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Kurzfassung

Die meisten Fliissigkeiten erstarren beim Abkiihlen zu einem geordneten und kristalli-
nen Festkorper. Diese Festkorper weisen eine langreichweitige Ordnung auf, die mit
Streuexperimenten gemessen werden kann. Im Gegensatz dazu erstarren die sogenan-
nten Glasbildner in einen amorphen Festkorper, welcher keine langreichweitige Ordnung
besitzt und sich in Streuexperimenten nicht von einer Fliissigkeit unterscheidet. Mit der
Modenkopplungstheorie werden solche Fliissig-Glas Ubergéinge mit Hilfe von Dichtekor-
relatoren erklart. Die Bewegungsgleichungen der Dichtekorrelatoren weisen fiir lange
Zeiten eine Bifurkation auf. Die Modenkopplung beschreibt mit diesen Bifurkationen
die Dynamik von glasbildenden Systemen.

Solche Bifurkationen erscheinen in verschiedensten Systemen wie z.B. in granularen
Medien oder in Spin-Modellen. Das Ziel dieser Arbeit ist die Analyse solcher Bifurka-
tionen in verschiedensten Systemen und die Anwendung der Modenkopplungstheorie,
um die Dynamik solcher Systeme zu erklédren. Dazu wird unter anderem fiir den
Glasiibergang in dissipativen granularen Medien mit Hilfe der Modenkopplungstheorie
eine geschlossene Bewegungsgleichung hergeleitet. Auch in sogenannten Spin-Modellen
mit eingeschrinkter Dynamik (kinetically constraint models), wo die Dynamik haupt-
séchlich von der Nachbarschaft eines Spins bestimmt ist, treten Ubergéinge von einem
ergodischen Zustand in einen nicht-ergodischen auf. Solche Ubergéinge sind mit dem
Fliissig-Glas Ubergang gleichzusetzen und generieren ebenfalls eine Bifurkation, die in
dieser Arbeit mit der Modenkopplungstheorie untersucht wird. Hier wird die mit der
Modenkopplung hergeleitete Dynamik mit Simulationen verglichen.






Abstract

Most liquids solidify into an ordered crystalline solid during cooling. These solids have
a long-range order which can be measured by scattering experiments. In contrast,
the so-called glass formers solidify into an amorphous solid, which does not have a
long-range order and does not differ from a liquid in scattering experiments. Mode
coupling theory is used to explain such liquid-glass transitions using density correlators.
The equations of motion of the density correlators show a bifurcation in the long time
limit. Mode coupling uses these bifurcations to describe the dynamics of glass-forming
systems.

Such bifurcations appear in various systems such as granular media or spin models.
The aim of this thesis is to analyze bifurcations in different systems and to apply mode
coupling theory to explain the dynamics of such systems. For the glass transition in
dissipative granular media a closed equation of motion is derived with the help of the
mode coupling theory. Also in kinetically constraint spin models, where the dynamics
are mainly determined by the neighborhood of a spin, transitions from an ergodic
state to non-ergodic one occur. Such transitions can be identified with the liquid-glass
transition and also generate a bifurcation, which is investigated in this thesis with the
mode coupling theory. Here, the dynamics derived from mode coupling theory are
compared with simulations.
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1 Motivation

The liquid-solid transition for crystals is well understood. Since a crystal solid has
long-range order, one obtains Bragg peaks in scattering experiments. In liquids the
structure factor is not sharp, so that the transition from a liquid to a solid state can
be measured from the static structure factor. But not all solids are crystals, with the
most prominent example being glasses. The physics behind glassy systems differs, to
handle glassy systems we first need a definition for a glass. In simple words and from a
physical point of view a glass is an amorphous solid. It can sustain static shear stress,
that is why we call them solids, but they do not have a spatial long-range order so they
are amorphous and not crystalline solids. If one only considers the static structure, it is
not clear whether the system is in a liquid or a glass state.

Since the static structure of glasses and liquids is similar, one needs dynamical mea-
surements to see the different nature of normal liquids and glass-forming liquids, which
are showing nontrivial behavior over many orders of magnitude in time. Therefore,
we will use dynamical variables to study the liquid-glass transition. An effective way
to analyze the dynamics is to use correlation functions. The theoretical framework of
correlation functions is well established, there are a lot of simulations around correlation
functions for different systems, and one can also measure them in experiments, e.g.,
dynamic lightscattering. In a liquid, where we use density autocorrelation functions,
the correlation function decays exponentially to zero. Here the relaxation time depends
sensitively on the control parameters and changes by orders of magnitude in time when
the system gets close to the transition point. At the liquid-glass transition the relaxation
time diverges which is an indication for an arrested system.

We will use the mode-coupling theory (MCT) for ideal glass transitions to capture
the glassy dynamics [IH3]. Mode-coupling theory deals with density-autocorrelation
functions, ®5(t) = (p3(t)pz(0)), here ¢ denotes the wave vector, and describes its slow
dynamics close to the transition. The long time limit, ¢ — oo, of ®4(t) is an indicator
for the state of the system. In a liquid, the autocorrelation function of the density
fluctuations will vanish independent of the wave vector, (IDIqiiq(t — 00) = 0. In contrast
to the liquid state, the autocorrelation function in the glassy state converges to a finite
value, @glass(t — 00) = f,, where f, is the so-called glass form factor.

The equation of motion (EOM) for the density-autocorrelation function can be derived
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within the Mori-Zwanzig formalism

t
Da(t) + v, @a(t) + Qg%(t) + Qg / drmg(t — 7)®4(7) =0,
0

where v, is the characteristic frequency and €2, is the microscopic frequency of the
system. Because of the memory kernel, m,(t), the EOM is not closed. In mode-coupling
theory the memory kernel is approximated as a function of the density autocorrelation
functions, m,(t) = F,[®x(t)], and within this approximation the equation of motion for
t — oo yields a bifurcation equation.

In this thesis, the bifurcations will be classified according to Arnol’d [4]. The simplest
singularity is the fold bifurcation, where the long time limit changes discontinuously
by a smooth variation of only one control parameter. This sensitive dependence on
a control parameter and the drastic change of the long time limit can be identified
with the liquid-glass transition, where the long time limit of ®(¢) goes from zero, in the
liquid state, to a finite value, in the glass state.

To simplify the memory kernel the so-called schematic mode-coupling theory will be
used. The memory kernel will be expressed as a polynomial of the autocorrelation
function. With an asymptotic expansion of the equation of motion near the glass
transition one gets an analytical expression to describe the two step decay with power
laws [B]. One can thus calculate the exponents of the two step decay for a given memory
kernel. Schematic MCT can be used to match the exponents to some experimental or
simulation data in order to describe a microscopic theory with simple analytical models
and predict the liquid-glass transitions.

An ergodic to non-ergodic transition is also obtained in some spin models [0} [7]. In
1975, Edwards and Anderson introduced the so-called Edwards-Anderson parameter,
qea, which gives the long time limit of the spin-autocorrelation function. For gga # 0
there are, induced by couplings between the spins, some frozen spin clusters. A frozen
spin can not be flipped, which leads to the system being in a non ergodic state, like the
glassy state. On the other hand, for ggao = 0, there are no frozen spins and all the spins
can be flipped, just like in paramagnets, and the system is in a ergodic state.

In contrast to the spin models with interactions between the spins there are kinetically
constrained spin models. In such models the dynamics depends on the neighborhood of

a spin. A spin can be flipped, if the spin has at least more than f down-spin neighbors.
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Starting in non-equilibrium with an initial up-spin concentration and a non vanishing
temperature T" # 0, the system relaxes to equilibrium. When the initial up-spin
concentration of such models is high enough, there will be some up-spin clusters in the
ground state of the system, otherwise all the up-spins will be flipped to down-spins.
Such models thus also have an ergodic to non-ergodic transition.

The aim of this thesis is to describe different systems with an ergodic to non-ergodic
transition through the use of a memory kernel. It is divided into two parts, the
introduction part and the application part. The first part will introduce theoretical
aspects which will be relevant later. I structured the first part into three sections:

In the first section I will motivate the mode-coupling theory and I will derive the basic
formulas. Starting from the correlation function I will derive the equation of motion
and discuss it for different systems, e.g., Newtonian or Brownian. After introducing the
mode-coupling approximation and getting the bifurcation equation, I will perform the
asymptotic expansion and discuss the different timescales of the correlation function.
This section will be finished after introducing the schematic mode-coupling theory and
a brief summary.

The second section is about glass transitions in granular media. Starting with the
collision rules in dissipative systems I introduce the Liouville dynamic which is relevant
for describing the microscopic dynamics of granular media. Here, we use the hard
core potential to get the Liouville operators for elastic and inelastic hard sphere
systems. With the explicit expression of the Liouville operators the memory kernel for
granular media will be calculated and the glass-liquid transition will be discussed. A
generalization of the memory kernel to binary mixtures will be presented.

The third section is about the Fredrickson-Andersen model (FA), which is a kinetically
constrained lattice model. 1 will show that the FA-model on the Bethe lattice exhibits
a bifurcation scenario, which I will identify with the mode-coupling bifurcations. With
those bifurcations the dynamics of the model will be generated and the power laws of
the decays will be calculated. I will also introduce a microscopic derivation of the spin
model, where all the variables, like system frequency and transition probability, will be
computed.

The second part of the thesis is the application part where I will use the theory which I
derived in the first part and use it for different applications. In the first section of the

second part I will talk about the Fredrickson-Andersen model, and here I will compare
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the theoretically calculated dynamics with simulations done by Sellitto [§]. In the last
two sections I will talk about schematic mode-coupling theory and its applications. In
the second section of the second part, I compare schematic MCT with hard sphere
data and try to match the microscopic model to a simple schematic model. In the last
section I fit the simulation data for the FA model with schematic MCT, and compare

the results with the theoretically calculated model.
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2 Mode Coupling Theory

The main result of mode coupling theory (MCT) is the description of the glass-transition
as a dynamic ergodic to non-ergodic transition. In liquids the particles can move nearly
without any restrictions, the density fluctuations become uncorrelated for long times,
which means that the system is in an ergodic state. In contrast to that, in glassy
systems, the particles are arrested in a cage formed by their neighbors: This is called
the cage-effect. Consequently, the density correlations are tending for long times to a
finite value, f, and the system reaches a non-ergodic state.

The MCT deals with density autocorrelation functions, whose long time limit are the
non-ergodicity parameters, f, which are a kind of order parameter, which does not
depend on any free energy function. It vanishes for liquid systems and goes to a finite
value in the glassy state.

We use the Mori-Zwanzig (MZ) formalism to get an exact equation for the density
correlation function. Here projection operators will be introduced to separate the
variables of interest from all the other variables and to derive the equation of motion
(EOM).

Within the MZ-formalism a memory kernel, m(t), appears in the EOM. Since the
memory kernel is not known exactly one can not find an exact solution for the density
correlation function. The mode coupling approximation (MCA) will be used to factorize
the memory kernel in terms of the correlation function of the density fluctuations. With
this approximation the Mori-Zwanzig derived EOM is not exact anymore but solvable
for a given MCT kernel.

In the microscopic regime the time evolution of the density autocorrelation function
is dominated by a power law, the critical decay, to a plateau. For glassy system the
correlation function stays at the plateau for a diverging time scale. For liquids the
correlation function has a second decay, following the von Schweidler law, from the
plateau to zero.

The long-time limit of the EOM generates a bifurcation equation. With such bifurcations
the MCT connects the critical decay with an exponent a and the von Schweidler decay
with an exponent b.

These bifurcation equations for glassy systems are a function of the non-ergodicity
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parameter, f, and the memory kernel:

Within the mode coupling approximation the memory kernel is a bilinear function of
the density correlation function, so the equation above is an algebraic one and the
bifurcations can be identified as glass-transition singularities.

A detailed derivation of the MCT is given in [9], this chapter just gives a general

overview of the mode coupling theory.

2.2 Observables of the System

To describe the macroscopic behavior of a system with N particles in a volume V', we

introduce two observables, the particle density p(7) and the current density j(7) :

p(r) = Ve ; o(r=r;)  FL p(q) = N ;e 7, (2:2.1)
i) = \/_ Z::v O(F—7) FT j(q) = N ;vje i (2.2.2)

Here, the v/N is the normalization and FT is the Fourier transformation with FT[f()](7) =
[ f(Pe~idPr.

The current j(d) can be split into a longitudinal part j“(§) = éq»j(cj), where é; = ¢/q
is the unit vector parallel to ¢, and a transverse part j'(§) = é};’(cj), where & is the
unit vector perpendicular to ¢. In contrast to the transverse current j*(q), the longitu-
dinal part j“(g) couples to the density fluctuation. This can be shown with the time
derivative of the density which is proportional to the longitudinal current, 5(q) = qj(q).

The time evolution of an observable, A, is given by the Liouville equation

0A()

™ =iLA(t) = A(t) = A(0)e ", (2.2.3)
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with the Liouville operator L:

OH 0 0H 0
= — ={H,- 224
e= =% (San Grag) =1 224

here H is the Hamiltonian of the system, p the momentum and {.,.} are the Poisson

brackets. The Liouville operator applied to the observables yields

(J t) = qj"(q.t) (2.2.5)
JG ) = —ég»_ U;(t)e' T 4 qz et (2.2.6)

J
In MCT the EOM will be expressed in terms of density fluctuations, which are given by
correlation functions. An advantage of correlation functions is that one can determine
them experimentally. To describe such correlations mathematically, we introduce
canonical averages, (o), and define on the space of fluctuating dynamical variables the

so-called Kubo scalar product
(A|B) == (§A"0B) |, (2.2.7)

where we define A = A — (A) and the star denotes the complex conjugation.

With these averages we introduce for describing the dynamical structure of liquids the
density-autocorrelation function F'(q,t) = (p(q,0)|p(g,t)). For static structures one also
introduces the structure factor S(q) = (p(¢)|p(q)), which can be calculated from the
interaction potential.

The correlation functions will be normalized by the static structure factor to normalized

density-autocorrelation functions [I]

~ {p(q,0)|p(q;1))
At == D@y (2.28)

2.3 Mori-Zwanzig Formalism

As we know from Eq. (2.2.5), p(q,t) = qj(q,t), the change of the density p(q,t)
decreases for ¢ — 0 and gets conserved at ¢ = 0.

We introduce here the so-called Mori-Zwanzig projector P to separate the slow modes,
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q — 0, and the fast modes, so we get an exact reformulation of the Liouville equation
[10-12]. We also introduce the orthogonal projector @ = 1 — P for the fast modes.
Note, the significant identities P? =P, PT =P,0?> = Q, Q' = Q and QP = PQ = 0.
Since we are interested in the glass transition, which can be described with the densities

and currents, we define the projector P as

P = 1p(@) (p(@)|p(@) " (p(@ + 17@) GH@M@) " GH@) (2.3.1)

with the static structure factor (p(q)|p(7)) = S(q) and the velocity (j“(q)[7%(q)) = v2,

vo = \/kgT'/m, as normalization.
With the Laplace transformation LT[f()](z) = i [;~ f(t)e**’dt one can rewrite the

density-autocorrelation function as

(64, 0)le™*|¢(q,0)) LT (¢(q,0)|(z — £)7'6(2.0)) - (2.3.2)

From appendix [A] we know

1
z—L

P P=[z—PLP-PLI>>- QLY QLP] " . (2.3.3)

With the state vector, |a) = S(¢)""?|p(q)) + (m/ksT)~"/?|5%(q)), the correlation

matrix reads

®(q,2)"" = (a|z = PLP — PLY(z — QLQ) 'QLP|a) , (2.3.4)

_ ( 2 O+ L<q>]>
—Qpq) 2 —Q(q) — M(q))
with the frequencies §2,,(¢) < (p(Q)|L|p(@)) = 0, Q;(q) < (P(D|L|7“(D)), Qjp(q) x
()| L]p(Q)) and Q;;(q) x (%(7)|L]7%(9)) = iv(q) and the two memory functions

M(g, 2) = k% GHDILQ(z — QLQ) 1oLl | (2.3.5)
_ (p(@)|£Q(z — Q£Q) QLI ()
Moz = RGIERE) ' (23)

The Matrix ®(q, z) therefore is:
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<I>(q Z) _ 1 z ij(Q) M (Q) ij(q)[l L(Q)]
_— 9 22— _ —02 .
= (2= (a)—M(q))—22[1+L(q)] ij(q) Py

The density-autocorrelation function is given as a matrix element

1
¢(9) = —armiar - (2.3.7)

Z 7 =g —M(q)

Note that QL |p(q)) = q(1 — P) |5%(7)) = 0 so the memory function L(q) vanishes in
equilibrium and the frequencies €,;(q) = Q,,(¢) = quo/+/S(q) are equal.

2.4 Mode Coupling Approximation
The Eq. (2.3.7) can be written in the time domain as

o(q,t) + v(9)(q,t) + Q(q)*(g. t)
+ Q(Q)Q/O drm(g,t — 7)¢(q, 7)

+Q(q)? /Ot drL(q,t —7)¢(q,7) =0, (2.4.1)

with the memory kernel m(q,t) = M(q,t)/(g)* and the initial conditions ¢(q,0) = 1
and é(q, 0) = 0. One can show that Eq. has exactly one analytical solution with
these conditions [13].

The Eq. is exact but useless since we do not know the memory kernels. Here the
memory kernel M(q,t) o< (F(q)T[e*2£C|F(§)) is a correlation function of forces driven
by the projected operator QLQ.

The idea behind the mode coupling approximation (MCA) is to connect the memory

kernels with the density relaxations. Therefore we define a second projection operator

PMET = 3™ () pl) (R o (F)o(@) " (p(F)o(7) (24.2)

E<p
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and get

M{q, DM = = (@) LQPNTeT LA PNCT QL1 ()

BT
V(@ k. 7) (p(F)p() e~ 2% p(k)p(5)) W, k. 7)

I3

I
1
3
25

B

=
Sy

<

V(T k. p) {p(R)|e~" 24 o)) p(k) (p(P)]e~"2“ | o)) W(d. k. 7)

Q
]
a3
5

>
N
B
o]

V(. k., ) ok, t)p(p, YWV(T. K, ) (2.4.3)

I
]
3
2k

e
A
Sy

with the vertices defined as V(q,k, ) = (jX(Q)|LQp(k)p(P)) S(k)™* and W(T, k,p) =
(p(E)p(7)|QLE(7)) S(p)~", which are equal in equilibrium. From the literature [14] the

left vertex is known analytically

o7 m AT A = _ _
V(@ F.5) = 1ot (@ F)SW) + (@ DSE) —aSOE.RS@ ] S0 (244
With the convolution approximation [I5] S® (k,7) ~ S(7)S(k)S(p) and the direct
correlation function, ¢(¢), which is related to the structure factor in the Ornstein-
Zernike relation [11], one can rewrite the vertex to

V(@ E,5) = ndg s | (@ R)elk) + (@ Pe)] S(o) (2.4.5)
where n = N/V is the particle density. Barrat et al. [I4] show that the convolution
approximation does not affect much the MCT results. For hard spheres the change in
the critical point is only 2%.
The second memory kernel L(q,qt) N o zbﬁu@ k, p))YW(q, k,p)p(k,t)p(p, t) van-
ishes because of the vertex U(q, k,p) = (p(q)|LQp(k)p(p)) S(k)~' = 0 due to parity.
Since real systems are not monodisperse, the EOM will be be derived for polydisperse
systems, too. In the simplest case, which is the binary mixture, all the physical quan-
tities will be decorated with greek indices for the species, e.g., the structure factor
S(q) which is a scalar in monodisperse systems becomes a matrix S,z(¢). The particles
differ in their masses and diameter, in general they can differ in more quantities like

temperature. The different species have a different concentration, z, = Ne/N, where
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a denotes the species. The calculation for binary mixture is more involved, so the
longitudinal current correlation, which is in monodisperse case the thermal velocity, is
now given by (L(@)|75(@)) = dapwar?.

