 0, for(kog,Pe) + Pevor = 0, Ao = 0 and/or hw = 0,

kwe =0, fwe(kwg, Pe) + Pevwr = 0, Aw = 0. Since also g = 0 in any case,
the value of E is the same as that of F' for a real system.
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We obtain
3

h
E = n / (wc,c, 4+ pelh + c1c — >dA
zk: k( o (c1,c2,10) ( 1212) fu

+(fozc(/€0k7POk) — for(kor, pe) + pe (Vor — voE)
—f (kok — ko) — yO)UaiVOCk

+(fWk(ka7ka) — fwe(kwe, Pe) + Pe(Vwi — vwE)
—f (kwr — kwe) — yW)lekv\NCk>

+(for(kor, pe) + pevor — f kor)mo
+(fwe(kwe, Pe) + PevwE — f kwr)mw

+ Z (wj(ps) + peh — frij) Aj + fma + yo mo + yw mw
j=O,W

(2.28)

We want to find the minimum of the free energy F' of the system under the
mentioned side conditions. This means that the extended energy E is minimal
with respect to unconstrained variations. Now, we can vary the degrees of
freedom f, kok, kwk, Pok, PWk, Nk, the field p and the shape of the cells,
which determines the fields ¢, co of the principal curvatures, the oil-sided
and water-sided cavity volumes Voo, Vwck, and the area Acg. In the case
of constraints, there are, in addition, the degrees of freedom yo and yw, in
the case of excesses, we have instead kog, kwr and po, pw. If the energy
takes its minimal value then the derivatives of E with respect to the degrees
of fredom and the variation of F under any variation of the unknown fields
must vanish.

2.5 Necessary Conditions of a Minimum

The postulate that the derivatives of E with respect to kor and por must
vanish yields the following two equations for the structure with number k —
note (2.12).

g£0k —f- (fozc(’fozwpow — Jor(kor, pe) = pevor
Ok
1
—f (kOk - kOE) - yo) vor 0a(Por) =0 (2.29)

12



0
8f0k - (fOk(k’OlmpOk) — for(koE,Pe) — PevOE
POk
1 Ovog
- kor — k — —_— =0 2.30
7 (ko = kow) o ) - 51 (2.30)

The last equation together with (2.23) leads to

1
POk = — <f0k(k0k,170k) — foe(kog, pe) — PevOE — f <k0k - kOE) - yo> —

VoK
(2.31)
and insertion into (2.29) gives
dfor POk

- ko, por) + —20k 2.32
! akOk( Ok, POK) oa(por) (2:32)

(2.31) with (2.32), (2.12) and (2.15) implies

_ dfor
yo = for(kowspor) — for(kor;pe) — (kor — ko) Dkor (koks por)

1 kor 1 koR
i (QO(pOk) " QA(pOk)) por— (Qo(pe) - QA(%)) pe  (2.33)

In case of a constraint, the last condition acts as a prescription for the cal-
culation of yo, which shrinks to

9 fok (

yo = fox(kok,por) — kor ==— (kok, por) + _Pok__ (2.34)
Okok

00(por)

If the dimensions of the cells of two structures — which we think num-
bered by k£ = 1 and k = 2 — are of the same order of magnitude, then it will
be reasonable to assume fo1 = foo. If, moreover, the two variables ko and
pok can uniquely be calculated from the two non-linear equations (2.32) and
(2.33), then we must have ko1 = ko2 and po1 = poz2. So the mass fractions
and the pressures within the different structures must be identical. (If, how-
ever, the cells of structure 1 are much smaller than those of structure 2 —
maybe the diameter of its cavities is of the order of magnitude of the length of
the amphiphilic molecule —, then it seems imaginable that fo; differs from
foz2 and so the mass fractions of the amphiphilic monomers and the pressure
may differ between the two structures.)

If an oil excess is present, then the postulate that the derivative of F
with respect to kog must vanish, yields the equation — note (2.15) —

0 k N e
_ Ofor( OE,p)+ j2

! Okor oA (pe)

(2.35)

13



Moreover, we have to put yo = 0, and (2.33) then represents a connexion
between kok, por and kog. If (2.32) and (2.35) are introduced, then this
connexion may be given the form

0
for(kow, por) — kOkTgZ: (kok,Pok) + 79029(103(];)
8fOE DPe
= k o) — k ——(k y Pe 2.
fOE( OE, P, ) OEakOE( OE, P )+ QO(pe) ( 36)

If a plane layer between the microemulsion and the oil excess is present, then

¢ must have
v ¥ o dwo (po)

dpo
Analogous conditions result if O is replaced by W.
The derivatives of F with respect to f and — if there is no excess — to
yo and yw are zero, if the conditions g = 0 and ho = 0, hw = 0 according
to (2.5), (2.25), (2.26) are satisfied.
The sum over k in the extended energy (2.28) may considerably be sim-
plified by means of (2.31) to read

h3
> i / (w(ChC%ﬂ) + pe (h + 61025> - fu) dA
& Ack

—(pok — pe) Vocr — (pwr — pe)VWCk> (2.38)

(2.37)

The postulate that the derivative of E with respect to ng must vanish yields
the following condition for each structure k.

Sac, (w + pe(h + 0102%)) dA — (por — pe) Vock — (pwi — pe) Viver
o fACk wdA

f

(2.39)
Actually, ny is a discrete and not a continouous variable, so that differentia-
tion seems inappropriate. But since the number n; will be rather large, our
approximate approach will hardly cause a serious error.
The minimum of E requires also that the variation of E with respect to
the field p vanishes.

ow(cy, 2, 1) )
5E:E n/ <— oudA =0 2.40
. k o N f)on ( )

Since the field §u is arbitrary, the condition

f _ 810(01, C2, ,U,)

o (2.41)

must hold all over the film.
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2.6 The Physical Meaning of these Conditions

The Lagrangean parameter f allows an illuminating interpretation. It gives
the amount of free energy which is required in order to import a unit mass
of the amphiphile into one of the subsystems. Equation (2.32) describes the
energy needed for the solution of additional monomers within the cells, (2.35)
for the solution within the excesses, (2.37) for the implementation in the
plane layers between the microemulsion and the excesses, and (2.41) for the
insertion into the curved film. (2.39) represents the energy which is needed to
create the film of additional cells while the fluid content within the totality of
the cells remains constant. The volume of this content is therefore increasing,
and work is done by its pressure. Our necessary conditions state, that all these
amounts of energy must equal the same value of f, so that the exchange of
mass between any two subsystems does not alter the minimum value of the
free energy of the whole system. The physical quantity f is closely related
to the concept of a chemical potential. However, the chemical potential is
defined as the molar free enthalpy, while f denotes the density of the free
energy (per unit mass).

The Lagrangean parameter yo may also be given a physical interpreta-
tion. According to (2.34), it is equal to an amount of free energy which can
be seen to be required in order to import a unit mass of oil into a cell. If an
oil excess exists, then equation (2.36) states that this energy must equal the
energy which is needed to import a unit mass of oil into the excess. So an
exchange of oil between the cell and the excess does not alter the energy of
the whole system.

2.7 Equilibrium of the Film

Finally, E must also be a minimum with respect to any change of the shape
of the film. The evaluation of this condition requires some knowledge of
advanced tensor calculus and is worked out in the appendices F and G. The
Euler-Lagrangean differential equations of our variational problem can be
found in (G.29) and (G.30) with (F.18). The condition

qr =17 -M-Vr (2.42)

states that the operator of transverse forces qr equals the tangential part of
the divergence of the tensor of moments M. This ensures the equilibrium of
moments around any axis within the tangential plane. The condition

—T:C—VT'qTZ

h h? h h?
pwk | 1+ trC§ + det CZ —por | 1— trC§ + det CZ (2.43)

ensures the equilibrium of forces normal to the middle surface. The first term
on the left-hand side represents the contribution of the tensor of membrane
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forces T due to the curvature C, while the second one, the divergence of
the transverse forces, originates in bending. On the right-hand side, we see
the difference of the pressures on the two sides of the film, both reduced to
the middle surface. The equilibrium of forces in any tangential direction is
automatically satisfied, since the membrane forces of the film have the special
form

T

(w—fu)lr +C-M

(w—fu+cimi)er ®e; + (w— fu+ cams)es @ ey (2.44)

according to (F.20), while (F.19) shows the tensor of moments to be given
by

0
M=—-—=——¢ ®9177w62®62 (2-45)

Here e; and ey denote directions of principal curvatures. Hence the principal
membrane forces and moments are obtained from

ow ow
th =w—futceom =w—fu—c1—, to=w—futcome=w—fu—co—
ey Ocy
(2.46)
ow ow
= —— = —— 2.4
my 801 ) ma 802 ( 7)

If the surface energy density w would not depend on the curvature, then we
had M = 0 and hence qr = 0 according to (2.42). Moreover, according to
(2.44), T = (w — fu) 17 would be isotropic and the left-hand side of (2.43)
would become —(w— fu)trC. If, in addition, f = 0, then the energy density
w equals the isotropic surface tension and we arrive at the classical theory of
capillarity.

However, since w depends on the curvature, the internal forces of the
amphiphilic film turn out to be much more copious than those of the classical
theory of capillarity. Actually they are as diverse as those of a solid shell. On
the other hand, the load carrying behaviour of our fluid film is much more
special than that of a solid shell. As is shown in appendix G.2, tangential
forces cannot be applied to the film unless also an external torque density
acts on the surface.

2.8 The Internal Forces of a Fluid Film

Figure 2.1 illustrates the internal forces in the case where a and 3 are not
lines of principal curvatures. Let e be a unit vector normal to a cut and g a
unit vector parallel to the cut (¢f. appendix E, especially (E.6)). For example,
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Fig. 2.1 The internal forces of a shell




e =e,, g = eg, if the cut is characterized by a constant value of o. The unit
normal n of the surface is orthogonal to these two tangential vectors.
The vector of boundary force (per unit length) on the cut is

f=(T+n®qr) e= (e~T~e)e+(g~T~e>g+(qT~e)n (2.48)

It possesses components too =€-T-€,tqg=t30 =8 -T-e,and g, =qr-€
in the directions of e, g, and n, respectively, called membrane normal force,
membrane shear force, and transverse force.

The vector of boundary torque (per unit length) is given by

m:an-e:(e-M-e)g—(g-M~e)e (2.49)

It possesses components mqq =€-M - e, and meg = Mgy = g - M - e in the
directions of g and —e, respectively, called bending moment and torsional
moment.

If the cut is orthogonal to a direction of principal curvature, then no
membrane shear force and no torsional moment exists, as is seen from equa-
tions (2.44) and (2.45).

Since the description of fluid films with the concept of surface tension
is rather popular (e.g. [4]), the deviations from classical capillarity shall be
summarized once more:

e The membrane forces are not the same in all directions and hence can-
not be characterized by the concept of one single surface tension. This
implies that there are not only normal forces but also shear forces on
cuts which do not coincide with a principal direction of curvature.

e A tensor of moments exists which describes bending moments and tor-
sional moments within the surface.

e According to equation (2.42), a tangential variability of the moments
requires the existence of transverse forces (perpendicular to the sur-
face). These assist the membrane forces in bearing the surface loading.

Most of these features were already discussed by Helfrich (1973) [3] in the
context of a quadratic energy density and on the basis of physical arguments.
(His use of the termini normal and tangential in the description of the internal
forces is opposite to ours, since he refers them to the normal vector n of the
surface and not to the normal vector e of the cut.)

However, we must be aware of the following fact. Helfrich assumed the
energy density of a film to depend on the local curvatures alone, i.e. w(cy, ¢a).
Our energy density, however has the more general structure w(cy, co, ). Now,
as (2.41) shows, p is not simply a function of ¢; and ¢y but depends on the
value of the variable f, too, which has the character of a chemical potential
and reflects the environment into which the film is embedded.
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2.9 Global Equilibrium

The differential equations (2.42) and (2.43) describe the local equilibrium
of the film. They were obtained by admitting an arbitrary change of the
geometry of the film structure. A statement on global equilibrium results if
we restrict the change of geometry to an affine magnification of the middle
surface. We notice that the actual geometry — with characteristic length L —
may be obtained by affine magnification from the surface with characteristic
length 1, the properties of which will be denoted by a hat. We write that part
of the extended energy which is related with the geometry of a single cell in
the form — ¢f. (2.38), (F.1), (F.2) —

h3
¢ = /Ac <w(01702,ﬂ) +Pe<h+0102ﬁ> —fﬂ> dA

—(po — pe)Voc — (pw — pe) Vinc

(45 20) o= 528 o

—(po — pe)Voc(L) — (pw — pe)Viwe (L) (2.50)

We find
aCj - éj G
oL~ L* L
and, with (2.46), (2.47), obtain the necessary condition of a minimum

(2.51)

0P ow ow A R
0 = - e+ 2 ) dAL oh— fu) dA2L
6[4 /Ac <8¢:1 “ + 862 02) + /Ac (w +p fM)
~(po — )dVoc ~ (pw — )dec (2.52)
or PO — Pe L Pw — Pe aL
/ (2(w + peh — fﬂ) +cimy + C2m2) dA = / (tl +t2 + 2Peh) dA
AC AC
B dVoc dViwc
= (po —pe) L T (pw — pe) L qL (2.53)

This is a global relation between the internal forces of the film and the pres-
sures in the oil and the water, whereas (2.43) represents a local relation. On
the other hand, (2.39) may be given the form

h3
/ (w+peh — fr) dA+ pe— / c1e2dA = (po — pe)Voc + (pw — pe) Vive
Ac Ac

12
(2.54)
If the geometry of the middle surface and the field p and hence also f — note
(2.41) — is known, then (2.53) and (2.54) constitute two linear equations for
the computation of the pressures po and pw.
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2.10 The Surface Tension

While the concept of a surface tension is not meaningful in the context of a
curved amphiphilic film, it may well be applied in the case of a plane surface
which separates two phases. The contribution of the last two terms in (2.10)
to the free energy of such a surface is

F = (w;(p;) + peh) A; (2.55)

If the tube with the mixture is tilted, then the area will increase. If the
starting state is relaxed, then we may assume, without loss of generality (cf.
appendix 1.6), the conservation of the mass of the surface

m = pjA; =const = [1;6A; +u;A; =0 (2.56)
Then we can define the surface tension tg by
dw;
dps;

Since the surface is plane, we have ¢; = ¢o = 0, and (2.46), (2.37) yield equal
principal membrane forces

dw
OF = (w;+poh)A; + %ijj = () +peh— 1, V5 A; = tsGA; (2.57)
J

tl=t2:wj_fﬂj:wj_ﬂj%:ts_peh (2.58)
Hj

So the surface tension describes the isotropic state of the membrane forces
apart from a contribution of the environmental pressure. Note that, gener-
ally, neither the surface tension nor the membrane forces are equal to the
surface energy density w;. Moreover, there will be an isotropic state of bend-
ing moments, too, in the plane amphiphilic surface. The quantity or even the
existence of the bending moments cannot be inferred from the concept of the
surface tension.

It is important to take the environmental pressure p. into account, at
least in the case of ultra-low surface tensions, where the last two terms in
(2.58) may be of the same order of magnitude.

The surface tension will reappear in appendix J, where the spinning drop
test is investigated, since the film around the drop can be regarded as almost
plane, as will be demonstrated.

2.11 Special theories

In the papers [6] and [7], two special theories were exploited that did not care
for the variable mass density of the film or the monomeric solubility of the
amphiphile. It may be interesting, to clarify the relation to the more general
setting presented above.

The framework of [6] is obtained, if we do not consider f as a quantity
that has to be determined but simply put f = 0. Then the conditions (2.32),
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(2.35), which concern the solubility, are not applicable, while (2.39) could
not be considered, since the paper discussed states of equilibrium and not
states of minimal free energy. (The condition that the derivative of the free
energy with respect to the number n of cells be zero is not a condition of
equilibrium!) According to (2.41), we can compute the mass density of the
relaxed state from

8 b b
0= f — w(01 C2 N)
o
So the energy density could, indeed, be expressed as a function of the local
curvatures alone.

= Hrel = ,U/rel(clv 02) (259)

w(cy, o, p) = w(er, 2, prel(c1, €2)) = wrer(c1, c2) (2.60)

The framework of [7] is obtained, if we neglect the monomeric solubil-
ity, the environmental pressure p,, the compressibility of the bulk fluids, the
mass and energy of the separating surfaces between the microemulsion and
the excesses, and consider the mass density p as a fixed quantity, thus exclud-
ing an elastic area stretch. Moreover, only one kind of structure is allowed
simultaneously. The free energy (2.10) reduces to

F= n/ w(cy, c2) dA (2.61)
Ac
the mass of the amphiphile is given by
ma = nu/ dA (2.62)
Ac

while the constraints (2.25), (2.26), when present, simplify to
mo —neoVoc =0 (2.63)
mw — nQWVWC =0 (264)

In addition, the film is regarded as thin and hence a simplified computation
of the volumes performed.
In the mentioned paper, various structures are discussed and that with
the actual minimum ratio
F fAc w(er, o) dA

_— 2.65
ma quc dA (2.65)

eventually subject to the constraints (2.63), (2.64), is used for the construc-
tion of phase maps. A non-quadratic energy density w(c1,c2) is used which
implies symmetry breaking and allows the description of the coexistence of a
microemulsion with both a water and an oil excess.
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3 The Microscopic Approach

3.1 Deformation of a Thick Layer

The mesoscopic approach, discussed in the preceding chapter, treats a mono-
molecular film as a material surface endowed with a free energy. The thickness
of the film is used only to obtain correct values of volumes.

In contrast to this, the microscopic approach treats a monomolecular
amphiphilic film as a layer of thickness h and studies the distribution of the
stresses over the thickness. The co-ordinate normal to the middle surface is
denoted by z, and the matter fills the space between z = —h/2 and z = h/2.
(A fixed neutral surface, popular in the linear theory, does not exist in a
non-linear context.) An even more refined approach would be to model the
molecules as pencils of length h lying side by side in the z-direction with
interaction forces between them. The intensity of these forces will depend
on the mutual distance of the molecules. Since the film is curved, this dis-
tance varies with z. But even in a plane film, where the distance is constant,
the forces will surely not be constant along z. For each z, there will be a
characteristic distance of the molecules such that the forces vanish.

Now going back to our layer model we see that we must admit a state of
elastic prestress. Moreover, deformations of the film may be elastic,
corresponding to a change of distance of the molecules, or inelastic, due
to a rearrangement of the molecules or an exchange of molecules with the
environment. Furthermore it is helpful to imagine the thick layer to consist
of a deck of infinitesimally thin layers, each characterized by its value of the
coordinate z. We simply refer to any one of them as to the layer at z.

In the beginning, we consider the thick layer in a placement, where the
middle surface is plane. We cut out a brick with length dsi, and dsay,, and
height h. The area element of the middle surface is then dAy, = dsip, dsap.
Moreover, we assume that the layer at z = 0 is free of stress in this basic
placement. Then the layers with z # 0 will usually not be free of stress.
We assume, however, that their prestress is isotropic. So we could think of
applying an isotropic unloading stretch Ajy(2) = Asu(z) = A;'(2), which
changes the length and width of the brick into

dsip, = )\;1(2) dsip , dsop, = )\gl(z) dsap, (3.1)
and makes the layer at z free of stress. But we can also say, that, in the

basic placement, the layer at z possesses already elastic prestretches A, in
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the directions 1 and 2, which cause the prestress.
Next, we apply elastic stretches A\e; and Ae2 which change the length and
width of the brick into

dSl = )\el dSlb, d52 = )\32 dSQb (32)

and the area element into dA = dsy dss = Ae1 A2 dAp.
Finally, the plane layer is bent in the directions 1 and 2. The principal
curvatures and the corresponding radii of curvature of the middle surface are

1 1

— = 3.3
Rl ) C2 R2 ( )

Cc1 =
The radii of curvature of a layer at z are then Ry —z and Ry — z, respectively,
so that we obtain
ds1, = i _Zd81 =(1—-c12)dsy, dsg, = e _stz =(1—c22)dso
Ry Ry
(3.4)
and the area element becomes dA,(z) = ds;.dss, = (1 — ¢1 2)(1 — c2 2) dA.
The elastic stretch of the layer at z is therefore seen to be the succession
of an isotropic prestretch of this layer, the elastic stretch of the middle surface
and a stretch due to bending.

Aze1(2) = Ap(2) Ae1 (1 — 1 2), Aze2(2) = Ap(2) Ae2 (1 — c2 2) (3.5)

We assume for the sake of simplicity that the thickness h of the layer does not
change during a deformation process. Other assumptions would be possible,
e.g. conservation of the local volume.

The crucial point of our procedure is that 1 and 2 are principal directions
of both the stretch of the middle surface and the bending of the layer.

The more general case, where the tensors of stretching and bending are
not co-axial, is treated in appendix I. That investigation reveals that the co-
axial case is one which gives the free energy a stationary value. Since we are
interested in structures with minimal free energy, the co-axial case turns out
to be a promising candidate.

It will be useful to introduce the logarithmic elastic principal strains

€1(2) =InXe1(2), €(2) =InAea(2) (3.6)

of the layer at z, the logarithmic prestrain

ep(2) =In A, (2) (3.7

— with €,(0) = 0 — and the logarithmic elastic principal strains of the
middle surface

€el — In )\el s €e2 — In >\e2 (38)
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as well as their sum and difference
€es = €el T €e25  €od = €el — €e2 (39)

Then the logarithm of (3.5) yields

—_

e1(z) = e(2)+ 5(665 + €ed) +1n (1 = ¢12)
e(z) = e(2)+ %(eeS — €ea) +1In (1= c22) (3.10)

We will make use of the following two elastic strain invariants

Li(2) =€1(2) + €2(2) =2¢p(2) + €es + In(1 —c12) +In(1 —c22)  (3.11)

I(z) = (e1(z) — 62(2))2 = (eed +In(l—c12)—In(1 —cy z))2 (3.12)

Hitherto we restricted our attention to elastic deformations. But inelastic
ones are also possible. They change the length and width dsyp, and dsqp, of
the basic placement (where the middle surface is free of stress). We define

dS’lb d5.2b d8'1b d5.2b
0y = —— + —— | 0g= — — —2> 3.13
dsip i dsap T dsyy  dsap (313)
Now, according to (3.2), (3.8), we have
d81 = >\el dSlb = exp(eel) dSlb s d82 = )\e2 dSQb = exp(eeg) dSQb (314)

and hence with (3.9)

% - %(ées e+ 0s+ da). % = %(ées —ba+0s—08a)  (3.15)
Moreover, since
dAy, = dsipdsap dA = ds1dsy = exp(€es) dAy, (3.16)
we obtain
%:%+%:‘* (3.17)
and

dA  ds; | ds;

e N iy 3.18

dA " ds; Tdsy T (3.18)
If 65 # 0, then the area dAy of the basic placement changes. On the other
hand, the condition ds = 0, dq # O characterizes a shear of the basic place-
ment alone. If we adopt the model of the pencil-like molecules, then a change
of dAp requires the exchange of matter with the environment so that the
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number of molecules per unit area of the basic placement is always constant.
The shear, however, represents a mere rearrangement of the molecules. The
possibility of such a rearrangement characterizes the fluidic nature of the
monomolecular film. Both kinds of inelastic deformation do not change the
average mutual distance of the molecules and hence the stresses, as long as
the elastic strains remain constant.

3.2 DMass

The mass of our brick is given by

h/2 h/2
dm = / 0(z)dA,(z)dz = / (1 —c12)(1 —ca2) 0(2) dzdA
z=—h/2 z=—h/2

wdA = pexp (ees) dAyp = up dAy, (3.19)

Here o(z) denotes the mass density (referred to the actual unit volume) of
the layer at z, (1 — ¢12)(1 — ¢22) 0(2) would be the density before bending,
shall be called the mass density of the thick layer (referred to the actual unit
area of the middle surface) and pp, the mass density in the basic placement
of the thick layer. Note also that, during a bending, the mass density p does
not change while p(z), of course, does.
Although the basic placement may change with time, its mass density

must always be the same. The derivative of (3.19) therefore gives

Ly = (u exp (ees)) = (/l + uées> exp (ees) =0 = % = —ées (3.20)
The mass which is supplied from the environment per unit time and unit area
of the actual middle surface shall be denoted by ji. Then the rate of mass
can, with (3.18), be written

. B . /’(' dA
=adA = A ==+ — A =05 pdA 21
dm = jd (ndA) <u+dA>Md 0s i d (3.21)
from which we infer, with (3.17),
i Ay,
B, =22 .22
o dAy (3.22)

A positive mass supplement is seen to increase the area of the basic placement.

3.3 Power and Energy

The elastic behaviour of all layers is assumed to be isotropic. Thus our brick
contains the strain energy

25



h/2
/ w, (11 (2), I (2)) dA, (2) dz
z=—h/2

h/2
= / (1—c12)(1 — c22) w2 (I1(2), I2(2)) dz dA
z=—h/2

w(cl, €2, €es) eed) dA (3.23)

While w, denotes the energy per unit volume of the layer at z, w refers the
energy of the thick layer to the actual unit area of the middle surface.