In appendix [B] the calculation of the memory kernel via the MCA for binary mixtures

is shown.

2.5 The Density Correlation Function ¢(t)
The EOM in equilibrium is a closed integro-differential equation of the form

t
&(a.t) + v(@)d(a. t) + a)*¢(q,t) + Q(Q)Q/ m(q,t = 7)¢(q, 7)dT =0.  (2.5.1)
0
At this point two special cases should be introduced:

e Brownian Equation of Motion [16, [17]
For colloids, where the particle have momentum transfers with the solvent, one
can ignore, for timescales which are larger than the microscopic timescale of the
solvent, the inertia term and Eq. becomes

ﬂwwaw+w%w+47m%wwww¢m7=o. (25.2)

Here we only need the condition ¢(q,0) = 1 and we further define a microscopic
time scale 7(q) = S(q)/(Dog?), with the short-time diffusion Dj.
Note that the dynamics of Eq. (2.5.2) has no hydrodynamic interaction [18].

e Newtonian Equation of Motion [1 2]
In contrast to the Brownian EOM we introduce here the Newtonian EOM, where
the inertia term gets relevant and we rewrite the Eq. (2.4.1)) to

a%o+QWVw%w+QWPAwm%t—ﬂé@rmTzo. (2.5.3)

Notice, the inertia term produces some oscillations for small time scales, therefore

it is also called the oscillating dynamics.
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To determine if the system goes into a liquid regime, or if it is in an arrested glassy state,
we introduce the glass-form factor f;, which is the long-time limit of the correlation

function

0, for a liquid ,
¢(g,t — 00) = (2.5.4)
0< fy <1, foraglass.

In literature one finds several names for f, such as Debye-Waller factor and Edwards-
Anderson order parameter [I4]. From a physical point of view, the system relaxes to
a liquid state if the density correlations vanishes. This means that the particle can
escape the surrounding cage, which means f, = 0. When the correlations do not vanish
but reach a finite value, f, # 0 the particles are arrested in the cage made by the
surrounding particles, the system is then in the glass state.

For the long-time limit, where the correlation function changes slowly, one can neglect
the first derivative of the correlation function in the EOM. For the MCA we also
assume that the memory kernel is a bilinear function of the correlation functions,
m(q,t) = F,[V,¢(k,t)] [1]. It can be shown that the EOM yields to the so-called

bifurcation equation

fo
T = RV (2.5.5)

The bifurcation equation ([2.5.5)) may have more than one solution, fq, but with the

maximum property [2] one can show that the glass form factor f, is given by

fo< fq for all q. (2.5.6)

One can see, that f, is independent of the microscopic details and only depends on the
coupling parameters V, the vertices. Of special interest is the glass form factor, f;, at
the singularity, which is given by the critical coupling parameter V¢. At that point a

discontinuous jump occurs in the (f, V)-plane.
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2.6 Asymptotic Expansion

As already explained in the section above, the MCA assumes that the memory kernel
can be expanded as a polynomial of ¢(t). For long times, t — oo, respectively, z — 0
in the Laplace domain, the frequencies are |(z +iv(q))/Q(q)?| < |LT[F,[V, ¢(k, t)]](2)]

negligible, so Eq. (2.3.7) is [3]

olg,2) .
T 20(0.2) LT[F,[V, o(k, )]](2) - (2.6.1)

Notice, Eq. (2.6.1]) is scale invariant in time, so with a solution ¢(q,t) the function
®Y(q,t) = ¢(q,t/y) is also a solution.
To eliminate the non-ergodicity pole, f¢, we introduce the master function G(t) for the

analysis of the glass state according to
og.t) = [+ Glgt)  or  20(q,2) = —fi+2Glg2) . (262)

For G(t) we know that |zG(t)| is small for z — 0 so we can assume |?G¢(t)/1—r¢| < 1.
In addition to that, G(t)"*! decreases faster than G(t)" so the ratio is also small for

z — 0.
With both assumptions above we can expand Eq. (2.6.1) in terms of G(t) [2]

5
—;0 +6,G(2)

+ (1 + 6)LT[G(1)?](2) + 2G(2)?

+ (14 &) LT[G(#)°)(2) + 132°G(2)°

+ (1 + 0)LT[G(1)")(2) + 742’ G(2)"*

+..=0. (2.6.3)

with

K A\3
_PAR (- 1

ofk k! Tk = T (2.6.4)

O

and AF, = fo/(1 = f,) — F4[V,¢(k,t)]. A detailed derivation is found in appendix [C]
there we set ¢(0) # 1 which is relevant for section
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2.6.1 Bifurcation Singularities

The only solution in the liquid state of the bifurcation equation is f, = 0 and a non
zero value for glassy systems. With model dependent coupling parameters, V, such as
temperature and particle density one can change from a liquid to a glassy state. So
the non-ergodicity parameter jumps discontinuously at the critical point from zero to a
finite value. The phenomenon in which the solution of AF,, which is a function of f,
does no longer depends smoothly on the parameter but changes dramatically is called a
bifurcation.

In this thesis we will use the definition of V.I. Arnol’d to classify bifurcations |4} [19, 20].

In this sense we introduce A;-Singularities with

k
A %[k\f,f]‘ =0 fork<lI,
of f=re
k
%{k\/,f]‘ #0 fork=1. (2.6.5)
of r=re

Notice, we use ¢g-independent variables to simplify the problem. A ¢-dependent derivation
can be found in [21]. For an A,-singularity at the critical point, also called Whitney
fold singularity, Eq. (2.6.3) can be written as

ALT[G(8)%)(2) + 2G(2)?

+ (1 + 03)LT[G(1)%](2) + 132°G(2)?

(14 6)LTIGW) () + 742G (2)!

bo.=0, (2.6.6)

(
(

with A = 1+ 45.
Further works on higher order singularities and glass-glass transitions can be found in
[22H26]. Since we are analyzing the glass-liquid transition we are mainly interested into

the As-Singularities. The leading order contribution is dominated by the first line of

Eq. (2.6.6). In general we get

ALT[G(1)?)(2) + 2G(2)? = g . (2.6.7)
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Here, 9 = o is the distance parameter, which give us the information how far we are
from the critical point. For 0 = 0, Eq. (2.6.7)) can be solved with the ansatz Go(t) o< ¢~
The prefactor A\ has to fulfill the condition

r'(1—a)

Ne Y
I'(1—2a)’

(2.6.8)
for 0 < a < 1/2 with the Euler Gamma-function I'.

Furthermore, for non vanishing o, the correlator Go(t) remains the same. The distance
parameter o merely enters as a rescaled time ¢ = ¢/t,, where ¢, is the plateau crossing

time. So we have [3]

Go(D) = coge (D),  co=+/lo], to=tolo| 2 . (2.6.9)

Here g.(f) is the master function which is independent of ¢ but depends only on A and

is the solution of
F2 4 ALT g (8)?] + 29+(2)* =0 . (2.6.10)

At the critical point, 0 — 0, the prefactor ¢, vanishes and the plateau crossing time, ¢,
diverges. So the time is scaled to Go(t) o (t/to)"“, where t; is the microscopic time
scale.

On the glass side, o > 0, in order to get an expression for the glass form factor, f # f€,
we introduce 0 f = f — f¢ as a solution for the long-time limit of Eq.

o o]

5f? =

So the correlator on the glass side is [3]

g.(t) = \/11——)\ +2v1 — Mg(1) , (2.6.12)

where g(#) fulfills the following equation

—g(2) + ALT[g()*)(2) + 29(2)* =0 . (2.6.13)
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On the liquid side, for negative o, there is a decay away from the plateau, which is
governed by the von Schweidler law g_ () oc —#°, with 0 < b < 1. The exponent b can

also be expressed via A

L(1+0b)?

A=
T(1+ 2a)

(2.6.14)

For the so-called « relaxation process [2, [I7], where the correlation function has an
asymptotic relaxation to zero ¢(t — 0), the correlation function at leading order can be

written as
o(t) = f<— ht", (2.6.15)

with the time scale = t/tyr, t,r o< |o|™ and v = 1/(2a) + 1/(2b) and the amplitude h.
In Fig. one can see the dynamic of the correlation function for a liquid and glass.

B,
- e, .
1.0 initial P 'P'?t,é B relaxation
configuration e~ plateau
—_
0.8 \

\
~ ~—_ o6 B relaxation
§ 0.6F P \é/ - plateau
1 U (] )
0.4 () ) ® 0.4 : ..
o e )
0.2 [ >4 ) .. 'Y 0.2 @ ..
2" 11 os°® X3
0 = 0
o (6]
Log t Log t

Figure 2.6.1: Left: The correlation function ¢(t) decays for a liquid to zero. The decay
to the plateau can be described by the critical law g(t) o< £~ and the decay from the

plateau with the von Schweidler law ¢(f) oc —#°. Right: One can see the critical decay
to the plateau and a non vanishing value for ¢(t — oo) [27].

2.6.2 Schematic Models

Next to the general MCT, where we set the memory function to a functional of a

bilinear polynomial, there is a so-called schematic MCT. Here the memory function is a
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sum of different powers of the correlation function ¢(t)

FIV.o)] = vao ()" . (2.6.16)
For long times, when the correlation function becomes the non-ergodicity parameter,

we put the schematic memory kernel into the bifurcation equation (12.5.5|)
o S oS (2.6.17)
1—f ~

For different kinds of schematic kernels one can solve this equation, where the critical
point can be calculated exactly. The simplest model, F; = vy f, is a trivial one. For
Fy = vy f% a bifurcation occurs and will therefore be calculated here in detail to get an

intuition. From the bifurcation equation we directly get

f 2 1 Vg — 4
— = =-(1+ 2.6.18

1— f UQf f:l: 9 Vs ) ( )
with the critical values (f¢,v5) = (1/2,4). The solution can be seen in Fig. 2.6.2] One
can see that the solution jumps at the critical point, which is a feature of the bifurcation.
From the maximum theorem, Eq. (2.5.6), the solution is unambiguous, f.. Now the
exponent parameter can be calculated

5 O?AF[vs, f] 1

A=1+(1— o T2 )] _— (2.6.19)
af2 f=fcva=v§ 2

With A = 1/2 there is no stretching for « relaxation and therefore the model is not
realistic to describe glassy systems [I], 28)].

We need one more parameter to vary the exponent parameter, therefore the two pa-
rameter model Fiy = v; f 4+ vaf? is the simplest case of interest. In this model an A,
singularity occurs and we can generate the dynamics of the system via Eq. . One
can find this model in several works [5, 29, 30]. In [3I] the Fio-model is discussed in

connection with the Pott’s model.
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f(v2)

0.8

0.6

0.4

0.2F

s i ‘ s
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Figure 2.6.2: The non-ergodicity parameter as a function of the control parameter vs.
For vy < 4 the non-ergodicity parameter is always zero (red line on the x-axis), which
means that the system is in the liquid state. At the critical point (f¢, v5) = (1/2,4) there
is a discontinuous jump from zero to the critical value, f¢, which is a common behavior
of bifurcations. For vy > 4 there are two different paths, which also can be seen in Eq.
. With the maximum theorem the blue line, f,, describes the glassy state.

In analogy to the calculation of the Fy-model, we also start with the bifurcation
equation f¢/(1— f¢) = vy f¢ +vof¢%. In addition we also use the derivative with respect
to f, 1/(1 — f€)? = vy + 20, f€ as a second condition and get for the control parameters
v = (1—2f°)/(1— f°)? and vy = 1/(1 — f¢)%. For this model the exponent parameter
is not given as a single number anymore but is given by A = 1 — f¢. Rewriting the
control parameter as a function of A one gets

2A —1

C C 1
W= and v§ = 2 (2.6.20)

By plotting v; as a function of v9, one can see the liquid-glass transition line shown in

Fig. 2.6.3] In contrast to the Fy-model, the exponent parameter varies between 1 and
1

5
One can find higher order singularities like an As-singularity in the Fi3 = v, f + v3 f3
model which is discussed in [32] and an Ay-singularity which occurs for the Fiog =
v f + vof? + v3f3 model. A technical approach to the higher order singularities one
can find in [26].

The one component model can be extended into more component models like the
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‘ ‘ A=05
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Figure 2.6.3: The (vy, v9)-plane with the liquid-glass transition line. Along the line the
non-ergodicity parameter has its critical value, which is given by the control parameter,
and the exponent parameter, \, can be calculated exactly. Under the transition line the
system is in the liquid state, while above the transition line a glassy state dominates.
The interval vy € {0,1}, where v; = 1, is constant is the so-called Type-A line.

Bosse-Krieger model where you have two correlators, ¢;(t) and ¢o(t) [33]

my = v1d1(t)? + vada(t)?
mo = ’U3¢1(t>¢2(t) s (2621)

with the control parameters v,, > 0. In the Bosse-Krieger model a swallowtail-bifurcation
in Arnold’s definition appears. In the Fjo- and Fj3-model it is difficult to handle high
exponent parameters close to unity since a type-A line occurs. The advantage of the
Bosse-Krieger model is, that here a type-B line appears, which depends on f;. Since all
parameters can be calculated analytically one can fit all the parameters of microscopic
systems with the parameters of the schematic model to compare theoretical accuracy
[34].

Conclusion

The starting point for describing liquids and glassy systems is the normalized density
autocorrelation function, ¢,(t). Within the Mori-Zwanzig formalism one derives the

equation of motion for ¢,(t), which is exact. In the equation of motion a memory kernel,
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my(t), occurs as a part of a convolution and since the memory kernel is not known the
equation is not closed. Here, I outlined the mode coupling approximation that expresses
the memory kernel as a bilinear functional of the density autocorrelation function. In
subsequent chapters I am going to apply the mode coupling approximation to close
equations of motion and to make them amenable to numerical solutions. In general this
kind of approximation can be used for a variety of systems with Brownian or Newtonian
dynamics like hard sphere systems, or some stochastic dynamics like some spin models.
In early works E. Frey and F. Schwabel used the mode coupling theory to describe the
critical dynamics of ferromagnets [35].

In this thesis I will use mode coupling theory to describe the glass transition in dissipative
systems like granular matter, and for the Fredrickson-Andersen model, which is a lattice
model for glassy dynamics.

In these sections I am going to introduce extensions of mode coupling theory: For the
hard sphere system I will fix the parameters of schematic mode coupling models to
reproduce the essential features of a fully microscopic solution. For the Fredrickson-
Andersen model the memory kernel is known exactly in the limit ¢ — oo and I am

going to propose a mode coupling like extension to finite times.
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3 Microscopic Dynamics of Granular Matter

With a simple view on sand one can see all the difficulties of describing the interactions
of granular particles. The grains are not spherical, each of them has a different irregular
shape. Because of some off-center collisions, the particles rotate and dissipate different
amounts of energy. Nevertheless, granular systems are deterministic, one can describe
their dynamics with mechanical collisions of the particles and the effect of external
forces. Notice, the free streaming of the particles also affects the dynamics.

Now, we have to make some assumptions, which are justified for ideal systems of

granular matter:

e All the particles are spherical, so that they are described by their masses, m, and

their radii, a.

e The dissipation of the particles is equal and given by the coefficient of restitution,

e € [0,1] [36]. The coefficient of restitution can expressed as:

A —/
_ T2 " Vo

(3.0.1)

12 - V12

where U5 = ¥} — Uy is the relative velocity, 715 = 712/|712| is the unit vector which
specifies the geometry of the collision and the prime denotes the velocity after

the collision.

In several studies [37-40] the effect of dissipation on granular media is shown. Systems
with dissipation do not conserve the kinetic energy of the particles, which breaks the
time reversal symmetry and renders the system out of equilibrium. With the restitution
coefficient one can control the dissipativity of the system, so for ¢ = 1, the elastic
limit, the kinetic energy is fully conserved and for € = 0, the particles lose their kinetic
energy fully. A discussion on whether the coefficient of restitution can describe granular
dynamics with dissipation can be found in [41].

With the rules of momentum conservation and the kinetic energy of the particle before

and after the collision, with respect to €, one expresses the postcollisional velocities as
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a function of the precollisional ones [41]

— — mo — A ~

= — ——(1 . , 3.0.2
Uy 1 L+ (1 + €)(Vha - F12)T12 ( )
— — my — N N

= — (1 . . 3.0.3
Ty L+ T m2< + €) (V12 - T12)T12 ( )

For rough spheres one has to extend Eq. with the tangential restitution, which
describes the surface roughness [42].

One can define, in analogy to the temperature of a molecular gas, the granular kinetic
temperature, T' = m (v*) /D, where D is the dimension, as a function of the average
square of the particle velocities. In dissipative systems, where the kinetic energy reduces
after a collision, a free cooling of a granular system can be observed. For a system which
remains homogeneous this effect is called the homogeneous cooling state [41]. The time

evolution of the temperature with an initial temperature, T, is given by Haff’s law [36]

1o

T(t) = RER7ATE

(3.0.4)
where 79 o< D /(1 — €?) is the relaxation time scale for measuring the time as the number

of collisions.

3.1 Microscopic Dynamics

The particles’ interaction is deterministic, the postcollisional velocities of the particles
are given by the precollisional ones, which is shown above. For most of those systems one

can introduce a Hamiltonian to get the equation of motion. In general the Hamiltonian
is defined by

D 1
H:%+§ZV(@), (3.1.1)

with the positions ¢ = (77, ..., 7n ), the momenta p'= (pi, ..., py) of a system with N
interacting particles, and the interacting potential V.

A point in the phase space, I', is now given by the pair (¢, p). With the interaction
potential, V(¢) = >_;_; V(|7i — 7j]), the dynamics is given by the Hamilton equations
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¢=0H /0p and p=—0H /0¢, uniquely.
In section we introduce the Liouville operator £ for the time evolution of the
microscopic variables. With Eq. (2.2.4) and the Hamiltonian one can write the

Liouville-operator as

il =ilo+ Y il

i<j

_5.90_1 M.(a a). (3.1.2)

or m o v, Ov;
i<j u ¢ J

An ensemble average (A) for a time ¢ should be introduced as an average over the

distribution p at time ¢t =0

(A) = / dlp(T, 0)A(T, ) . (3.1.3)

In analogy to quantum mechanics, we can transfer the time evolution from the Heisenberg
representation to the Schrodinger representation whilst we introduce the adjoint operator

L [43]. So the Liouville equation for the distribution function is given by

op(T', 1)

S = —iLp(D) (3.1.4)

The Eq. is well defined but for most of the problems not useful since it can not
be solved explicitly.

One tool to rewrite the distribution function is the BBGKY-hierarchy [11].

The full phase space probability density is unnecessarily detailed for the description of a
system and only the behavior of a subset of particles is sufficient. So we integrate over

the irrelevant parameters and introduce the reduced phase space distribution function

NI

folxy, yxy,) = m/dxn+1...defN(a:1, TN (3.1.5)

With the definition of the Liouville operator and Eq. (3.1.4]) one gets

0 ~=_ 0 o Py
(& + ;Uzﬁ_F) fn + ;/dxn+1@£i,n+1fn+l =0. (316)
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This identity is at the beginning not so useful, it expresses the unknown n-particle
distribution function , f,, in terms of the (n + 1)-particle distribution function f,;.
For n = 1 the single particle distribution, f;, is a function of the two particle distribution
fo. Here we assume, that the one particle distribution depends less on the higher
order functions of the hierarchy, and so we can truncate the hierarchy without severe
restrictions.

Further assumptions are (i) the collision time 7, is much smaller than the mean time
7 between two collisions, which is realistic for systems with low density. So we are
only interested in collisions of two particles but not more. (ii) We use the so-called
molecular chaos assumption, which supposes that the correlation between two collisions
is negligible. It lets us factorize the two particle distribution function with respect
to the velocities. With these approximation, the Eq. for n = 1 becomes the

Boltzmann equation [11]

0 0 oo
(a - a—) fi= [t [a00Z 0 A - AEAE] GLY)

with the scattering cross section o and the solid angle 2. With the Boltzmann equation
the hydrodynamic transport coefficients can be calculated [44]. In this thesis we will use
the YBG-relation (Yvon-Born-Green) [45] as a special case of the BBGKY hierarchy.
The YBG theorem for the pair correlation function ¢(r) is given by

Vlg(Flg) = —nﬁg(f’lg)vl‘/(f}g) — nﬁ/dngg(Fl,FQ,Fg)Vl‘/(fig) . (318)

The pair correlation function, g(r), is defined as

g(?"lg) = %Q/d3r3...d37~Nexp <_BZV(TU)> , (3.1.9)

here Z = [ d°ry...d°ryexp (—ﬁ dici V(rij)> is the partition function and 8 = 1/(kgT)
the inverse temperature.

So with the YBG theorem we write the pair correlation function for two particles,
92(71,75), as a function of the triplet correlation function, gs(7, 7, 73). A full derivation

of the YBG-relation for binary systems is given in appendix [E]



28 3 MICROSCOPIC DYNAMICS OF GRANULAR MATTER

3.2 Hard Sphere Systems

Since the hard spheres have a simple potential, infinity at the contact point and zero
elsewhere, we will use the hard sphere potential to approximate the interaction between
granular media. First a we derive Liouville operator for the elastic case, where the energy
is conserved, and after that we introduce the coefficient of restitution for dissipative

systems, like the inelastic hard spheres.
3.2.1 Elastic Hard Spheres

The interaction potential V' for hard sphere systems (HSS) is given by

0 ifr>d
Vr)= ‘ (3.2.1)
o ifr<d,

where d is the diameter of the sphere, so at contact the interaction potential diverges.
So, for HSS the interaction part, i£’, of the Liouville operator is not defined due the
discontinuity. Nevertheless, the HSS is a deterministic system so that the velocities
after the collision can be described by the collision rules, a propagator U(¢,t) must
exist.

The free streaming, Uy(t,0) = exp(itLy), is independent on external forces. For the
hard core interaction we use the ansatz that we can write the instantaneous collisions

as the following recursive equation [46), [47]

U(t,0) = Up(t,0) + / t drU(t, 7)iT,HUp(r, 0) (3.2.2)

with the free streaming propagator Uy(t,0) = e*°! and the binary collision operator

z’ﬁj Now, with expanding Eq. 1) to second order in time we get
A 1., 4
U(t,0) = 14 itLoy(0) — 5%3(0)

Yy / dr[L+i(t — 7)Lo(7)]iT5 ()L + irLo(0)

j<k

+ /Ot dr /Tt dr'iTp (7)iT, (1) + O(t) . (3.2.3)

j7k7l7m
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From the expansion one can show the relation £2 # £LL [48]. This relation is important

L

to understand the propagator, e**!, as a modified product

L= L3+ [LoTp + TELo + > TETok (3.2.4)

Ilm
]<k jvkvlvm
where the summations are only over all disjoint particles. Notice, the interaction
operator £’ is given by the collision operator, 7:*, which can be used forward and

backward in time, and is defined as [41]
iTir = —O(Ffu - U) (Fra - Tua)0 (P — d) (G — 1) - (3.2.5)

Now, to understand the collision operator 7:% we look at its components. The Heaviside
function O(r - ¥) selects the direction of the velocity before the collision and the
delta function (7 — d) assures that the collision takes place when two particle are in
contact. The operator b* implements the collision rules with l;;'; f(ur, .y vi,05,...) =
f(v1, ..., 05,05, ...), so that (b" — 1) gives the change of a variable x due to the collision.
Since the elastic HSS is in thermal equilibrium, the hermitian Liouville operator is
related to the time reversed operator and only differs in the direction of the time, which
is given by the theta function, ﬁl = E}. The adjoint of the free streaming operator can
be calculated with operator identities and is given by zﬁg = z'ﬁ(ﬁ—zk (P V)0 (1 —d).
For HSS systems in general we assume that we can factorize the distribution function,
p(T'), into a product of a velocity distribution function p,(I") and a spatial distribution

function p,(I'). For the velocity distribution function we assume a gaussian with
2

po(V) ef%. The spatial distribution function is a Boltzmann factor given by
pr(F) = limgy 00 77 Seey Od—rr1) [1;<, ©(rin — d). so we have
m2
p(T) o [[ O(ris — d)e 247 . (3.2.6)
k<l

With the spatial distribution function, p, (), we directly can calculate the YBG relation
for HSS. As we know that Viexp(—pU(ry;)) = 70(r1; — d) the YBG relation is

vlg(Fla 772) = 72125(7212 - d)92(F1,F2) + n/dr3f135(f13 - d)93(F1,F2, 7?3) . (3-2-7)
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3.2.2 Inelastic Hard Spheres

For the dissipative inelastic HSS we also have a pseudo Liouville operator which is given
by

il =ilo+ Y T +ilp . (3.2.8)
i<k
Since the time reversal symmetry is broken for inelastic systems the collision operator,
7?,; is only defined for one time direction. Here l;;“k is the operator for inelastic collisions.
The Liouville operator for the driving force, Lp, which is necessary for the limit of
infinite driving frequency, can be written as [49]
2
(Lp)e = %a% , (3.2.9)

with the driving power Pp and the gaussian random variable &;(t), which has zero mean
(&(t)) = 0 and variance (£2(t)€] (1)) = 6;;6°.
Since nothing is known about the canonical distribution function for the driven inelastic
hard sphere fluids, we assume that we can factorize the distribution function (see [50]
for an analysis of the molecular chaos assumption), p(I') = p,(¢)p,(7). According to
the elastic hard spheres we make the assumption that the velocity distribution function
is also a Gaussian.
The spatial distribution function for homogeneous and isotropic systems only depends

on the distance between the particles, p,(7) = p,(7i;). So we assume [47, [51]

pe(7ig) o< [ ©(ris = d)x(ri) (3.2.10)

1<j

with x(r) as an unknown function. Furthermore, we will assume that the pair correlation
function of an elastic hard sphere system is approximately the same as for inelastic hard
sphere fluids. In [51] it is shown that the structure factor of an elastic hard sphere fluid
is not the same as for an inelastic hard sphere fluid. Nevertheless, we set x(r;;) = 1
and get the same spatial distribution function as for a fluid of elastic hard spheres
in thermal equilibrium. Note, that for systems out of equilibrium the adjoint pseudo
Liouville operator has to be calculated, which is possible with £TA = p(F)_lﬁp(F)A.
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3.3 The Granular MCT

Now, the knowledge of the Liouville operator should be used to calculate the memory

kernel in Eq. (2.4.3) in section

M (g, M =" kB%V(gﬂ k, 9) o (k, t)d(p, )YW(G, ., ) - (3.3.1)

kE<p

Here, we need to calculate the two vertices )V and W to get an expression for the kernel.
After getting the memory kernel we will discuss the problems of the extension into
binary mixtures. Nevertheless, in appendix [D|is the calculation of the vertices for binary
mixtures under some simplifications.

The Liouville operator, which is introduced above, shall be recalled here again

L=Lo+ ) Ti+Lp. (3.3.2)

j<k

The three terms, the free streaming operator, Ly, the interaction operator, 7;;“, and the

driving operator, Lp are derived in the section above.

3.3.1 Calculation of the Vertex V

The left vertex is known from literature [14] and given in Eq. (2.4.4). Nevertheless, its

calculation should be motivated here:

V(@.F.p) = GHDIEQHFI) 55507
= [GM@ILoBn) - GHDIPABD)] gy - B39

In the first term, the Liouville operator acts on both of the densities and in the second

term only the |p(q)) part of the projection operator gives a non-vanishing contribution:

V(T k. p) = [(ci k) (M@ (R)p@) + (- 5) (M@ p(k) (7))
1 1

— GM@ILA@) 7= (@) p(R)p()) NOEDR

5@ s 83

~—
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The brackets in the first line are given by (%(q)[5%(k)p(7)) = kﬂ”D ELS(p), a full
derivation is in appendix [D] Since one knows the time derivative of the density, the
matrix element in the second line is easy to calculate, (j%(7)|Lp(7)) = qu?. Last but
not least the last term is known in the literature as the triplet correlation function,
k“’(DS(?’)( k,5) = (p(Q)]p(k)p(p)). Only less is known about the triplet correlation
function, see e.g. the following reference for theoretical and some numerical works
[52, 53].
Here, we also introduce the direct correlation functions, nc(q) = 1 — S™'(q) and
SG) = 5(¢)S(k)S(p) — n2c®)(k, ) so the vertex as a function of ¢ is

Ok + 7. keT o

V@ K.p) = S T (@ Be(k) + - Ple(p) + neP(Fp)] . (335)

The Kirkwood approximation [54, 55], ¢®® = 0, which fails for large length scales but is
in a good agreement for smaller length scales [56], can be used to simplify the vertex.

This approximation can be seen as a maximization of an entropy functional [57]|. Finally,

one has
. Ok + 7@ kT 1, = :
vig kg = PO (G B+ @ pew) . (383)
m
Notice, in equilibrium the left and the right vertices are equal and the memory kernel
is given by
kgT Lo . 2
(o). q) = “on? 37 SE)SW) [ Belk) + @ Pen)] ok, Hop,1) . (3.3.7)
k+p=q

3.3.2 Calculation of the Vertex W

Since dissipation plays a key role in granular systems, the left and the right vertices
differ by at least the restitution coefficient €, which is a degree of the dissipativity of
the system.

A full calculation of the right vertex for monodisperse granular matter can be found in
|47, 51] and in appendix [D]a long detailed and very technical calculation for a binary
mixture.

Now, we want to motivate the calculation of the right vertex here. The explicit form of
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the right vertex is

W = (p(k)p(p)| QL™ (7)) m

{pB)p()|£5(@)) — (p(F)p(PIP LI (@)]

_— . (3.3.8)
S(k)S(p)

For the righthand term in the second line, one uses the definition of the projection
operator, P, and gets the triplet correlation function and a frequence €2 again. The
frequence is not easy to calculate like in section [3.3.1, where we have to apply the

Liouville-operator explicitly:
Qpy o< (@)L @) = (p(@)I( £0+ZT+ + L)) (3.3.9)

Since the driving operator is proportional to the second derivative of the velocity,
Lp x 8#2, but the longitudinal current is only linear in ¢/, it vanishes. The calculation
of the free streaming part is mostly given by the velocity average, which can be seen in
appendix [F| So the only interesting term is the interacting one, 7:]+ Since none of the
particles are privileged, one can fix a particle and let it collide with the others. So the

sum over all particles becomes to a prefactor N(N — 1)/2.

_N(N-1)

TODSEURES

(P(Q)O (P12 - Tr2) (F1a - T12)d (112 — d) (b — 1)5(d))
(3.3.10)

The collision operator, b}, used on the longitudinal current transforms the velocity to
the postcollisional one, where the coefficient of restitution, e appears. The (712 -¥12)-term
can be calculated independently from the spatial part with the velocity average. After
respecting those facts one gets

N -1 1+€]€T —zr
®’2T+ L ( ) ; 71; <r12(5<7n12_d ol _ lqn Ze q

(3.3.11)
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Now, the summation in the spatial average can be described by three cases, i e 1T =
e~ 4712 1 (N —2)e™""3, With relabeling the integration variables, the four averages

can be collapsed to two terms:
<7212(5('I“12 — zqrz o zqn Z efzqr _ ’1“125(7”12 _ d)efiq’Fleiq’@)
+2(N — 2) (f126(r12 — d)e "T3e'T2) | (3.3.12)

For the last term the YBG-relation will be used to rewrite the term as a function of
71 and 7. From the YBG-relation one gets the right hand side of the first line of Eq.
(13.3.12) and a term which depends on the structure factor. Now, with collecting all the

terms one gets

(p(k)p(D)PLIM@) _ (K + 5, @) knT
S(k)S(p) % om

q[(1—¢€)S(q) + (1 +€)] (3.3.13)

The calculation of the first term in Eq. (3.3.8), (p(k)p(9)|£i%(q)), is from a theoretical
point of view equal to the calculation above, but because three different observables
are interacting with each other one has to do more steps in the calculations and use
the YBG-relation more than one time. A full derivation can be found in [47] and in

appendix |D| for binary mixtures:

=

/{BTé(k—i— ‘> 1+6
V 2

(BB (D) = L=c

(@-Ps7' @+ @-Bs®) @)

(3.3.14)

m

Notice, in both equations, (3.3.13)) and (3.3.14)), we used the convolution-approximation.

Sum over all results and use the direct correlation function, ¢(q), the right vertex

becomes

1+ed(k+p cj’)kBT

W=- 2 \% m

(G- K)e(k) + (4 - P)e@)] - (3.3.15)
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For the elastic limit of € — 1 the right and the left vertex are equal, V = W.

The memory kernel with dissipation is given by

_1+€l€BT
2 m

m(o(t),q)

w37 S0S®) (@ Felh) + (@ Pelr)] ok, 0601
k+p=q

(3.3.16)

Now, we go to the limit of continuous wave vectors, where the sum is replaced by an

integral
(60, 0) = A0, g
[ s s ) {{a-Bew + - @~ Flelg - F)} otk 07~ Fl.0)

(3.3.17)

The prefactor A(q,e) = [1+ (1 —€)S(q)/(1 4 €)]™" > 0 guarantees that the memory
kernel remains positive definite. In the elastic case, € = 1, the prefactor also equals unity.
Since the structure factor, S(q), exhibits some oscillations, the prefactor also oscillates
for e < 1. In Fig. [3.3.T one can see the behavior of the prefactor, it is dominated by the
Percus-Yevick structure factor [58]. One can see in Fig. that A(q, €) has a local

L L L L (d
0 5 10 15 20 4

Figure 3.3.1: The prefactor, A(q, €), as a function of the wave number ¢d for different
coefficients of restitution in 3D. The diameter is set to one, d = 1. In the elastic case,
e = 1, the prefactor is a constant (green line). The deviation from the unity gets larger
for decreasing e. The red curve is for ¢ = 0.5 and the blue one is for the total inelastic
case, where the coefficient vanishes, € = 0.
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minimum at the first peak of the structure factor. The weakness of the memory kernel
or the cage effect is related to the dissipation, for increasing dissipation the memory
kernel decreases and the cage effect becomes weaker. To compare the inelastic case
with the elastic case, one has to go to higher densities. For increasing dissipation or
decreasing € the critical density, where the liquid-glass transition takes place, increases.
This makes insofar sense as the memory kernel decreases for a given density with

increasing dissipation.

0.80‘* ‘ ‘ ‘ ‘ ‘glasé _
0.78- P .
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| | . | . | .
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056 P .
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| | L | |
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€

Figure 3.3.2: The critical packing fraction, ., for different coefficients of restitution.
One can see a decreasing ¢, for decreasing dissipation [51].

With the granular mode coupling in this chapter it can be shown, that the mode

coupling theory can be used for systems out of the equilibrium, too.

3.3.3 Granular Mode Coupling Theory for Binary Mixtures

The memory kernel for a binary mixture is similar to the monodisperse case, a full
motivation is given in the PhD of A. Latz [59] and T. Voigtmann [60]. In appendix

the memory kernel is derived as

Mag(q) = Jo5 (G5 (@ILQPYTRPNCT QLI (@)
- 0751 Z V575<§E@Zgz;6/(glﬁa E@We’w’a(E,ﬁCj) 5 (3318)

8 e,
k>p,k >p"
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with

Vars(@EF) = > (GE@DILQoy (k") psr (57)) 925" (K"5", K 5)

'y”é”

kg
Weura BTG =D {per (K" pur (7" LQIIH(D)) gy (K" K F)
20T R K ) = (oy (R)ps ()R (F)pu ()
R Bk £) Pory (D, 1) O O - (3.3.19)

Where the greek indices denote different species of particles and ggfiﬁ,(l;’ﬁ’ ,Eﬁ) =
Saar(k)Spp ()05 7055 1s the normalization of the vertex. Now, one only has to calculate
the averages like in the section above and the memory kernel for binary mixture is
ready for some applications. The left vertex, V, can be calculated easily like in the

monodisperse case without further restrictions and is given by (full calculation in

appendix @:

V mg

Vina(Gkp) = — n (@ R (F)0ss + (@ P)ess()ds, + auancLs (K 7))

(3.3.20)

One can see that in the monodisperse limit, where the concentration x goes to one and
the indices disappear, the left vertex is equal to Eq. .

The calculation of the right vertex, W, is much more complicated than in the monodis-
perse case. Since we have to calculate the averages explicitly with the Liouville operator,
we have to know the impact of the different particles on the averages.

In general the different species of particles interact differently, which changes the coeffi-
cient of restitution for each species. The coefficient becomes a matrix, €,3. The effect
of the temperature on the different particles is in general also varying. So particle a
has a thermal velocity of v2 o T,,.