The rate of energy can be written, with (3.18),

(wdA)* = <u')+w Zﬁ) dA
= <60101 + 870202 + @6«95 + ?edeed +w (ees + 5S)>dA (3.24)

with

ow h/2 ow, ow, z
LA 1—e2)(1—
o /Z_W( e12)(1— ep2) <w G I(2) ) i

ow h/2 ow, ow,, z
— 1 _ _ _
/Z ( 12)(1 — e22) <wz + or, Iy(z) 812)

(9702 a =—h/2 1-— Coz
ow h/2 ow,
e /z—h/2(1 —12)(1 = c22) or, dz
ow h/2 ow,

= 1-— 1-— .
— / e e ) g s (3.25)

and the abbreviation
In(z) = Q(Eed +In(l—c12) —In(1 — ey z)) (3.26)

Let 01(z) and 02(z) denote the normal stresses (force per unit area) on the
surfaces of the brick which are normal to the directions 1 and 2. The power
exerted during a deformation of the brick is, with (3.4), (3.15),
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h/2 . .
PdA = / ((71 (2) dsazds1. + 02(2) dSlzdSQZ> dz
z=—h/2

/Z " (al(z) dso(1 — e22) (Bor(1 — e12) — dincs2)

=—h/2

+o9(2)ds1(1 — ¢12) (d732(1 —2) — dszc'gz)> dz

) ) T ) ) T
= (—mlc'l _m262+(ts+td)£+(ts_td)£ ) dA

- < —micy — maca + by (es + 0s) + ta(€ea + 5d)) dA

(3.27)
with
h/2
my = 1—c12)(1 —c22)01(2
e O
h/2
my = / (1 —c12)(1 — co2) 02(2) i c _d (3.28)
z=—h/2 — 2z
N h/2
f, = / (1_012)(1_622)Md2
z=—h/2 2
h/2 3
(j;d = / (1 — ClZ)(l — CQZ) M dZ (329)
z=—h/2

We observe that my is nothing but the moment of the stresses which act in
the direction 1 with respect to the middle surface and referred to the unit
length on the middle surface. It is known as the bending moment in the
theory of shells.

1 h/2

ms z01(2)dsy, dz (3.30)

B d782 z=—h/2
In a similar manner, we can refer the resulting force of these stresses to the
unit length on the middle surface and obtain what is called the membrane
normal force in the theory of shells. The following relation with the quantities
of (3.28), (3.29) exists

1 h/2 o
t] = — / 01(z) dsa, dz = ts + tq + c1ma (3.31)
ds2 Joe—ny2
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There act, of course, also stresses in the z-direction within the thick layer:
Normal stresses o3(z) and transverse shear stresses 713(z), T23(2) — and, of
course, we also have the associate stresses 731(2z) = 713(2) and 732(2) = 723(2).
They are caused by the pressures on the upper and lower boundary and
by the transverse forces — cf. chapter 2. However, we do not attribute any
deformation to them, neither a strain normal to the layer, since we assume
the thickness of all sublayers to be constant, nor a shear strain, since tilt is
excluded. So these stresses do no work — they are pure reactions — and
hence need not be considered in the actual context.

3.4 Relaxation

The mass i dA which is absorbed from the environment per unit time carries
with itself the energy

frdA (3.32)

Usually mechanisms of dissipation are present in any system. Therefore we
postulate that the sum of the external power and the energy supply of the
absorbed mass together must be greater than or at least equal to the rate of
the elastic strain energy.

PdA+ fidA > (wdA)® (3.33)
Introduction of (3.22), (3.24), (3 27) yields

mi + mao D C2
+( 1 o (- 2,
s 6665 €es d Dee €ed

+(ts+ fu—w) ds+1tada > 0 (3.34)

Since this inequality must be satisfied for arbitrary values of ¢y, ¢, €es, €ed,
the underlined terms must vanish, and we infer the potential relations

ow ow
=—5 =—F 3.35
mq 9er s mo ey ( )

- ow . Ow
ts = ; = 3.36
w + Dews d Do ( )

and the remaining inequality

(ts + fu—w) 05 +a 60 > 0 (3.37)
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The simplest ansatz which guarantees the fulfilment of this inequality is one
within the framework of linear viscosity. So we set
2 . 2 .
6s = —(ts + fru—w), 0a = —tq (3.38)
m M2
with two positive viscosities 1; and 7. (We shall not investigate the question
whether this approach is realistic, because a discussion of the kinetics of
monomolecular films is beyond the scope of this monograph.)
What we are interested in is the relaxed state, which will asymptotically
be reached. It is characterized by ds = 0, §g = 0 and hence by
ts=w— fu, tq=0 (3.39)
Now, according to (3.19), we have

dp

= ppexp(—e) = i (3.40)
and hence
d
Ow _Owdp __ Ow (3.41)
aees aM dees a,LL
and, with (3.36), (3.39),
~ ow ow
=W+ —— =W — e = w— 3.42
Wt G TW kG = fu (3.42)
A comparison shows that
ow
el 3.43
5o =1 (3.3

is valid in the relaxed state. The prescription for the calculation of the bending
moments
ow ow
- =—— 3.44
801 ) ma 802 ( )
was already given by (3.35), while (3.31) with (3.39) yields the membrane
normal forces of the relaxed state

my =

t1=w— fu+cmy, ta =w— fu+ camo (3.45)

These results were already derived in chapter 2 from the mesoscopic theory
— ¢f. equations (2.41), (2.46), (2.47).

A more detailed discussion of the relation between the microscopical
point of view and the mesoscopical approach can be found in appendix I.6.
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4 A Constitutive Assumption

4.1 The Energy Density of the Film

In this chapter, we want to illustrate the transition from the microscopic
to the mesoscopic scale by means of an example. We incorporate a state of
prestress on the microscopic level and will see in chapter 6 that this allows
a symmetry breaking of the mesoscopic energy density function of the fluid
film. Our example is based on two special constitutive assumptions.

e First constitutive assumption: The energy density (per unit mass) of
each layer has the following dependence on the elastic strains.

W, =W,o+ W, (112 + KIQ) =W,o+ W, ((1 + H)(&% + 8%) + 2(1 — 5)5152)
(4.1)
Here, W,o, W,1, and k are material constants of the layer under discussion.
The chosen functional form is the most general polynomial of second order,
which satisfies the condition that the state with e = 9 = 0 be free of stress.
Therefore, linear terms must be absent, as can be inferred from (I1.64). In the
case of small elastic strains, our ansatz may be regarded as a truncated Taylor
expansion. In the limit of very large magnitudes of the strains (|e1| — oo or
le2| — 00), the energy density tends to infinity. Moreover, the use of the strain
invariants I; and I allows the separation of the influences of an elastic volume
change and a volume-preserving elastic shear, respectively. The choice k = 0
would eliminate the shear stiffness and thus characterize each sublayer as a
lateral fluid.
We introduce the mass density (per unit volume) gy, of the layer at z in
the basic placement which results from (3.16)

obdA, = 0dA, =0(1 —c12)(1 —c22)dA = gp exp ( - ees) dA (4.2)

The energy density (per actual unit volume) of the layer at z is then
w, = oW, and integration over all the layers yields, with (3.23),

h/2 h/2
wdA = / oW, dA, dz = / op W, dzexp ( — €es) dA (4.3)
z=—h/2 z=—h/2
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whence we infer

W= /zh/2 ob(2) <Wz0(2) + W.i(2) (11(2)2 + H(Z)IQ(Z))) dz exp ( - ees)

=—h/2

(4.4)
e Second constitutive assumption: The following simple interrelations
exist between the material properties of the single layers.

ob(2) Wao(2) = % = const,
00(2) Waa (=) = 5+ = const,
k(z) = k = const , (4.5)

(More realistic relations could surely be obtained, if information on the molec-
ular substructure were available.) This yields the energy density (referred to
the actual unit area of the middle surface)

w = (wo + wl% /Zh/2 (]1(z)2 + HIQ(Z)) dz) exp ((— €es) (4.6)

=—h/2

The invariants (3.11), (3.12) may be written

I1(2) = €es + g5(2) , Ir(z) = (€ea + gd(Z))2 ; (4.7)

with
9s(2) = 2¢,(2)+In(l—cy 2)+In(l—co 2) , ga(z) =In(l—cy z)—In(1—c2 2)
(4.8)

and we obtain

1 [h/2 , ,
w= | wy+ w— / (685 + 20s(2) €es + gs(2)
h z=—h/2

(el +200(2) o+ 9a(2)7)) d ) expl o)
= (’wo + w; (ezs + 2Gg €es + Gss + n(egd + 2G4 €eq + Gdd))> exp(—e€es)

= <w0 +wy ((ecs + GS)2 + £ (€ea + Gd)2 + G)) exp(—€es)
(4.9)

with the abbreviations
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G = [ e Gu=p [ eGP
z=—h/2 z=—h/2
1 2 1 h2
Gq = ﬁ/ ga(z)dz, Gaq = E/ ga(2)*dz . (4.10)
z=—h/2 z=—h/2
and
G = Gs — G2 + k(Gaa — G3) (4.11)
Since

G = ;/ZW ((gs(z) - GS)2 + fi(gd(z) - Gd>2> dz (4.12)

=—h/2

the expression G, obviously, cannot be negative (if £ > 0 is presupposed).
The second equations of (3.36), (3.39) become

- 0
0= td - aewd

=2Kw (Ged + G’d) exp(—e€es) (4.13)

and so we must have
€ed = 7Gd (414)

in the relaxed state. Moreover, we introduce the mass density (per actual
unit area of the film) according to (3.40)

W= f, exp(—e€es) (4.15)

and make use of (3.41). Then the condition (3.43) of the relaxed state takes
the form

f ow 1 ow 1 exp(ews) ow
= — = —— = —— exXP(€es) —
alu’ /,68665 Hb Plfes Oées
wy Wy 2 2
= — + —|((€es+ Gs) —2(€es + Gs) + kl€eq + Gq) + G
0 4 (et o) = 2+ ) + (e + G)” 4 G)
(4.16)
and introduction of (4.14) yields the quadratic equation
2
f=w°+wl<(Gs—1+ees) +G—1> (4.17)
Kb Hp
with the solution
ees:—ln”:l—Gs—\/l—G+fub—w0 (4.18)
Ub w1 w1
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The sign of the square root is chosen so that €, = 0 results in the case
9s(2) =0, ga(z) = 0 and fru, — wo = 0.
The energy density (4.9) of the relaxed state becomes

w(cr, ez, ) = i (wo +w1((GS(c1,CQ) T i)g + G(cl,62)>> (4.19)

and the mass density may be obtained from (4.18) in the form

Wo

[ = lip €XP <Gs(cl,02) 1+\/1G(cl,62)+f'ub — > (4.20)

wq wy

Thus the local value of u is expressed by the local curvatures c1, ¢o and the
parameter f. The value of f, however, is the same at all points of the film
and hence also at some distinguished point P.
w w 2
f=204 ((Gs(clp, cap) = 1= 22 ) 4 Glerp, op) - 1) (4.21)
Hb  Hb Hb
If we introduce (4.21) into (4.20) then we find p at any point expressed by the
local curvatures ci, co and the mass density pp at the distinguished point P.

2
In Mﬁ = Gs(c1, 62)1+\/G(C1P, cop)—G(c1,c0)+ <1 — Gs(c1p,cop) +1n 'ZP)
’ b

(4.22)
4.2 Evaluation
The elastic prestrain is chosen in the form

ep(2) = Hoz + Q22 (4.23)

which satisfies the condition €,(0) = 0 of chapter 3. The coefficient Hy de-
scribes a skew prestrain, which causes a preferred isotropic curvature of the
film, while @ takes into account a symmetric prestrain of the outer layers of
the film. We will need

ow p
&Y P (G- & 4.24
N T wl( nub> (4.24)
and
ow I N 0Gs  0G
_ - T _ P 2(G, —In = =
m; ac, Mbw1< (G nub) ae; + 8@)

n,ub dc; dc;
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If the following dimensionless variables are introduced

2z
L’

z =

2L -
A= — ho =
ha 0

h
2

then the integrals become

G,

Gss

Gq

Gaa

0Gs
aCj

G
6Cj

9
3cj

0G a4
E)cj

h? _ -
- Hy, qzzQ, ci=cal, c=cl

(4.26)

1t [ ¥ Go3
5/ (2h02 +22% +1n (1- 017) +1n (1- CQ;)) dz (4.27)
zZ=—1
1 [t o, &z B\ .
5 2o + 2¢3* + In (1 - T) +1n (1 - T) dz (4.28)
zZ=—1
1/1 1n(1fl)71n(17@) dz (4.29)
2 )iy A A '
1/1 ln<1—£)—ln(l—%) dz (4.30)
2 ) ) ) '
L [t AN
— ﬁ L (1 — )\> dZ (431)
L[t s &1z &2
-3 2hoz + 2qZ —Hn(l—T)—Hn(l—T) X
z=-—1
AN
< - ;) dz (4.32)
L [ AN
(—1)35/ z( —J;) dz (4.33)
z=—1
(—1)jL/1 1n(1—@) —1n(1—ci§) (1o g
XS, x/)° ) ‘
(4.34)

Although an analytic evaluation of these integrals is possible, it yields
involved expressions containing logarithms and dilogarithms. Therefore a
numeric integration with, say, ten Gauss points over the thickness is more
efficient.

However, a Taylor expansion of the integrals with respect to the curva-
tures can easily be obtained and gives good qualitative information. If we
make use of the quantities H, D and K as derived from the curvature tensor
in appendix C, introduce the dimensionless quantities

h . hci+co h
2

g by
h 2 2 2 7

- hCl—Cg
d 53 (4.35)
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and note
h? h? h?
4 (H2 — D2) = Z C1Cy = Z K (436)

then the expansion of G up to fourth order terms in the curvatures may be
written

1 4 4 \-o 4 4\ -
G =~ 62+ h2 8h0h+<1q>h2+<nq)d2

h2—d?=

157 3 15 3 15
8 8 4 (7 4\
——h h3—fh hd*>+ — (= —=q ) h?
15 <3 7q>

16 88 32 \ -5+ 4 4\ -
—+ —k——q)h?*d? 26— —q ) d* 4.37
+<9+45“ 35q) +15(3+“ 7q) (437)
We will learn in the next section that G describes the energy density — to
a first approximation. In the paper7[7], we proposed an energy density with
the additive structure wq(h) + wa(d ). Now, the seventh and the ninth term
in (4.37) show that our function G does not possess such a simple form. Its

properties will be discussed in detail in section 6.9, where we will also need
the following Taylor approximations.

2 1,y - 1, S9i0 7
Gom 30— 3 (W) = (Rt +oR2a+dt)  (a39)
373 10
1+h2K exp(—Gy) ~ ex 2 1+ 2h2y A pa Bpogp 2
1 Pi=trs) = exp | =34 15 45 45
(4.39)

4.3 Helfrich’s Bending Energy Density
(4.19) with (4.18) yields

2
Z = w°+<(1—\/ _gq i wo) +G>
2 Hb  Hb wy w1

= w0+< (1—\/1—G+f”'° w0>+f“b—w°>(4.4o)
b b w1 w1 w1 w1

If we replace the square root by the first three terms of its Taylor series, then
we obtain the approximation

2
Lot G+(G—f”b+ ) (4.41)
A 1 4pp wr o wr

The underlined leading terms of this representation of the energy per unit
mass of the amphiphilic film are seen to depend only on the expression G
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and hence on the local curvatures, while the remaining term depends also
on the properties of the whole system through the parameter f. If we only
retain the underlined terms and introduce the Taylor representation (4.37)
up to second order terms in the curvatures, we arrive at

Swpu, 3we 4 o 1o = = N
SWHy _SWO0 2 24 h2 9hh (1——>h ( -
Tw, p dwy 157 Tho T 2ol )

4 72
1—5q)d (4.42)

The bending of amphiphilic films is often discussed on the basis of the fol-
lowing quadratic form of the bending energy per unit area

w= gk 2H — )’ + RK (4.43)

taken from a famous paper of Helfrich [3], where k., k., and ¢y are material
constants at a given temperature. With (4.35), (4.36) and with

h
Co = 500 (444)
it can be rewritten as
h? 1, - ke \ - ke -
—w=-¢2—ch+ (1 <) h?- =247 4.4
8k, W T g0~ ( + 2k:c> ke (4.45)
If we define
2ho ke 1 /4
=~ _ 2o — (g 4.4
©“=Cc 9% C <15q ”) (4.46)
with the abbreviation
8
C:1+/€71—5q (4.47)
we obtain
Ch? 1- - 4 \- 4
— —hZ—2hoh (1——)h2 ( ——)LP 4.48
gk, T g0 T ot AT (4.48)

Then (4.42) and (4.48) become identical if we further choose

1 b 6
w=—"""" 4.49
1 1—'—5}—%(] L h2 ( )
1 4 Bq-r -
wo_ 105 4 55078 4o (4.50)

w1 45 31+/€—%q
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We observe several important differences between the two approaches:

e Our energy density (4.19) depends not only on the local curvatures but
also on the local mass density, i.e. on the elastic stretch of area, and
that mass density, according to (4.20), is a function of the curvatures
and of the properties of the whole system, which enter through the
parameter f.

If we only retain the underlined terms in (4.41), then the energy den-
sity per unit mass, but not the energy density per unit area, is only
dependent on the curvatures. On the other hand, the quadratic form
(4.43) assumes the energy per unit area to depend on the curvatures
alone. However, if the stretch of the area is small, i.e. the ratio u/up
near to 1, then the distinction between the two kinds of energy density
may be disregarded. Otherwise, formula (4.49) is inconsistent since w;
and k. cannot both be material constants.

According to (4.46), there is no equality between the characteristic
curvatures ¢o/2 and hg of the two approaches.

Our energy density is not a quadratic expression of the curvatures. The
correspondence between the two approaches was discussed on the basis
of a truncated Taylor series of our expression. We will see, however, in
section 6.9, that higher order terms are essential for the explanation of
symmetry breaking and hence for the existence of an X point in the
phase diagram.

Since (4.45) implies w = 0, if h = d = &/2, our material constant wy
cannot be arbitrary but must have the special value given by (4.50).
Moreover, since hg is known to show a strong dependence on the tem-
perature, the same must be true with wy. These properties are not
required in our setting.
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5 Evaluation for Special Surfaces

5.1 The Basic Variables

We consider the case that all of the amphiphilic film forms only one kind
of structure with uniform characteristic length L. The index k, discerning
different structures in the formulae of chapter 2, is then unnecessary and will
be omitted. To be more precise, we will discuss lamellae, spheres, cylinders,
and a class of bi-continuous surfaces depending on a shape parameter { as
constructed in appendix H.2.

Surfaces with constant principal curvatures ci, co, i.e. lamellae, spheres
and cylinders, will have a constant mass density u, and so the parameter

ow

= %(61,624&) (5.1)

according to (2.41) is trivially constant over the surface.

In contrast to this, the principal curvatures as well as the mass density of
all other surfaces will constitute fields on the surface. These fields, however,
are interrelated in such a way, that the parameter f according to (5.1) must
have the same value at each point. Let us single out one such point P. If we
compare it with an arbitrary point, we must have

o 0
f= a—t(cl,cz,u) = %(01P702P7UP) (5.2)

We assume that this relation can be solved for p to give

p = p(c1, 2, pip) (5.3)

After all, a surface of any type is fully characterized by two basic variables,
the length L and the mass density pp. (The index P may be omitted in the
case of surfaces with constant principal curvatures.) Once L and pp are given,
then the fields ¢;, ¢2, u and, according to (2.41), (2.46), (2.47), also f and
the internal forces tq, to, m1, mo are known.
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5.2 Areas and Volumes
5.2.1 Spheres

If the amphiphilic film of thickness h forms spheres with uniform radius L,
which enclose oil, then the area of the middle surface of one sphere is

Ac = 4nL? (5.4)
and the volume of the oil-sided cavity is
4 h\?
S :
Voc 37T ( 2> (5 5)

If the spheres are not in contact, then no water volume will be attributed
to them, i.e. Vayc = 0, and all of the water is interpreted as an excess. On
the other hand, if the spheres are arranged in their closest position then we
consider all of the water as being attached to them, and the water-sided
volume per sphere is given by

4 n\*
Viwe = ngﬂ' (L + 2) (5.6)

with Kepler’s coefficient

3v/2
Xs = V2 1=0.350 (5.7)
Vs

5.2.2 Cylinders

Now we consider the case that the amphiphilic film forms cylinders, which
enclose oil. Let the ratio of the length [ and the radius L of the cylinder be
denoted by «, so that [ = aL. The area of the middle surface of one cylinder
is

Ac = 27L1 = 2ral? (5.8)

and the volume of the oil-sided cavity is

2 2
VOC7T<LZ> lﬂ'a(Lg) L (5.9)

If the cylinders are not in contact, then no water volume will be attributed
to them, i.e. Viayc = 0, and all of the water is interpreted as an excess. On
the other hand, if the cylinders are arranged in their closest position then
we consider all of the water as being attached to them, and the water-sided
volume per cylinder is given by

h\? h\?
Vwc:XcW(L+2> l:Xcﬂa(L+2> L (5.10)
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with

2
Xc = —‘[ ~1=0.103 (5.11)

5.2.3 Bi-continuous Structures

In appendix H.2, a class of triply periodic surfaces is constructed. Each surface
is characterized by its shape parameter ¢ and its characteristic length L. Let
us consider the Gaussian curvature as an example of a typical field on the
surface. Then its value at a point on the special surface with L =1 and ( =0
is denoted by K and the value at the corresponding point on the surface with
L =1 and arbitrary ¢ by K, while K denotes the value on a surface with
any L. With (H.46), we find the interrelations

— - K== (5.12)
and hence
H=-(LK (5.13)
The corresponding principal curvatures are
___ V-E
e L(-¢/-E=+1)

as is easily checked, since the conditions ¢; +co = 2H, ¢1co = K are satisfied.
According to (H.55), the area of one patch is

(5.14)

a2 (1T 2\ 72
A_AL_(A 6()L (5.15)
and hence the area of the middle surface of one cell is
Ac=6A4=(6A—7(%) L? (5.16)

With (H.53), (H.54), the integral of the Gaussian curvature over one patch
becomes

/ KdA = / KdAL? = / K(1+K)dAL? = / KdA=-% (5.17)
and the integral over the mean curvature
/HdA_—CL/KdA_% (5.18)
(H.

The volume of one cell is Vo = 8L3, and hence 56) gives the oil-sided

volume of the cell as

Vo = (; LY o % (3) 8 L3 (5.19)

40



With (D.10) and (H.47), we obtain the volume of the oil-sided cavity by

Voo = Vo — 6V, (5.20)
with
hoR2 B3
V+—/A<2—H4+K24> dA
h/- w h R
L ) I Iy R )
2( GC) 1617 2%
- h\3
=(A—~—-—= —) =) ) 21
<2L 18<(<+2L> C)) (5.21)
and hence
VOC=4L3—6A‘L2(§L+§)+f(gL+@)3 (5.22)
2) 73 2 '
and
_ h s h\3
_ 3 2 I R _
Vive =4 L3 + 6AL (gL 2) S(CL 2) (5.23)

5.3 0Oil and Water Pressures
5.3.1 Spheres

We note ¢; = ¢co = 1/L and hence t; = to = t, m; = my = m. We consider
the case that the spheres are in their closest position and introduce (5.4),
(5.5), (5.6) into (2.53) and (2.54). These equations may be solved for pw and
po to give

po = M(L(Lh)(wfu)+(L+Z)2m)
pw = M(L(L—!—h)(w—fu)—(L—g)Qm)
+ (1 + Xls> Pe (5.24)

Thus the oil and water pressures are represented as functions of L and pu.

5.3.2 Cylinders

We note ¢; = 1/L, ¢ = 0 and hence camg = 0. We consider the case that the
cylinders are in their closest position and introduce (5.8), (5.9), (5.10) into
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(2.53) and (2.54). These equations may be solved for pw and po to give

v = gy (P e (e gm)
wo= g (B e (1 5)m)
+ (1 + ch> Pe (5.25)

5.3.3 Bi-continuous Structures

We introduce (5.16), (5.22), (5.23) into (2.53) and (2.54) and arrive at

jf\g((gc)) (/AC (crmi + cams) dA + 8peL3> (5.26)

pw = JZV;((_—E)) ( /A ) (w— fu) dA+8peL3>

+

with the abbreviations
N = T(CL+n)(CL-2) ~(4F6A0L, M) =Vive (5.28)
D(()=CLh (”2 (CL + g)z(CL - g)Q — 4r(L3h + 24 C2L*) + 3642 L4

3
(5.29)
The pressures po and pw are dependent on the basic variables L and up.
The solution is not applicable in the isometric case ( = 0, since the de-
nominator D vanishes. Finite values of po and pw require that the numerator
is also equal to zero, i.e.

0 = Ni(0) (/Ac (w— fp) dA+8peL3)
+N5(0) </Ac (cxmi + como) dA + SpeL3> (5.30)
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with

N1 (0) = %h?’ —4L3,  Ny(0) = 4L3 — 3AL%h + %hi‘* (5.31)

This implies that the equations (2.53) and (2.54) are linearly dependent.
Hence the sum of the pressures can be derived from equation (2.54) alone,
which takes the form — note (5.16), (5.17), (5.23) —

h3
/ (w— fu) dA + pe (h/ dA+ — KdA—l—?Vwc):(po—i-pw)Vwc
Ac Ac

12 Ja.
= /A (w — fu) dA + 8p.L? = (po + pw) N> (0) (5.32)
We obtain
+pw = / (w— fu) dA+ 8p.L* (5.33)
po pw = NQ(O) A 1 De .

Thus the sum of po and pw is determined by the basic variables L and pup,
but not their difference. We have, however, the additional equation (5.30),
which constitutes a relation between L and pup.

5.4 Four Possible Cases
5.4.1 Case 1: Neither Oil nor Water Excess

The condition (2.32) must be valid for the enclosed oil and water. So

_0fo
Dko

bo _ O fw
oa(po)  Okw

pw
oa(pw)

f (ko,po) + (kw, pw) + (5.34)
Now, f, po, and pw have already been expressed as functions of the basic
variables L and pp. Therefore the last equations allow us to express ko and
kw as functions of L and up, too.
(The case ¢ = 0 has to be treated in a somewhat different manner, but this
shall not be detailed here but in chapter 6.)

The two constraints ho = 0 and hw = 0 according to (2.25) and (2.26)

may be rewritten — note (2.12) —

- :( 1 kO(IMMP)
=\ eopo(L.up))  oalpo(L, pp))

> mo = nVoc(L) (5.35)

and

1 k‘w(L,MP)
ow(pw(L,pp)) — oalpw(L,pp))

vwmw = ( ) mw = nVwc(L) (5.36)

where Voo, Vive have to be taken from section 5.2.
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The number n of cells can be inferred from equation (2.5), which spe-
cializes to

ma—n / wdA — komo — kwmw =0 (5.37)
Ac
and yields
ML) = e (ma — ko (L, p) mo — k(L. ) v ) (5.38)
fAc /J/dA<L7NP)

So n is also represented as a function of L and up.

Inserting this expression into (5.35) and (5.36) we may compute the
unknowns L and pp from these two nonlinear equations and, afterwards, get
the number n from (5.38).

5.4.2 Case 2: Oil Excess but no Water Excess

Not only an oil excess but also a plane layer of separation between the excess
and the microemulsion exists. Therefore (2.35) and (2.37) must hold

5 Ofos(kon.pe) | _pe _ dwo(uo) (5.39)

Okor oA (pe) duo

They allow us to express kog and po as functions of L and up. Moreover,
(2.36) must be valid

for(kor (L, pp), pe) — kor(L, MP)%;)E(’COE(L?MP%%) + Qop(;e)
- fo(kO(L’MP)’pO(L"“P)) - kO(LaNP)%(kO(LaNP)apo(LJJP))

00 (po(L, pp))

This equation represents a relation between the basic variables L and up.
Equation (2.5) reads

maA — Tl(/ ,LLdA + (ko - kOE)U61VOC) - kOEmO - kwmw - quO =0
A
° (5.41)
and yields
ma — kogmo — kwmw — po4o

n= — (5.42)
fAc wdA+ (ko — k’OE)UOlVQc

Thus n is represented as a function of L and pp. Introducing this into (5.36)
we obtain a relation between these two basic variables. This relation and the
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relation (5.40) form a set of two nonlinear equations for the computation of
the unknowns L and pp. Afterwards, the number n is obtained from (5.42).

Our solution is only valid, if an oil excess actually exists, i.e. if n is so
small that we have

mo > nvg' Voc (5.43)

5.4.3 Case 3: Water Excess but no Oil Excess

In general this case is obtained from case 2 by simply interchanging the
indices O and W.

The situation is different if we are concerned with spheres or cylinders
which enclose oil. If there is much water then the single surfaces are not
in their closest position and do not touch each other. The microemulsion
appears diluted, all of the water is regarded as an excess, but a separating
surface between the excess and the microemulsion does not exist.

Equation (5.34) is replaced by

_9dfo

f= %(k’o,po) +

PO 0 fwe(kwe, De) De
= 5.44
oa(po) Okwr 0A (pe) (5.44)

and these equations allow us to express ko and kwg as functions of L and p.

The water pressure equals the environmental pressure pw = pe, SO
that the last terms in the equations (2.53) and (2.54) vanish. (Moreover,
Viwe = 0.) Thus po is the only remaining unknown in these two equations
which therefore must be linearly dependent. If we put pw = p. on the left-
hand side of the solutions (5.24) and (5.25), respectively, we indeed obtain
an interrelation between L and p, namely

L(L—l—h)(w—f,u)—(L—Z) 2m+h<L—|—Z>2pe=O (5.45)

in the case of spheres and
h h

in the case of cylinders.
Since the membrane force of the sphere may be written

t:w—fu—i—% (5.47)
according to (2.46), the condition (5.45) may be given the form
h A%
3m=(L+h)t+pez L+§ (5.48)

of a relation between the membrane force ¢ and the bending moment m.
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The membrane forces of the cylinder are

h=w—fut T, t=w—fu (5.49)
and the condition (5.46) can be given the form

2my = (L + Z) (t1 4+ pe h) (5.50)

of a relation between the membrane force ¢; and the bending moment m;.
Equation (2.5) specializes to

ma —npuAc —komo — kwgmw =0 (5.51)

whence follows the number n

ML) = s (ma —ho(Lup) mo — bwe(Lowmw)  (552)
Introducing this into (5.35) gives one equation, while (5.45) or (5.46) is the
second one from which L and p have to be computed. The number n is then
obtained from (5.52).

Our solution is only valid if the surfaces are not in their closest position.
The amount of water must therefore satisfy

_ 1 kwe (L ))‘1
1 wWE (L, 1
mw > Nuyw Viwe =N + ) 5.53
W w YWC (QW(pe) QA(pe) wWC ( )

where the minimum water volume of one cell Viyc is taken from (5.6) or
(5.10), respectively.

5.4.4 Case 4: Water Excess and Oil Excess

We need two equations for the determination of the basic variables L and
up. One of them is equation (5.40). The second one is generally obtained by
replacing the index O by W in (5.40), and the number n of cells results from

. ma — kogmo — kwemw — poAo — pwAw
[a, mdA+ (ko — kor)vg Voc + (kw — kwe)vy! Vave

(5.54)

However, if we are considering spheres or cylinders which contain oil, then
the second equation is instead given by (5.45) or (5.46), respectively, and the
number n is given by

—k —k — A
n— ma OEMO WEMwW — HOA0 (5‘55)

fAc wdA+ (ko — kOE)U61VOC

The number n must be so small that we have

mo > nU61VOC , mwy > nU;VIVWC (5.56)
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where Viyc denotes the minimum water volume of one cell in the case of
spheres and cylinders which contain oil.

On the other hand, n must not be negative, i.e. the numerator of (5.54)
or (5.55) must be positive. Otherwise no film exists but only a separating
surface between oil and water, and the rest of the amphiphile is solved as
monomers. Then we have

ma = kogmo + kwgmw + ,lLoonw (5.57)

where Aow and pow denote the area and the mass density of the separating
surface. Moreover, we must have

_ Ofor(kog, pe) 4P 8fWE(kWEape)+ Pe  _ dwow(pow)

Okor oA (pe) Okwr oA (pe) dpow
(5.58)

The equations (5.57), (5.58) allow us to compute kog, kwr and pow.

f

5.5 Local Equilibrium

The local equilibrium conditions (2.42), (2.43) will, in general, not be satisfied
by our structures. That means: Neither the spheres nor the cylinders nor the
bi-continuous structures are exact solutions of the Euler-Lagrange equations
of our minimum problem. On the contrary, they are test functions in the sense
of Rayleigh-Ritz and satisfy only one global equilibrium condition (2.53). So
there will be neighbouring shapes which yield smaller values of the free energy.

There are, however, two exceptions. They concern spheres and cylinders
which are not in contact with each other. They are uniformly loaded by the
oil and the water pressure.

The condition of global equilibrium (2.53) yields in the case of spheres,
with (5.4), (5.5),

- (o hY (5.59)
= (PO — Pe 27, 2 Pe .
which can be rearranged to read
h\? h\?
0=t27rL+pe7r<L+2> —poﬂ(L—2> (5.60)

and may be interpreted as the equilibrium condition of a hemisphere. The
first term is the resultant of the membrane forces over the perimeter of the
cut, the second one is the resultant of the water pressure over the circular
area with radius L 4+ h/2 and the third the resultant of the oil pressure over
the circular area with radius L — h/2 and, of course, acting in the opposite
direction.

47



We arrive at the same result if we refer to the local equilibrium condi-
tions. With (C.23) and C = L™ 17, we have

, - 2m
1T~M~VT:1T~m1T~VT:1T~Tn:O (561)

and the equilibrium condition of moments (2.42) is hence satisfied with arbi-

trary m but vanishing transverse force, i.e. g = 0. The equilibrium condition

of forces (2.43) reads

h h? h h?
-T:C = pe <1 +trC§ + det C4> —Ppo (1 — trCE + det C4>

2t h  h? h  h?
= — — = 1 —_— —_— —_ —_—— R .
- pe< +L+4L2) Po (1 L+4L2> (5.62)
and the last equation is, indeed, equivalent to (5.60).

In the case of cylinders, the condition of global equilibrium (2.53) yields
with (5.8), (5.9), (5.49), (5.50)

f = po (L _ ;L) e (L + }2‘) (5.63)

This may be interpreted as the equilibrium condition of a hemicylinder. The
left-hand side gives the membrane force per unit length, the right-hand side
is the resultant of the oil pressure over the area of unit width and height
L — h/2 minus the resultant of the water pressure over the area of unit width
and height L + h/2.

We arrive at the same result if we refer to the local equilibrium con-
ditions. The tensor of moments reads M = mje; @ e; + maes ® 3. We
have

1T-M~VT:1T-m1é(e1-VT)=1T~%n=0 (564)

and the equilibrium condition of moments (2.42) is hence satisfied with arbi-
trary constant values m; and ms but vanishing transverse force, i.e. qp = 0.

The tensor of membrane forces reads T = t; e; ® €1 + 15 €2 ® e3 and the
equilibrium condition of forces (2.43) becomes

2 2
-T:C = pe 1—|—trCﬁ+detCh— — po 1—trCﬁ+detCh—
2 4 2 4
ot h h
-7 Pe (1 + 2L> po (1 2L) (5.65)

The last equation is, indeed, equivalent to (5.63).

Note: If the spheres or cylinders are in contact, then pw # p. and the
local equilibrium conditions are not satisfied, since the interaction at the
contact points is not modelled in detail.
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6 A Simplified Approach

6.1 The Assumptions

Our results become more transparent if we adopt two simplifications.

e The areas Ap, Aw of the separating surfaces are small and so these
surfaces are neglected.

e The fluid within a cavity and the excess fluid have the same energy
density function. This seems reasonable if the cavities are large, i.e. if
L/h >> 1. If they are small, then the solubility of monomers may be
reduced, but we ignore such an effect.

The solution parameters and pressures of a fluid, say oil, within a cavity
and within the excess are interrelated by equation (2.36). Now, if the energy
density functions are equal (fo = for = for) then ko = kor = kor and
pok = pe describe an obvious solution of this equation. The condition (2.32)
is no longer needed since it is identical to (2.35). The equation (2.36) does
not constitute a relation between L and up any more and has to be replaced
by the new equation pox = pe-
Next we introduce the mass of the film of one cell

MA,FC =/ pdA (6.1)
Ac
and the ratios
ao = @’ aw = mw (6.2)
ma ma

We restrict our attention to the case that there are only cells of one type
of structure and of equal characteristic length L. Due to our simplifications,
equation (2.2) reduces to

ma = NMa rc + komo + kwmw (63)

and yields the number of cells

n=—"2_(1-koao — kwaw) (6.4)
MA FC
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The oil and water masses must satisfy the inequalities — c¢f. (5.35), (5.36) —

1 ko 1 -
(90(1’0) * QA(Z?O)) mo = nloc, (QW(PW) " QA(PW)) e n‘;\g;

which may be given the form

1 ko MA FC >
+ ~ + ko oo >1—-kwo 6.6
((Qo(po) QA(po)> Voc 0) %0 WEwW (6.6)

1 kw A FC )
+ =+ k aw > 1 — koo 6.7
((Qw(pw) QA(pW)) Ve W)W oao  (67)

Of course, the number of cells cannot be negative so that (6.4) implies the
inequality

1—koao — kwaw >0 (6.8)

6.2 Consequences

If there is an oil excess then we have po = pe, and (2.53), (2.54) imply

Vwc/ (2(w — fu+peh) + cymy + 62m2> dA
Ac

dVwc h3
—L _ o+ pem K| dA .
1L /Ac<w fi+ peh +p B )d (6.9)

If there is a water excess then we have pw = pe, and (2.53), (2.54) imply

Voc/ (2(11) — fu —l—peh) +cimy + szg) dA
Ac

dVoc h?
=L - “K)dA 1
yis /Ac (w futpeh+pe5K ) d (6.10)

If there is an oil and a water excess (our former case 4), then (2.53), (2.54)

imply
h3
/ (w— fu)dA =—pe (h/ dA + —/ KdA) (6.11)
Ac Ac 12 Jac

hS
/ (c1mq + cama) dA = po— KdA (6.12)
Ac 6 Ac

so that both (6.9) and (6.10) are valid. These are two equations for the
computation of L and pp. We denote the result by L* and pjp. Then Voc,
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Ve, and ma e are also fixed. Moreover, f is known from (2.41), and the
solution parameters ko and kyw are obtained from (2.35)

f= SR up) = g2 pe__ Ofw e
ou TP T ko oa(pe)  Okw 0 (pe)

So each of the inequalities (6.6), (6.7), and (6.8) describes a half-plane in the
a0, aw-plane. All the pairs (ap,aw) within the intersection of these three
half-planes (region E in fig. 6.1.) give rise to the same film structure (with
L = L* and p = pj) as that of the point P* but differ in the number of cells
and the amounts of excess oil and excess water. Note that the extension of
the region E is considerably underestimated in the figure.

If (6.8) is violated then no monomolecular film exists and all of the
amphiphile is solved as monomers. The solution parameters are obtained
from the last equation of (6.13) and from the equality which results from
(6.8) when > is replaced by =.

If there is a water excess but no oil excess (our former case 3), then
(6.10) constitutes a relation between L and pp. Since the equations (2.53)
and (2.54) are then linearly dependent, it is possible to obtain the oil pressure
from (2.54) alone as a function of L and pup as follows.

(k07pe) + (kW7pe) + (6'13)

1 h3
pozpe+—/ (w—fu+peh+peK> dA (6.14)
Voc Jae 12
Then the solution parameters ko and kw may be obtained as functions of L
and pp from
ow  0Ofo

= a = %(kOJDO) +

PO Ofw
= ——(k yDe) +
oa(po) a/’fw( W Pe)

Pe
oA (pe)

(6.15)

Moreover, (6.6) must hold as an equality so that

- 1 ko \marc o .
w0 ((QO(pO)+QA(po)) Voo +ko> (1 kw W) (6.16)

This equation describes points on a straight line in the ag, aw-plane (line
W in figure 6.1). Insertion of (6.16) into (6.7) gives

1 kw \ ma Fc
aw = (( + )EALC 4
W ( owde) | oape)) Vive W

1 e 1 ko \~1Voc\

+ho ( + ) ( + ) 6.17)
ow(pe) — 0a(pe)/ \eo(po) = ealpo)/  Viwc (

The equality characterizes the point Pyw without water excess. Other pairs

(o,arw) on the line W give rise to the same film structure as that of the

point Pyw but differ in the number of cells and the amount of excess water.
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In section 5.4, spheres and cylinders had to be treated separately due to
the lack of attached water in the presence of a water excess. This problem
does no longer exist, since the properties of the two kinds of water are now
assumed to be the same.

If we interchange the indices O and W in (6.16) and (6.17), we obtain a
line O, the points of which characterize states with an oil excess but no water
excess (our former case 2).

If there is neither a water excess nor an oil excess (our former case 1),
then two distinct procedures are needed.

1. If we regard the isometric bi-continuous structure (with ¢ = 0), then
we can prescribe the characteristic length L and the pressure difference
pa = po — pw- The value of up is then determined by (5.30) and the
sum of the pressures ps; = po + pw by (5.33) so that the pressures are
given by

(P +pa) pw = %(Pz —pa) (6.18)

N =

po =
2. In case of any other structure, we can prescribe L and up, and the

pressures po and pw are obtained from (2.53) and (2.54).

Afterwards the solution parameters ko and kw are inferred from

_dw_9fo
_8/L_a/€0

0
po__ 0w by PV (6.19)

f oa(00) Doy on(ow)

(ko,po) +

The inequalities (6.6) and (6.7) now hold as equalities and allow to compute
the pair (ao, aw). Only such values of L and pa or up, respectively, are to
be considered which yield pairs (ao, aw) that can be found in the region N
in figure 6.1. The width of that region is exaggerated in the figure. Actually,
the two bounding lines almost coincide and only differ noticeably in the
range of small cp and aw , where the length L is of the magnitude of the
thickness h.

6.3 The Total Energy Density

According to (2.20), (2.54), (6.1), (6.3), (2.12) and (6.19), the minimal free
energy of our system simplifies to

F o= n/AC(w+pc<h+iL;K)) dA

+(fo + pevo)mo + (fw + pevw ) mw
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= fn/A pdA+ (fo +povo)mo + (fw + pwow)mw
C

+(po — pe) (NVoc — vomo) + (pw — pe) (nVive — vwmw)

fma + (fo — fko + povo)mo + (fw — fkw + pwow ) mw

= fma+ (fo(ko,po) kog]{ (ko,po) + Qoﬁ?b))mo
+(fw(kw pw) — kwaf (kw,pw) + pw)mw (6.20)
’ Okw ’ ow(pw)

The underlined terms vanish because either po — p. = 0 (if there is an oil
excess) or nVoc —vomo = 0 (if no oil excess exists). We refer the free energy
of the system to the mass of the amphiphile and obtain what may be called
the total energy density.

L dfo PO
s [+ (fo(kovpo) koak (ko,po) + Qo(po))a
+<fw(kw,pw) kw g/{w (kw,pw) + %)aw (6.21)

On each of the lines W and O as well as in the region E of figure 6.1, the
values of f, ko, kw, po, pw are constant. So the total energy density is a
linear function on those straight lines and in that region.

6.4 Solubility

In order to get numerical results, we need some assumption on the monomeric
solubility of the amphiphile in oil and water. Starting from the linear ansatz

dfo 9 (fo .
fo(ko,po) — ko= ke (ko,po) = koak:o <k0> = ao(po) — ao(po) ko
(6.22)
we find by integration
fo(ko,po) = ao(po) + ao(po) ko Inko + ao(po) ko (6.23)
The condition (6.19) yields
dfo PO _
ko + = Inko+1)+ + 6.24
I= Bt 0P+ ey — “olro) ko 1) +ao(po) 00,55 (629

A comparison of (6.23) with (2.24) shows that ao actually cannot depend
on po.
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Fig. 6.1 Dependence of excesses on mass ratios




In the following, we adopt a third simplifying assumption.
e The oil, the water and the solved amphiphile are incompressible.

Then not only the densities po and pp but — according to (2.24) — also the
function fo and hence ap and ao do not depend on the pressure po. Using
the abbreviation

2
- —w
f= M = (1 — Gs(Clp, CQP) + In MP) + G(Clp702p) -1 (625)
w1 Hb
according to (4.21), we obtain from (6.24) the solution parameter
p ao — h
koexp(m (fiubao wO,prO)l) (6.26)
Ubao w1 hoa wn

and from (6.21), (6.22) what may be called the dimensionless total energy
density

F A w a a h
m F o f+o+<m)ouboko+%po)a
w1 Ma w1 wq w1 hoo w;
a a h
+<“bw—“bwkw+ Kb pw)aw (6.27)
wq wq hQW w1

6.5 Lamellae as a Reference

The comparison of the total energy density of different structures is simplified,
if we discuss their deviation from the total energy density of a reference
structure, which we choose to be the lamella, i.e. a plane surface. Water and
oil between the lamellae have to be considered as excesses so that we have
PO = Pw = Pe- Since ¢; = ¢ = 0, equation (6.12) is trivially satisfied while
(6.11) with (6.19) yields

ow

— [ — eh = .2
e (0,0,) + peh =0 (6.28)

w(0,0, )

from which the mass density pp, of the lamella and afterwards also fL, koL,
and kwi, can be computed. The surplus of the dimensionless total energy
density of any structure over that of the lamellae is given by

Mb(F F

wq

R:

N a e — po)h
— f _ fL _ </’(’b O (kO _ kOL> + & (ppo)> ao
wy hoo w1y

. (/J'baw (kW—kWL) + Hb (pe_pW)h) aw (6.29)



and shall be called the rating function. In contrast to the total energy density,
the rating function does not depend on the material constants wg, ao, and
aw. (Note that ko depends not on wg but only on the difference pun,ao —wy.)

6.6 A Numerical Example

We choose the following values of the dimensionless constants of our model:

b 1 Hb Hb
al B 210 — =1.0 6.30
hoo 0.9 how hoa ( )
Hbao = Wo _ 4 Hpaw = Wo _ 4 (6.31)
w1 w1
fvao _ 4 HpaW _ 4 (6.32)
wq w1

peh
Kk = 0.02 q=0.12 =0.1 (6.33)

w1

Important remark: It is not the intention of the following computation
to produce a quantitative agreement with any experiment. It shall rather be
demonstrated that the model is versatile enough to predict qualitative phase
behaviour which resembles that of real mixtures.

We restrict our attention to the case of equal volumes of water and oil,

O[iwimwingwzgiwil.O

= = = 6.34
ao Mo 0oVo co 09 (6.34)
The mixture can then be characterized, for example, by the variable
o= M = oo + aw ( =2.11 Ozo) (635)
ma

In order to construct the following diagrams point by point we let a loop run
over an increasing sequence of values of L. Each of them determines the fields
of the curvatures c1, co while the field u still depends on the unknown value
up. Let us consider spheres or cylinders which enclose oil or bi-continuous
structures with negative ¢ as examples. Because of (6.34), there must be a
water excess. However, if L is small enough, no oil excess is present. Then
up may be computed by iteration from the nonlinear equation (6.10), and,
afterwards, po from (6.14). (Both (6.10) and (6.14) are elaborated for the
different types of structures in chapter 5.) The values of f , ko, and kw result
from (6.25), (6.26). Finally, co and aw can be obtained from (6.16) and
(6.34), a from (6.35) and R from (6.29). If the sign of po — p. changes from
one value of L to the next, then we have passed L*, where not only pw=pe
but also po=pe holds. Beyond that point, which we will later call point b,
the film is said to be saturated, (6.29) yields a linear dependence of R on «,
since f , ko, kw, po, and pw remain constant, and not only the water excess
but also an oil excess is present.

56



6.7 Graphs of the Rating Functions

First, we choose hg = 0. That means that the prestrain of the film is symmet-
ric with respect to its middle surface and no preferred curvature towards the
oil or the water side exists. Figure 6.2 gives the rating functions of various
bi-continuous structures over «.. (The values of the rating functions of spheres
and cylinders are so large that their graphs are above the represented area.)
Of all the bi-continuous structures, the isometric one (with ¢ = 0) yields the
lowest curve and hence requires the least amount of energy. However, if « is
small enough (on the left of point a) then lamellae, the rating function of
which is zero by definition, become more favoured. If « is large (on the right
of point b) then we have an oil and a water excess with equal volumes and
hence three phases. Our pair (ap,aw) then lies in the region E of fig. 6.1.
On the left of point b, there is neither an oil nor a water excess and we have
only one phase. Outside of the represented area, on the right-hand side of
some point ¢ at about a = 82.0, the amount of amphiphile is so small that
it is totally solved as monomers and no film exists.

Remark: Our interpretation is based on a simplification. Actually the mono-
meric solubility of the amphiphile in oil and water will not be identical. (Our
numerical example gives values of ko =~ 0.018 and kw = 0.007.) There-
fore, if the volumes of pure oil and water are the same, then the oil-sided
and water-sided volumes of a bi-continuous structure must be different, if no
excess is allowed. This means that the value of ( cannot be exactly equal
to 0. However, since the values of both ko and kw are small, that deviation
was ignored.

Next we allow a non-symmetric prestrain of the film and study the con-
sequences of the resulting preferred curvature.