The problem we get with different temperatures is that the spatial averages, which
we use inter alia for the YBG-relation, is depending on the interacting part of the
Hamiltonian, (...) X e #2:V(ris) here y denotes the spatial average. 3 is the inverse

temperature, and there is no analog definition for 8 for more than one temperature. So
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in our calculations we use two assumptions: 1) the coefficient of restitution is a constant
like in the monodisperse case and 2) the temperatures are equal for all particles. Under
those assumptions we can calculate the right vertex (a very technical derivation is given
in appendix @

0(k+p,q) ksT, 1+e L -
Wapy = — ( D) b (G- k)0ypCya(k) + (G - P)0yacys(P) + qnac Wa,B( D)

\% m,y 2
(3.3.21)

Here we have both limits: i) for e = 1, the elastic limit, the right vertex equals the left
one and ii) for vanishing indices, the monodisperse limit, the right vertex equals Eq.
(13.3.15]).

In analogy to the monodisperse case we will write the memory kernel as a function of
the prefactor A(q,€)

n> 1

Mas() = Ap(@) 5 V5 ZZVMQ (k)0 ® (7, )50 Vergra (3.3.22)

Jo k>p
where the prefactor is given by A¢4(7) = [Zabap + 175 Sas()] -

The next step is to calculate the right vertex for different coefficients of restitution and
after that to generalize the YBG-relation to the BBGKY hierarchy [45] 61] to calculate
the spatial average for different temperatures.

Lebowitz solved the Ornstein-Zernike equation with the Percus-Yevick closure analyti-
cally [62]. For the analysis of binary mixtures we will use the Lebowitz structure factor

for the memory kernel, m, (¢), and for the dynamics of binary mixtures.

Conclusion

In this section I introduced the physics around granular matter. A particularity of
granular matter is that the dynamics is ruled by some dissipative interactions. The
degree of dissipation is given by the coefficient of restitution, e € [0, 1].

We used the Liouville operators to calculate the mode coupling memory kernel, mg(t),
of such systems analytically. Here we assume that the particles energy is given by their

translation and ignore the rotational energy. Since the calculation of m,(t) is done in
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the work of T. Kranz [47] we extend the theory for binary mixtures. Here I assumed
that the species‘ temperatures, T, are all equal and obtained the microscopic memory
kernel in this approximation.

The next steps in this section would be the numerical implementation of the theoretical
framework to get the density autocorrelation function for binary mixtures. The next
step is to generalize the theory by allowing for different species dependent temperatures,
T,.
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4 Spin Glass Theory

The definition of a spin glass is an arbitrary distribution of spins on a lattice in which
a part of the spins are frozen. One way to realize such states is to have some bonds
with ferromagnetic interaction and some with antiferromagnetic interaction. So, for all
temperatures the spin orientation is not uniform in space and some of the spins become
frozen [63]. In Fig. we have a square lattice with a ferromagnetic interaction with
the nearest neighbors and an antiferromagnetic interaction with the next to nearest
neighbors. For this system it is not possible to satisfy both kind of interactions. One
can see in the green circles that some spins can fulfill the interaction. But for the whole
lattice it is not possible to fulfill always all interactions at the same time. The spin in
the center is highly frustrated, on the one hand it needs to be a down-spin to satisfy
some of its interactions but on the other hand as a down-spin it will be in opposition
with the remaining interactions. The phenomenon of frustration is a feature of spin

glasses. The ground state of such systems is highly degenerate [6].

Figure 4.1.1: A square lattice with some up- and down-spins. Here the nearest neighbor
interaction is a ferromagnetic one (straight lines), and the next to nearest neighbor
interaction is antiferromagnetic (dotted line). In the green circles the spins are in a
happily connected environment, whereas the spins in the red circles are against the
given interaction.
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In 1975 Edwards and Andersen [64] introduced a model that features a spin glass phase.
The main idea of the Edwards-Anderson (EA) model is given by the Hamiltonian

H:—ZJij(gi-§j)—hZS§, (4.1.1)

i

where 5’1 is the spin on site 4, J;; the interaction between the spins S; and gj, and h
the external magnetic field. For a suitable distribution of the interactions, P[J;;], like
in Fig the system is in highly frustrated. The distribution of the couplings, J;;, is

a gaussian with [63]

1

72
PlJ;;| = —(QWAZ)l/ZeXp (—252) ; (4.1.2)

where A is the variance.

The glassy phase does not have long-range order and therefore an order parameter which
is used in thermodynamics can not be used here [63]. So in the Edwards-Anderson model
we are interested into the dynamics. Frozen spins should not change their orientation
over time, this motivates the introduction of a spin autocorrelation function

g = lim <<§(0) : §(t)>T>C . (4.1.3)

t—o00

The inner bracket is the thermal average and the outer bracket the average over all bound
configurations [63]. If the spin orientation remains the same, the Edwards-Anderson
parameter will go to a finite value, ¢ # 0. Otherwise, when the spins are not frozen but
changing their orientation the correlation function goes to zero. The Edwards-Anderson
parameter is the order parameter for spin glasses, in analogy to the non-ergodicity
parameter, f, in the mode coupling theory

In the same year Sherrington and Kirkpatrick used a mean-field theory to get an
exact solution of the infinite-range EA model [65] [66]. They assumed that every spin
o; € {—1,+1} couples, independently of the distance between the spins, to all the other
spins equally. Notice, the definition ¢ for a spin will only used for Ising spins, which
means that the spin only has two possible states, up and down, for all the other spin

orientations the spin will defined as a vector, S. A generalization of the SK model is
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the p-spin model which describes the interaction of p spins

H=- Z Ji177;27.__,ip0'i10'i2...O'ip (414)

1<i1<..<ip<N

with the Ising spin o; (for p = 2 one gets the SK model) [67, [68].

In both models, the Edwards-Anderson model and the p-spin model (which also
includes the Sherrington-Kirkpatrick model), we need to evaluate the free energy
(F) = —kgT (InZ{.J;;}) [7]. For the calculation of the partition function one uses the
replica trick [6] which rewrites the logarithm of the partition function as a derivative of
the partition function, (In Z) = lim,,_,¢0, (Z"). Nevertheless, the calculation of (Z") is
also problematic, one can approximate n being an integer and can rewrite the average
over the partition function as (2") = [ Doy... [ Doy, (exp(—BH (01, J)... — BH(0y, J))).
Solving of such integrals is not the topic of this thesis, for interested people I can suggest
to read the work of Castellani and Cavagna [69].

The difficulties of these models are calculating integrals to get the partition function
and calculate the free energy of the system. Inspired by the theory of liquids [70} [71] one
has introduced lattice models to analyze glass-forming liquids without any knowledge
about the partition function or free energy. One of the promising models are the kinetic
constrained models (KCM). Here the spins are not interacting which each other, J;; = 0,
and the dynamic of the system is only based on the neighborhood of a spin. Depending
on the model, the flipping of a spin is constrained and depends only on the nearest
neighbors. Two prominent models are the Kob-Andersen (KA) model [72] and the
Fredrickson-Andersen (FA) model which is the main part of this chapter and will be
explained in detail. So at this point I want to introduce the main idea of the KA model:
At the beginning the lattice is occupied with an initial probability, p, and particle can
only move if they fulfill some conditions. The first condition is intuitive, the particle
can only move, when the target site is empty. In addition the particle must have less
than f nearest neighbors before and after it moved. So the particle number is conserved.
In the work of Sellitto [73] the model shows some properties which it has in common

with real glass-forming systems.
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4.2 Fredrickson-Andersen Model

The other prominent kinetic constraint model is the Fredrickson-Andersen model [74],
in which features of glass-forming systems also occur [8, [75H77].
The FA model is a Ising like model [78] with non interacting up- and down-spins and
an external magnetic field which favors one spin direction [79, 80]. So the Hamiltonian
of the system is simple, H = h) . 0;, and h < 0 favors down spins. The dynamics is
constrained, each time step a chosen spin will be flipped with a rate w(o; — —o;), only
when the number of nearest neighbor down-spins is larger or equal to the facilitation
parameter, f [74], 8I]. The kinetic constraint is an analogy to the cage effect in super-
cooled liquids, where the neighbors of a particle form a cage so that the particle is
arrested between the neighbors till it finds a way to escape from the surrounding
particles.
If the up-spin concentration is equal to one, it is trivial to say, that none of the spins
will be flipped and the ground state remains the same. The opposite case, an up-spin
concentration of zero, is also trivial, since the systems favors down-spins the lattice will
be filled in the ground state with only down spins. Now, the question is, can we find
a non trivial initial up-spin concentration, p. < 1, for the emergence of some up-spin
clusters in the ground state. For f = 1 it is shown that the critical concentration
is always one, otherwise it is always possible to flip all up spins in each lattice in a
finite time to a down-spin [81}, 82]. The critical up-spin concentration in hypercubic
lattices Z? is, independent of the facilitation parameter, also p. = 1 [81, [82]. On a
random graph, like the Bethe lattice, one can show that for 1 < f < k, where k£ is the
connectivity, a non trivial concentration p. < 1 exists [83] [84].
Motivated by the numerical result of Sellitto [§] we have the Bethe lattice decorated
with up-spins, with the concentration p, and down-spins, with 1 — p. The Bethe lattice
is a regular tree graph with a fixed connectivity, k [85]. One can see in Fig. [£.2.1] that
the number of sites inside the lattice is smaller than the number of sites on the surface
of the lattice. The Bethe lattice also has no loops, so once you started walking from
one point, you will never reach this point again.

The bootstrap percolation [86H88]| is the ground state, where 7" = 0, of the FA model

from an initial up-spin concentration, p. The probability for an up-spin in the ground
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Figure 4.2.1: The Bethe lattice with a coordination number z = 3 and a connectivity
k = 2. One can see that there are no closed loops, so once you started, let’s say, from
the blue site, you will never come back to this blue site again. The different colors mark
the different shells (the grey circles) around a chosen point.

state, ¢, is given implicitly as [86]

q=p ]‘c_l (l:) (1 —q), (4.2.1)

=0

with the initial up-spin concentration p. The Hamiltonian, H = —% >, 04, is so simple
that the up spin concentration can be calculated explicitly
e2” 1

— = 4.2.2
b e+ e 38  14e B’ ( )

where [ is the inverse temperature. The Eq. can be illustrated as follows, for
an frozen up-spin in the groundstate one needs more than f up-spin neighbors. The
sum in the equation is over all down-spin neighbors. It starts at zero, which means you
only have up-spin neighbors, and goes till f — 1, where you also have less than f down
spin-neighbors and the spin is frozen. The binomial coefficient gives you all possible
configurations for your down-spin. So for ¢ = 0, when all of your neighbors are up-spins

and are indistinguishable, the coefficient is equal to one, and for ¢+ = 1, one has only
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one down-spin and could put this down-spin to k sites and so on.

Since the numerical calculations [8], [77] are not in terms of a correlation function but a
persistence function, ¥ (t), it should be introduced as an observable. The persistence
function is the fraction of the spins, which are never flipped till a time ¢. The long-time
limit, ¥>° = ¢ (t — o0), so the fraction of the spins which are permanently frozen, can

be calculated with the probability of the spins in the ground state, ¢ [77]

?

F-1 F-1
v =pY (k ;L 1) ¢ —g) +(1-p)) <k i 1) (oxk) (1 = pxa)’
=0

1=

(4.2.3)

with xx r = Z{:_OQ (f) ¢" (1 — q)*. The first term gives the probability that an up-spin
is frozen, because its neighborhood don’t fulfill the conditions. The second term is the
probability that the down-spin becomes frozen after the down-spin neighbors of it gets
frozen.

Since the persistence function is an unusual observable in MCT, we are interested in
finding a spin correlation function, ¢(¢). The aim is to understand the microscopic
dynamics of the FA-model with the correlation function, ¢(t). With Eq. we
can compute from the spin autocorrelation function the persistence function and can

compare the numerical data with the theoretical calculation.

4.3 Equation of Motion for the FA-Model

The time evolution of a probability distribution function of Brownian motion, P({c},t),
is given by the Fokker-Planck Eq. ([89])

aP({acz},t) =Y [walf=0}) PU{=0}art) — wal{o}a) P({o }ar )]

=QP({o}a,1) (4.3.1)

where {o} is a set of Ising spins and w, is the the transition probability. We are
interested in a group of spins {o}, which are flipped into {—oc}, with the transition

probability of w,. The stochastic operator, 2, can be expressed with the spinflip
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operator, S,, as

o= (Sa - 1) wal{o}a) . (4.3.2)

«

where the spinflip operator is defined as S, X ({o}o) = X({—0}4) and the transition
probability w, is given for the FA model as

1—@<an—k;+f—1>] . (4.3.3)

_ Wo -1T
Wo = =7 (51,na + 5O,nae )
N jex

Here IC denotes the set of children of site i. Since the time derivative of the equilibrium

distribution vanishes, 0;Peq({c},t) = 0 , one can derive the detailed balance condition

wa({=0}a) Pea{=0}ast) = Wa({0}a) Pea({0}as t) - (4.3.4)

With the detailed balance one can create a self-adjoint operator, H , for the time

evolution [90]

H = P ({0}a)2PY*({0}a) |
=D wh({o}a)(Sa = Dwi*({o}a) - (43.5)

~ A 2 A
With the identity, S, — 1 = —% (Sa — 1) , one can write the self-adjoint operator, H,

as

. 1 1
H=-Y —w*S, —1)(S, — Nw'/?— |
; 5o ( ) Jwy 7
= _Z Aan )
=-U'U . (4.3.6)

This representation of the self-adjoint Hamiltonian will be useful in the next section,

when we derive the Brownian of motion for the Fredrickson-Andersen model.
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4.3.1 Microscopic Dynamics of FA-Model

To get an EOM like we need an appropriate variable for an autocorrelation function.
As we know both the initial and the end concentrations of the up-spins in the FA model

the following microscopic variable is suitable

ndi(t) = 51,0'1'(25) 9 (437)

which is one for an up-spin on site ¢ and zero for a down-spin.
Motivated by the bootstrap percolation a spin correlation function, ¢(t), with the
long-time limit ¢(t — o00) = ¢ in the non-ergodic phase is needed to describe the

microscopic behavior of the FA model. Such a correlation function is given by

¢(t) = (m(0)n:(t)) (4.3.8)

the brackets are an average over all initial spin configurations. The initial value,
¢(0) = p is not normalized to one but to the initial concentration of the up-spins, p.
Notice, the initial concentration p is a given up-spin concentration, so the systems is
at time ¢t = 0 out of equilibrium and it relaxes to equilibrium. The probability ¢ is
also not the equilibrium concentration of up-spins. It is only the fraction of the frozen
up-spins, ignoring the unfrozen up-spins which comes from thermal fluctuations. Since
the correlation between the unfrozen and frozen up-spins vanishes, we are not interested
in the equilibrium concentration.

The Fredrickson-Andersen model has an ergodic-nonergodic transition, which can be
described by the Mode-Coupling theory [I], 2, 28|. In both theories, correlation functions
will be used, the spin autocorrelation function for the FA model and the particle density
autocorrelation function in the MCT, to describe such transitions. Nevertheless, it
is not easy to match both theories, the Fredrickson-Andersen model has a stochastic
irreversible dynamics for spins, whereas, the MCT deals with deterministic reversible
dynamics for liquids. The extended mode coupling theory deals with second order
memory kernels, which is the memory function of the memory function, [91]. In analogy
to that first applications of the MCT on a spin model was with introducing a second
memory kernel [92]. However, the correlation functions resulting from this approximation

were unphysical. Kawasaki introduces the so-called irreducible memory function [90),
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93] instead of the second order memory kernel, which has the same mathematical
characteristic as the simplified MCT for liquids. The name - irreducible memory kernel
- is motivated by the language of diagrammatic quantum field theory, where the first
order memory kernel is not one-particle irreducible, whereas the irreducible memory
kernel is [90], 94]. Some applications of the irreducible memory kernel can be found in
the works of Pitts and Andersen [83] 95| and a diagrammatic derivation in [96]. Now,
here we want to motivate the irreducible memory kernel for the Fredrickson-Andersen
model.

Since we have two memory kernels the following projection operators will be used [90]

Py = [n:(0)) (n:(0)]

P =T ni(0)) (i (0)[TT- U ni(0)) " (m(0)| T . (4.3.9)

In analogy to chapter [2 the correlation function, ¢(t), will be transformed into the

Laplace domain

(=) = (0:(0)](z — H) M0, (0)) - (4.3.10)

With the projection operator, P, ,and the appendix [A] one gets

~

N “ N N —1
Pz — H) Py = |2 = PyHIP, — Pz — QHQ)HP,|
=2 = Q- M, (2)]" . (4.3.11)

The Hamiltonian, H, can be rewritten with the second projection operator, P, to

H=-U"P+QU=Hp+ Hy,

Hp = —U'"PU = H [n(0)) Q" (n(0)| H ,
Ho=-U'QU . (4.3.12)

To get an irreducible memory kernel the operator identity

N SRS S N
:—QHQ 2-0QHu,Q z-QHQ z-QHLQ
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will be used so that the memory kernel can be written as

My (2) = My (2) + My (2)Q M, (2) |
My (2)

:>M77(Z) = 1 o Q_IM,}?H(Z) )
with
. N 1 ~
M = 0)|HQ,— 9, H|n(0)) .
n (2) = (n(0)] an_ QnHQQnQn 7(0))

With the irreducible memory kernel the correlation function, ¢(z), is given as

1 1
z—0-0Q T—mr ()0 1—mir (2)Q

7
In the time domain one gets the Brownian of motion:

where m)”"(z) = M}*(2)Q~? is the dimensionless irreducible memory-kernel.

b() + Q6(t) + 0 /0 drmi™(t — r)d(r) =0 , (4.3.13)

with the frequency (calculation in appendix |Gl

f=1 (k\ —(k—i)3 -33 -2
() e 3
Qp,p = wop (1 — ZZ*O (l) ) = Q39 =wyp (1 - $> .

(1+e )" (1+e7)3
(4.3.14)

The system frequency, wp, can be determined for small times,t — 0. The convolution is
vanishing for t — 0 and Eq. becomes the easy solvable homogeneous differential
d(t) + Q¢(t) = 0 which is solved with the ansatz ¢(t) o< exp(Qt). Now, since the
frequency, €, is propotional to wy, one can match wy for a given concentration p. The
frequency, €2, and the initial up-spin concentration, p, have the same behavior. Both are
starting at one (here 2 is normalized by wy) and they decay exponentially to a finite
value.

In this section we defined a correlation function for the up-spins, ¢(t), and introduced
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Figure 4.3.1: Left side: For T'— 0 the up spin concentration is p(0) = 1, so the Bethe
lattice only has up spins. For larger temperatures T" — oo the concentration converges
to p(T" — o0) = 1/2. One also can see the critical temperature 7, for having up-spin
clusters. Right side: The frequency €2, normalized by wy, as a function of the temperature
(concentration). For decreasing temperature, the frequency goes to the normalized
system frequency, wy. For increasing temperature the frequency decreases to a quarter
of its initial value.

the irreducible memory kernel, motivated from the works of Kawasaki, to get the
Brownian of motion for the Fredrickson-Andersen model. We also have an analytical
expression for the frequency, €2. In the next section we try to connect the microscopic
dynamics of the correlation function, ¢(t), with the long time limit of the persistence
function, ().