In the case hyg = 0.04 (fig. 6.4), we again identify the limiting points a
and b. However, the lowest values of the rating function are obtained by the
bi-continuous structure with ¢ = 0.05 on the right-hand side of point a and
with ¢ = 0.15 at point b. From a to b, the value of  of the lowest graph is
continuously increasing. The positive sign of hg implies that the film possesses
a preferred curvature towards the oil side. Since bi-continuous structures with
positive ¢ show this property, they are favoured. But their oil-sided volume
is smaller than the water-sided one. If all of the existing water is enclosed (on
the left of point b), then there must be an oil excess, and we have two phases.
On the right of point b, we have, in addition, a water excess and hence three
phases.

Going back to the case of the smaller preferred curvature hg = 0.005
(fig. 6.3), we note that a new important point d causes a more diverse be-
haviour. Between d and b, the lowest graphs represent again bi-continuous
structures with positive (. But between a and d, the isometric structure,
with ¢ = 0, requires the least energy. Hence all of the oil and the water is
enclosed, no excesses exist, and we have just one phase.
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Fig. 6.2 Rating functions, h0=0.00




Fig. 6.3 Rating functions, h0=0.005
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Fig. 6.4 Rating functions, h0=0.04
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Fig. 6.5 Rating functions, h0=0.08
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The case hg = 0.08 (fig. 6.5) reveals a further phenomenon. On the
right-hand side, the graphs of cylinders (C) and spheres (S) enclosing oil
are below those of the bi-continuous structures, characterized by their values
of (. Point b separates states where all of the oil is enclosed (to the left) from
states with an oil excess (to the right). There is always excess water which
dilutes the microemulsion. Thus we have a transition from one phase to two
phases. The new point e separates the reign of the bi-continuous structures,
where we have an oil excess, from the reign of the cylinders and hence marks
a transition from two phases to one phase.

6.8 The Phase Map

The points a, b, etc. which we have constructed mark phase transitions
corresponding to different values of hy. If we introduce them into a map
(fig. 6.6) and connect them, then we obtain boundaries of the various phase
regions of a mixture. The preferred curvature of an amphiphilic film can be
tuned, for example, by the temperature. Often, low temperatures induce a
curvature towards the oil. In this case, the vertical axis of fig. 6.6 may be
interpreted as an axis of decreasing temperature. On the horizontal axis, we
do not use the variable o but — in accord with familiar representations —
its inverse

S - (6.36)

1
7_5 mo + mw

which increases with an increasing amount of amphiphile.

It is sufficient to present the upper half of the map. If the properties of
oil and water were the same, then the lower half would be obtained by a mere
reflexion and an interchange of the indices O and W. Now, the distinction
between the properties of oil and water leads to somewhat different numerical
results but does not alter the qualitative picture. The regions are denoted by
L, B, C, or S, if the structures which give the mixture its lowest energy
are lamellar, bi-continuous, cylindrical or spherical. If excess oil or water is
present in addition to the microemulsion, then this is indicated by an upper
index O and a lower index W, respectively. An index in brackets means that
no separate excess phase exists but that the excess outside of cylinders or
spheres merely dilutes the microemulsion.

Observing fig. 6.5 we notice that the graphs of the rating functions of
cylinders and spheres almost coincide in case of large . So it will be a matter
of chance whether cylinders or spheres are actually formed. Therefore this
possibility is bracketed in fig. 6.6.
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6.9 The X Point

Of great practical importance is the existence of the so-called X point on the
horizontal axis within the region where bi-continuous structures are preferred.
It characterizes the minimum amount of amphiphile necessary to enclose all
of the oil and the water. If more amphiphile is present then there will also be
only one phase. If, however, the amount of amphiphile is smaller, then not all
of the oil and the water is contained within the microemulsion and we find an
oil excess and a water excess. If we only change the temperature and hence
the preferred curvature of the amphiphile, then an oil excess in the case of a
positive curvature and a water excess in the case of a negative one appears.

The existence of the X point is only guaranteed if a sufficient prestrain of
the outer layers of the film is present. Only then, the energy of an isometric
bi-continuous structure is smaller than that of lamellae. To prove this, we
first use the abbreviation

ao — h
Wo = exp (— ! (“bao “o 4 ﬂp&) - 1) (6.37)
Hbao wy hoa wy
and write (6.26) in the form
ko = wo exp < ] f) ~ wo (1 - f) (6.38)
Hbao Hbao

The replacement of the exponential function by a truncated Taylor series
is admissible because our numerical computations have revealed that the
absolute value of the argument of the exponential function is small.

If we note in addition that po = pw = p. is valid at the X point, since
we have an oil and a water excess on the left of it , the rating function (6.29)
reduces to

R = (f — fL) (1 —woap —wwaw) (6.39)

Now, the numerical investigation has proved wo and ww to be rather small.
Therefore the expression in the second bracket will be positive even in the
case of large ap and aw. We arrive at the conclusion: The existence of the
X point requires — note (6.25) —

f-f=E2(-p)<o0 (6.40)
w1

So the isometric bi-continuous structure must have a smaller value of f than
the lamella.

6.10 Symmetry Breaking

In order to evaluate the last condition, we first introduce (4.20) into (4.24)

w—f,u:w—ug—l::2wlexp(GS)exp(—1—|—\/l—V)(l—\/l—y) (6.41)
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with the abbreviation — note (6.25) —

yogo I o g (6.42)

w1

Next we notice that the absolute value of v is small so that the lengthy
function of ¥ may be replaced by the first term of its Taylor series.

26Xp(*1+\/171/)(17\/171/)@l/ (6.43)
Thus we arrive at

w— fu=wexp (GS)V = w1 exp (Gs) (G —f ) (6.44)
The condition (6.11) must hold at the X point and reads

0 = /AC <w—fu+pc(h+$ff)> dA

- /AC <w1 exp (Gs) (G — f) +pc(h+ iL;K)) dA  (6.45)

Thus we obtain

. Peh h?
f exp (GS) dA = G exp (GS) dA + / (1 + —K) dA (6.46)
Ac Ac w1 Ac 12

which simplifies in the case of a lamella to

Deh
w1

L exp (Gs1) = G exp (GsL) + (6.47)

and leads to

fL /A exp (GS) dA

— / G, exp (GS) dA + pelt / exp ( - GSL) exp (GS) dA (6.48)
AC AC

w1

Finally the difference of (6.46) and (6.48) yields
(f—fL)/ exp(Gs)dAz/ (G—GL
AC AC

+Pch ((1 + T—;K) exp (— Gs) —exp ( — GsL)>> exp (Gs) dA

wy

(6.49)

The integrals are taken over one cell of the isomorphic bi-continuous struc-
ture. The condition (6.40) can by no means be satisfied unless the underlined
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expression is negative somewhere on that structure. In order to check this, we
use the truncated Taylor series (4.37) and (4.39). We must put hy = 0 and,
in the case of a lamella, h = 0, d = 0, while we have h = 0, but d # 0 in the
case of the isometric bi-continuous structure. So the underlined expression of
(6.49) is approximated by

4 4 - 4 /1 4 1 poh 2 -
Sle- )@ o (5w car 2 e (< S0) )4t G
3</<c 15q> +15<3+ K 7q+6w1 exp 34 (6.50)

Neither of the two terms can be negative, if

g < ! K (6.51)
2
is valid, since k represents an elastic shear stiffness of the film and is surely
positive. On the other hand, a positive value of ¢ indicates a positive prestrain
(and a positive prestress, i.e. a tension) in the outer layers. Therefore, if we
have a negative prestrain, no prestrain at all, or a positive prestrain which is
not strong enough, then the existence of an X point is excluded.

On the contrary, if the positive prestrain of the outer layers satisfies the

condition
q> 2 K (6.52)
4
then the first term in the expression (6.50) is obviously negative and the
corresponding graph looks as shown in fig. 6.7 (solid line). So the underlined
expression in (6.49) becomes negative on those parts of the bi-continuous
structure where |d| is not too large.

Our choice (6.33) of the values of k and ¢ satisfies (6.52) and, indeed,
produces a phase map with an X point and yields the solid line of fig. 6.7.
On the other hand, if the numerical computation is performed without a
prestrain, i.e. with ¢ = 0, then we obtain the dashed line of fig. 6.7, the
rating functions of all bi-continuous structures turn out to be positive and
an X point does not exist.

The influence of the environmental pressure is rather weak, it only mod-
ifies the second term in (6.50) but not the first one. If we ignore it, then the
underlined expression in (6.49) reduces to G — Gy, which approximately mea-
sures the difference of the energy density (per unit mass) of the bi-continuous
structure and the lamella. This is seen from the underlined terms of (4.41),
while the remaining term contains the small quantity v/2.

If no prestrain is present, then we have a convex function with its min-
imum at d = 0, and the energy of the lamella is smaller than that of a
bi-continuous structure. If there is enough prestrain, however, then we find a
phenomenon of symmetry breaking, namely two minima according to fig. 6.7,
and the energy of a bi-continuous structure is less than that of the lamella.
Although the film is isotropic (has no preferred material directions), it prefers
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Fig. 6.7 Symmetry hreaking
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Fig. 6.8 Desiccated slice of bread




Fig. 6.9 Influence of the prestrain parameter g
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an anisotropic configuration (with the distinguished local directions of the
principal curvatures of opposite sign). A similar phenomenon is well known
from everyday life: A desiccating slice of bread takes the form of a hyper-
boloid (fig. 6.8), presumably since a state of tension develops in the outer
layers.

The influence of the prestrain parameter ¢ is illustrated in fig. 6.9. Line
b indicates the position of the X point and line a the boundary between
the isomorphic bi-continuous phase and the lamellar phase. It will be shown,
however, in subsection 6.11.4 that a coexistence of both phases will develop on
the right-hand side of line f. The horizontal line indicates the value ¢ = 0.12,
on which our numerical treatment and hence the construction of fig. 6.2 was
based. When ¢ drops to ¢ = 0.075 = 15-0.02/4 = 15k/4, then the lines
approach v = 0, since smaller values of ¢ exclude the existence of an X
point. If v > 0.35 then the three lines are well approximated by the linear
expressions (dotted lines in fig. 6.9)

gp, = 0.0605 + 0.085, g = 0.0640 + 0.0667, ga = 0.0675 + 0.044~
(6.53)

6.11 Coexistence of Two Structures
6.11.1 The Mixing Rules

We consider two tubes with two different mixtures containing different struc-
tures. Let the total mass of amphiphile ma be partitioned among the two
tubes according to

mar=(1—¢)ma,  maz=thma  with ¢ €][0,1] (6.54)
Moreover, we have
mo = aoMma =mMo1+Mo2 = Q01MA1 T QA02MA2 (6.55)

Dividing by ma we obtain

ap = (1 — 1ﬁ) ao1 + ¢a02 (6.56)
and, analogously,

ayw = (1 — 1/)) awl + Y aws (6.57)

With the abbreviation
_ dfo PO dfo PO
= ko, — ko=—(ko, + —— = ko) — ko—— (ko) + —
5o = fo(ko,po) Oako( 0,P0) 20(p0) fo(ko) Odko( o)( Qo)
6.58

— where the last form is valid under the assumption of incompressibility —
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the minimal free energy of each of the two systems may be written (note
(6.20))

Fy = fr mar+yor mok+ywk mwk = (fkﬂ?Ok aok+ywk aWk)mAk k=1,2

(6.59)
and the free energy — not necessarily minimal — of the whole system is
therefore

F=Fi+F=(1-%)fi+9f)ma

+((1 — ) Jo1 @o1 + ¥ Yo a02>mA + ((1 — ) w1 aw1 + ¥ Gwe Oéwz)mA

(6.60)
whence follows
F F F:
= (1) 2 (6.61)
ma ma1 MA2
The minimal free energies of the corresponding lamellae are
Fri = (fL + YoL ok + YwL OéWk)mAk k=12 (6.62)
and this implies
R=(1-¢)R1 +¢ Ry (6.63)

If we bring the two mixtures together in one tube, then we get a resulting
mixture with two coexisting structures. Its parameters ap and aw as well
as its total energy density and its rating function are obtained from those of
the original two systems by the mixing rules (6.56), (6.57), (6.61), (6.63).

6.11.2 A Coarse Treatment of the Coexistence

Let us go back to fig. 6.5 and single out the graphs of R of the mixture with a
bi-continuous structure of (=0.12 (referred to as B) and of the mixture with
cylinders which enclose oil (referred to as C). We can generate a resulting
mixture with the parameter a by combining the two mixtures B and C with
the parameters a1 and as, respectively. The graph of the corresponding rating
function according to the rule (6.63) is given by the straight line BC in the
interval a; < a < as in fig. 6.10. The rating function and hence the free
energy of the two coexisting structures is obviously less then that of any of
the single structures. Moreover, we have chosen the values of a; and ay of
our example in such a manner as to give the straight line its lowest possible
position.

In a similar manner, the straight line LC describes the coexistence of a
mixture with lamellae (with o« = 0) and a mixture with cylinders. We see
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Fig. 6.10 Coexistence, coarse treatment
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that the corresponding rating function is lower than that of a mixture of B
and C or of bi-continuous structures alone.

So fig. 6.6 must obviously be reinterpreted. The lines a and e do not
separate regions with totally distinct structures. Instead, they are surrounded
by bands of coexisting structures.

6.11.3 A Refined Treatment

According to section 2.5, a coexistence can only persist, if the additional
conditions

PO = Po1 = Po2 PW = PW1 = PW2 (6.64)

ko = ko1 = koz , kw = kw1 = kwe (6.65)
are satisfied and hence also

f=h=p=20_0 po_Oh pw

= = 6.66
pw  Oko oan  Okw oA (6.66)

and

Yo =yor =Yoz,  Yw =Ywi = Yw2 (6.67)
This implies that the total energy density of a system with coexisting struc-
tures may be calculated by the same formula

F
— = f+¥Jo ao + yw aw (6.68)
ma

as in the case (6.21) with only one kind of structure.

In the example of the coexistence of B and C, the mixture B possesses
an oil excess, which implies po = pe, pw # Pe, While the mixture C is diluted
by excess water, which implies po # pe, pw = De. So the conditions (6.64)
to (6.67) are not satisfied. This means that the coexistence of B and C in
the described manner cannot be stable since it does not satisfy the necessary
conditions of minimal free energy. Therefore, the construction of fig. 6.10 is
too simple and only gives an upper bound of the minima of R.

In order to obtain a more general result, we consider the quantities ao
and aw as given and determine ao1, ap2, awi, aws, and ¥ from the condi-
tion that the rating function R be minimal under the side conditions (6.56)
and (6.57). Introducing the Lagrangean parameters Ao and Ay, we arrive at

(1 =) Ri(ao1,aw1) + ¥ Ra(ao2, aws)
+Xo (Oéo —(1—-vY)aor — waoz)-l-)\w (Oéw - (1—=v)aw: — wa\m) = min
(6.69)
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The postulate that the derivatives with respect to Ao and Aw must vanish
yields the equations (6.56) and (6.57). The derivatives with respect to ao1,
o2, aw1, and aws are zero, if
ORy  O0Ry 3 ORy  OR
daor  Oaoy O’ dawi  Oaws

= A\w (6.70)
holds, and the derivative with respect to 1 is zero, if we have

Ry — R1 = Xo (0102 — 0401) + Aw (aWZ — an) (671)
In order to obtain the derivatives of (6.70) we go back to (6.59)

Fy. = fx mak + Yok mok + Ywk mwk (6.72)

This expression gives the minimal free energy of a mixture with the fixed
masses max, Mok, Mwk under the restriction to one kind of structure. If
another mixture with slightly different masses is considered, then the param-
eters of the structure, the pressures etc. and hence also the values of fx, Jok,
and gwy will be different. Therefore the increment of the minimal free energy
is obtained from

dFy, = dfi, mak + dyor mor + dywr mwi+ fr dmar + Yor dmok + YJwr dmwi

(6.73)
However, the underlined expression is zero so that only the underbraced one
remains. This follows from the fact that the free energy Fj is a minimum and
hence dF} = 0 must be valid, if the masses are kept constant but any other
parameter varied. We further infer

mak mak mi,,

_ m _ m _ _
= Yokrd (Ok> + ywi d (Wk) = Yok daok + Jwk dawr,
UTNS MAk
(6.74)
Since the rating function is defined by

F F
Ry="0 [ | - & (6.75)
wi \ma|  omal
according to (6.29), we obtain
ORy b (_ _
= — — 6.76
door  wy (iUOk yOL) (6.76)
So (6.70) leads to
ho =2 (ﬂ01 - 370L> £ (2702 - ﬂOL> (6.77)
w1 w1
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and
= E2 (§W1 - ZJWL) = £ (ﬂw2 - QWL> (6.78)
w1 wy
and this implies the relations (6.67), which are known from chapter 2.
Introducing (6.59), (6.62) into (6.75), we arrive at the representation

_ Hp
w1y
Noting (6.77),(6.78), the condition (6.71) is seen to be satisfied if f; = fo

holds, in accordance with (6.66), as was also derived in chapter 2.
Now, let us define a new pair of orthogonal axes in the ag, aw-plane by

Ry, (fk — fu.+ (Jor — Jor) ok + (Gwrk — QWL)aWk) (6.79)

1 1
of = 5()\0 ao + Aw aw) , = 5( —Awao + Ao aw) (6.80)
This implies
OR; g OR; OR;
— A J by J
Dot N+ Ny ( ©da0, Wﬁavw)
8Rj g ( 8RJ aRJ )
= ———|-A + A 6.81
da* 224+ 22\ "Woao, daw; (6.81)
and (6.70), (6.71) yield
ORy _ORy; Ry — Ry _y (6.82)
doj  Oob o5 —af
Or, _ OR: _, (6.83)

sk s,k
0aj IoJe%s

Now, Ao and Aw depend on the actual problem according to (6.77), (6.78).
In our coarse approach, however, we decreed

o=Aw=9g = o =a=ao+aw (6.84)

Our construction satisfies (6.82) — g gives the value of the gradient of the
straight line as well as of the derivatives of the two graphs at its ends — but
(6.83) is surely not fulfilled.

Fig. 6.11 visualizes the situation in the ag, aw-plane. The point M char-
acterizes the given mixture. The coarse approach represents it as a coexis-
tence of a mixture of type B® and a mixture of type Cew). Each of these
three mixtures has equal volumes of oil and water and hence the same value
of the ratio aw/aop. The points B and C represent mixtures with the same
structures but without the oil excess and the diluting excess water, respec-
tively. The connecting line between B and B© is a line of type O according
to fig. 6.1 while the connecting line between C and C(w) is a line of type W.
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Fig. 6.11 Possihilities of coexistence




Now, if the two coexisting structures exchange all of their excess oil and
water then each of them may reach a state of lower free energy. An example
is given by the points B and C. Since there is no excess, neither of the values
of po or pw must equal p, any longer.

However, it is arduous to find the points B and C which minimize the
rating function of a given point M. Therefore we adopt an inverse proceeding.
First, we choose

g =5+ A3y, Ao =g cosd, Aw = g sind (6.85)

and obtain

a* = cosdag + sind awy , o™ = —sind ap + cosd aw (6.86)

Next, we select one special angle 6 and hence one special orthogonal co-
ordinate system a*, a**.

We might think of seeking all those points in the plane where the gradient
vector of Ry and Rs, respectively, is parallel to the a* axis so that (6.83) is
satisfied. These points then constitute trajectories Tg and T¢ in the plane.
Actually, it is not necessary to carry through this task. We see this if we
consider the region N of fig. 6.1, which characterizes states without excesses.
The representation of fig. 6.11 is even more realistic, showing that these
regions are extremely narrow. Numerical studies reveal that the values of
JOks YWk POk, PWk, Kok, kwik vary rapidly over the width of N. The same is
true with the derivative of R in the direction of the normal to the trajectory,
and hence also the derivative R/0a** will show a marked variation. (The
pathological case where the chosen a** axis is parallel to a local tangent
of the trajectory may be excluded and does not cause problems.) So the
aforementioned trajectory, characterized by OR/0a**=0, can be found within
this region N or in its immediate neighbourhood. (When only one kind of
structure was admitted, this neighbourhood indicated an excess, but now we
treat two coexisting structures without excesses.)

In contrast to this, the variation of the rating function R and hence of
the derivative of R in the direction of the trajectory over the width of N is
negligible. So the mentioned trajectory need not really be constructed. It is
sufficient to calculate R on a trajectory which has already been investigated,
namely, one of the boundaries of the region N, characterized by the conditions
PO = Pe O pw = Pe. If the rating functions on these trajectories are plotted
over the a* axis, then (6.82) can be fulfilled by a construction like that of
fig. 6.10. So the coordinates ap1, awi and apz2, aws of two special points
B and C are gained. If we connect these points by a straight line then the
minimal rating function of any point M on that line is obtained from (6.56),
(6.57), (6.63). Finally, this procedure has to be performed with various angles
0 in order to obtain information for a whole region in the ag, aw-plane. The
straight lines corresponding to values of 0 from the intervall [—54°,39°] can
be seen in fig. 6.12.

7



Fig. 6.12 Corresponding points on B and C
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We notice that it is necessary to regard also a part of the trajectory Ty
beyond the point P*. (That point limited the region of two excesses, when
only one kind of structure was admitted.) The evaluation for points with the
constant ratio aw/ao according to (6.34) (dashed line in fig. 6.12) can be
found in fig. 6.13. We obtain the new graph BC, which is definitely below the
old one based on the coarse approach.

If we connect the two graphs BC and C by a straight line BCC in the
sense of the coarse approach, we identify states with even lower values of the
rating function. This indicates that a refined treatment of this coexistence of
one bi-continuous structure with two kinds of cylinders might reveal that, in
this case, the minimum condition of the free energy even favours a coexistence
of three different structures.

6.11.4 Coexistence with Lamellae

We come back to line LC of fig. 6.10, which was constructed on the basis
of the coarse approach, and want to prove that this line also satisfies the
requirements of the refined treatment. We numerate the mixtures with lamel-
lae and cylinders by 1 and 2, respectively. If we would attribute some oil to
the lamellae, then its pressure had to satisfy po1 = p. which conflicts with
the postulate (6.64). So only the choice ap; = 0 is admissible, letting §o1
undefined. Moreover, the rating function of lamellae is zero by definition, and
hence Ry = 0. Thus (6.69) reduces to

) Ra(ao2, aowz2) + Ao (Oéo - 0402)

Fw (aw —(1— %) awi — wawg) = min (6.87)

The derivatives of this expression with respect to aps2, awi, aws, and ¥ are
zero, if
OR> Ro

Ao = _ Ay OR,

- , S 6.88
0o 02 Oorya ( )

hold. The second postulate is satisfied according to (6.76) (read W instead
of O) by

Jw2 =YWL = Yw1 (6.89)
and the first one according to (6.76), (6.79), and (6.89) by fo = fi, = f1 and
Ao = % (?Joz - Z70L> (6.90)

But equal values of gw and f of the two coexisting mixtures imply equal
values of pw and kyw of the water excesses that are attributed to the lamellae
and to the cylinders. Actually, a separation of these two excesses is impossible
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Fig. 6.13 Coexistence, refined treatment
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Fig. 6.14 Coexistence of cylinders and lamellae
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Fig. 6.15 Coexistence of hi-c. structure with lamellae
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and physically meaningless. So different choices of awi and aws must yield
the same result. Two possibilities A and B are singled out in the qualitative
picture of fig. 6.14. As in fig. 6.1, the line W characterizes states with constant
values of fa2, Jo2, and hence Ao. However, the values of ape, of ¢ = ap/ao2
according to (6.56), and, with (6.77), (6.79), of Re = Aoz are not constant
on that line. Nevertheless, the two possibilities A and B yield the same value
of R at the point M, namely — note (6.63) —

R=14Rs = 22 Ry = \oao (6.91)

@02
In case A, we have chosen aywi = 0, thus attributing all of the water to the
cylinders as was done in the construction of fig. 6.10. Our numerical com-
putation was based on the assumption as/aps = const (=2.11). Therefore,
(6.88) implies

ORy Ry

-— 6.92
8(12 (65 ( )
and this was, indeed, the basis of the construction of fig. 6.10, which is,
therefore, seen to satisfy the refined requirements of coexistence.

It is also interesting to study the coexistence of lamellae with the iso-
metric bi-continuous structure in the case hg = 0. Since neither po nor pw
are equal to pe, only the choice g1 = awi = 0 is possible. The minimization
of R leads to
8R2 aRQ aRQ

+a = 6.93
8a02 w2 aawg 2 3(12 ( )
The result is illustrated in fig. 6.15. The point b represents the X point,
i.e. the transition from one to three phases, point a would mark the phase
boundary between the bi-continuous and the lamellar phase, but actually, a
coexistence of both phases gives lower values of the free energy in a region
which extends from a = 0 to the new point f, characterized by the condition
(6.93).

Ry = ao2
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Appendices

A Tensor Notation

Symbolic vector and tensor notation is used. Bold face minuscules and majus-
cules v, T denote vectors and second-order tensors, respectively. A second-
order tensor is thought to be a linear mapping from one vector space to the
same or to another vector space, both equipped with an inner product. The
dot product, cross product and dyadic product of two vectors is written a- b,
axb,a®b. A tensor can be represented as a sum of dyadic products, and the
dot product of a dyadic product and a vector is defined by a®b-v = (b-v) a.
The dot product of two dyadic products is defined by a@b-c®d = (b-c) a®d
and the double dot product by a@b:c®d=(a-c)(b-d).

If vectors and tensors are referred to an orthonormal basis {e1, ez, e3}, then
these operations in three-dimensional space read

3 3 3 3 3
V:Z’L)iei T:ZZtk[ek@)el T.V:Z(Ztklw)ek
i=1 k=1 l=1 k=1 =1
3 3 3 3 3
T'W:ZZ(Zt“wl”)ek@e" T:W:ZZtmwM
k=1 n=1 =1 k=1 =1

Accents are sometimes used to indicate fields which are to be differen-
tiated. So V(4 - b) means that the differentiation V1 acts on the vector
field a alone, while b is treated as a constant vector. If there is no ambiguity,
accents will be omitted.

B Description of a Material Surface

B.1 Actual and Reference Placement

The points of a material surface may uniquely be characterized by their
position vector xq in a reference placement of the surface in three-dimensional
observer space V. (This may be the placement at time ¢ = 0 or some fictitious
placement. An example would be the placement of a part of a sphere in
a plane by means of Mercator’s projection.) Vectors dxg from xo to the
reference positions of infinitesimally neighbouring material points constitute
the tangential plane T at xg.

Given the actual placement of the material surface, the position vector
of the material point is x, and the vectors dx constitute the actual tangential
plane 7', the unit normal vector of which will be denoted by n.
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A field ® that is defined on the material surface may be represented as a
function of the vector x (Eulerian description) or as a function of the vector
xo (Lagrangean description), i.e.,

O =d(x) = ‘i)(xo) (B.1)
It was Sommerfeld[14] who pointed out that fluids as well as solids may be

described in Eulerian as well as in Langrangean manner. When passing to an
infinitesimally neighbouring material point the increment of & is

d® = ®(x) ® Vg - dx = ®(x0) ® Vi, - dxo (B.2)

The operators Vr and V7, denote tangential differentiation with respect to
the position vectors x and xq, respectively, and their algebraical behaviour
is that of vectors in T and Ty, respectively. Component formulae of these
operations will be given in chapters H and J.

Considering as a first choice ® = x, we find

dx=xQVr -dx=x® Vg, -dxg (B.3)

The symbols () and () are omitted from now on. Obviously, x ® Vr is the
identical mapping on the tangential plane T,

X & VT == 1T (B4)
while the transplacement
F=x® VTO (B5)

which is an invertible mapping from 7y into 7', connects the material line
elements dxy and dx of the reference and the actual placement according to

dx =F - dxg (B.6)
We note
F-F'l=1p, F ' F=1g . (B.7)

The tensors 17 and F may as well be interpreted as mappings of the observer
space V into itself, but are then no longer invertible. The identical mappings
on V and T are related by

1=1r+n®n (B.8)
Introducing (B.6) into (B.2) we obtain
PRVyr - dx=2Vyr -F-dxg=2® Vg, - dxg (B.9)
for any dxy and hence the relation

dRVy-F=0 Vy, (B.10)
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or with (B.7)

PeVry F'=0@Vr 17 =03 Vr (B.11)
The second choice & = n gives rise to
dn = n®Vry-dx=n® Vg -dxg

= —C-dx=-C-F-dxg (B.12)

with the definition of the curvature tensor C by
C=-n®Vr (B.13)

and a comparison shows

C-F=-n®Vrp (B.14)

B.2 Motion of the Surface

Next, we study the (temporal) rate of fields during a motion of the mate-
rial surface. The velocity v of a material point is simply the material time
derivative of its actual position, i.e.,

v=x (B.15)

and the rate of the transplacement F is obtained by differentiation of (B.5)

F=x®Vp =v® Vg, (B.16)

(Note that the material time derivative (), evaluated at fixed xo, commutes
with the spatial derivative Vg, with respect to xo — but not with Vo | —
according to Schwarz’s theorem.)

We also need the rate of deformation tensor — note (B.11) —

L=F.-Fl=veVg -Fl=vaVr (B.17)

which is seen to be the tangential velocity gradient on the actual surface.
The actual unit normal n is orthogonal to any dx € T. Thus we have

0O=n-dx=n-F- dxg (B.18)
for any dxo and hence
0=n-F (B.19)

The time derivative of this equation yields a statement on the rate of the
unit normal

n-F=-n-F (B.20)
Since n-n =1 implies

n-n=0 = neT (B.21)
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we infer from (B.20)
n-F-Fl=n-lp=in=-n-F-F'=—-n-L (B.22)
and hence with (B.17)
n=-n-(veVr) (B.23)
Differentiating (B.14) we get information on the rate of the curvature tensor
C F+C F=-noVy (B.24)
From this we infer
CFF!'4C-F-Fl=-n@Vy F! (B.25)
or — with (B.7) and (B.11) —
C-17+C-L=-n®Vr (B.26)
The rate of a material line element is obtained by differentiating (B.6)
dx =F-dxo = L - dx (B.27)

Two orthogonal material line elements dx; = dsye; and dxy = dsses deter-
mine a material surface element according to

da = dx1 X dXQ = d81d52 €] X ey = dAn (B28)

The rate of its area is given by — note (B.21), the fact that e;, es, n form
a right-handed orthonormal basis, and the identities a- (b x ¢) = (ax b) - ¢
and bxc=—-cxb—

n~£zn~<d71n+dAf1> —dA=

n~(mede+dx1 me) :n~((L~dx1)xdxz+dx1x(L~de)) =
d51d52((e2 xn)~L'e1+(nxe1)oL'e2) =
dA(el-L~e1+eg-L-e2):dA(e1®e1+e2®e2) :L=dAlr:L (B.29)

and hence

— =1p:L=17:v®Vpr=v-Vpr=Vp- v (B?)O)
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B.3 The Vicinity of the Surface
The position vector of a point in the vicinity of a given surface may be written
X, = x+ zn(x) (B.31)

Here x is the position vector of a point on the surface, where the unit normal
vector is n, and |z| is the shortest distance of the point under discussion from
the surface, i.e. the distance measured in the direction of n. We may extend
n into the vicinity of the surface by defining the following three-dimensional
vector field

n(x,) = n(x) (B.32)

C Properties of the Curvature Tensor

C.1 Symmetry of the Curvature Tensor

We may interpret z(x,) as a three-dimensional scalar field in the vicinity of
the surface and note that its spatial gradient is nothing but the vector field
n(x,), defined in (B.32). The vector n does not change when z varies while
x is fixed. Hence we have

on

= d — = 1
n=Vz an P 0 (C.1)
On the surface, we have
0
= — 2
V=Vr+ naz (C )
and therefore on
C:—n®VT:—n®V+$®n:—V®VZ (C.3)

This reveals the symmetry of the curvature tensor C.

C.2 Invariants of the Curvature Tensor

The tensor C, connnecting dx € T with dn € T according to (B.12) — note
that differentiation of n-n = 1 yields dn - n = 0 — is a mapping of T" into
itself, and since it is symmetric, it possesses a spectral representation

C:clel Xep +crer®er (C4)

with the principal curvatures c;, co and the principal axes given by the
orthonormal vectors e;, e € T. The tangential unity tensor may also be
represented by means of these vectors in the form

1T =e;1 el +exRey (05)
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The classical invariants of the curvature tensor are the trace and the (two-
dimensional) determinant

trC=17r:C=c; + ¢ (C.6)
det C = cyeo (C.7)

The two-dimensional tensor C satisfies the equation of Cayley-Hamilton
C*’—trCC+detCly =0 (C.8)

which is easily verified if we write down the components of this tensor equa-
tion with respect to the principal axes

C%—(Cl+02)61+0102:07

2 —(c1+c)catciea=0 (C.9)
The trace of (C.8), i.e. the sum of the last two equations yields
C:C— (rC)* +2detC =0 (C.10)
or
cd4cs—(c1+c)* +2c1c0=0 (C.11)

Half of the trace and the determinant are also called mean curvature H and
Gaussian curvature K, respectively.

H:%trCz%(cl—FcQ) K:detCzZHQ—%C:C:clcg (C.12)

Another useful invariant is

2
D2=H? K = (61;@) (C.13)

while D = (¢1 — ¢3)/2 is not invariant since the numbering of the principal
curvatures is arbitrary.
The rate of the curvature tensor can be derived from equation (C.4),
giving
C =c¢re;®er+cérea®estcy (é1®61+81®é1)+62 (é2®82+92®é2) (014)

which allows to conclude

61'C~91:él, 82'C~82:ég (015)
From this we obtain the rate of the trace
trC:c'1+c'2:(el®e1+e2®eg):Cle:C (C.16)

The rate of the determinant is given by

W:%((trc)z‘—c:c):-(c—trC1T):C (C.17)

or, explicitly,

01'62 = 620.1 + Clég (018)

89



C.3 Functions of the Curvature

Let us consider a scalar field ¢ on the surface which is an isotropic function
of the curvature tensor C, i.e. it depends on the principal values ci, ¢z of C
only. We use the notation ¢(C) = ¢(c1, cz).

The rate of ¢ can be written

.0 . 0P . 0. Db . 9o
¢ = 2c - C = 7(901 c1 + 760262 = 7861 e;-C-e + 7862 ey -C-ey
_ (99 09 ¢
= <8cl e ®e; + 602 e ® e2> : C (019)
and a comparison shows
o 0o 9o
aC = 861 e ®e; + 802 er ¥ ey (020)

The symbols () and () are henceforth omitted. The symmetric tensor

¢
=—— C.21
50 (C.21)
is a mapping of T into itself. It has the same principal axes as C and hence
commutes with C, i.e., D-C = C - D is a symmetric tensor. So — with

equations (B.26) and (B.17)—

%C = —D:C:—(D-IT):CZ—D:(C'lT)

-D:(-C-L-1®Vy)

(C-D):(veVy)+D:(n®Vry) (C.22)

C.4 Some Differential Identities

We want to calculate the tangential derivatives of some tensors which are
mappings of T into itself. Since these tensors act on different spaces T at
neighbouring points, it is necessary, to consider them as (non-invertible) map-
pings of the three-dimensional observer space V into itself.

First we obtain the tangential divergence of the tangential unit tensor
by

i7-Vr=(1-n®n)-Vr=-n(d-Vr)= —ntr(h®@Vy) =trCn (C.23)
We infer from (C.2)
Vr=1r-V (C.24)
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(note that here 17 must not be differentiated !). The gradient of C along the
surface is therefore given by

CoVyr=-VeViplr - V=-VV®lyr-VZ (C.25)
and hence we get the important result that the third-order tensor
17-C- 1, @Vr=-17-V®17- V@17 - V£ (C.26)

is obviously totally symmetric.
Another useful identity is obtained as follows. First we analyze

0 0 . .
$V®sz&V®nf(n~V)V®n7V®(n~V)n
= V®(n-/V)n—(V®r’1)-(V®r’1):V®%—C-C:—CZ (C.27)

the trace of which yields

B
5,V Vz=-C:C (C.28)

Now we are able to prove — note (C.2), (C.3), (C.10), (C.23) —
(C—trCly) -V =C-Vr— (trC) Vy — tr C (17 - V)

=—(VeVz): (v - “ai) +(V-Vz) (V - ngz) — (trC)’n

=-V(V-Vz2)+(V-V2)V+ %(V@Vz) ‘n— %(V~Vz)nf (trC)Qn

~(c:c-(rC)*)n=-2detCn (C.29)

The first two of the underlined terms cancel each other while the third van-
ishes due to (C.27).

D Description of a Thick Layer

If the region on both sides of a surface, characterized by —h/2 < z < h/2
is filled with matter, then we speak of a layer with thickness h and call the
surface under discussion the middle surface of the layer.

For convenience we choose a plane reference placement of the middle
surface and denote its unit normal by ng. A point with the actual position
vector — cf. (B.31) —

X, = x+ zn(x) (D.1)
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is then given the reference placement
X,0 = Xg+ 219 (D.2)

A material line element connecting points with equal values of z satisfies —
note the fact that ng does not depend on x¢ and (B.4), (B.6), (B.12) —

dXzO :dXO (D3)
dx, = dx—l—zdn:(lT—zC)~dx:(1T—zC)~F~dx0
= (lezC) ‘F.-dx,0=F,  dx,o (D.4)

Thus we obtain the relation between the transplacement F of line elements
of the tangential plane of the middle surface and the transplacement of line
elements in a parallel plane.

F.= (17 —2C)-F (D.5)

Now let dx; = dsje; and dxy = dsses be two orthogonal line elements of
the tangential plane of the middle surface, which span an area dA = ds;dss.
If e; and e are chosen as principal directions of the tensor C, then the
corresponding line elements in a parallel plane become

(1T—z C) -dx; =ds1(1—2zc1) ey, (1T—ZC) dxo = dss(1—2zco) ey (D.6)
and they span the area
dA, = (1 —zc1)(1 — zco) ds1dse = (1 — ze1)(1 — zeg) dA
=(1-(c1+e)z+cez’)dA=(1-trCz+detCz*)dA (D.7)

On the boundary surfaces we get

2
dA, = dA.(z = h/2) = (1 - trcg + det CZ)dA (D.8)

2
dA_ = dA.(z = —h/2) = (1 + tng + det CZ)dA (D.9)

The volumes between the middle surface and each of the boundary surfaces
amount to

+h/2 h h2 h3
dVy = i/ dA,(z)dz =vidA with vy = 5 Ftr C§ + det Cﬂ

=0
(D.10)
and hence the volume between the two boundary surfaces to

3
AV = dVy +dV_ = (h + det C%) dA (D.11)
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E The Divergence Theorem of a Curved Sur-
face

The integral theorem of Stokes is known from three-dimensional vector anal-
ysis

/An-(wa)dA:%dx-w (E.1)

It allows us to transform an integral over a curved surface into a line integral
along the boundary curves of the surface. Noting equation (C.2) and the
identity n x n = 0 we find

n-(Vxw)=nxV)- w=mnxVy)-w=n-(Vpxw) (E.2)

so that only tangential derivatives enter the surface integral. In order to apply
the Stokes theorem, it is therefore sufficient that the vector field w is defined
on the surface only and not in the neighbouring space. We restrict our atten-
tion to the case where w is defined by means of a tangential vector field zp
(i-e., zr - n = 0) according to

W =n X zy (E.3)
With the identity
VT X (fl X Z’T) = (VT . iT) n— (VT . fl) iT (E4)
and the product rule, we find
n- (Ve xw)=n-(Vy x (nxzr))
=n- ((VT'iT)n+ZT' (VT®fl) — (VT'ﬁ)ZT—n- (VT®Z,T))
- VT “ZT (E5)
(Note V@ -n=-C-n=0, n-zp =0and n-Vy =0.) We put
dx =gds and e=gxn (E.6)

so that the tangent vector g, the normal to the surface n and the external
normal e € T of the boundary represent a natural orthonormal basis. Thus
we arrive at the divergence (or Gauss integral) theorem of the curved surface:

/VT~ZTdA:j{e-ZTds (E.7)
A

It has the same appearance as the corresponding theorem of the plane. This
is caused by the fact, that z is a tangential vector field. If the vector field
had also a component in the direction of n, an additional term would be
present.
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F The Euler-Lagrangean Differential Equa-
tions of OQur Variational Problem

That part of the extended energy which is related with the geometry of a
single cell of a structure can be written — cf. (2.38) —

¢ = / ¢ dA — (por — pe)Vock — (pwk — pe) Vivcr (F.1)
Ack
with the abbreviation
h3
¢:w(c1,c2,u)+pe<h+det0 12) —fu (F.2)

Now let the amphiphilic film be deformed. During a time increment &t, the
material points of the middle surface undergo displacements du = v 6t and
the area of a surface element dA increases — note (B.30) — by an increment
0(dA) =dA 17 : (bu® Vr). We use the abbreviation

99
D=_—2 F.
70 (F.3)
of (C.21) and further introduce
S=¢17+C-D (F.4)

With the help of (C.22), we are able to determine the variation of the integral

B 6 5(dA)
5 A0k¢ dA_/A(aC.éC+¢dA >dA

:/ ((C~D):(6u®VT)+D:(6n®VT)+¢1T:((5u®VT))dA
Ack

:/ (S:(u@ V) +D: (e Vy))da (F.5)
Ack
Application of the product rule gives

5/ pda=[ (S:(ueVr)+D:(neVr))da
Ack Ack

/ (04 S+ 0% D) - VrdA
Ack

/ (Gu-S+on D) VrdA - (u-$-Vr+om-D-Vr)da
Ack Ack
(F.6)
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Now, the fields of the increments du and dn are not independent but satisfy
the equation — note (B.23) —

0=0n+n-(du® Vryr) (F.7)

We multiply this side condition with a Lagrangean parameter qr, which is a
tangential vector field,

O=dn-qr+n-6uVyr-qr=dn-qr+dt-n®@qr-Vr (FS)
and obtain, with integration by parts,

0=/ 5n-quA+/ u-n®qr-VrdA
Ack Ack

:/ §n~quA—|—/ 5u-n/®qT~VTdA— 5u-n<8;qT-VTdA
Ack Ack Ack

(F.9)
Adding this identity to (F.6), we arrive at

5 d)dA:/ (du-(S+n@ar)+on-D)-Vrdd
Ack Ack

—/ (511-(S+Il,®CIT)'VT+5H'<]j'vT_qT))dA
Ack
(F.10)

Now, du'-n®qr = (du-n)qr € T and also du-S € T and dn-D € T, because
the (symmetric) tensors D and S are mappings of T into itself. Hence the
divergence theorem (E.7) can be applied to the underlined integral in the last
equation. We get the result

) ¢dA:%§u~(S+n®qT)-eds+‘7§5n'D~eds
Ack

_/ ou-Stnoar) - VrdA— [ on-(D-Vy—aqr)dA
ACk ACk

(F.11)

The variation of the oil and water volumes is determined as follows. If an
element dA, of the oil-sided boundary surface of the film with unit normal
vector n undergoes a displacement du, then it diminishes the oil volume by
dAyn - du,. Now that displacement is obtained from

duy =du+dY xn g (F.12)
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where du is the displacement of the point on the middle surface and 1 the
vector of rotation of the tangential plane. Because of n x n = 0, we find

h
n~5u+:n~<5u+5¢xn2):n~6u (F.13)
Moreover, according to (D.8), we have
h h?
Thus we arrive at
h h?
Vock = — n-éu(l—trC-+detC— |dA (F.15)
Ac 2 4
and, analogously, to
h h?
Vwer = n-du(l+trC-+detC— |dA (F.16)
Ac 2 4

The variation of the last terms in (F.1) yields

—(pok — pe)dVock — (Pwi — pe)SViwer

:/ du-np, htrCdA— du-np, dA (F.17)
Ack Ack

with the abbreviation
h h? h h?
Dn = PWE (1 + tr C§ + det 04) — Pok (1 —tr C§ + det C4) (F.18)

Now we introduce the internal forces of the fluid film, which are detailed in
appendix G, namely the tensor of moments

ow
M=-— F.19
50 (F.19)
and the tensor of membrane forces
T:(wffu)1T+C'M (F.20)

while the Lagrangean multiplier qr may be called the operator of transverse
forces. With (C.17), we find

3

h
D=M+p. 5 (C~trClr) (F.21)

while (C.8) allows S to be reduced to
S =T+ pohlr (F.22)
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So we have, with (C.29) and (C.23),
3
D~VT:M-VT—pe%detCn (F.23)

(the second term will not enter (F.11), since dn - n = 0) and
S Vr=T -Vr+p.htrCn (F.24)

Now we sum the expressions of the type ® of (F.1) over the cells of all
structures and postulate that their variation must vanish under any variation
ou and én.

0 = an<j{5u-(S+n®qT)-eds+7§5n-D-eds>

k

—an/ 5u-((T+n®QT)'VT+pnn)dA

& Ack

=Y [ on-(M-Vr-ar)da (F.25)
A Ack

If the structures are closed and hence have no boundaries at all — an example
is given by spheres — or if the boundaries are fixed at the wall of the test-
tube so that du = 0 and dn = 0 is valid, then the line integrals over the
boundaries yield no contribution. If, however, there are free boundaries, then
the natural boundary conditions

(S+n®qr)-e=0 = T -e=—-phe, qr-e=0 (F.26)

h3
M~e:fpeﬁ(C~eftrCe) (F.27)

must be satisfied. Moreover, the vector field Ju on the surface is arbitrary
while the vectors of the field dn lie in the local tangential plane, so that the
following Euler-Lagrangean differential equations must be valid

(T+n®qr) -Vr+p,n=0 (F.28)
17-(M-Vr—qr) =0 (F.29)
They are further discussed in appendix G.3.

G The Internal Forces of a Shell

G.1 General Considerations

Imagine that we cut out an arbitrary part of a material surface. If that surface
is an amphiphilic film, then the free energy of that part with area A is

F:/Aw(cl,cQ,u)dA (G.1)
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and its variation is

5F = / (5u+ £ 0C 4w 56;[;14)) dA (G.2)

We restrict our attention to a purely elastic deformation from the relaxed
state (i.e. the state of minimal free energy) without any exchange of mass
with the environment. This means 0(udA) =0 or

bu_ s _

pwo dA

(Note that the reached state will not be a relaxed state unless ddA = 0 holds.)
We use the abbreviations

17 : (lu® Vr) (G.3)

ow
and
T—(w—uaw>1T+C-M (G.5)
O

which coincide with (F.19), (F.20), since we have

a—w _ (G.6)

according to (2.41) in the relaxed state. With the way of reasoning that led
us from (F.5) to (F.11) we arrive at

SF = /(T;(5u®vT)+M;(5n®vT))dA
A
= }{6u-(T+n®qT)-eds+j{6n-M-ed8

—/5u-(T+Y;®QT)‘VTdA*/5n'(M‘VT*QT)dA
A A
(G.7)

The first of these two representations reveals the variation of the free energy
to be equivalent to the virtual work of two kinds of internal forces: the first
contribution is the virtual work of the membrane forces T and the second one
is the virtual work of the moments M. The second representation, resulting
from the application of the divergence theorem, shows that there exists an
equivalence between the virtual work of internal and external forces. (This
equivalence is called the work theorem of statics.) An inspection reveals that
the external virtual work on the considered part of the material surface is
exerted by four external agents. Two of them act on the boundary and two
directly on the surface. That boundary is in general not a real boundary of
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the material surface but a virtual cut through the surface in the sense of

Euler. Therefore, the boundary forces and torques that we will identify have

the meaning of contact interactions between adjacent regions of our material

surface and actually represent internal forces and torques within the surface.
These are the four external agents:

1) If a point on the boundary undergoes a virtual displacement du, then the

work of the boundary force (per unit length of the boundary) is

u- (T+n®qr)-e (G.8)
and hence the boundary force (per unit length) is given by
f=(T+n®qr)-e=T-e+(qr-e)n (G.9)

It is composed of a membrane force T-e € T', which in general has components
normal and parallel to the boundary, i.e., normal and shearing (or tangential)
forces in the tangential plane, and a shearing (or transverse) force (qr - e)n
perpendicular to the tangential plane, i.e., in the direction of n.

2) Defining the vector of virtual rotation dp€ T' of the tangential plane
T by

d =n X én (G.10)
we find

dn =43P xn (G.11)
If the tangential plane at a point of the boundary undergoes a virtual rotation

01, then the work of the boundary torque (per unit length of the boundary)
is

n-M-e=(6p xn)-M-e=61p- (nxM-e) (G.12)
and hence the boundary torque (per unit length) is given by
m=nxM:-e (G.13)

In general, it has components parallel and normal to the boundary, i.e. bend-
ing and torsional moments.

3) If a point within the cut out part of our material surface undergoes a
virtual displacement du, then the work of the distributed surface force (per
unit area of the surface) is

—ou-T+noaqr) Vr (G.14)
and hence the surface force (per unit area) is
p=—(T+n®qr) Vr (G.15)
Noting
nT -Vr=n.T-Vq - T:60Vs=T:C (G.16)
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and
H®QT'VT:11(VT'('1T)+I'1®VT'QTZH(VT'QT)—C'QT (G.17)

we can decompose the surface force into components tangential and normal
to the surface.

lp-p=pr=-17-T-V7+C-qr (G.18)

n-p=p,=-T:C—-Vr-qr (G.19)

4) If the tangential plane at a point within the cut out part of our material
surface undergoes a virtual rotation 4, then the work of the distributed
surface torque (per unit area of the surface) is

~ 0 (M-Vr—ar) = — (9% xn)- (M-Vr—ar) = - o9 (nx (M-Vr-ar) )

(G.20)
and hence the surface torque (per unit area) is
t=-nx (M Vr—ar) (G.21)
which implies
1M -Vy—qr=nxt (G.22)

Using the abbreviations (G.9), (G.13), (G.15), (G.21), we can give the exter-
nal virtual work the illuminating form

(5F:f(&uf—l—&/wm)ds—&—/(éu-p—i—é'«/}-t)dA (G.23)
A

The equations (G.18), (G.19), (G.22) are the local equilibrium conditions
of forces and moments of a curved surface structure. Structures of that kind
are called shells by the engineers and have been studied by them for a hundred
years ([1], [10]). But the solid elastic shells of the engineering applications
possess an energy density of the more general form w(C, F) instead of w(C, p)
so that their membrane force T mainly depends on the surface strains.