4.4 Bifurcation Scenario in the Spin Model

In section we introduced in Eq. the probability of up-spins in the ground
state, ¢, which is a function of the initial up-spin concentration, p. We also know that
there is a critical concentration p. < 1 where some up-spin clusters will survive in the
ground state. Below this concentration the probability of an up-spin is zero, ¢ = 0, and
at the critical concentration there is an discontinuous jump from ¢ = 0 to ¢ = ¢q. > 0.
In the work of Sellitto it is shown that above the critical concentration, p > p., the
probability grows with the square root of the distance to the critical point, g o< /€,
where € = (p — p.)/p is the separation parameter [77]. Now, this phenomenon should
be shown here for the simplest case (k, f) — (3,2), where Eq. becomes

q=p(¢"+3(1-q)¢*) . (4.4.1)
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The solutions of this are

w
w
s
|
©loo

q=0 and 0= =7 + 1 (4.4.2)
Since the probability can only be a real number, the radicand can not be negative. So
the condition for the critical concentration p,. is a vanishing radicand at p. = 8/9. At
pe the critical probability of an up-spin in the ground state is given by ¢. = 3/4. So
q has the form ¢+ = ¢. (1 4+ 1/€). From the two solutions, ¢, and ¢_, we need the one
which fulfills the condition ¢(p = 1) = 1, which means that an fully occupied lattice
with up-spins is not affected from the percolation and so the ground state is occupied
with only up-spins, too. We are starting the Fredrickson-Andersen model with the
initial concentration, p, then some of the up-spins will be flipped into down-spins, so
the next stable state for the up-spins is given by ¢ = 0 or ¢,. For p > p. the up-spin
concentration only decays to q., so the only physical solution here is ¢, and not zero,
although ¢ = 0 is a mathematical solution of Eq. . So the solution of Eq.
is ¢ =0 for p € [0,8/9) and ¢ = (1 + \/€) for p € [8/9,1].

One can find the same behavior, in the persistence function, too. It is zero till the
critical concentration, here the persistence function and the correlation function have
the same critical up-spin concentration, and at the critical concentration both are
jumping to a finite value, g. or ¥2°, and behave like y/€ above p..

In Fig. one can see this behavior for both functions, this discontinuous change of
the function at a critical point is called bifurcation [4].

Now, we want to connect the Fredrickson-Andersen model with the mode coupling
theory. In section we introduced the spin autocorrelation function in Eq.
and the corresponding Brownian equation of motion in Eq. . In the long time
limit, ¢ — oo the spin autocorrelation function converges to the up-spin probability in
the ground state, ¢(t — oo) = ¢. So the long time limit of the equation of motion turns
into to the bifurcation equation, which is derived in section [2.6, Here, we have for the

long time limit of the correlation function the following expression

¢ _pl@+30-9)9¢)

m(t — o0) =
p—q p—q

(4.4.3)
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Figure 4.4.1: Bifurcation scenario in FA model for the couple (f, k) — (2,3). The red
curve is the solution of Eq. [£.4.1] At a value of (p,¢.) = (8/9,3/4) the probability of
up spins in the groundstate, ¢(p), jumps discontinuously from the solution ¢ = 0 to the
solution g4 = ¢.(1 & 1/€). The blue curve is the persistence function, $3°(p), which is
given by Eq. [1.2.3] The discontinuous jump is at point (p., ¥2°) = (8/9, 2757/a096). For
both functions a monotonic increasing up spin probability, so ¢, (p) and 1, (p), is the
physical solution.

Here, the peculiarity of Eq. should be emphasized, we have a memory kernel
without any approximations. We know the memory kernel for the long time limit
exactly.

Till now we only know the memory kernel for ¢ — oo without any approximations and
we are interested in the dynamics of the Fredrickson-Andersen model. There are many
possibilities to get the limit in Eq. . An intuitive way to do this is to say that
the ¢ results from the spin autocorrelation function, ¢(t), and replace all the ¢’s with it,
q — ¢(t). Nevertheless, there are other completely monotonic functions [97, O8] like the
compositions, ¢(f(t)), where f(t) is also a completly monotonic function, which have
the same long time limit as Eq. . Another problem is, that the memory kernel
m(¢(t)) could be a product between our known memory kernel and a factor, which goes
to one for ¢ — oo like m(4(t)) = m(¢(t)) - exp(%). In this case exp(7) goes to one for
long times and m(¢p(t — o0)) = m(¢(t — o0)). In this thesis we will conjecture that we
can replace the ¢ intuitively with ¢(¢) and that the memory function is not a product
of more functions.

Why do we need this assumption? We are interested into the dynamics of the FA-model

and to describe the dynamics we use the language of the mode coupling theory, which
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gives us two exponents, a and b, for the decay of the correlation function. In Eq.
one can see that the exponent parameter A\, which is related to the two exponents, can
only be calculated with the knowledge of the Laplace transformation of the master
function, G(t). In Eq. we have ¢(t) o< G(t), now if we change our correlation
function, ¢(t) — ¢(f(t)), or multiply and additional term to our memory kernel, we
need to rewrite the equation and get some prefactors, which are changing the definition
of our exponent parameter, \.

We calculate \ for our assumption, ¢ — ¢(¢): With Eq. we have AJF which is
defined in section . So we can calculate the different d;-terms of Eq. and get
0o = 0 and 9; = 0. The first non-vanishing term is ds, which occurs at an As-singularity,
with (see appendix |C))

_ 1 PAFped)|  (pe—q)® 25

02 2! 0q? B

; — (4.4.4)

9=qc

Now, the exponent parameter, A = 1 + dy, can be calculated exactly to the value 839/ge4.
With the exponent parameter, we have the two exponents we need to describe the
dynamics, a = 0.121... and b = 0.147... .

For microscopic times ¢ — 0 the correlation function goes to ¢(t — 0) — p, as we
can see directly in Eq. the memory kernel diverges, m(p, ¢(t) — p) x (p —
#(t))~!. To regularize the memory kernel we rewrite the divergent term, (p — ¢(t))~! =
oM (6®)/p)t, which is exact for M — oo and can be interpreted as a resummation
of many-site interactions.

The same calculations can be done for different (f, k)-pairs to get A bifurcations with
different critical values, which can be seen in Fig. [£.4.2] In MCT the range of the
exponent parameter is A € [0.5,1] [9] and we want to find out the upper and lower
limit in the FA model on the Bethe lattice. To calculate A for any (f, k)-pair we need
the real roots of Eq. , which is a polynomial of the degree of k. After that we
have to find out, which of the real roots is belonging to the bifurcation. Here we use
the condition ¢(p = 1) =1 to find out the critical value for a given (f, k)-couple. For
(3,2) we made the calculations above, here we only have a polynomial of third order.
With the knowledge of the ¢ = 0 solution, we can factorize g and get a polynomial of
second order which can be calculated easily. All of the three solutions are real functions

and we can describe the corresponding bifurcation. For a high connectivity, k, it is
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even problematic to get the roots with some numerics. I made the calculation for the
first 20 couples to get an intuition for the range of A\. In Fig. 4.4.2 one can see that A
is decreasing for limy_,.(k — 1,k). At the moment I don’t know the limit. Based on
MCT I would speculate A = 0.5 as the limit, but there is no reason why it should be.
The exponent parameter A decreases very slowly even for the pair (99, 100) its value is
A = 0.8432... . An increasing A can be seen for limg_, o (feonst, &), Where feons is a fixed
facilitation parameter. It seems that \ converges here to one, which is an As-singularity
in Arnold’s terminology. Since the decay at an Aj singularity is a logarithmic one, we
expect for A — 1 very slow decays. So to compare our theory with some simulations at

least we need 6 orders of magnitude in time to represent the relaxation to the plateau.

f a(p)

1.0
0.8]
0.6]

0.4]

0 0.2 0.4 0.6 0.8 1.0 p

Figure 4.4.2: Left: The exponent parameter, A, for different (f, k)-couple. One can see
an increasing exponent parameter, A\ — 1, for the limit limy_,o ( feonst, k). A decreasing
A is given for the limit limy_,, (k — 1, k). Right: Different bifurcation scenarios for
different (f, k)-couples. One can see a shrinking curvate from the (5, 10)-couple to the
(9, 10)-couple, which means a decreasing A

From the geometrical point of view, the exponent parameter is the curvature of the
bifurcation. In Fig. one can see the bifurcation for different (f,k)-pairs. In all
of the pairs the connectivity is fixed to £ = 10. One can see that the critical initial
concentration of up-spins is decreasing for increasing facilitation parameter, f. This is
intuitive, for f =5 you at least need only 5 down spin neighbors to flip a spin, and for
f =9 you need 9 down spin neighbors. So the initial critical up spin concentration, p.,
must be bigger for f = 5 than for f = 9. The larger the initial up spin concentration
the higher the value of the exponent parameter, A. In Tab. one can see different

critical initial up spin concentrations, p., the critical ground state probability, q., and
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Table 4.4.1: Different (f, k)-couples and the corresponding parameters, p., ¢., and A.
For a constant facilitation parameter, f, and a diverging connectivity, & — oo, the
critical values , p. and ¢, are going to one. A decreasing to zero of the critical values is
given for f =k —1 and k — oc.

De qe A

k)

3) 8/9 3/4 839/864

4)  0.9493 0.8936 0.9868
2,5) 0.9710 0.9413 0.9925

4)

5)

5)

0.7249 0.5435 0.9395
0.8349 0.7265 0.9668
0.6025 0.4180 0.9203
(2,20) 0.9987 0.9978 0.9987
(19,20) 0.1641 0.0958 0.8583

the different exponent parameter, A, for different pairs of (f, k).

In Tab. one can see that the initial up-spin concentration is always higher than
the one in the groundstate, p. > ¢.. Since the Hamiltonian prefers down spins, the
up-spin concentration will never increase.

From the definition above we know that the long time limit of the persistence function,
1>, is connected to the long-time limit of the correlation function, ¢(t — 0o). Near

the plateau, 1> we can expand the persistence function to

0Y>(q)

vl ~ 1) 2+ S

[6(t) — qc] - (4.4.5)
a=qc
As Eq. shows, the correlation function, ¢(t), is the only time depending term
of the persistence function. Therefore, the bifurcation and especially the exponent
parameter, A, will be inherited. So the calculated exponents, a and b, remains the same.
We also know that for ¢ — 0 the convolution vanishes, fot_)O m(t — 7)é(t) — 0, so that
the EOM is solved by an exponential decay, ¥ (t) ~ e~/7 in the microscopic time scale,
Ty. The decay from the plateau at a time scale 7, ~ t,» oc 077 is well described by

an exponential relaxation, 1 (t ~ t,/) ~ e~/ [99]. So the persistence function is well
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known at all times and we can interpolate it to

M>(q)
dq

Ut =+ o+

[0(t) — qc]] (1—e o). (4.4.6)

9=qc

0 | | L I
0 2 4 6 8

Logm t

Figure 4.4.3: The persistence function, 1>(t), for the FA-model on the Bethe lattice for
an initial up-spin concentration of p = 0.885 < 8/9 = p.. The dotted points are from
the simulations of Sellitto [§], and the straight blue curve is the persistence function,
¥(t), which is defined in Eq. , here we used the regularized memory kernel and
cut at M = 23. The red curve is the correlation function, ¢(¢), one can see here that
the correlation function starts at p, ¢(0) = p. According to Eq. , the correlation
function fits the persistence function very well near the plateau. The black curve is the
short time evolution, ¥ (t) ~ e~ of the persistence function. Here the microscopic
timescale is ¢, = 88. The green curve is the ¥)(t ~ ty) ~ e~/ relaxation, with the
relaxation time 7, = 175000.

In Fig. we see the simulation of Sellitto [§] and compare it with our theoretical
calculations. In chapter [5| we will discuss more results and we will also analyze some
problems of the simulations.

Nevertheless, we are using in Fig. a regularized memory kernel, and we cut the
upper limit of the sum, M, at some point to avoid divergences. The summation limit,
M, is for a given (f, k)-couple and a given initial concentration p a fit parameter and

can not be extracted from the theory.
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Conclusion

The main idea of this chapter is to identity Eq. as a bifurcation equation in
the sense of the mode coupling theory. With those bifurcations we derive in MCT the
dynamics of the system. Therefore, we only need the exponent parameter, A. Now, for
the calculation of A we assume that we can replace the ground state probability with
the correlation function, ¢ = ¢(t). We have to show that this assumption is the only
physically correct one.

When we compare our calculated exponent parameter, A = 0.971, with the fitted one
from Sellitto, Ay = 0.815, we see a large deviation. Notice, in MCT the range of the
exponent parameter is given by A € [0.5,1]. There could be two reasons for that: First,
we calculated the exponent parameter at the critical point, whereas the simulation is
far away from the critical point and it is only for a finite lattice. So the fitted A; does
not reflects the FA-model on the Bethe lattice. The second reason could be a wrong
assumption ¢ — ¢(t), so that the dynamics is described with a much more complicated
FIo(FO)]

Nevertheless, in Fig. we see a good agreement between the simulation and the

theoretical calculated persistence function.
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Abstract

The Fredrickson-Andersen (F A) model—a kinetically constrained lattice model—
displays an ergodic to non-ergodic transition with a slow two-step relaxation of
dynamical correlation functions close to the transition point. We derive an asymp-
totically exact solution for the dynamical occupation correlation function of the
FA model on the Bethe lattice by identifying an exact expression for its memory
kernel. The exact solution fulfills a scaling relation between critical exponents
and allows to calculate the exponents explicitly. In addition, we propose an
approximate dynamics that describes numerical data away from the critical point

over many decades in time.

Slow relaxation is not restricted to molecular fluids dominated by pairwise interactions.
On the contrary, systems abound where the effective dynamics is facilitated by the
number of neighbors in a favorable state exceeding a threshold. Dynamic facilitation
applies to opinion dynamics [I], voter models [2], 3], and infection spreading [4] but
has also been used to understand the low temperature phase of magnetic alloys [5, 6],

granular compaction [7], rigidity percolation [§], and the jamming transition [9, [10].
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Most prominently it lies at the heart of the dynamic facilitation picture [TIHI6] of the
glass transition [I7-20]. The k-core decomposition of graphs [21] 22] yields a statistical
description of, e.g., social groups [21] and the brain [23]. K-core decomposition can be
framed as a dynamic facilitation problem [24] yielding, e.g., insight into the resilience

of social network data sets against de-anonymization [25].

A paradigmatic example of a kinetically constraint model [15} 26] implementing dynamic
facilitation is the Fredrickson-Andersen (FA) model which is defined on a lattice with
sites ¢ = 1,..., N decorated with occupation numbers n; € {0,1}. The Hamiltonian
H = p) ,;n; is trivial and g > 0 favors the empty lattice. A site i may, however,
only change its state if it has at least f empty nearest neighbors [12 27]. Bootstrap
percolation [0, 28-30] is concerned with the ground state of the FA model that is
kinetically reachable from an initial condition with an occupation probability p. For
p = 1, clearly the occupation probability in the ground state ¢ = 1, whereas for p ~ 0
an empty ground state, ¢ = 0, can be reached almost surely. The question arises, if
there is a nontrivial concentration, p., for the emergence of an infinite occupied cluster
in the ground state, ¢ > 0. For f = 1 and for arbitrary f on hypercubic lattices Z¢ it
has been shown that p. = 1 [27], BI]. Bootstrap percolation on the Bethe lattice and on

random graphs, however, feature a transition at a finite p. < 1 [0, 32} [33].

At finite temperatures T > OEI [34] we equip the FA model with transition rates that
satisfy detailed balance. Without constraints, the Hamiltonian H would entail an
equilibrium mean occupation (n;) = 1/(1+e*/T). This still holds under the constrained
dynamics as long as (n;) < p., however, for (n;) > p,., the dynamics is restricted to the
sites that are not permanently constrained by the frozen percolating cluster [35]. For
(n;) /* p., numerical simulations of the FA model [36H39] show a two-step relaxation of
time-correlation functions, ¢(t), with a fast relaxation to a plateau value, ¢(t) ~ ¢ > 0,
followed by a second relaxation, ¢(t) — 0, on a time scale that diverges towards p..
A two-step relaxation with a divergent relaxation time is one of the experimental
fingerprints of the glass transition [I7] and motivated the FA model as an effective

description of the glass transition. Close to the plateau, |¢(t) — ¢| < 1, the relaxation

!Temperature is measured in units of |u|/kp
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Figure 5.1.1: Generic occupation correlation ¢(t) (blue) of the oriented FA model
(OFA) close to the critical point, o < 1, compared to the asymptotic scaling function

Gy(t) ~ o(t) — q. [Eq. , red| and the critical laws ¢t~ and —t° [Eq. , black].
The plateau ¢. (horizontal dashed line) is crossed, on a divergent timescale t, ~ o—°
and G, (t) provides a faithful description in a divergent time window 70 < t Kt/ ~ o7
beyond the microscopic relaxation time 7y, followed by exponential relaxation on a
timescale 7, ~ t.. Inset: Section of the OFA for coordination k = 3, and facilitation
f = 2. Arrows denote the orientation, filled (open) vertices denote occupied (empty)
sites, and blue vertices are frozen while green may change. See Table for values of
the critical exponents.

is generically well described by power laws [40],

t= for ¢(t) > q,
o(t) — q x {—tb for (1) < ¢. (5.1.1)

A complementary description of the glass transition, independent of the dynamic
facilitation picture, is provided by mode-coupling theory (McT) [41H43] which starts

from the formally exact equation of motion
. t .
rd(t) + 6(t) + / dt'm(t — #)$(#) = 0, (5.1.2)
0

where the dot denotes the time derivative and 7; ' is the short time relaxation rate.

The eponymous mode-coupling approximation (MCA) expresses the unknown memory

kernel m(t) by a polynomial in ¢(¢). Standard MCT predicts a scaling relation,
I?(1—a) T%(140)

['(1—-2a) T(1+2b) (5.1.3)
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Table 5.1.1: Critical exponents a,b,0 = 1/2a,7 = (1/2a) + (1/2b) and exponent
parameter A characterizing the slow relaxation of the FA model for coordination k& = 3
and facilitation f = 2 (see Fig. . Comparing the exact results derived here to fits
from simulation data.

Theory Simulation
Sellitto [38§] de Candia et al.[39]
A 839/864 0.815 0.79
a 0.121... 0.27 0.29
b 0.147... 0.45 0.50
) 4.13... 1.85 1.72
Y 7.53. .. 2.96 2.72

between the exponents in Eq. involving the Euler Gamma-function. MCAs have
been attempted for the FA model [44H48] starting with Fredrickson and Andersen [12]
but were of limited success. In particular, MCT for the FA model has a tendency
to predict spurious transitions [I5]. Also other approaches did not capture the slow

relaxation [49].