G.2 Restrictions in the Case of a Fluid Film

In the case of a relaxed fluid film, the membrane force T has a special form
according to (G.5), (G.6). This allows us to prove an important theorem: The
surface torque and the tangential component pr of the surface force cannot
be prescribed independently of each other, but must satisfy the condition

pr+C-(nxt)=0 (G.24)
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In order to see this, we use (G.18) and (G.22) and find

pT-l-C'(IlXt):—].T'((w—f,u,)]_T-i-C‘M)~VT+C~1T~M~VT
= —Vr(w—fp) = (w—fp)lp-1p - Vo

~17-C-M-V7—C-M-Vr+C-M-Vr (G.25)
The last two underlined terms obviously cancel each other. The first under-

lined term is equal to zero according to (C.23). Now

Vr(w— fu) = g% : (C & VT) + <g’:j — f) Vru (G.26)

But the underlined term vanishes according to (G.6). So (G.25) with (G.4)
reduces to

pr+C-nxt)=M:CoVy—17-C-M -V
=M:17-C- 17 0Vyp —17-C- 170V : M (G.27)

The right-hand side expression is, indeed, equal to zero, since the third-order
tensor 17 - C- 17 ® Vr is totally symmetric according to (C.26).

We notice: While it is possible to apply arbitrary surface forces and
torques on solid elastic shells, this is by no means the case with relaxed fluid
films.

G.3 Simplification of the Euler-Lagrange Equations

The condition (G.24) causes no problem in our case, since it is trivially sat-
isfied. This is seen by a comparison of (G.15) with (F.28) — which implies
pr = 0 — and (G.21) with (F.29) — which implies t = 0. It shows that
the water and the oil on the two sides of the thick amphiphilic layer apply
neither a tangential surface force py nor a surface torque t. There is only
a surface force normal to the middle surface of the film, the magnitude of
which is easily interpreted, since (F.18) with (D.8), (D.9) implies

pn dA = pwi dA_ —pox dA4 (G28)
Equation (F.29) may be rearranged to read
qr =17-M-Vr (G.29)

But this statement alone secures t = 0 according to (G.22) and hence pr = 0
according to (G.24). Therefore the equilibrium condition of the tangential
forces (G.18) is identically satisfied and need not be discussed separately in
the case of a relaxed fluid film. Only the one scalar condition of the equilib-
rium of the normal forces (G.19)

pn=—-T:C—=Vr-qr (G.30)
with p,, according to (F.18) and qr according to (G.29) must be solved.
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H A Class of Bi-continuous Surfaces

H.1 A Substitute of Schwarz’s P surface

We want to construct a model of the bi-continuous phase, consisting of two
systems of intertwining tubes in the three directions of space. At the moment,
we restrict our attention to the isometric case, i.e. the volumes inside the
two systems of tubes, containing oil and water, respectively, are equal. Let
us consider a typical cell of this triply periodic structure (c¢f. fig. H.1). We
study the reference structure with characteristic length L = 1. (More general
structures may then be obtained by affine magnification.) The periodicity of
the (reference) structure in each of the three directions of space is 4L. The
side length of the cell is 2L. The contours of the cell are characterized by a
dashed line in the figure. The topology of the structure is best understood
by assuming provisionally, that the surface consists of plane square patches.
The cell contains six such patches. Two complementary systems of triply
orthogonal tubes can now be imagined. We obtain a smooth surface, if we
deform the square cross-sections of the tubes on the planes of symmetry into
circles. The patch which is marked by a bold boundary is then deformed into
a curved surface patch. It is this quadrilateral curved patch, from which the
whole surface structure can be built up by means of reflexions. The following
investigation is based on an analytic representation of this patch.

All vectors will be referred to the basis e, e,, e, of the Cartesian co-
ordinate system so that we only write down the rows of their components.
The position vector x of the patch can be represented as a function of two
Gaussian parameters £ and 7.

x(&mn) = (2(&n) y&n) =z(E&n)) (H.1)
The tangent vectors are given by
_ox_ (on oy 0
=5 (% % o) (1)
_ox_ (00 0y 0
&7y (577 an 377) (FL3)

The parameter lines & = const and 1 = const form an oblique-angled pattern
on the surface, and the tangent vectors are neither normalized nor mutually
orthogonal. The cross product of the tangent vectors is normal to the surface
and normalization yields the unit normal vector of the surface.

= B X &y (HL.4)
ge X gyl
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Fig. H.1 A cell of the triply periodic structure
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In order to study the curvatures, we first need the cotangent vectors,
defined by

¢ Bnx1 (IL5)
lge X gl
no LX8 (IL6)
lge X gl
and satisfying
ge-g' =1, g-g"=0, g,-g=0, g,-g"=1 (H.7)
as well as the derivatives of n with respect to ¢ and n:
on on
= — = — H.8
naf 8f ) nm 877 ) ( )
The operator of tangential differentiation may be represented as
0 0 0 0
V= £ n__ — -V = —, V= — H.9

The mixed components of the tensor of curvature C are then given by —
note (B.13) —

cg=g"C-gg=-g" n®Vr-gg=—-g"ng a, f=¢& n (H.10)
The invariants of the curvature are

trC:cg—f—cZ, detC:cg c:’]—c%cg (H.11)

i.e., they are simply computed as the trace and the determinant of the matrix
of the mixed components (cg)

This rule, which is not valid in the case of purely co-variant or contra-variant
components, can be demonstrated as follows. According to (C.10) we have

2detC = (rC)* —~ C: C = (rC)° — tr (C?)

Now
2 2 2 2 2
=YY dmor. =33 (Y ad)e e
a=1 g=1 a=1p8=1 ~=1
and hence
2 2 2 2 2
trC:Zchga~gB:ch, tr(CﬂzZZc‘fché
a=1 =1 a=1 a=1y=1

If the Cartesian components of the position vector, i.e. the functions
(z(&,m), y(&,m),2(&,m)) are given, then all the algebraic or differential com-
putations (H.2) to (H.6), (H.8) and (H.10) can be done with Cartesian com-
ponents.
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Now we need to specify our patch. To this purpose we choose four linearly
independent cubic splines

ho(u) =1 —3u® 4+ 2u®,  hy(u) = 3u® — 2u?
ko(u) =u —2u® +u®, ki(u) = —u® +u? (H.12)

defined on u € [0,1] and represent the components of the position vector as
sums of products of these splines, valid on a domain defined by & € [0, 1],
n € [0, 1]. Thus we introduce 3 x 4 x 4 = 48 degrees of freedom, which may be
interpreted as the values of the components, of their two partial derivatives
and of their mixed second derivative at the four corners of the patch. Let w
denote any one of the components x, y or z. Then we put

w(&,n) =

woo ho(§) ho(n) + w10 h1(§) ho(n) + wor ho(€) h1(n) + w11 ki (€) h1(n)
+we 00 ko (§) ho(n) + we 10 k1(€) ho(n) + we o1 ko(§) ha(n) + we 11 k1(€) ha(n)
+wy 00 ho(§) ko(n) + wy 10 h1(§) ko(n) + wyo1 ho(€) k1(n) + wy11 ha(§) k1 (n)

+wen 00 ko (§) ko(n) + wen 10 k1(§) ko(n) + weno1 ko(§) k1(n) + wen 11 k1(§) k1(n)
(H.13)

Since we are considering the isometric case, our patch is antimetric with
respect to the straight line which connects x=(000) with x=(110). There-
fore we have to impose the restrictions

y(&n) ==(n,€),  z(&n) =—2(n,¢) (H.14)

which yield
Yoo = Z0o0 5 Y10 = Zo1 , Yo1 = T10 5 Y11 =1 (H.15)
Yeoo = Tynoo Yn00 = T£00 5 Yeo1 = Ty1o, Yno1 = Te1o (H-16)
Ye10 = Tyol , Yn10 = Tgo1 Ye11 = Tyl , yp1 = e (H.1T)

Yen00 = Ten00, Yenol = Ten10s  Yen10 = Tenols  Yenil = Tepn  (H.18)

200 = 0, 201 = —Z10 z11 =10 (H.19)
Zno0 = —2600, Zp10 = —Zg01, Znol = —Zg10, Zp11 = —2¢n (H.20)
Zenoo =0, Zen01 = —Zen10 5 zen11 =0 (H.21)
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and reduce the number of degrees of freedom to 22. This number may be fur-
ther diminished due to the fact, that the quadrilateral patch under consider-
ation is bounded by four planes of symmetry of the triply periodic structure.
Since we take care that the normal of the patch at the boundaries lies within
the corresponding plane of symmetry, the resulting periodic structure is Cy
continuous.

The points of the boundary & = 0 lie on the plane of symmetry = = 0.
Moreover, we postulate that the tangent vector g¢ be normal to that plane.
We obtain

x(O,n):O : 330020, 3301207 .737700:0, anlzo (H22)
e, 8:(0,7)=0 : Yeoo=0, yeo1 =0, wenoo=0, Ygyor =0(H.23)

e.-8:(0,m)=0 : 2e00=0, 201 =0, 2epo0=0, 2epo1 =0 (H.24)

A similar discussion of the boundary n = 0 yields no additional restric-
tions because of the identities (H.15) to (H.21).
The points of the boundary £ = 1 lie on the plane of symmetry x = 1—z.

z(Ln) =1-2z(1,n):
rio=1-210, 211 =1—211, Ty10 = —2y10, Ty11 = —2y11  (H.25)

The points of the boundary 1 = 1 lie on the plane of symmetry y = 1+ z.
This is automatically achieved by (H.15) to (H.21).

We have adopted the postulate that the tangent vectors g¢ and g, be
mutually orthogonal on the lines £ = 0 and n = 0. We cannot impose the
same restriction to the lines £ = 1 or n = 1, since this would imply also
the orthogonality at the corner £ = 1, n = 1. But there are six quadrilateral
patches adjacent to this corner, so that the angle of each of them must amount
to 60°.

What we can do, is observe that the vector v = e, +e. , which is normal
to the plane of symmetry z = 1 — 2z at £ = 1, must lie in the tangential plane
of the surface, and, therefore, the following linear relation between this vector
and the tangent vectors must hold.

8e(1,m) = A(m)ve + pu(n)gy(1,n) (H.26)

The unknown function A(7) is eliminated if we multiply this vector equation
with two vectors that are orthogonal to ve. We obtain

ey (g¢(1,m) — 1u(n)gy(1,m)) =0 (H.27)
(ea: - ez) : (gE(lan) - M(n)gﬂ(lvn)) =0 (H28)
First we consider the corner point with n = 0. The condition

y(£,0) = 0, which is already fulfilled, implies dy(&,0)/0¢ = 0 and hence
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especially 0y/0£(1,0) = e, - g¢(1,0) = 0. So the choice u(0) = 0 satisfies
(H.27), while (H.28) then implies

Zg10 = X¢10 (H.29)

In a similar manner, we observe that the vector v,, = e, — e, , which is
normal to the plane of symmetry y = 1 4 2z, must lie in the tangential plane
of the surface at n = 1.

Now, the normal vector at the boundary { = 1 is orthogonal to v¢ and
the normal vector at the boundary n = 1 is orthogonal to v,. Hence, the
normal vector at the corner £ = 1, 7 = 1 has to be orthogonal to both of
these vectors and must therefore point into the direction of

Vn = Ve XV, = (em + ez) X (ey — ez) =—e,t+e,t+e, (H.30)
Thus the condition
0=vn-ge(l,1) = (f e, ey +ez) 8e(1,1) = —xe11 +ye11 +2ze11 (H.31)
is valid at the corner. Together with (H.17), (H.25), (H.20), it implies

1
%1 = 5Ten (H.32)

Noting (H.17), (H.20), (H.25), (H.31), (H.32) we find that (H.27) and
(H.28) are satisfied at the corner with 7 = 1 if we choose p(1) = 1/2. The
simplest functional form which fits this condition and p(0) = 0 is

1
pn) = 51 (H.33)
If we adopt it, we can satisfy (H.27) and (H.28) for each value of i by putting

1 1
710 = 5 = gTeo (H.34)

1
Teno1 = 5Te01 (H.35)
5

Ten11 = sTe11 + Teor — 3 (H.36)

2

After all, only four of the original 48 degrees of freedom have remained over.
The numerical values of them are chosen in such a way that the resulting
variation of the mean curvature over the surface patch is as small as possible.
After some trials we arrive at

Teoo = 0867, Te11 = 0857, Te10 = 05, Teol = 1.2 (H37)
The curvature of the boundaries n = 0 and £ = 0 is almost constant. Hence,

the curves are almost circles with radius 1 as mentioned earlier. The principal
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curvatures at the corner £ = 1, n = 1 are equal. This follows from the fact
that 6 patches meet at that corner so that the curvature tensor must be
isotropic. Their value is, of course, 0 in this isometric case. The maximum
magnitude of the mean curvature H is about 0.012, i.e. 1.2% of the maximum
magnitude of the principal curvatures. Thus, our surface is nearly a minimal
surface, i.e. a surface with H = 0, and hence a useful numerical substitute of
Schwarz’s P surface ([13]).

H.2 Definition of a Class of Surfaces

By displacing each point x(&,n) of the surface of the preceding section by a
distance ¢ in the direction of the local unit normal vector n(¢,n) into a new
position

x¢(§,m,¢) =x(&,m) +(n(,n) (H.38)

we generate another surface with the same local unit normal vector. Letting
¢ be any value of, say, the interval (-0.8,0.8) we obtain a class of surfaces,
depending on the parameter ¢. The original surface is characterized by ( = 0
and describes the isometric case.

The following reasonings are similar to those of appendix D, but in a
totally different context. We denote the curvature tensors of the surface with
¢ = 0 and of the surface with ¢ # 0 by C and C, respectively. If £ and 7 are
varied by d§ and dn, then the resulting changes of the position vectors x and
x¢ are connected by — note (B.12) —

dx¢ =dx + (dn=dx — (C-dx = (1r — (C) - dx (H.39)

The connexion of the curvature tensors can be inferred from

dn=-C-dx=-C dx;=-C- (17 — ¢C) - dx (H.40)
whence follows
¢C=C- (17 -¢C)™" (H.41)

The principal values are therefore connected by

C1 o C2

C1 = = H.42
C1 1_ Cél ) C2 1_ CEQ ( )
and the invariants — cf. (C.12) — by
o - CK i K
H = (¢ C = K =) = ————
st = T ek AT ToH + K
(H.43)
The surface elements are related by
dA = (1-2¢H + ¢(*K) dA (H.44)
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and the volume between these elements is
¢? =
Vo= (- ¢+ 5 K)dA (H.45)

— ¢f. (D.7) and (D.9). If we make use of the fact, that the mean curvature of
our original surface is nearly zero and hence put H = 0, we find the simpler
formulae

~ (K . K
TireR NTIReR o
dA = (1+¢*K)dA (H.47)

VC:/ (g+ K dA = g/ dAJr—/KdA (H.48)

The equations (H.46) have the interesting consequence

H 1/1 1
_sz(:2<él+ég> (H.49)

The ratio of H and K possesses the constant value —( on the whole surface.
While the arithmetic mean H of the principal curvatures is only constant
in the special case ( = 0, the harmonic mean is constant for each (. Now,
we remember our convention that the normal vector tends to the oil side
of the surface. This indicates that the displacement of the points of our
original surface in the direction of positive values of ¢ diminishes the total
oil-sided volume Vo of the cell, which originally is half of the cell volume
V = (2L)3 = 8. Since there are six deforming patches, we get

Vo 4-6V: 1 3.
and hence
Viw 1 L3y
Y _ V H.51
1% 2 ( )

Remark: A similar class of bi-continuous surfaces was studied in [7]. While
the surface with ¢ = 0 was practically identical to the one defined above, the
surfaces with ¢ # 0 were constructed on the basis of (H.13) instead of (H.38).

H.3 Numerical Integration on the Surfaces

The area element of the original surface can be written

dA =

O e 5% | = e (1.52)
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and the integration of some function ® over a surface patch is performed as
follows

A@dA:A@(H@X)dA

- / / B(e,m) (1+ CREm) |ge x (€, n) dédn  (H53)
£=0Jn=0

This definite integral can easily be evaluated numerically.
Results for special cases are

A= / dA = 0.7816, / KdA=-1 = -05236 (H.54)
A A 6

and hence

A=A- % ¢? = 0.7816 — 0.5236 ¢* (H.55)
and — with (H.50), (H.48) —

Vo 1 3. T .3 3

7 =3 4AC + 2 ¢? =0.5—-0.5862¢ + 0.1309 ¢ (H.56)
The last two formulae show the dependence of the patch area and the oil-
sided volume on the parameter ¢. The value —7/6 in (H.54) can be obtained
without integration from the Gauss-Bonnet theorem, since it represents the
excess angle of the patch (sum of the four angles minus sum of the four angles
of a quadrangle in a plane): 90° + 90° + 90° 4+ 60° — 360° = —30°.

I Inelastic Behaviour of a Thick Layer

I.1 Decomposition of the Transplacement

In chapter 3, the elastic and inelastic behaviour of a thick layer was discussed
under the special assumption, that the principal axes of the stretching of the
middle surface and of the bending of the layer coincide. In the following, we
study the general case, but must use more advanced mathematical methods.
It turns out that the co-axial case is the most interesting one if we restrict
our attention to the relaxed state. But that is actually the state which we
are in fact interested in.

The standard method of treating inelastic behavior is the multiplica-
tive decomposition of the transplacement into an elastic and an inelastic
part. (For a rigorous basis of this method cf. Krawietz [5]). We imagine
the transplacement F of the line elements of the middle surface (which is a
mapping from Tp into T) as the succession of a transplacement Fy, (from Tp
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into Tp) into the basic placement (often called intermediate placement) and
an elastic transplacement F, (from Tp into 7).

F=F. F, (I.1)

The elastic transplacement is defined to be responsible for the stressing. That
means: In the basic placement, before the elastic transplacement is performed,
i.e. if Fo = 17, and F = F},, the middle surface is free of stress.

Another possible decomposition is the following one

F = F(2) Fo(2) (12)

It is based on the definition that the layer at z is free of stress if F}(z) = 17,
and F = F,;,(z). Thus obviously

Fi(z=0)=F,, F.b(z=0) =Fy, (1.3)

We set
F(z) =F. - Fy(2) (1.4)
Then F,(z), called the predeformation, describes the elastic deformation of
the layer at z which is present while the middle surface is not yet elastically
stretched. These predeformations cause the prestress of the different layers.

It seems reasonable to assume that the predeformation is isotropic, i.e. of the
form

Fy(2) = A\p(2)17, with Ap(0) =1 (I.5)
We may additionally introduce the unloading deformation by
Fu(z) =F;'(2) =\ (2)1x, (L6)
Thus, from (I.1), (1.2), (I.4), we find
F.u(2) = Fu(z) - Fy (I.7)

So the transplacement of the layer at z into its stress free placement is seen
to be the basic transplacement F}, of the middle layer (at z = 0) — which

makes this layer free of stress —, followed by the unloading transplacement
F.(z) — which stresses the middle layer and makes the layer at z free of
stress.

After all, we need the multiplicative decomposition of the transplacement
of the line elements of a layer at z in the form

F.(2) = F.e(2) - Fup(2) (L)
Noting (D.5), (I1.2), (I.4), we get
F.(2) = (1r —2C) -F = (17 —2C) - Fc - F(2) - Fp(2) (L.9)
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and infer
F..(z) = (1r —2C) - F. - Fy(2) (I.10)
We make use of the polar decomposition theorem
F.=R. U, (I.11)

saying that the elastic transplacement of the line elements of the middle
surface may be regarded as the succession of a stretch tensor U, which is a
symmetric and positive definite mapping of T into T and hence possesses a
spectral representation

Ue = )\el a; ®a; + )\eg as ® as (112)

and a tensor of rotation R, which is a metric-preserving mapping of Ty into 7.
We denote the principal vectors of the tensor of curvature C by e, e € T
and define two orthogonal vectors di,ds € Ty by

d;=Rl.e;, d=R! e (I1.13)
whence follows the representation
R.=e; ®d; +e;®ds (I.14)
We obtain with (C.4), (C.5)
17 —2C=(1—-c12)e; ®e; + (1 —caz)ea @ e
~R.- ((1—c1z)d1 ©d, +(1—62z)d2®d2) ‘RT =R, U.(2)-RT

(I.15)
Finally we arrive at the decomposition — note (1.5), (1.10), (I.11), (I1.15) —
F.e(z) = Re - Uc(z) - Ue - Ap(2) 117, (I.16)

The elastic deformation of the layer at z is therefore seen to be the succes-
sion of an isotropic predeformation of this layer, the elastic stretching of the
middle layer, a stretching due to the bending of the thick layer, and a rigid
body rotation from the plane Ty of the reference placement into the actual
tangential plane T

It will also be useful to introduce the polar decomposition of this elastic
deformation

F.o(2) = Ruo(2) - Uso(2) (L.17)

where the stretch tensor U,.(z) is a symmetric and positive definite mapping
of Ty into Tp and R,.(2) a rotation from Ty into 7.