Recent numerical evidence, however has shown that despite these reservations, the
scaling relation seems to be verified in the FA model on the Bethe lattice modeled
as a random regular graph (RRG) [36-H39] 50]. Proof for this surprising discovery is
highly desired |27, 51] but missing so far.

In this letter we derive an asymptotically exact solution of Eq. for the FA model
on the Bethe lattice. We show that Eq. constitutes the lowest order in a series
expansion of this solution and that the scaling relation holds exactly. Encouraged
by these results we propose an approximate, regularized memory kernel valid for all
times. Comparing with numerical data far away from the critical point, we are able to

describe the two step relaxation of the FA model over many decades in time.

Model.—We consider the oriented FA model (OFA) with facilitation parameter f > 2
on the Bethe lattice. To be precise, we define the Bethe lattice [52] as the infinite k-ary
rooted tree [53], 2 < f < k. In line with Sellitto’s numerical work [36H38] we assume
Metropolis dynamics with transition rates w(n; — 1 —n;) = exp[(n;, — 1)/T]C;(K;).
Here KC; denotes the set of children of site ¢ and Cy : IC; — {0, 1} implements the kinetic
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constraint [ [54] (cf. Fig. [5.1.1).

For simplicity we aim to describe the relaxation to equilibrium from a well defined
initial condition. Assume the initial n;(0) are drawn from a Bernoulli distribution with

p=1/(14+e¥T) > 1/2P|[55]. To assure ergodicity, we limit our discussion to p < p..

Percolation Transition.—Recall that the probability, ¢, that a site is occupied in the

ground state can be given implicitly as [0]

F-1
k , .
¢=pQa) =p) <Z> ¢"(1—q)" (5.1.4)
i=0
Note that as p > ¢, the largest real solution of Eq. (5.1.4)) is physically relevant. Trivially,
q = 0 is always a solution of Eq. (5.1.4)). The critical probability p. locates a bifurcation
to additional solutions. Generically, Eq. (5.1.4) displays a fold bifurcation (Arnold’s type
A, [56]) with a finite ¢. = ¢(p.) > 0 and close to the transition ¢(p > p.) —qc ~ /P — De.

Equation of Motion.—We wish to describe the single site occupation correlation function

o(t) = (ns(0)ns(t)), (5.1.5)

where ng denotes the occupation number of an arbitrary but fixed site s and the average
(-) is taken with respect to the initial distribution. Note that ¢(t¢) is normalized such
that ¢(0) = p and ¢(t — o00) = q.

For p < p., the OFA is a Markov process obeying detailed balance. Hence standard

techniques allow to give the time evolution of the distribution function in terms of an

2
s

the memory kernel in terms of its irreducible counterpart, m(t), yields Eq. (5.1.2)) [58].

The rate 7, ' can be calculated explicitly [59]. The memory kernel, however, is only

effective Hamiltonian H [57]. Applying a Mori projector, ny)(n?)~(n,, and rewriting

known formally.

Critical Dynamics.—It is instructive to rewrite Eq. (5.1.2]) in the Laplace domain,

2Cp(Ki) = O(k — f +1/2 = 3 ek, i), with the Heaviside step-function ©(z).
3Think of this distribution as the unconstrained model’s equilibrium for ;o < 0
it =p—p(-pF T )/ -p)
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(5(,2) = LT[¢](z) P| [60]. For z < 7, * one finds

2@ ), (5.1.6)

p+2¢(2)
In particular ¢/(p — q) = m(t — o0). Comparing this with Eq. (5.1.4) we arrive at our
central result: Asymptotically the memory kernel of the OFA on the Bethe lattice is

given exactly as
m(t — o0) =m(p,q) = pQ(q)/(p — q)- (5.1.7)

Sufficiently close to the critical point, o := (p. —p)/p. < 1, we expect a growing window
in time, centered around a diverging time scale t, where ¢(t) = q. + G,(t/t,) such that
G, (t) is small, |G, (t/t,)| < 1, and slowly varying, [(G,(¢)| < 1, where ¢ := zt,. To
this end we expand Eq. around ¢, to lowest order in G, [42, [61],

ALT[G2)(C) + ¢G2(¢) = =0 /Cpe, (5.1.8)

where A := 1+ (pe — ¢c)*0; Am(pe, qe) /2pe < 1 ﬂ [62]. As A can be calculated exactly for
the OFA, the same holds for G,(t). Eq. can be solved by standard numerical
techniques (cf. Fig. but more information can be gained analytically.

At the critical point, o = 0, Eq. is solved by Gy(t) ~ t*, provided A =
%(1+ 2)/T(1 + 2z) [6I]. Asymptotically, Go(t — oo) ~ ¢, the smallest negative
r = —a < 0 will dominate. Away from the critical point, for finite o, G,(t) =
Vog(t) acquires a square-root dependence on o. Eq. still admits power law
solutions, g(t) ~ t*, iff the left hand side dominates over the right hand side. For the
approach to the plateau, t — t,, g(t/t,) ~ (t/t,)™%, as long as (¢/t,)** < 1. Matching
Goo(t/ty) = Go(t) for t — oo, yields, t, ~ 0~°, where § := 1/2a [61]. For A > 1/2
and times t > t,, the decay away from the plateau is governed by the smallest positive
x=b, g(t/t,) ~ —(t/t,)?, as soon as ¢*(t/t,) > 1, i.e., dependent on b < 1/2 (b > 1/2)
for times (t/t,)?® > 1 (t/t, > 1). For long times the validity of this law is limited
by the slowly varying condition, [¢Go(C)| ~ o(? < 1, i.e., for times t <t ~ o7,
where v := (1/2a) + (1/2b) [61].

The above constitutes a precise statement of Eq. for the OFA and proves that

PLT[9)(=) := i fy~ d(t)e>"dt
SAm(p,q) :==m(p,q) — q/(p — q)
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the scaling relation (5.1.3) holds exactly. We summarize the (numerically) exact results
we obtain for the simplest model, £ = 3 and f = 2 in Tab. [7.2.1]

Asymptotic Relazation.— The asymptotic relaxation to zero, ¢(t — co) — 0, on times
t/t. > 1 is governed by a scaling function, ¢(t — co) = @(t/t’) [61]. For the OFA
it has been shown that ¢(t) o exp(—t/7,) where 7, ~ 0~ and the exponent 7' > 2
could only be bounded from below [63]. In terms of the scaling function we find 7, ~ ¢,
and in particular the preceding analysis determines the exponent v/ = v compatible
with the bound.

Persistence Function.—The persistence function v (t) yields the fraction of sites that
have not changed their state since t = 0. Its asymptotic value, 1o, = 1(t — 00), does
not only include the persistently occupied sites but also a fraction of the empty sites
that are permanently frozen, ¥ (q) = pQ(p) + (1 — p)Q(p) = q/p. Close to the plateau,

VS, = qe/pe, we can expand

U(t ~ o) = 5 + Ogthoo () [9(F) — g, (5.1.9)

Le., ¥(t) =S 4+ \/og(t)/p.. In particular, the persistence function is governed by the

same critical exponents and master function g(t) that apply to ¢(t).

The FA Model on Random Regular Graphs.—It is known that bootstrap percolation
on the oriented and unoriented Bethe lattice of coordination k£ 4 1 [53] as well as
on random (k + 1)-regular graphs [32] have the same critical concentration p.. Not
much is known regarding the dynamic equivalence. Here we conjecture that due to
the bifurcation dominating close to the critical point, the fact that the critical point
does not change translates to dynamic equivalence close to ¢g.. For the unoriented
FA model the expression for the persistence function, ﬁoo(q), is slightly more involved
[36]. Nevertheless, 9,00(gc) is finite and therefore Eq. applies and o (t) is still

governed by the critical exponents and scaling function of the OFA.

Simulations [36-39, [64] of the FA model are conveniently being performed on RRGs
with a finite number of sites N. RRGs do not, however, admit an orientation. The
effective system size is given by the size of the largest embedded tree L = O(log, N)
[65] which grows with N but is still small even for N ~ 22*. Therefore the existing
numerical data is relatively far from the critical point. In addition the FA model is

known to display strong finite size effects [66] which, so far, have not been analyzed
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Figure 5.1.2: Persistence function 9(t) of the unoriented FA model as a function of time
for coordination k£ = 3 and facilitation f = 2 at a number of temperatures T' = 0.49,
0.5, 0.51, 0.52, 0.53, 0.55, 0.57, 0.6, above the critical temperature T, = 1/In8 =
0.480 ... The dashed line indicates the asymptotic plateau value @Zgo = Zggg =0.673...
[36]. Symbols are simulations from Ref. [38] while lines are the theoretical prediction,

Eq. (5.1.11). Inset: Corresponding theoretical occupation correlation functions ¢(t),

Egs. (5.1.2,5.1.10). The dashed line indicates the plateau value ¢, = 3/4.

in detail for RRGs. As a consequence, the empirical critical exponents (Table [7.2.1])
are effective exponents and deviate from the analytical predictions. In the following
we propose a memory kernel that allows us to solve Eq. for all times and for
appreciable distances ¢ from the critical point relevant to the numerical data.

Approximate Memory Kernel.—To close Eq. we propose to approximate the
memory kernel by Eq. for all times as m(t) ~ m[p(t)] = m(p, ¢(t)). Unfortunately
this is not viable as m[p(t) — p] ~ [p — ¢(t)]"" diverges for small times, ¢(t —
0) — p. In order to regularize the memory kernel we assume the divergent term,
p—o®)] ™ = p P2 M[6(t)/p', M — o0, to be a resummation of many-site interactions.
On a finite lattice, the order of interactions should be finite, M < oo. Therefore we

propose a regularized approximate memory kernel whose time-dependence is completely
determined by ¢(t),

M
m(t) & mlp(t)] = Q((1)) > _[6(t)/p]". (5.1.10)
i=0
With this Eq. (5.1.2)) can be numerically solved for ¢(¢) by standard techniques [67].
Discussion.—Considering the occupation correlation function ¢(t), Eq. (5.1.5)), of the
OFA on the Bethe lattice, we have identified an explicit expression, Eq. (5.1.7]), for the
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long time limit of its memory kernel. Expanding around the bifurcation at p. that signals
the ergodic to non-ergodic transition of the OF A, we find that close to the transition,
o — 0, the time evolution of ¢(¢) around its plateau value q. is asymptotically exactly
given, ¢(t) = q. + +/og(t), in terms of a one-parameter scaling function g(t) = ga(¢t),
Eq. (5.1.8). The exponent parameter A = A(k, f) is known explicitly in terms of the
lattice coordination k and the facilitation parameter f. The properties of Eq. ,

finally, imply Eq. (5.1.1]) together with the scaling relation (5.1.3)), for A > 1/2, times
To K t <t ~ o7 and not too close to the plateau, |¢(t) — q| > o.

The scaling function G,(t), however, goes beyond Eq. as it provides a faithful
description of ¢(t) for 79 < t < t/, A > 0, bounded only by the requirements
|G ()], |CGo(C)| < 1 (cf. Fig. . On the fast end this could be complemented by ever
more sophisticated short-time expansions. On the long-time end, ¢(t — o0) ~ et

with a relaxation time 7, ~ o77.

Considering the asymptotic dynamics only, we did not gain information about processes
on intermediate time scales. Could we have missed an additional process that will
always mask the bifurcation scenario? The answer is no: Any unidentified process must
occur on a time scale, 7, that remains finite as o — 0. Otherwise it would contribute to
Eq. . Therefore we can always find a oy > 0 such that for o < 0¢, t, ~ 070 > 7,

and we have a time window which is dominated by the bifurcation.

Given that close to the critical point the persistence function, ¥ (t), is governed by the
same scaling function G, (t), Eq. provides an asymptotically exact description of
the persistence function in a divergent time window before the asymptotic exponential
relaxation. The form of Eq. and the scaling relation (5.1.3) equally apply to
Y(t) with the qualifications given above. Thereby we confirm the empirical observation
of Sellitto [38] and de Candia et al. [39).

To close Eq. (5.1.2)), we proposed a memory functional, Eq. (5.1.10]), regularized by a
finite length scale M we conjecture to be related to the system size. Formally, Eq. ((5.1.10)

looks like a MCA but let us stress that it was not derived by considering a (physically
motivated) coupling of modes, but ultimately from the bifurcation equation ([5.1.4)) of

the underlying bootstrap percolation.

To determine the persistence function of the unoriented FA model for all times, we use
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the knowledge gained so far and interpolate

Y(t)=e ™+ {@/350 + Ogthoo () [0(1) — qc]} x (1= e t/m)e tm, (5.1.11)

where 7, ! is the short time relaxation rate of ¢(t). We determine ¢(t) by solving

Eq. (5.1.2) with the regularized memory kernel [Eq. (5.1.10)] and treat M as a fit
parameter E] [68]. Fig. shows excellent agreement between Eq. (5.1.11)) and the

numerical data for all temperatures and over many decades in time.

The success of this approach, derived for the OFA on the Bethe lattice, in describing
simulations of the unoriented FA model on RRGs provides reasons to assume that the
similarity between the oriented and unoriented FA model extends beyond a common
critical point p. to a universal dynamics close to p.. It is, however, obvious, that
simulations much closer to the critical point are needed to challenge the conjectures
put forward here and to confirm the critical exponents.

While for sake of brevity we have only presented explicit results for the simplest case,
k =3, f =2, our approach holds for more general coordinations k > 3, and facilitation
parameters f > 2 provided k > f. The consequences of a tunable A(k, f) will be
discussed elsewhere, but let us note that for some combinations (k, ), A < A(3,2). As
a result the exponents a, b increase which may be favorable for simulations.

The signature of a fold bifurcation, ¢ —q. ~ \/m , with a finite critical g. > 0 is observed
as a hybrid phase transition in a variety of models [69-71]. A similar analysis to the
one introduced here could lead to new insights in those systems as well. Reconciling
MCT and replica methods led to many new insights provided by the random first order
theory (RFOT) [72]. A deeper analysis of the overlap between MCT and dynamic
facilitation theory that has been started here and RFOT and dynamic facilitation [73]
is likely to provide additional understanding of the glass transition.

In summary we have provided an asymptotically exact description of the slow relaxation
of the oriented Fredrickson-Andersen model on the Bethe lattice close to its critical
point, valid over a divergent window in time. We believe our method can be applied to
other time correlation functions of the FA and related kinetically constraint models
and can provide new insights into the phenomena which can be mapped onto these

models.

"Fitted M = 6-23 increase with ¢ — 0 as expected.
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Fitting the Hard-Sphere System
with the schematic Model

The following chapter discusses the application of the schematic models to the Hard
Sphere Systems. It is composed in a self-contained way to also in part facilitate the
submission of that chapter as a research paper. We intend to submit the manuscript to

the Physical Review Series of the American Physical Society.

Abstract

The microscopic mode coupling equations of motion depend on an infinite
number of coupling constants, indexed by the wave number, ¢q. Here we explore
how well the slow decay of the dynamical scattering function in a hard-sphere fluid
near the glass transition can be captured by established schematic models that
only depend on a small number of coupling constants. To this end we study the
Fio-model and the Bosse-Krieger model, with and without coupling to a Sjogren

correlator

6.1 Introduction

In the field of glassy dynamics, large and complex data sets became available in
the last two decades due to progress both in experimental and computer simulation
techniques. Beyond seminal qualitative features such stretching, divergent time scales,
or time-temperature superposition, it was also possible to perform detailed quantitative
comparisons with theory. Especially for mode-coupling theory (MCT) [I] many data
fits are available in the literature [2H4]. This comparison to theory can typically be
done in three different ways:

(1) MCT is solved for a microscopic model and from the interaction potential the glassy
dynamics is derived [5]. This comparison on the microscopic level is the most demanding
and accurate test of the theory since all relevant parameters are fixed. Such tests are
done for data from computer simulation [6] or from colloidal suspensions [7HI] and
are mostly quite successful. However, such detailed comparison is not feasible if the

microscopic interactions are either not known or too complex to be calculated in detail.



6 HARD-SPHERE-SYSTEM AND SCHEMATIC MODEL 83

This is often the case for molecular glass formers. In this case, one can use asymptotic

expansions.

(2) Asymptotic expansions of MCT are derived close to the transition singularity and
for long times. Asymptotic expansions yield results like power laws for the divergence
of different time scales, power laws in the relaxation master functions, and scaling
properties of the correlation functions [I0]. These asymptotic laws can then be applied
directly to study experimental data involving several fit parameters [11]. It is, however,
also known that deviations from the asymptotic results occur when the data are farther
from the transition point. In such a case pre-asymptotic corrections can be included
which increases the number of parameters [10].

(3) If not enough microscopic information is available for the system under investigation
and pre-asymptotic corrections are assumed to be large, another way to describe the
data is by means of schematic models. These models capture the essential mathematical
structures of MCT, provide the correct asymptotic limits and scaling laws, and in
addition incorporate pre-asymptotic corrections in a natural way without introducing
additional fit parameters. Such models have been applied to the description of data
frequently [12HI5]. By their very nature, schematic models have a smaller complexity
than microscopic models and it is hence surprising that data fits by schematic models
often work well. However, a successful data fit by a schematic model alone might
occasionally imply a misrepresentation of the data: The fitted values of the parameters
may have unphysical or implausible values. On the other hand, the failure of a specific
schematic models to describe a set of data cannot by itself rule out the possibility of
a successful description by MCT: The microscopic model might just be incompatible
with that specific schematic model.

It is the goal of the present paper to resolve some of the ambiguities in working with
schematic models. We shall apply the schematic models to the popular hard sphere
system (HSS) and determine where the schematic model describes the HSS well and
poorly. The failure of the schematic model to describe specific data from the HSS or a
specific other microscopic model should caution the use of the schematic model in similar
situations. In situations where the schematic model describes the microscopic data well,
a schematic fit will carry more weight. All information available from the microscopic
calculations shall be used for the fit to reduce the freedom in the fitting procedure

as much as possible. Also, the influence of hopping effects is typically unknown in
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comparisons to data, and therefore deviations might be hopping effects.

6.2 Basic Equations and Asymptotic Expansions

In MCT one describes the structural dynamics of a system with IV structureless particles
with the density autocorrelation function, ¢,(t) = (pz(t)pz(0)), where the wave number
depending density is given as pg(t) = 1/vVN Ejvzl exp(iq - 7;(t)). The equations of
motion for the density autocorrelation function, derived within the Mori-Zwanzig
formalism [16] is given by

Do) + Ty (t) + 04 (1) +/0 At my(t —t)dy(t) =0, (6.2.1a)

with the microscopic timescale 7, and the initial conditions ¢,(0) = 1 and 0;¢,(0) = 0.
The relaxation kernel m,(t) is expressed as a bilinear functional of the density correlators
[17]

mqy(t) = Fo[V, ¢e(t)] (6.2.1b)
with the functional
1 A3k
FQ[V>¢(t)k] = 5/@\/@% ¢(t)k¢(t)|q‘—lz\ , (6.2.1C)

where the microscopic vertex V = g—’%((é%)dk)—%(d \7—k|)e(|7—K|)S(|G—k|), with the
Boltzmann constant kg, the structure factor S(|g—k|), and the direct correlation function
c(k), is determined by the interaction potential [46]. To discriminate between the liquid
phase and glassy state MCT uses the long-time limit of the density autocorrelation
function, ¢,(t — oco) = f,. A vanishing non-ergodicity parameter, f, = 0, means that
the correlations of density fluctuations disappear for long times and the system is in a
liquid state. For 0 < f, < 1 the system is in the ideal glass state, which is also shown
by Edwards and Anderson in an other context [I8§].

For schematic models, the dependence on the wave vector ¢ is replaced by artificial but
simpler memory kernels that nevertheless capture the essential mathematical structure
of the theory. The full equations for both microscopic and schematic versions of the

theory can be solved numerically by established procedures [10, [19].
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The long-time limit of Eq. (6.2.1a)) and (6.2.1b]) leads to the bifurcation equation
i _rpy 6.2.2
= F[V, fi()] . (6.2.2)
1—f,
With Eq. (6.2.1c|) one can calculate a matrix Cy;, with

_ 8]—",1[V,f]

Co = o, (1— fi)2 (6.2.3)

The elements of the matrix Cy, are non-negative and from the Frobenius-Perron
Theorem|[20] we know, that the matrix has a nondegenerated maximum eigenvalue E.
If the eigenvalue is F < 1 the matrix can be inverted and the nonergodicity parameter
f varies with the control parameter. Therefore the glass-transition is characterized by

the condition
Ec=1. (6.2.4)

The right and left eigenvectors of Cy;, here the ¢ denotes V. = V¢ which are the

parameters at the critical point, shall be denoted by e and é with

Y Cher=req, Y ECh=é . (6.2.5)
k

q

We chose the convention Zq éqeq =1and >, é,(1 — ch)ez = 1 to fix the vectors. With

the eigenvectors one can calculate the critical amplitude
he = (1= f{)eq s (6.2.6)
and the exponent parameter \ [21]

A=) e,Coerey (6.2.7)

qkp

with 0.5 < A < 1. Note that V¢ is a bifurcation point of Eq. (6.2.2)). The f, are singular
functions of the distance parameter going to zero € — 0, with € = (¢ — ¢.)/¢.. So in

MCT cusp bifurcations A;,l = 2,3, ... in Arnold’s terminology [22] occur. The A, also
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called Whitney fold bifurcation, occurs for an exponent parameter \ < 1, obtained by

varying a single control paramter [24].

6.2.1 Leading Order and Next-To-Leading Order Asymptotic Expansion

Here, the separation parameter, o, shall be introduced as a gauged distance to the
critical point. It is related to the distance parameter, € via ¢ = C¢, with a system
depending constant C. For HSS the parameter equals to C' = 1.54 [10].

For A < 1, there is a square root singularity in ¢ close to the glass transition point.
Therefore, the asympotitc expansion of the correlation function starts with a /o in

lowest order
Oyl) = f5 + hy [VITlg V(D) + 10l®(0) + O )] (6.2.8)

Here, the rescaled time is given by ¢ = t/t, and ¢, o |o|® with § = 1/(2a), is the plateau
crossing time. Note, for the critical decay, which means a vanishing separation, ¢ — 0,
the plateau crossing time diverges so that the timescale becomes \/m /te = to, where
to is a microscopic time scale.

In leading order the master function g™ (#) = g() obeys the 3 scaling equation [10]

—Ag (D) + % /Otg(f —7)g(T)dT =sgno . (6.2.9)

The correlator ¢,(t) exhibits a power-law decay, which is determined by the exponent

paramter A and the two scalars f; and h, which depends on the wave vector
bq(t) = f5 + heGo(t) - (6.2.10)

Here, G,(t) = \/og(t) is the 3-correlator. Note, the -correlator is depending on the
master function g, (f), in the glassy state (o > 0), a master function for the liquid case
(¢ < 0), g_(1), and at the critical point on gy—o(f). For all of the three cases the solution
in leading order and for ) < t < t,, is given by g(f) o t~* The anomalous exponent a

can be calculated from the exponent parameter A\ with A = I'*(1 — a)/T'(1 — 2a). For
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long times, t > t,, one finds for a liquid the von Schweidler law

b
. t
with the von Schweidler exponent b and the second critical time scale t/. o« |o|~7, with
v = (1/2a) + (1/2b). Both exponents a and b are connected by the exponent parameter
A via

CI?*(1—a) T?(1+0)

A= I'(1—-2a) T(1+2b)° (6.2.12)

here I' denotes the Gamma function. For the HSS one gets a = 0.312 and b = 0.583
[10].

The leading order correction for the critical correlator is given by ¢®¥t) = [r(z) +
K)g* () + oK. The last term, o K, vanishes at the critical point so that the corrections
at the critical point are given by [10]

Pq(t) = f; + he(t/to) ™" + [Kq + ’{(a)](t/to)_% ) (6.2.13)
and
0q(t) = fy = hy(t/1,)" + [Ky + s(=D)](t/1,)* (6.2.14)

with

K, = Z Ry Z Cluerer — M1 — fo)e2| et

ET(1—3x) — ¢T3 (1 — )
I'(1—2)'(1—2z)—A'(1—3z)

K(x) = (6.2.15)

The calculation for Ry, £ and ¢ as well as the values for K, k(a) = —0.00165 and
k(—b) = 0.569 for the HSS are found in earlier works [10].

6.3 Fis Model for HSS

We follow the strategy to match microscopic and schematic models in the asymptotic

regime. First, the exponent parameter A\ shall be matched which for the HSS is
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A = 0.735. We introduce the F}5 model where A varies between 0.5 and 1 with two

control parameters v, and vy [23]:
m(t) = v1¢(t) + vad?(t) (6.3.1a)

In the Fi» model an As-bifurcation occurs and one can calculate the corresponding A
via Eq. (6.2.7). The choice of a particular value for A fixes all other parameters [17]:

ff=1=X\ h=), (6.3.1b)
vf = (20 — 1)/ v = 1/)\% . (6.3.1c)
In particular, amplitude and plateau value are related and fixed by h =1 — f = \.
Hence, h(f) is represented by a single point in Fig. m where several such points are
shown for different values of A as open circles. Possible relations between f and h only

match the values for the HSS for ¢ =~ 1 and ¢ = 10 and the wrong value A =~ 0.6.

In order to vary f independently, a second correlator is introduced

mA(t) = UA¢(t)¢A<t> (6.3.2&)

and the plateau and amplitude for the second correlator are

A
c __ c . c2y _
fA— ].—]_/('UAf ), and hA—)\/(UAf ) == m (632b)
and therefore ha(f4) is represented by a line in Fig. [6.3.1],
(& A (&
ha(fi) = m(l - f4)- (6.3.2¢)

Lines for different A all go through (f,, h,) = (1,0) with a slope varying with \. For
setting A = 0.735 we get hISS(f%) = 2.77(1 — £9)

Varying v4 = 5, 15,40, various values of f, can be matched, and the related h 4 is found
on that line given by cross, star, and plus symbol in Fig. [6.3.1] One can also see that
A = 0.735, which belongs to the HSS, only occurs as a point in the Fis-model and is
not in agreement with the HSS data. The wrong A\ = 0.6 is on the data points of the

HSS, but it does not describes the dynamics well. Here one can also see, that for the
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HSS A the schematic model only describes the HSS in the f, — 1 limit. The better
match for A = 2/3 explains why smaller exponent parameters gave better fits in an
earlier work on HSS with the Fjs-model [15].

Treating HSS in Gaussian approximation,

fof= e 1 S hMSDC_IQG_qQTg ; (6.3.3a)

where, f7¢ is the critical glass form factor of the incoherent correlators, one can derive

an analytical relation between hj and f;:

S( £s hMSD s s
hq(fq) = rg fq lnfq ) (633b)

which is for the HSS (Fig. right panel)
he(fy) = —2.083f; In f7; (6.3.3c)

The expression of the correction amplitude K for an one component model is given by
K = k(z) [24] with
(1 —2?)

) = P —32) — T — 0T —21) - (6:3.4)

For the second correlator which also has an analog expression for ¢,(t) one get for the

correction amplitude

K3"(fa) = Ka(fa) + r(a) , (6.3.5a)
K4 (fa) = Ka(fa) + 5(=) | (6.3.5b)

with
Ka(fa) =[(1 = fa+ 21 =) = A/[fa(1 = N)] . (6.3.5¢)

Here, we also use the Gaussian approximation to get the correction amplitude

s hmsp | s s
K; = Kuso — o Infy = =123 — L04In f; (6.3.6)
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In Fig. one can see that the correction term K of the HSS has a inverse trend
than the correction term K4 from the I}, model. One can see that the correction
amplitudes of both models has a opposite trend: The correction amplitude of the HSS
is decreasing for increasing f, whereas, the correction amplitude of the schematic model
increases. The correction amplitude without the second correlator is for all exponent

parameters nearly zero and therefore not ploted.

In Fig. the correlation function ¢(t) is shown for a HSS with a wave number
qd = 4.2 and the corresponding Fis5-model, with the exponent parameter A = 0.735
and A\ = 0.635. One can see, that the variation of only one parameter is not enough to
describe the HSS with a schematic model. The F}s model works best for large plateau
values f which in turn allows for the possibility of the beta-peak phenomenon [17].
Large plateau values have also been observed for the reorientational dynamics of a
linear molecule [25, 26], a single dumbbell [27, 28], and a liquid of dumbbells [29, [30].
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A=0.7350 X,

0 02 04 06 08 1 0 02 04 06 08 1
oy foc e

Figure 6.3.1: Left: The critical amplitude h, as a function of the glass form factor f,.
The open circles show the exponent parameter of the Fj5 model, A\. The lines are the
results of the second correlator, m4(t), which has a second variable, v4. Some different
values of v,4 are shown as a cross (5), star (15), and plus (40) symbol.

Right: The same physics but for the incoherent correlators of the HSS and its Gaussian
approximation which is given by Eq. . The d is the diameter of the particles

Figure 6.3.2: The correction amplitudes of the HSS, K® and the Fi3-model with the
second correlator, K.
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Logio t

Figure 6.3.3: Upper panel: The dot-dashed curves are the correlation function, ¢,(t),
of the HSS for the wave number ¢ = 4.2 and the other two curves are the correlation
functions for the Fio-model. The solid curves are for an exponent parameter of A = 0.735,
which is the value for the HSS, and the dashed lines are for A = 0.635, yielding the
correct long time limit, f¢ =1 — XA = 0.365, at the expense of an altered exponent
parameter.. Different colors are for different separation, o. The black curve is for the
critical value (e = 0), the red curve is at ¢ = —0.001, the green curve is for a separation
of e = —0.01 and the blue curve for ¢ = —0.1. The system constant is C' = 0.4. Lower
panel: The same curve as above, here we use the second correlator, too. The coupling
parameter, v,, is decreasing for increasing separation, e.
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6.4 Bosse-Krieger Model for HSS

In this section the Bosse-Krieger model will be used as a two component model.
This is the simplest example for a generic swallowtail bifurcation [31] and is given by
the functionals [32]

mi = 01 (t) + vadi(t) (6.4.1)
mo — 03¢1(t>¢2(t) i (642)

with the control-parameter vector, V- = (vy, v, v3), which has three components, v,, > 0.

For the long-time limit, ¢(t — c0), one can rewrite the functionals, m;, with the Eq.

(6.2.1b)) and (6.2.2)) to

S
1= f
fo
1= f

= v fi +uofs, (6.4.3)

= U3f1f2 . (644)

So, the nonergodicity parameter of the second correlator, fs, can be written as fo =
1 —1/(vsf1). With the condition in Eq. (6.2.4) one can eliminate one more parameter
and express v{ and v§ as a function of vs and f;. To simplify the notation, variables x

and y will be introduced as

vy=r,  fi=y, (6.4.5)
and
3—(2+4+2)y
v = : 6.4.6
21—y (2 —ay) (646)
20(02 — 3
Vs = Ty —2) (6.4.7)

2(1 —y)?(a%y? — 3ay +2)

The critical parameters, v{ and v§, define the surface of bifurcation singularities of Eq.

(6.2.2) in the parameter space.
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The amplitudes, which can be calculate with Eq. (6.2.6)), are

1—y)(2 22 — 2zy(1
p = L9+ —20y(1 +y) (6.4.8)
2+ — 6xy + 20y? + 2%y?

(A =y)2+ 2%y’ —2xy(1+y))

= ) 6.4.9
2 xy?(2 + x — 6y + 2xy? + x%y?) ( )
From [33] we know the exponent parameter, A\ = 1 — ps:
2 3 _ 2 1 2 1 _
)\:1_(3x +62)y* — (2* + 18z + 9)y* + (6x + 18)y 6' (6.4.10)

(222 + 4x)y? — 12292 + (20 +4)y

So, for h;(z, f;) there is only one free parameter, x, which can be fixed for a given
exponent parameter, \. In Fig. one can see h(x,y) for different fit parameter.
Since the nonergodicity parameter is quadratic in the leading order, the curves look
like parabola. The green crosses represent the value of A\ = 0.735 and the orange plus
the value A = 2/3, here v3 is fixed. Non of the exponent parameters are in agreement
with the HSS data. At least, in comparison with the one component mode, which gives
only one point in the (h, f)-plane, the two component model covers a small region.

Nevertheless, the Bosse-Krieger model alone describes the HSS not well enough.

ot

<

(

5

U3 2
1 2
VU3 1

1 0 02 04 06 08

fye o

Figure 6.4.1: Results for the Bosse-Krieger model compared to the coherent and
incoherent functions of the HSS. One can see that for different control parameter vs we
match a small region of g-vectors. The HSS A\ = 0.735, here shown as green crosses, as
well as A = %, the orange crosses, are not in an agreement with the HSS data.

Therefore, to get more free parameter we define a Sjogren correlator for the BK model
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with:
ma(t) = va[ne:(t) + (1 = n)da2(t)]a(t) - (6.4.11a)

Here, v, is the coupling parameter, and n € [0,1] is a kind of concentration of the
correlation functions. For n = 1, the Sjogren correlator is a coupling between the
first correlation function, ¢(t), and ¢4. For the opposite case, n = 0, the correlation
function ¢, (t) gets irrelevant and ¢ 4(t) couples only to ¢o(t).

Here, the long-time limit of Eq. also generates a bifurcation with ¢4(t —

o0) = fa, and this nonergodicity parameter can be expressed with z and y via

fa=1- L .
VA [ny—f—(l—n) (1—%)}

In analogy to the Fis-model we derive an amplitude, h 4, for the Sjogren correlator with

(6.4.11b)

ha(z,y,va,m) = (6.4.11c)
(1 —y)(2+ 2%y* = 2zy(1 + ) (1 + (zy* — 1)n)
V(2 + & — 6y + 22y% + 229?) (=1 +n+ay(l1+ (y—1)n))?

In Fig. the results of the coherent and incoherent HSS will be compared with the
amplitude ha(zx, fa,vq,n).

L= T =25 | o

3 = 50 vy = 27
0.8 Ve =T Ve = 15 | 0.8 ta= 5 Vg =9 |
n = 0.76 1n=0.9 n=0.63 n=0.78
0.6}
»<
=
0.4+
vy = 27
0.2+ va =T
n=0.74
0 02 04 06 08 1 0 02 04 _06 08 1
fa Ti

Figure 6.4.2: Right: The coherent function of HSS and some chosen values of the
Bosse-Krieger model with the Sjogren correlator. One can see that the curves behave
parabolic, so one can cover with suitable parameters, vs, v,, and 7 some regions of the
HSS data. Left: Here, we compare the Bosse-Krieger model with the Sjogren correlator
with the incoherent functions of the HSS.
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As well for the coherent as for the incoherent functions the with the Sjogren correlator
the data points of the HSS can be covered with suitable variables v3,v4, and 7, fully.

The correction amplitudes of the BK model, K; and K5, can be calculated with
Eq.. In Fig. we compare the correction amplitudes from the BK model
with the amplitudes of the HSS. One can see that K; and K, differ from the corrections
of the HSS. Even the limits K;(f, — 0) = Ky(f, = 0) = oo and K;(f, — o0) =

Ks(f; — 00) = 0 are incorrect.

0.2 0.4 0.6 0.8 1

0.2 0.4

K;

-2

2.5 -2

Figure 6.4.3: Left: The correction amplitudes K; and K for a fixed control parameter
vy = 15. One can see that the HSS results and the amplitudes from the BK model are
not in agreement. The correction amplitudes are going to zero for f — 1. Right: The
correction amplitudes with the Sjogren correlator. For low f, the trend of the curves
are in good agreement. The values for the purple curve, K} are: v3 = 11, = 0.7, and
v, = 2 and the values of the green curve, K%, are: v3 = 15, n = 0.4, and v, = 5.

The correction amplitude of the Sjogren correlator K4 is also displayed in Fig. [6.4.3
(right side). The correction amplitudes have the same trend, for small f, and small
v the curves are quite parallel. With increasing v, the correction amplitude starts to
oscillate.

To compare the dynamics of the HSS with the Bosse-Krieger model, we took two
different correlation functions, ¢,—42(t) and ¢,—70(¢). The dynamics is shown in Fig.
In both plots we fixed the nonergodicity parameter of the second correlator, fs,
to the long time value of the hard sphere data. In the upper panel the value of x and
y are fixed by the condition that the exponent parameters of both systems should be
equal, A = 0.735. Therefore, the nonergodicity parameter of the first correlator, fi,

deviates from the hard sphere data. In the lower panel I fixed the two parameters so
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that the nonergodicity parameter for both correlators are given by their value for the
HSS, y = f>. Here the exponent parameter is given by A = 0.763.
One can see that the description of microscopic time is not in a good agreement for

both correlators.

qd =42

1 qd - 70
A=0.735

A=0.735

Bq(t)

A=0.7631

q(t)

L I I . .
6 8 -2 0 6 8

I I
-2 0

2 4 2 4
LOglo t LOglO t

Figure 6.4.4: The correlation functions of the HSS, ¢,—42(¢) and ¢,—7(t), and for the
Bosse-Krieger model, ¢;(t) and ¢o(t). The solid lines are from the schematic model
and the dotted lines from the simulation of the HSS. Upper panels: Here the exponent
parameter of the Bosse-Krieger model is fixed to the HSS, A = 0.735, which is given for
vy = 14.7. Therefore, for ¢ = 7.0 the nonergodicity parameter deviates from the HSS
result.

Lower panels: The parameter of the system, v3 = 18.18, is fixed to the nonergodicity
parameter of the HSS. Here the exponent parameter of the BK model is A = 0.763.