With (1.6), (1.7), (I1.8) and (I.17), we may represent the transplacement
of the layer z as

F.(2) = R.e(2) - Use(2) - Fgl(z) -Fy, (L.18)
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We further define, in analogy to (B.17) the rate of deformation tensor
of the layer z and find — note that the predeformation F, does not change
with time —

L. = F,-F;!=R..-RL +R..-U..- U} RL
+R.. U..-F ' Fy, - F, ' F, - Ul RL (1.19)

1.2 Elastic Strains and Invariants

The rotation in (I.17) is eliminated by introducing the right Cauchy-Green
tensor, which is the square of the stretch tensor and hence also symmetric and
positive definite and of which we will also need the spectral representation

C.c(2) = FL(2) Fil(z) =A2(2) Uc- Ul(2) - U
=UZ(2) = X.(2)bi(2) ®@by(2) + Aly(z) ba(2) @ ba(2) (1.20)

The logarithmic principal strains
€1(2) =InXe1(2), €(2) =InAea(2) (I.21)

are the proper numbers of the logarithmic elastic strain tensor of the layer
at z

H(z) =IlnU,(z) = %ln C.o(2) = €1(2) b1(2) @ b1(2) + €2(2) ba(2) ® ba(2)

We further introduce the logarithmic prestrain 122
ep(2) =In A, (2) with €(0)=0 (1.23)
and the logarithmic elastic principal strains of the middle surface
€e1 = INAe1, €ca =1nAeo (1.24)
as well as their sum and difference
€es = €l T €e2, €ed = €el — €e2 (1.25)

This allows the representation — cf. (I.12) —

U, = exp(€es/2) (exp(eed/Q) a; ®@a; + exp(—€eq/2) az ® a2) (1.26)

Next we want to determine some invariants of the tensor H. To this purpose,
we first introduce the angle o between the principal axes of U, and U. by
putting

d; =cosaa; +sina ay dy = —sina aj; + cosa as (1.27)
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Then we evaluate the tensor C,.(z) by means of (I.15), (1.20), (1.21), (1.23),
(1.26) and obtain

C.c(2) = exp(2e1(2)) bi(z) ® by(2) + exp (2e2(2)) ba(2) ® ba(2)
— exp (269(2)) exp (ewr) (1 — e12) (1 22) B(2) (1.28)
with
B(z) = [i(2)bi(2) @ bi(2) + B2(2) ba(2) @ ba(2)
- 1 - Z; (exp(eed) cos?a a; ®ay

+ cos asin o (al Qag+as® al) + exp(—€eq) sin? o ap ® ag)

1—cyz
1—cz

(exp(eed) sina a; ® ag

— cosasin (a1 Qag+as® al) + exp(—€ea) cos® o as ® ag)

(.29)
The classical invariants of this auxiliary tensor are found to be
det B(2) = 1 (1.30)
and
1
trB(z) = az (exp(eed) cos? o + exp(—€eq) sin? a)
1—coz
1 —coz . 2 2
(exp(ecd) sin® a + exp(—¢€qq) cos a)
1—cz
1=z 1—coz
= "o exp(€ed) + g exp(—e€ed)

+(1—02z 1—c1z

l—ciz 1-— CQZ) (eXp(Ged) - exp(—eed)) sin? a

(1.31)
The proper numbers of (1.28) are
exp (2¢;(2)) = exp (26p(2)) exp (€es) (1 — c12) (1 — 22) B;(2) j=12
whence follows
1 1 1 1 .
€i(z) = ep(z)—|—§ees+ 3 In (l—clz) + 3 In (1—022) + §1nﬁj(z) , j=1,2
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We are now interested in the following invariants of the Tensor H

Il(Z) = 61(2) + EQ(Z), IQ(Z) = (61(2’) - 62(2))2 (134)

Because of
%(lnﬂl(z) n lnﬂg(z)) - %m (51(2)52(2)) = %lndet B(z)=0 (L35)

we easily get the first invariant

Ii(z) = 2ep(2) + €es +1In(1 — 1 2) + In(1 — ¢z 2) (1.36)

The ansatz
Bi(z) = exp(q(2)),  B2(2) = exp(—q(2)) (1.37)

satisfies (I.35) and leads to

trB(z) = B1(2) + B2(z) = 2coshq(z) (1.38)

We assume
1(z) 20 = fi(z) = B2(2) (1.39)
(This implies a special numbering of the principal values of B.) So we obtain

tr B(2)

q(z) = arccosh

(1.40)

and arrive at the second invariant

L(z) = (;(lnﬂl(z) - 1nﬂ2(z)))2 =q(2)? = (arccosh “Bz(z)>2 (1.41)

with tr B(z) according to (I.31).
The derivative of this invariant with respect to some parameter p is
obtained as

0l (z) otr B(z)
oy =11 =5 (1.42)
with the abbreviation
I
La(z) = H2) 2(2) (L.43)

n dtr B(z) sinh \/12(72:)

Finally we provide a representation of U,(z) - UZ}!
from (1.20), (L.21)

U, = exp (61) b; ® by + exp (62) bs ® by (1.44)

(The dependence on z will not be mentioned explicitly.) During an increase
of elastic deformation, not only the principal strains €1, e; change but also
the principal directions may rotate according to

bl = wbg 5 bg = —Ww b1 (145)

(2) for later use. We get
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Therefore

Uze . U;el = (6'1 exp (61) by ® by + €5 exp (62) bs ® by
+exp (e1) (by @by + by @by) +exp (€2) (by @by +by® 52)) X

<eXp(€1) b1®b1 +€‘Xp(€2)b2®b2)
= €1 b1 ® by + €2 b ® by
4w ((exp (61 - 62) — 1) b1 ® by + (1 — exp (62 — 61)> by, ® b1> (1.46)

An important consequence of this formula is — note (1.34) —

17, : U.e(2) - U (2) = €1(2) + €2(2) = I1(2) (1.47)

1.3 Mass
Computing the determinant of (1.16), (I1.17), we find
det F.c(z) = det U.e(z) = det Uc(z) det Ue A2(2) (1.48)

While the elastic stretch of the layer at z from its stress free placement is
built up from a prestretch, the stretch of the middle surface and the stretch
of bending, the sequence of the corresponding area elements is dA.;, dAy,
dA, and dA,. Their ratios are obtained from — note (1.23), (1.26), (I.15) (see
also (D.7)), and (1.44) with (1.34) —

if; = Ap(2) = exp (265(2)) (L49)

jTi = det Uo = exp (€cs) (L.50)

Ciff =detUe(z) = (1 —c12)(1 -2 2) (L51)

B U = e () + ) e () (L52)

The last equation gives an interpretation of I; as a measure of the elastic
change of area of the layer.
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We assume for the sake of simplicity that neither the thickness dz of the
layer at z nor the total thickness i of the thick layer undergo any change
during a deformation process. Then equation (3.19)

h/2 /2
dm = / 0(2)dA,(z)dz = / (1 —c12)(1 —ca2) 0(2)dzdA
z=—h/2 z=—h/2

wdA = pexp (Ees) dAyp = up dAy (1.53)

is seen to remain valid even if the axes of the stretch of the middle surface
and of the curvature do not coincide. The same is true with its consequence
5 — (L54)
which results from the postulate that p, must be constant with time.
The trace of (I.19) yields — note (B.30) and (1.47)—

% =trL, =tr (ﬁze . Uz—el) + tr (Fb . Fgl) — 11(z) T tr (Fb -F,;l)

(L55)
and restricting our attention to the middle surface z = 0, we find, with (I1.36),
A N . i

- (Fb-Fb1> :11(z=0):ees:—g (L56)

The mass which is supplied from the environment per unit time and unit area
of the actual middle surface shall be denoted by /i, and the rate of mass can
be written

G idd = (uad) = (" A yaa o (o
dm = jidA = (pdA) —(ﬂ—i—dA),udA—tr(Fb F; )udA
= (mdAy)" = udAy, (L57)
from which we infer
i_dAy L
e (Fb F; ) (1.58)

I.4 Power and Energy

We describe the state of plane stress in the layer at z by a tensor o (z), which
is a mapping of T into T'. Now by (z), ba(z) form an orthonormal basis of Tj
and hence R, (2)-b1(2), R.e(2) -ba(2) an orthonormal basis of T'. The stress
tensor may hence be written — the dependence on z is not made explicit —

g = Rze . (0'11 bl ®b1 —|—0'12b1 ®b2 —|—O'21b2 ®b1 +022 b2 ®b2) 'Rfe (159)
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With (I.19), the stress power in the layer at z referred to the actual unit
volume can be represented as

P. = o:L.=c: (RZE~RZG+RZE~UZG-U;61-RZTe

+R..-U..-F;' B, .F,'-F, U Rfe) (1.60)

In case of a pure rigid body rotation, we have U.. = 0 and Fy, = 0 while
R..- RI, is an arbitrary skew tensor which maps T into T. The condition
that the internal forces of a body do no work during a rigid body motion is
satisfied, if and only if the stress tensor o is symmetric, i.e. 012 = 02;. In
case of a sudden and hence purely elastic deformation, we have with (I1.46)

P. = RI 0 Re: U Ul
= 011€ + 0996y + 012 w(exp(el —€3) —exp(eg — 61)) (1.61)
Moreover, the value of dA,q is not changed and (1.55) reduces to
aA,
dA,

Then all of the work of the stresses is fully stored and gives rise to an increase
of the strain energy. This strain energy — referred to the actual unit volume
— depends on the elastic deformation only through its invariants, because
the elastic behaviour is assumed to be isotropic within the layer. Therefore
we write w, (I, I3) or w, (€1, €2) and find

= jl =€ + €5 (162)

A,
P,dA,dz = (w,dA,dz)® = <u}z + w, JA ) dA, dz (1.63)
and hence
P, = o011€ +0926 +019 w(exp(el —€3) —exp(eg — 61)>
ow, ow, . . .
_ : . 1.64
e, €1 + e €2 +wW (61 + 62) ( )
Since €1, € and w are arbitrary, we infer the potential relations
ow, ow, ow, ow, ow,
011 = W, + 9e, wy + o, + (51 52) al, w; + ol +( €1 1) oI,
ow, ow, ow, ow, ow,
o2 =W, + s w, + ol +2(e2 — 1) oL, w; + a1, + (4de2 1) a1,
(1.65)
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Moreover, we must have o152 = 0 in the case €; # €5. The back-rotated stress
tensor Rfe -0 - R, is therefore co-axial to the strain tensor H,. The case
€1 = €9 yields 017 = 099. Any direction in T, may then be chosen as by or
bs, the normal stresses are equal in all directions and therefore o715 = 0 must
be valid in this case, too. The equations (I.65) turn out to be the principal
components of the tensor equation

ow ow ow I
I .o =w,1 — = “—Z 1 (gL
R,. -0 - R,e=w,1p, + 3 (wz—l— 6]1> 7 +4 oL, ( 5 11,
(1.66)

The tensor on the right-hand side appears decomposed into an isotropic and
a deviatoric part (in two dimensions), since the tensor in the bracket is the
deviator of H.

A part of the thick layer corresponding to the area dA of the middle
surface contains the energy

h/2
/ w, (Il(z),fg(z)) dA.(z)dz

=—h/2

h)2
= /__h/2(1 —c12)(1 — c2) w, (11(2),12(,2)) dzdA

w(cl,CQ, €os) eed,a) dA . (1.67)

While w, denotes the energy per actual unit volume of the layer at z, w refers
the energy of the thick layer to the actual unit area of the middle surface.

The rate of energy can be written with (1.56)

. dA
(w dA) = (w+w;l/1> dA
o dcy “ Ocy 2 Oées Ces O€eq Ced Oa @
+w (egs + tr (Fb . Fgl) )dA (1.68)

with
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h/2

ow Ow- O -
o =" / (1 —c12)(1 — c2) <wz+ a1, + 1a(2) ye(2) 312)101,2 dz,
z=—h/2
h/2
ow Ow. O -
870277 / (lfclz)(l—CQZ) <wz+8llfd(z)yc(z) 612>1—022’dz’
z=—h/2
ow h/2 Ow,
o= 00— G
w h/2 ow
= 1— 1- I - d ’
Beea /z_—h/2< a12)(1 = e22) la(2) ya(2) 57~ d2
ow h/2 ow,
% _ /Z'__h/Q(]- _ ClZ)(l _ CQZ) Id(z) ya(z)a—b dz (169)

and the abbreviations
l-cz 0trB(z) _1-c2z 0trB(2)

vel?) = z 0cy z 0cy
_ l-—cz 1—coz
= T exp(€eca) T exp(—€eq)
1— 1
(22 + 12 (evtean - vt
(1.70)
HrB(z) 1—c12 1—cyz
ya(z) = By~ 1z exp(€eq) — T exp(—€ed)
1-— 1—
(28 - 1) (ot - emloca) e
(L71)
otr B(z)
Val®) = o

B <1—022 1l—c12

Tz 1 c Z)(exp(eod) — exp(—€ea))2 sina cos
- —C2

(1.72)
We go back to (I1.59) and (1.60). Since we know meanwhile that 012 = 091 = 0,
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we obtain
011 b1®b1 4022 by®by = R -0 R.e = F, U, 'R -0 R.c-U.. F, ' (L73)

The last equation is valid since Fj, and U, commute with R, -0 R, accord-
ing to (L.5) and (1.44) because they have common principal axes. The power
of the layer at z during an elastic and inelastic deformation can therefore be
written

P, = (011b1 ®by + 022 by ® by) : (Uze U+ Fy, - Fgl) (L.74)

The power of the thick layer is

h/2
PdA = / P.(z)dA.(z)dz
z=—h/2

h)2
= / <U11 €1 + 022 €2
z=—h/2

+(011 b; ® by +022ba ® bz) By - Fgl) dA.(z)dz

h/2 o
= (/ (011 €1 + 022 6-2)(1—clz)(1—02z) dz+T3Fb-Fb1) dA

=—h/2
(L75)
with the abbreviation
R h/2
T = / (1—012’)(1—022) (011 b ®b1+0'22b2®b2) dz
z=—h/2
h/2
= / (1 —c12)(1 — ca2) RE(2) - 0(2) - Ree(2) d2 (1.76)
z=—h/2

Next we need the rates of the elastic principal strains. We obtain from (1.33),

(1.37)
1
b2 =5 (e b " iq) (L77)

“ 1—c 2 e 1—cyz
The derivative of (1.38) is
(tr B). = 2sinhq ¢ (1.78)
Since ¢ = /I3 according to (1.41), we get
1 o
j=—— (B
1= 5 ginh \/E( rB)

1 z - z - o v ) (1.79)
= —— | —y. ———¢ — ¢ é o & | (L
2sinh v/To ycl—clz ! yc]._CQZ 2T YdCed TY
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Now we are able to evaluate the integral

h/2
/ (0‘11 €1+092 6'2) (1—C12)(1—022) dz = —m1CE1—maCotts€estta€ed+ta
z=—h/2

(1.80)
and find the following coefficients
h/2
011+ 022 011 — 022 Ye z
m / (1—e1z)(1=e2) ( 2 + 2 QSinh\/E> l—c12 dz
z=—h/2
(1.81)
h/2
. B B 011+ 022 011 — 022 Ye z
mo = / (1—c12)(1—c22) ( 5 ) ZSinh\/E) 7 _C2zdz
z=—h/2
(1.82)
) h/2
ts = / (I =c12)(1 = c22) outoxn dz (1.83)
z=—h/2 2
h/2 P
- 11 — 022 Yd
tg = 1—c12)(1 —c2z2 d 1.84
d /z_—h/2( 12)( 22) 9 2sinh /15 z ( )
h/2 P
- 11 — 022 Yo
to = 1—c12)(1 —coz d 1.85
/z=—h/2( 12)( 2%) 2 2sinh /T2 * (1.85)

It can be demonstrated, that the last three quantities are related to the tensor

T. To this purpose, we first calculate the deviator of the tensor B taking into
account (1.29 ), (I.71 ), and (1.72).

_uB _ Bi(z) = Ba(2)
2 2

= sinh\/Ixo(2) (bl(z) ®by(2) — ba(2) ® b2(z))

B(z) — —5—(2) I, (b1(2) @ b1 (2) — ba(z) @ bu(2))

11—
= = < az (exp(eed) cos? o — exp(—eeq) sin? a)

2\ 1 —coz
1-— CoZz ) 2
. (exp(eed) sin® a — exp(—éqq) cos a) (a1 ®a; —as ® ag)
—C1z

1—ciz 1—coz)\ .
+ — sin « cos & (a1®ag+a2®a1)
1—cz 1—c12
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= ydéz) (a1 ®a; —as® ag)

2 (i) — expler)) (@00 b @) (L86)

Introducing this into (I.76) we get the deviator of T

~ 1 ~
T—gtrTlTo

h/2 _
- /h/2(1 —a2)(1 - e2) % (by ® by — by @ by) dz

= (a1®a1—a2®a2)x

/h/2 (1= )1 —epz) T 02y ¥a()

z
——h/2 2 2sinh v/ I5(2)
—1
—(ay®ax +ay®ay) (eXp(eed) - eXp(—eed)) X

/h/2 (1= )1 —epz) T2y Yal)

z
——h/2 2 2sinh v/ I5(2)

~ -1
= (ai®a—a;®ay)lq— (a1 @ay+ay®a) (eXp(eed) - eXp(—ﬁed)) ta
(1.87)

Moreover, we easily see

f=-trT (1.88)

1.5 Relaxation

As in (3.33), we postulate that the sum of the external power and the energy
supply of the absorbed mass together must be greater than or at least equal
to the rate of the elastic strain energy.

PdA+ fidA > (wdA)® (1.89)
Introduction of (I.75) with (I.80), (1.58), and (I1.68) yields

T A PR AL P A
s Dews W | €es d Do €ed o r «

+(T +(fu— w)lTO) Py Fol >0 (1.90)
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If (1.65) is inserted into (I.81) to (I.85) and the result compared with (I1.69),
then it is seen that all the underlined terms vanish. Note (1.33) and the choice
of the signs in (I.38) which implies

VIo=1/(e1 — €)% = |61 — 2| = + (€1 — €2) (1.91)
so that we have according to (I1.43)
€1 — €9
Iy= —=
47 Sinh VI
We learn that the rate of the basic transplacement cannot be arbitrary
but must obey the remaining inequality

(1.92)

(T+ (fu—w)1T0> Fy Fl >0 (1.93)

The simplest ansatz which guarantees the fulfilment of this inequality is the
following one

Fy, -Fl= 1 (1tr’i‘+f,uw>1T0 L (T Lot 1TO> (1.94)
m \2 72 2
Here the positive material parameters 71 and 72 characterize the isotropic
and deviatoric viscosity, respectively.
The relaxed state, which will asymptotically be reached, is characterized
by F, = 0 and hence by

%tri‘—&—fﬂ—w:() (1.95)
and
T - %tr’i‘ 17, =0 (1.96)
whence we may infer
T = (w— fu)lg, (1.97)

This property of the relaxed state has some important consequences. Since
the last three underlined terms in (1.90) vanish, we infer from (I1.95) and
(1.88) and from (1.96) and (I.87)

ow -

B = ts—w=—fu (1.98)
ow -
Ge =1a=0 (1.99)
ow -
5o = fa=0 (1.100)



I.6 Link to the Mesoscopic Approach

The last two equations, completely written as

ow

?ed(617627668;€ed7a) =0 (1101)
ow
%(61;627€c5760d3a) =0 (1102)

are assumed to determine unique solutions €,q and a. We write them
€ed = €ed (€1, €2, €es) o = a(c1, co, €es) (L.103)
Now, according to (1.53), we have

d
Hn = Un exp(_ecs) — €es = In Kb 5 o =
H dees

— (1.104)

So the dependence of the energy density w on the variable €,s may be sub-
stituted by a dependence on p and the energy density of the relaxed state
written as

Wrer(c1, o, 1) = w(C1, ¢, /1), €ea (€1, c2, (/1)) @ (e, 2, ln(ub/u)))
(1.105)
This functional form of the energy density constitutes the basis of the meso-
scopic approach, discussed in chapter 2.
The chain rule gives

D _ 0 O Oees 0w 05 _ 0w
dcy Ocy  Oewq Ocr  dadey Oy

(1.106)

— the underlined terms are zero because of (1.101), (1.102). Moreover, since
the first two underlined terms in (1.90) vanish, we find in the relaxed state

ow - OWrel ow B OWrel

[ — R = —_—— = I.107
m Ocy Ocy 2 Oca Ocy ( )
A similar line of reasoning gives, with (1.98) and (1.104),
]‘ re
fo_low Ow_ O (1.108)

s O Op
The search for the minimum of the free energy in chapter 2 made use
of the special form w,e of the energy density of the fluid film — but w

was simply written instead of wye —, and the relevant contribution to the
extended energy was

/A (wrei(er, e2, ) — f1) dA (1.109)
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according to (2.28). The variation of this expression with respect to p

Owrel(c1, c2, 1)

vanishes for arbitrary fields du, if (I1.108) is valid. One could however have
based the investigation on the more general representation

/ (w(cl,CQ,eeS,eed,a) — fu) dA (I.111)
A

of the extended energy. Its variation with respect to €, €cq, and «

/ < (aw(017027€esaeed7a) . fd,u> 5695
A O€es dées

8w(cl7 C2, €es, €ed s 04)

aw(01702,6es7€edaa)

oo

O€eq +

(5a> dA (L112)
8eed

vanishes for arbitrary fields deqs, d€cq, and da, if the conditions (1.98) with
(I.104), (1.99), (1.100) are valid.

So it is indeed possible and advantegous to eliminate €.q and « in advance
by means of (I1.101) and (I.102) and work with (I.109) instead of (I.111).
Note, however, that one cannot proceed in the same manner and get rid of
the variable €., too, by means of equation (I1.108). That equation introduces
the additional variable f, which does not depend on the local properties of
the film alone but — as is shown in chapter 2 — also on the whole system
into which it is embedded.

1.7 The Angle a in the Relaxed State

We want to obtain information on the angle o from equation (I1.102). We find
with (1.69), (1.72), (1.43)

_ow M : 2y VD) ow.
0= 90 = /Z__h/2 ((1 —c2)° — (1 —c12) >Sinh 50 a—b(z) dz x

(exp(eed) - exp(—eed))QSinacosa (1.113)
There are four possibilities to satisfy this condition:

e We have c¢; = ¢ so that the integrand vanishes. The tensor U, is then
isotropic and hence co-axial with U, so that & = 0 may be chosen.

e We have €,q = 0. The tensor U, is then isotropic and hence co-axial
with U, so that &« = 0 may be chosen.
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e We have sinacosa = 0, i.e. the principal axes of the tensors U, and
U, coincide. Without loss of generality, the axes may be numbered in
such a way that o = 0 holds.

e The invariant I depends on « according to (I1.41), (I1.31). Therefore,
the integral may vanish for some a # 0 even in the case ¢; # co.

It is by no means obvious whether the last mentioned possibility will or will
not exist at all. If it did, then a unique solution in the sense of (I1.103) would
not exist, since we have seen, that a choice of o with sinacosa = 0 always
satisfies the equation (I.113). So we concentrate on the solution o = 0 alone.
Then the proper vectors a; of U, according to (I.12), d; of U¢(z) according
to (I.15), and b;(2) of U..(2) according to (I1.20) coincide. Since Uc(z) and
U, now commute we infer from (I.20)

U.e(2) = Ap(2) Ue - Ug(2) (I1.114)
and also
H(z) =InU,.(2) =InA,(2) 1, + mUe + In U, (2) (I.115)
(1.29) simplifies to
Biz) = =9 explect),  Bal2) = P exp(—et)  (L116)
1—coz 1—cz
and (1.33) yields
e1(z) = e2)+ %(ecs + ecd) +In(l — ¢y 2)
e(z) = e(2)+ %(ees - eed) +In(1 — ez 2) (1.117)

These equations give the proper numbers of the tensor equation (I.115) —
note (I.15) and (1.22) to (I.25). The invariants according to (I.34) become

L(z) =€e1(2) + €2(2) = 2€p(2) + €es + In(1 — 1 2) +In(1 —co2)  (1.118)

5 2
L(z) = (e1(2) — €2(2)) " = (eed +In(l—¢12) —In(1—co z)) (1.119)

where (I1.118) is identical to (I.36) but (I.119) is much simpler than (I.41)
with (I.31).

The last four equations are those which were also found in case of the
relaxed state on the basis of the much simpler approach in chapter 3, where
co-axiality of U.(z) and U, was supposed from the beginning.
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J The Spinning Drop Test

J.1 The Free Energy

Let us consider a tube, containing water and a spherical inclusion of oil
surrounded by an amphiphilic film. If the tube rotates about its axis with an
angular velocity w, then the bubble will deform under the influence of the
centrifugal force. Such a test is often performed in order to obtain information
about the internal forces of the film.

In order to investigate the deformed shape of the bubble, we must modify
our previous setting. Now we have only one kind of structure and only one
cell. The equation (2.12) becomes

1 ko
= +
oo(po)  oa(po)
but now, ko, po and vo are not constants but fields. The volume element

of the oil-sided cavity is described by dVo = vo dmo, and the total mass in
that volume element is

dm = dmo + dma = (1 +ko)dmo = (1 + ko)vg" dVo (J.2)

o)

(1.1)

We define the effective density of the oil with solved monomeric amphiphile
by

A est = L
oo = g = (1 ho)u! = (1 h0) (o + o005 ) (09

The free energy of the system is given by
F=pV+

/w(cl,cQ,u)dA+ folkoupo) vt dVo + [ fus(kw, pw) v dVay
A Vo Viw

2
-2 /TQ/J,dA—I—/ r2(1+ko)v61dVo+/ r?(1+ kw) vy dVay
2 A Vo VW
(J.4)

The terms with w? represent the contribution of the field of centrifugal forces,
since the potential of the centrifugal force acting on the mass dm in the
distance r from the axis of rotation is w?r?dm/2.

The three constraints (2.5), (2.25), (2.26) have to be modified to read

g=ma —/ pdA— | kovg'dVo —/ kwuy dViy = 0 (J.5)
A

Vo VW

ho = mo —/ votdVo =0 (J.6)
Vo
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hw = mw — vy dViy =0 (J.7)
Vaw

The extended energy (2.27) becomes
3 2

h
E = /A <w(617027,u) + De <h+ c1C2 12) - (f+ 27"2)/0 dA

2

+/ (folko, o) + pevo = f ko - S (L4 ko) - yo) v5" dVo
Vo

2
+/ (fw(k‘vaw) + pevw — fkw — %7“2 (1+kw) — yW) vy dVay
Vaw

+fma + yo mo + yw mw (J.8)

In order to find the minimum of E, we can vary the degrees of freedom f,
Yo, and yw, the fields ko, kw, po, pw, it and the shape of the film, which
determines the fields c;, co of the principal curvatures, the oil and water
volumes Vg, Vv and the area A.

J.2 Necessary Conditions of a Minimum

If we compare (J.8) with (2.28), we see that the following substitutions have
to be performed.
2 W2 2

w w
f—>f+77“2, yo—>yo+7r2, yw—>yw+7T2 (J.9)

Therefore, the equation (2.31) has to be replaced by

2

- _ _ _Y e _ - -

po = (fo(komo) f ko= (1+ ko) yo> o — (J.10)

and the equations (2.32) and (2.41) by
2
w® 5 9dfo PO Ofw PW ow(ey, ca, 1)
+502 = 229 (ko, po)+ = 2 (ke pw )+ =
113 5‘ko( 0Po) oa(po) 3kw( W Pw) oa(pw) 8;{ )
J.11

The extended energy (J.8) may considerably be simplified by means of (J.10)
to read

h3 w? 5
E = /A(w(cth,u)ere (h+clcz 12) —(f+7r )u) dA

—/VO (vo — pe) dvo—/ (pw — pe) dViy

Vw

+fma + yo mo + yw mw (J.12)
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Now, E must also be a minimum with respect to any change of the shape of
the film. We modify the discussion of appendix F, replace the abbreviation
(F.2) by

h3 w? 4
o =w(er, o, i) + pe (h+detC m)—(f+2r )u (J.13)

and arrive at the result (F.11) with an additional term, which is underlined
in the following

5/qi)dA:j{zSu-(S+n®qT)~eds+?{5n-D~eds
A

—/6u~(S+n/®qT)~VTdA7/5n~(]j-VquT)dA
A A

—/ wrdr pdA (J.14)
A

That term takes into account that the distance r of a surface element dA will
vary by dr = du - Vr = du - e, if the shape of the film changes.

The variation of the oil and water volumes is also determined along the
line of reasoning of appendix F. However, since the pressures are now not
constant within the two fluids, we obtain the result

=6 [ (po—pe)dVo =0 [ (pw — pe) dViy
Vo VW

:/5u-npehterAf/5u~nﬁndA (J.15)
A A
with the abbreviation
h h? h h?
pn:pw<1+tr02+detc4) —po<1—tr02+detc4> (J.16)

in analogy to (F.18), but must keep in mind that now po and pw denote the
local pressures on the oil-sided and water-sided surface, respectively, of the
film.

While (F.19) remains valid,

(F.20) has to be replaced by

2
s wo o2 M= (2% .
T—(w (f+ 27”)/1)1T+C M_<w “au>1T+C M (J.18)

The last representation results from (J.11) and is identical with (G.5). Since
the structure is closed, the line integrals of (J.14) do not appear. After all,
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the postulate that the variation of E under any change of the shape vanishes,
leads to

0 = —/ ou- ((T—i—n@qT)-VT +pnn—|—uw27“er> dA
A
—/ on - (M V- qT) dA (J.19)
A
and yields the following Euler-Lagrangean differential equations
(T+n®qr) Vr+pn+pw’re, =0 (J.20)
17-(M-Vr —qr) =0 (J.21)

Wherever n # e,, the third term of (J.20) possesses a component in the
tangential direction. But we proved in G.2, that tangential surface forces
are not admissible, if (J.21) is satisfied, and this seems to suggest that the
equilibrium condition (J.20) cannot be fulfilled. However, our proof was based
on the special representation (F.20) of the membrane forces, which is not
applicable here. In our case, the tangential component of the first term of
(J.20) reads — note (J.18), (J.11), (J.21) —

]_T'T'VT*C-qT

(.UZ ’ ,
1p- (w—(f+2r2>u)1T+C~M Vy—C-M-Vy

2

= VT(w—(f+w2r2)u)+1T-C-M~VT (J.22)
Now
VT<w— (f+a;2r2)u>

) . 0 g . z

But the underbraced term vanishes according to (J.11), and the underlined
terms in (J.22), (J.23) cancel each other (¢f. the argument of (G.27)).

So we retain —uw?r V¥ = —pw?r 1p-V# = —uw?r 17 - e,, and intro-
ducing this into (J.20), we see that the tangential part of that equation is
identically satisfied.

After all, we only have to consider the equilibrium of forces in the normal
direction, which can be written

T:C+Vr-qr=—pp—pw?’re.-n (J.24)
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with p, according to (J.16), and observe the equilibrium of moments
qr=17-M-Vyp (J.25)

The pressure field po of the oil is implicitly given by (J.10). We get better
insight, if we use this equation to compute its gradient field.

0 0 2
voVpo = —%Vko - aﬁv Po + (f + %ﬂ)wo
Jdvuo ov
+w? (1 + ko)rVr —po <aka + aOVpo>
dfo w? 2 PO ) (5’fo 300)
= i+ S Vho — (229 4 v

( Oko f 2" oa(po) © dpo po dpo bo

+w? (14 ko)rVr (J.26)

The underlined expression vanishes because of (J.11) and the underbraced one
because of (2.23). So the gradient of po points in the direction of the gradient
of r, which means that the pressure is a function of the distance r alone. With
the effective density according to (J.3), we arrive at the differential equation

dg;;) = 00¢(7) W (J.27)

J.3 Introduction of the Constitutive Assumption

We have to replace f by f + w?r?/2 in the condition (4.16). The energy
density (4.19) of the relaxed state

p %
w(ey, e, p) = — (wo + wy ((Gs(cl,CQ) —In —) + G(cl,02)>> (J.28)
Hb Hb
and the expression (4.24)
t=w ,ua—w = 2w1ﬁ <GS —In ,u> (J.29)
1 1 in

remain valid. Moreover, we introduce a reference state of the film. Its curva-
tures and the distance from the axis of rotation are zero, and its mass density
up is hence defined by — ¢f. (J.11) —

ow w?
8T,L(0’0’NP> f= (cl,cz,u) - ?72 (J.30)
This leads to the following modlﬁcatlon of (4.22)
2
1n”:Gs—1+\/Gp—G+S§+Wr2 (J.31)
b 2w
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with the abbreviations

Sp=1-Gep +1nt2 (1.32)
Hb
and — note (4.37), (4.38) —
2 16 4-
Gsp = Gs(0,0) = 30, Gp = G(0,0) = Eq2 + ghOQ (J.33)

Now, the radii of curvature of the amphiphilic bubble will be much larger
than the thickness of the film. So the dimensionless quantities
- h h - h h
h:§H:Z(CS+c¢), d:§D:Z(cs—c¢) (J.34)
according to (4.35) will be very small. Moreover, the expression p,w? r? /(2w )
will also be a small quantity. So it seems sufficient to express w and t by
second-order Taylor approximations in h, d, and r.
With the help of (4.37), (4.38), and with the abbreviation

w* = 2w P2 (3.35)
Hb
we arrive at
_ - - ,ube
w = wp + wph + whhh2 + wddd2 + Wyp 1w r? (J.36)
1
with
1
2 w1
4 * —17
wyp, = g(wp —w )SP ho (J.38)
8 _ _ & oo
oy = §((1 — Sptywp - (2 S51)w*) 55203
1 2 * —1 4
1 2 N e 4
wdd:_ng_§<wP_w )Spl(’%_ﬁq) (J'40)
wyr = Spwp + (1 — Spt)w* (J.41)
and
2
T=1p +inh + Gunh? + Laad? + 1, ’jf“’ r2 (3.42)
wy
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with

t~p = w*(l — Sp) (J43)
= su'ho (J.44)
- 8 - 1 2 4
thy = —§w*551h3 - gw* (1—5p) + gw* (1 - BQ) (J.45)
1 2 4
tdd = —gw (]. — SP) + gw (ff - ﬁq) (‘]46)
o = —w* (J.47)

J.4 Cylindrical Co-ordinates

An axi-symmetric surface under axi-symmetric loading is best described with
cylindrical co-ordinates r, ¢, z. The scalar components of all field quantities
may be represented as functions of the arc length s on the meridian. The unit
normal vector n of the surface, the unit tangent vector e of the meridian and
the basis vectors of the co-ordinate system are related by (cf. fig. J.1)

n=—sinae, —cosae,, e =cosae, —sinae, . (J.48)
The following formulae are valid

de, ey _

a(b =€y, a¢ —€e,, (J49)
% = %(Cosa(s)er((ﬁ) —sin a(s) ez) = (—sihae, — cosaez)(jl—(z = z—j n
(J.50)
g—; = (,%(cos a(s)er(¢) —sina(s) ez) =cosa e, (J.51)
%:_%e’ g—g:—sinae¢. (J.52)
The curvature tensor becomes
C = n®Vyr=-1® egqte 9 —f@@)ef@@e
B = 0s ¢r8¢  Os ro¢ ¢
d .
= d—je@e—l—Slr;ae¢®e¢:cse®e+c¢e¢®e¢. (J.53)
with the principal curvatures
da sin «v
Cs — E : Cp = r . (J54)



Fig. J.1 Geometry of the buhhle




Since the tensor of membrane forces and the tensor of moments are co-axial
with the tensor of curvature, their spectral form is given by

T=teQe+tse, ey, M=me®@e+myes,@e,. (J.55)
The divergence of the tensor of moments becomes

M. -Vr

— (T o5, 05 0) T a(5) 0] & e5le) - (o35 + oo

dmse+ 8e+ e(@e e)+ Oeg

= —_— m —_— R

ds " B T \roe ¢ me ro¢o
dms

- o e+mscsn+mscosae— %e,«, (J.56)
ds r

According to (J.25), this implies
qulT-(M~VT)=(e®e+e¢®e¢)-(M-VT):qe (J.57)

with the transverse force
dms ms—mgy

1= + " Cos o (J.58)
and we get
(o2 o 0 e e, (D N _da,a
Vr-qr = (685+e¢r8¢> (qe)—d8+q<ra¢ e¢)—ds+rcosa.
(J.59)

Thus (J.24) yields
_ 2 o m. _ dg ¢
— P+ pw rsmafT.C+VT~qT7tscs+t¢c¢+£+;cosa. (J.60)

Moreover, we know that the tangential part of (J.20) is identically satisfied,
and its component in the direction e reads

0 = e- (T-VT) —e-C-qr+uw’re, e
dty ts—1t
= + ? cosa — qes + pw? r cos o (J.61)
ds r

We multiply (J.60) by r cos « and (J.61) by rsin «, add these equations, note
(J.54) and the identity

d
d—: = cos (J.62)
and find
d . _
%(r(ts sin a + g cos a)) = —1Pp COSQ (J.63)
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Now, —27r (tssina + gcosa) is the resultant of the z-components of the
internal forces on a cut at z = const, and —27rp,cos « is the z-component of
the surface load on a unit ring. Therefore (J.63) is easily interpreted as the
condition of global equilibrium of the forces in the z-direction.

(J.54) and (J.62) imply

—(rsina) = rcosad—a +rﬂsina
ds o ds ds

Multiplying this with some constant tg, which will be fixed later, and adding
it to (J.63), we obtain

=rcosa(cs + cy) (J.64)

di; (r((ts + to) sina + g cos a)) =—r (ﬁn —to(cs + c¢)) cos & (J.65)

Integrating this equation from the pole — where s = 0 and » = 0 hold — we
arrive at a finite expression for the transverse force q.

g = —(ts+to) tana—
T Ccos &

/s r(3) (ﬁn*to(cs+c¢))(§) cos a(5)ds (J.66)

5=0

We recall (J.36), (J.34) and obtain the bending moments

Ow h h? h?
o= 20 (wh4 b (e + )+ wad (e c¢)) (7.67)
ow h h? h?
mg = e, =- (wh4 + whh@(cs +ep) = wddg(cs - c¢)> (J.68)
Now, (J.54) and (J.62) also imply
dcg cos o
(e 109

which is a special case of Codazzi’s identity. Noting this and inserting (J.67),
(J.68) into (J.58), we obtain
h? dH

¢ = —(Whn +waa) = (3.70)

If an element dA of the middle surface of the film possesses the distance
r from the axis, then the distances of the corresponding elements dA; and
dA_ on the boundary surfaces according to (D.8), (D.9) are — note (J.54) —
rF (h/2)sina =r(1 F heg/2).

Now, we adopt the simplifying assumption that the effective density ooe
of the oil does not depend on 7. Then (J.27) can be integrated to give the oil
pressure field

2

w
Po = poo + 90e77“2 (J.71)
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and the expression (J.16) reads

_ w? ho\° h h2
= pwo + QWe?r 1+ §c¢ 1+ 5(05 +cp) + ch%

2 2 2

w? h h h

— z 1— = 1-2 =
(poo+goe 5" ( 2%) >( 2(cs+0¢>)+ 4050¢)

2

h
= (pwo — poo) (1 + 4Csc¢> + (poo + pwo)

i
3
|

| >

(Cs + C¢>)

w? 3h? ht
+(gwe — 906)77”2 <1 + T%(cs + c¢) + 16%02)

w? h h 3h3 h3
+(owe + QOe)?TZ (205 + 35% + ?csci 80‘2’5) (J.72)

The terms containing the curvatures are very small compared to 1. On the
other hand, the pressure difference pwo — pog at the pole will be very small
compared with the mean pressure (poo+pwo)/2. So we neglect the underlined
terms and arrive at the simple representation

2

w
Pn — tolcs + ¢4) = pwo — poo + (owe — 00e) 77’2 (J.73)
if we give tg the following meaning
h
to = (poo + pwo) B} (J.74)

The integral of (J.66) can then be evaluated with the help of (J.62), as long
as r is monotonously increasing with s, to give

/:0 7(5) (ﬁn —to(cs + C¢)>(§) cos «(3) ds

= /; 7 (pn —to(cs + c¢))(F) dr

=0

2 W2
= (Pwo - poo) b} + (QWo - Q0c)7z (J.75)
The membrane force in the direction e may be read from (J.18) with (J.29)
0 -
te =w — ,u% + mgcs =t + mscs (J.76)
In addition to (J.34), we define
- - h - - h
E¢:h—d:§c¢, 65=h+d:§cs (J.77)
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Introducing (J.42), (J.67) with (J.34), (J.47) into (J.76) we obtain

2
« HbW

ts(ﬁ, E¢, T’) = too +t107l +t015¢ +t20iL2 +t11}_1 E¢ +t025£ —w
with

too = tp, tio = th — wp, tor = 5 Wh

t20 = thn + taa — 2(whn + Waa)
t11 = —2tqq + whp + 3Waq toz = tdd — Wad

J.5 The Differential Equations of the Bubble

We choose
2

rT=-r

h

as the dimensionless independent variable, note

2d d 1 d

hdF — dr  cosads

according to (J.62), and replace the trigonometric functions of « by

2
T, re (J.78)

(J.79)

(3.80)

(J.81)

(J.82)

(1.83)

means of

sina = rcg = 7¢4 according to (J.54). Then (J.69) and (J.70) with (J.66),
(J.75) yield a system of one linear and one nonlinear differential equation for

the computation of ¢4(7) and h(F):
d5¢ 2 -

Gl R

dh s (w tw )_1><
— = ——— (W dd

dr 177“205

3

(J.84)

_ h h
((ts(h7 Cp,T) + 750) Co + Z(pwo - poo) + (QWe - QOe) 64w2r2)(J.85)

With (J.78), equation (J.85) may be rewritten as follows

(too +to+tioh + L1 + taoh > + ti1hey + tosel )5¢

1—-72E2 dh
—(wnn + wdd)% P by — by 7?
with the abbreviations
h
bo = 1 (Poo — pwo)
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and

h2 2 hg
by = ((QWe — 00e)h — 8 pp 6¢) Tj ~ (owe — 00e) 7 &* (.88)

The second term is negligible compared to the first one because of the very
small factor ¢4. This reflects the fact that the effect of the centrifugal force
acting on the thin film is much smaller than that of the centrifugal forces
acting on the bulk oil and water.

J.6 The Membrane Solution

The equations (J.84) and (J.85) take into account the bending behaviour of
the film, i.e. the existence of bending moments and transverse forces and the
fact that the membrane forces are different in the meridional and latitudinal
direction. Conventionally, the spinning drop test is interpreted on the basis
of the theory of capillarity, which allows nothing but an isotropic membrane
force tyr, that does not depend on the curvature. Therefore, we have to put
qr = 0 and T = ty1ly in equation (J.24). Moreover the second term on
the right-hand side of (J.24) can be neglected with respect to the first one
according to (J.88). So we retain the so-called membrane equation — note
(J.73), (J.87), (J.88) —

chuC:QMJL:ﬂ%:—QmH+%%—m%§ﬁ (J.89)
It seems useful to define the surface tension by
ts = tnm + to = tm + (poo + pwo)g (J.90)
so that we obtain
%g{:%%—mggﬂ (1.91)

In order to extract the same result from (J.86), we must omit the underbraced
terms, which represent a dependence of the membrane forces on the curvature,
and the underlined term, which describes the contribution of the transverse
force as can be seen from (J.70). This leads to

Gy =Co— C1T 2 (1.92)
with
_ by b
=2 =1 J.93
€o ts s C1 ts ( )
and (J.84) yields
h = ¢y — 26,72 (1.94)

But the last equation is, indeed, equivalent to (J.91).
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We need some geometrical properties of the shape of the film according
to this membrane solution. The function

sina = 76y = ¢F — 17° (1.95)

must reach the value 1 at the equator of the bubble, the radius of which shall
be denoted by a . If we define @ = (2a)/h, then the dimensionless principal
curvatures at the equator are given by

1

a

_ 1/3 _ B 1 1
Co = 5 <a - CSE) y C1 = ﬁ <a — CSE) (J97)

We consider the ratio

Cop = Co — €1a° = —, Csp = Co — 3¢1a° (J.96)

and yield

_ -3
C1 4 1 _ 3 _ 4 4 _92._92
=1 =—(=—-¢ Z— G ~— — — J.98
B &3 ((‘1 c E) ((’z c E) o7 81‘1 CsE ( )
and find
4 4

Since the bubble is prolate, the curvature ¢;g of the meridian at the
equator is small compared to the curvature ¢gg = 1/a of the equator line. If
it is neglected, as has been practised by Vonnegut, then (J.97) simplifies to

3 _ 1

Co = 5% =503 (J.100)
This implies, with (J.93), (J.87), (J.88),
b a®
ty = % = (owe — gOe)Z w? (J.101)
bo a
= —=- — J.102
% 3 (Poo pwo) ( )

The quantities on the right-hand-side of (J.101) can be measured so that tg
can be inferred. Then (J.102) yields the pressure difference at the pole.
Finally, the constraints (J.5), (J.6), (J.7) have to be discussed. The de-
formation of the bubble increases its surface. Therefore amphiphile which
was solved within the oil or the water must be embedded into the film. The
second term in (J.5) increases while the last two terms diminish. Neverthe-
less, this effect is so small that the oil-sided and water-sided volumes almost
remain constant according to (J.6), (J.7). If we neglect the thickness h of the
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film with respect to the dimensions of the bubble and note dz = —dr tana
and (J.95), (J.98), we obtain the volume of the oil-sided cavity in the form

0 3
h
Vo = /7rr2 dz = —277/ tana(r)r dr = %Ts o(s) (J.103)
r=a ]
with the abbreviations

3 ua(B) u — fud 5
s = 2], e u” du (J.104)

u = ¢oF and u, = ¢oa. According to (J.96), the latter is the smallest positive
solution of the cubic equation
Ug — Pud =1 (J.105)

which varies from u,(8=0)=1 to u,(8=4/27)=3/2. Now, O(f) increases
from ©(0) =1 to ©(4/27) = co. Therefore, if we assume the conservation of
Vo, we see that the curvature ¢y increases according to

co() = 2(0)/O(8) (J.106)
with increasing 3, while the radius at the equator decreases according to
a(f) = ZLZ((E)) — a(0) ”‘g(ﬂﬁ)) (J.107)

After all, we see that the fulfilment of the constraints (J.5), (J.6), (J.7) is
possible without difficulties. Since we will have a(5) < a(0) in case of suffi-
ciently high angular velocities, the value of § will be near to 4/27 and hence
¢sg ~ 0 according to (J.98). So the approximation (J.100) is accurate enough,
and an evaluation of (J.104) to (J.107) is not necessary in order to obtain
the membrane force ty.

The knowledge of the surface tension yields information on the mass
density and the energy density. (J.32), (J.33), (J.43), and (J.35) give

2 t t
(SEGSP—lan:*q—lan:l—SP:ﬂ:i& (J.108)
P 3 Kb w* 2wy pp
Hence
He _ (g —6) = v 51 1
m exp 3q) exp(—0) T (J.109)
and, since |d| is small,
2\ tm
_Zg) 22 = -8 ~ A1
exp ( 3q) S dexp(—0) =~ ¢ (J.110)

and the mass density becomes

Z—i = exp (%q) exp(—9) ~ exp (%q) (1 — 5) ~ exp (gq) — % (J.111)
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Introducing this together with (J.35), (J.33), (J.108) into (J.37) we obtain
the energy density

wo 16 , 4 t 2
wp =w B2 (204 22 Sp2 oy (ML (J.112)
w 3 2wi up

Noting (J.11) and (J.74), assuming incompressibility of the fluids, and putting
r =0, we further get

Bo .\, diw

1 Poo + Pwo to
= - =2Z=(k k —_— | =k + — A1
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with the abbreviation
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== —_— 114
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Now, if r = 0, (J.29) implies
f:w—ua—wzfp:wp—f,up:tM (J115)

o

and hence
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The introduction of (J.111) and (J.90) yields a quadratic equation in tg with
the solution

t t 2
S -0 exp <q) X
w1 w1 3

-1

wy 16 4- b to fb
1—(2-4/1 -0 - g2 Zp2y Fop g 0 Fb J.117
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If the expression under the square root is almost 1, then we may use a first
order Taylor approximation and obtain

ts = tso + tsihg (J.118)
with
2 16 , 2\
tgo = : 2@ k) +to (1 Z¢) ) g
o (3) (o) o (3) ) 00
4 2
tg1 = §w1 exp <3q> (J.120)

It is to be expected that the dependence of the coefficients tso and ¢s; on the
temperature is negligible, while the dependence of the preferred curvature hg
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is strong. If a linear relation between hg and the temperature holds, then the
surface tension is, in good approximation, a quadratic function of the tem-
perature with a minimum at some temperature which characterizes hg = 0.
This is confirmed by experimental findings of Sottmann[15]. We see, that the
minimum value tgo of the surface tension depends on k and ¢y and hence on
the mass fractions of the monomeric solutions of the amphiphile and on the
mean pressure which will be nearly the environmental pressure. All the other
symbols in (J.119) represent material constants of the film. The coefficient
ts1 is a material constant, too, and can be inferred from measurements if the
relation between hy and the temperature is known.

J.7 The part of the bending moments

In the last section, we discussed the spinning drop test on the basis of the
membrane theory, i.e. we totally disregarded bending effects. However, bend-
ing moments are actually present and we have to find out whether the mem-
brane solution is of any use at all in the context of the more general bending
theory. To this purpose, we introduce (J.92) and (J.94) with (J.93), (J.79),
(J.80), (J.81) into (J.86) and obtain

(tp +to) (co —&ar7?) + (co —&r7?) (Eh (¢o — 26:77) — %wh (¢o — 351F2))

+(eo — &17?) (Ehh (¢0 — 261f2)2 + fdd(EﬁQ)Q)
+whn (461 — (o —arr?)(e§ — coer 72 + 2(61F2)2))
+wyg (4@1 — (eo —&17?) (3c0 — 61F2)61F2> = ts(eo—ar?) (J.121)

The dimensionless curvatures ¢; and h are very small everywhere and so are
o and ¢;7 2 according to (J.92), (J.94). The terms that are not underlined in
(J.121) are of the third order in these quantities. (Note, that (J.99) implies
that ¢; is of the third order, too.) The once underlined terms are of the sec-
ond order and the twice underlined ones of the first order. Only the terms
of the leading order need to be retained since all the others are negligible
compared to them. So we arrive at the conclusion tp = tg — to = ty, and the
surface tension inferred from the membrane theory minus the contribution
of the mean pressure is thus seen to describe the membrane force of the film
accurately.

Actually, the situation is a little more complex. If we introduce (J.118)
and (J.38), (J.44) into the left-hand side of (J.121) and consider only the pole
of the bubble, i.e. the point with # = 0, then the underlined terms become
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If |7Lo| > ¢g, then, indeed, the once underlined term is of the second order
and the twice underlined one of the first order in ¢y. If, however, the order of
magnitude of |hg| is the same as that of &, then we are near the minimum of
the surface tension, the once underlined term is even of the third order and
can be neglected all the more.

The situation would be totally different, however, if the minimum value
tso of the surface tension were exactly equal to zero. In this pathological case,
the twice underlined term is of the third order, too, no simplification of the
bending differential equation is possible, and the membrane solution is not
applicable in this range.

The bending moment at the pole can be inferred from (J.67), (J.68) with
(J.38) to be L

m = =2 (2(we —w) S5 ho + 3winto (J.123)

We are confronted with a paradoxical situation. If |hg| is large, then the
bending moments of the film are large, too. But then the bending effects
can totally be neglected and only membrane theory be applied. If, however,
|ho| is small, then the bending moments are small, too. In the mentioned
pathological case, this is just the range where membrane theory must be
discarded since bending effects become dominant.

The paradox can be resolved as follows. The surface tension in the middle
surface and the bending moment together can be replaced by a force in a
distance e from the middle surface such that |m| = tg e. We find

e |m| _ |2(’LUP - w*)SgliL() + 3’whhéo|

— = = — J.124
h hts 6(tS0 +t51h3) ( )

If |ho| > co, then the offset e turns out to be of the order of magnitude
of the film thickness h. Therefore, from the point of view of the film, the
strain due to the bending moment is at least as large as the strain due to
the surface tension and by no means negligible. But from the point of view
of the bearing behaviour of the bubble, the tiny deviation of the force from
the middle surface is of no account.

If hg — 0, then, in general, e/h will become very small. In the patho-
logical case tgg = 0, however, this ratio tends to infinity. We can resume:
Bending effects can be neglected, if the offset of the surface tension is small
compared to the dimensions of the cell. This applies to the spinning drop
test except in the pathological case. On the other hand, such a restriction
to the membrane theory is surely not justified with the nanostructures of a
microemulsion, where the dimension of the cell and the thickness of the film
are of the same order of magnitude.
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