6.5 Conclusion

In summary, we explored descriptions of the HSS with a schematic model of MCT. With
the one component Fj,-model we were able to fix one point on the (f,, h,)-plane for a
given \. Since we want to cover more than one point we introduced the Sjégren correlator
which is comparable with the incoherent function, ¢*. With one more parameter we
obtained a line instead of a fixed point, Eq. . But even with a line the agreement
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of the HSS results and the schematic models are only acceptable for f, — 1, which is
the trivial case, but at least helpful in light-scattering experiments.

With the Bosse-Krieger model, we tried to fit the HSS with a two component model. As
we have a h(f) o< f2 relation for some chosen control parameter, we have a small regime
which can be matched with the BK model. After introducing the Sjégren correlator
for mixtures, Eq , we get more parameters and can cover with these bigger
parts of the (f,, h,)-plane. The correction amplitudes of both schematic models fail to
describes the HSS and both models also have difficulties to characterize the dynamics
of the HSS on short time scales. The correlation functions of both models are not
describing the correlations of the HSS satisfactorily, even the Bosse-Krieger model has
not enough free parameter to fit the HSS faithfully. As we discussed in the beginning,
microscopic models—Ilike the HSS—have an infinite number of parameters indexed by
the wave number ¢. The schematic models we used here do not have a sufficient number
of coupling parameters to describe such microscopic models. The next step is to use the
Sjogren correlator for the Bosse-Krieger model and compare the correlation functions.
With the Sjogren we could introduce two more parameters, n and v,.

Nevertheless, one may use the schematic models to describe for a single wave numbers,
q, some of the behavior of the HSS like the critical decay or the von Schweidler decay.
The fits presented here, show that the conventional schematic models we tested are not

complex enough to capture the complete dynamics of a microscopic model like the HSS.
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Schematic Mode Coupling Theory and the
Fredrickson-Andersen Model

The following chapter discusses the application of the schematic models to the Fredrickson-
Andersen model. It is composed in a self-contained way to also in part facilitate the
submission of that chapter as a research paper. We intend to submit the manuscript to
the Physical Review Series of the American Physical Society.

Abstract

Kinetically constrained lattice models (KCM) will be used to describe glassy
behavior in a compact way. Many effects like stretched exponential relaxation,
self-diffusion, and dynamical heterogeneity can be shown in such models. The
Fredrickson-Anderson (FA) model, a KCM with facilitated dynamics, displays a
dynamical transition on the Bethe lattice, which is close to the predicted ones by
the mode coupling theory (MCT). The strategy of this present work is to use the
schematic MCT to characterize such transitions and find the similarities of both
theories, the FA model and the MCT.

7.1 Introduction

While cooling or pressing glass-forming liquids a two step relaxation occurs [I]. Depend-
ing on the temperature or pressure a stretching of the decay function over several orders
of magnitude in time ¢ or frequence w is to observed. The phenomenon of stretching in
time was firstly observed by Kohlrausch in dielectric relaxation [2]. Von Schweidler finds,
that the parts which are shifted over two or three decades in the dielectric loss spectra
in w obey the power law x”(w) o< (w7)™® with b < 1 [3]. Mode-coupling theory, which
is based on regular equations of motion for a set of autocorrelation functions, describes
the structural relaxation and the stretching of glass-forming liquid very well and is
consistent with the experimental measurements. So MC'T predicts a critical spectrum
X “(w) ox w®, with 0 < @ < 0.5 which is confirmed in molten salt Ca(NO3),KNO3 (CKN)
[4H6] or in associated liquid glycerol [7H9].

In MCT the dynamics of a glass forming liquid will be described by a correlation
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function of the density fluctuations, pgz, which in general depends on the wave vector, .
The correlation function is given by ¢,(t) = (0z(t)pg) / {pzpq7), where the denominator is
the static structure factor, S, = (pzpgz). With the Mori-Zwanzig formalism [T0HI3] and
considering colloidal particles, a Brownian equation of motion (EOM) can be derived.
The exact memory function, m,(t), which comes from the Mori-Zwanzig method, is
given by the fluctuating forces and can not be calculated exactly for a general potential.
To understand the concept of MCT, the memory function will be approximated by a
functional, F,[V, ¢], which is called schematic model. Although schematic models have
less complexity than the microscopic theory, they describe some phenomena surpris-
ingly well [I4HI7]. Furthermore, with the long time limit of the correlation function,
¢q(t — 00), MCT describes the bifurcative behavior during the glass-transition in
Arnold’s terminology [18]. So depending on the control parameter of the system, which
in microscopic models is typically the temperature , T, or the packing fraction, ¢, the
correlation function, ¢(t), goes in a glassy state to a finite value, ¢(t — co) — f, where
f is the so-called non-ergodicity parameter, or to zero in the liquid state. With those
bifurcation equations, which occur for the long time limit of the correlation function,
MCT derives a power law, t~%, here a is the critical exponent, for the critical decay to
the plateau ,f, and obtains also the von Schweidler law, —t°, from the plateau to zero
for a liquid. So for a given memory kernel MCT predicts the dynamics for the system
and the glass transition.

Efficient models for analyzing glassy behavior are kinetically constrained models [19] 20],
especially the Fredrickson-Andersen model (FA) [2I] with dynamic facilitation. In that
model the lattice with sites i = 1, ..., N is decorated with up- and down-spins and the
the Hamiltonian describes uncoupled Ising spins, o; € {—1, 1}, in an external magnetic
field, H = pu ), 0;, which prefers down spins, p > 0 [22, 23]. A spin on site ¢ only flips
if it has at least f, down-spin neighbors [21), 24]. Here f, is the facilitation parameter
and is a number between zero and the lattice connectivity, k. The kinetic constraint
can be interpreted as the cage effect in glass forming liquids. A particle is arrested in a
cage formed by its surrounding neighbors and motion can only happen cooperatively.
The Fredrickson-Andersen model on the Bethe lattice is a candidate where a dynamical
transition, similar to the MCT, occurs [25H28]. Several phenomena which are predicted
by the MCT like the two step relaxation or a stretched exponential relaxation can

be observed on the Bethe lattice [29]. Since a fold bifurcation, an As-singularity in
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Arnold’s terminology, occurs we want to describe the dynamics with MCT. The goal of

the paper is to find a schematic model which fits the simulation done by Sellitto [29].

7.2 Fredrickson-Andersen Model on the Bethe lattice

The Bethe lattice [30] is a regular graph with a fixed connectivity, k& [31]. Now, consider
N Ising spins , 0; € {—1, 1}, on the sites ¢ of the Bethe lattice. The spins don’t have any
coupling effect, J = 0, where J is the coupling constant, and therefore the Hamiltonian
is given by H = —% va 0;. The constrained dynamics, which is a Markov-process
of Glauber type, depends on two variables, the facilitation parameter f,, and the
connectivity k. Each time step a random spin will be chosen and iff this spin has f, or
more down-spin neighbors it will be flipped with a rate, w = min{1, e”*}, where 3 is
the inverse temperature.

We now introduce the Bootstrap percolation (BP) [32H35] which is concerned with
the ground state of the FA model. Here the temperature is 7' = 0, which means that
only up-spins can be flipped with a rate of w = 1 to down-spins iff they fulfill the
condition. So starting with an initial up-spin concentration, p, we want to know if all
the up-spins will be flipped into down-spins or if some up-spin clusters will- because of
the constrainment- remain.

In different publications [24] 36] it is shown that independent of the facilitation parameter,
fa, in hypercubic lattices Z? the up-spins can only survive for p = 1. On the Bethe
lattice or other random graphs a transition occurs for 1 < f, < k [26], 27] and a finite
critical concentration p. < 1 [32, 37, [38]. The probability of an up-spin in the ground
state, ¢, is known exactly for the BP [28] 32] and is given as

ffl k'
q=pQ(q)=p (i)qk"(l —q)". (7.2.1)
i=0
Notice, the inital concentration, p, is always larger than the up-spin probability, g,
except for p € {0,1} where both are equal. The physically relevant solution of Eq.
(7.2.1]) is the largest real one. A fold bifurcation, a type As in Arnold’s terminology,

occurs at the critical concentration ¢. = ¢(p.) > 0.
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7.2.1 Bifurcation Scenario in the FA Model

The easiest case, where a transition takes place, is given by the couple (f,, k) = (2, 3)

and Eq. (7.2.1)) simplifies to

¢=p(B1-qd+q¢) (7.2.2)
with the roots
qg=20
g = 2 L Zﬁ | (7.2.3)

Here, € = % is the separation parameter, which gives the distance to the critical
point. The critical point is at p. = 8/9 and the critical probability, € = 0, is at g. = 3/4.
One also can see the square root singularity, ¢(p) — ¢. ~ /P — p.. Since we know, that
the groundstate probability of up-spins, ¢, is for p = 1 also one, the physically relevant
solution is ¢ = q. + 3/44/€. For initial concentrations below the critical one, p < p. the
solution is ¢ = 0.

In Fig. one can see the probability ¢ depending on the concentration p of the
up spins for the easiest case. At the critical concentration, p., there is a discontinuous
jump from p = 0 to p = 8/s.

Of special interest is the persistence function (t), which gives the fraction of the spins
that have not changed their orientation since ¢ = 0 [19] 28]. The long time limit, which
the persistence function reaches asymptotically, gives the fraction of the so called frozen
spins, which are never flipped. In analogy to the glass-theory, here we also have two
possibilities: (1) the initial concentration of up-spins is below the critical one, p < p,,
then the persistence function will have relaxation to zero, like the auto-correlation
function, ¢(t), in MCT, or the concentration is high enough, p > p., and some up-spin
clusters will remain and the persistence function will go to a finite value, f.

The decay from the plateau to zero is an exponential one, 1(t) ~ exp(—t/7,), where

To ~ €7, with the exponent 7/ > 2, is the timescale of the a-relaxation time [39]. The



106 7 FREDRICKSON-ANDERSEN MODEL AND SCHEMATIC MCT
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Figure 7.2.1: The up-spin concentration of the ground state, ¢(p), as a function
of the initial up-spin concentration, p. Here the facilitation parameter is f, = 2
and the connectivity £k = 3. One can see a discontinuous jump at the critical point
(Pes qc) = (8/9,3/4). For p > p,. there is a square root singularity, ¢(p > p.) ~ +/e.

long time limit of the critcal persistence function, °(t — oo) = ¢S, is given as 28]

k41
¢go(pc’QC> :pcz ( i )Qf+1_z(1 - QC)z

=0
-1
k+1 —i i
+(1=pe) Y ( ; )(pcOk,f)’““ (1 —peChp)". (7.2.4)
=0

which Cy, ; = Y2172 (';)qf_i(l — q.)". For the standard case of f = 2 and k = 3 the
asymptotic plateau value is 5, = % ~ 0.673096. .. .

In Tab. one can see some configurations of the Bethe lattice and all the
corresponding critical values. Here one should know that for getting the critical value
of a couple (f, k) one has to calculate the roots of a polynomial of order %k and find the
right root which belongs to the condition ¢(p = 1) = 1, which make the calculations for

high polynomials difficult.

As well the bifurcation scenario as the two-step behavior of the persistence function

motivates us to compare the Fredrickson-Andersen model with the mode-coupling theory.
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Table 7.2.1: Here the critical parameter for different topological configuration of the
Bethe lattice are given. One can see, that for a fixed facilitation, f,, and increasing
connectivity, k — oo, the concentrations, p. and ¢. and therefore the critical plateau
value, ¢S are increasing to one. The temperatures, however, decreases. The opposite
happens for the case limy_,o(k — 1, k), where the critical concentrations are decreasing
and the temperature increases.

(fa k) Pe Qe Ve
(2,3) 8/9 3/4 2757/ 4096
(2,4) 0.949. .. 0.894. .. 0.925. ..
(2,5) 0.971. .. 0.941. .. 0.977. ..
(3,4) 0.725. .. 0.544. .. 0.277. ..
(3,5) 0.835. .. 0.727. .. 0.599. ..
(4,5) 0.603. .. 0.418. .. 0.121...
(2,20) 0.999. .. 0.998. .. 0.999. ..

(19, 20) 0.164. .. 0.096. . . 0.001. ..

7.3 Mode Coupling Theory

In the mode coupling theory the microscopic dynamics of N interacting particles will
be described by autocorrelation functions of the density fluctuations, pz = \/LN E;V el |
which are given by

(pa(t)|pg)
¢q(t)—<|p§|2> : (7.3.1)

The brackets, (A|B) = (§A*0B) and §A = A — (A), denotes canonical averages. The

time dependency of the density fluctuations, pz(t), is given by the Lioville equation

Pg(t) = iLpg , (7.3.2)

as pg(t) = pge*’. Now, applying the Mori-Zwanzig formalism [I0-I3] for colloidal

particles the Brownian equation of motion is derived

T,0q(t) + dg(t) + /0 drmg(t —t)dy(t") =0 (7.3.3)
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where 7, is the microscopic time scale and m,(t) the memory kernel. With the initial
conditions, ¢,(0) = 1 and éq(O) = 0, the equation of motion has only one analytical
solution [40)].

Now we use the Laplace transformation - with the convention LT[¢](z) =1 [;° dte#¢(t)
- to bring the EOM in a compact form

bu(5) = ——— . (7.3.4)

7.3.1 Dynamics in the f-Regime

While in the liquid state the correlations vanishes for long times, (b;(t — o0) =0,
for glassy systems it converges to a finite value, ¢3(t — oo) = f, the non-ergodicity
parameter. To have an analogy to a thermodynamical phase transition, the non-
ergodicity parameter can be seen as an order parameter. So to make any predictions
about the glass transition, we are interested in the long time limit. The microscopic
time scale is negligible for long times and Eq. will be

¢(2)

g =) (7.3.5)

Now, we assume that the memory function can be written as a polynomial of the
correlation function, m,(t) = F,[V, ¢x(t)], where V is a control parameter vector.
Then for glassy systems both the correlation function and the memory kernel exhibit
a non ergodicity pole for z going to zero, lim, o 2¢,(2) — — f, respectively zm,(z) —
FV, fil. So Eq. (7.3.4) is a bifurcation equation
fo
R \AF (7.3.6)
1—f,

For a given functional, F}[fx], Eq. (7.3.6) can have more than one analytical solution,
say fq, but with the maximum theorem [41],42], the glass form factor, f,, is distinguished

by: fo < f2.Vq.

To eliminate the non ergodicity pole the correlation function, ¢(t), will be expressed
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with a master function, G,(t), the glass form factor, f., and an amplitude h = (1 — f)
o(t) = foe+ hG,(t) and z¢(z) = —f. + 2hG, () . (7.3.7)

The master function can be factorized to G,(t) = /og(t), where 0 = Ce is the
separation multiplied by a system depending constant C' and ¢(t), which is the solution
of the EOM.

With the transformation in Eq. the non-ergodicity pole vanishes and |2G(z)]| gets
small for small frequencies, so |?G(2)/(1-y)| is an useful small parameter to extend. The
master function G"*1(t) decreases faster than G™(t) to zero so that the ratio ¢"*'(®)/gn @)
gets smaller for ¢ — oo.

With both assumptions Eq. (7.3.5) can be expanded in terms of G(t) [43]:

- % + 51hG(2)

+ (1 + 62)h*LT[G(t)?] + 2h*G(2)?

+ (73 + 53)h3LT[G(75)3] - 7322h3G(Z)3
+ (v + 64)R'LT[G(1)"] + 142°h'G(2)*

+..=0 (7.3.8)
with the coefficients
B 1
e
FNF(V,f)(1—f)°
Ok = =57 K
AF(V.S) = FIV. ) - 1 (7.3.9)

The order of G(t) is related to the typ of bifurcation of a given system. With the

derivatives of AF(V, f) one can calculate the generic singularities of type A; with

- OFAF(V, f)
Al. 8—fk—0, fOI'k?<l,
k
TAFV, f) # 0, for k =1. (7.3.10)

of*
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In Fig. (7.2.1)) one can deduce a square root singularity, which is an type Ay singularity

in Arnold’s definition, so that in our case the dynamics obeys in leading order to

ARZLT[G(1)?] + 2h2G(2)? = g . (7.3.11)
Where A =1+ (1 — fg)?’ﬁfg AF,[V, f]/2 is called the exponent parameter. Here f¢ is
the value at the critical point, V°. The Eq. can be solved numerically which
will be done later for some given memory kernels.

More interesting is the analytical solution, which can be done easily for the critical
value, o = 0. Here, it can be solved by G(t) ~ t* , which fixes the exponent parameter,
A = I?(142)/r(1422) [44]. The critical decay, which is the decay to the plateau, the master
function obeys the power law G(t) ~ t~%, where the critical exponent a is defined as the
smallest negative x = —a < 0. For finite o, the right-hand side of Eq. does not
vanishes and the master function has a square root dependency on o, G, (f) = \/og({),
where ¢ = t/t, with t, o |o|® is a rescaled time. ¢, itself is the plateau crossing time,
and § = 1/(2a) a scaling exponent [44]. In the liquid state there is a second decay after
crossing the plateau, t > t,, which can be described with the von Schweidler law. Here,
the solution of Eq. is g(t/t,) ~ —(Yt,.)°, where t,r ~ 0~ with v = /24 + 1/26 is
the time scale for the decay away from the plateau. The von Schweidler exponent, b, is

the smallest positive x.

7.3.2 Schematic Models for the FA-Model

The Eq. (7.3.3) is exact but useless since nothing is known about the memory kernel,
mgy(t). Nevertheless, with some approximations one can show the main idea of the

MCT. Therefore the memory kernel will now approximated as

mlg] = Fle] = 3 vad"(t) - (7.3.12)

The simplest form, F[¢(t)] = v1¢(¢), is a mathematically trivial form. The F[¢p(t)] =
v9¢%(t) model generates a bifurcation, but there is no stretching in the a-relaxation
[45, [46]. With the Fio-model, Fiy = v19(t) + v2¢*(t), we have the simplest form of a

polynomial to generate an Ay bifurcation with an a-relaxation [17]. Now, one can use
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the bifurcation equation, f¢/(1 — f¢) = vy f¢ + vof?¢, and its derivative with respect to
[y 1/(1 = f9)?* = vy + 2uyf, to write the critical control parameters as a function of f¢:
v = (1= 2f9)/(1 - f)? and v§ = 1/(1 — f*)2

The exponent parameter, A, is easy to calculate with the definition above and is given
by A =1 — f¢. So all the critical parameters of this Fjo-model are fixed by only one
parameter:

= % and 05 = % . (7.3.13)

To compare any experimental results or simulation data with the Fjs-model, one has

V] =

to find the exponent parameter, 0.5 < A < 1. Since A > 0.5 the critical plateau value,
f¢=1— )\, is always below % This makes describing some systems unphysical, like
the hard sphere system, where A = 0.735 [9] but the critical plateau is not fixed to
f¢=0.265. Therefore, we introduce a second correlator, the so-called Sjogren correlator,

with the memory function

ma = Ua¢(t)¢A(t) . (7.3.14)

This can be seen as a single particle, ¢ 4(t), which couples to the density fluctuations,
¢(t). The coupling constant, vy, gives the system one more degree of freedom. Here,
we also can use the bifurcation equation for f4, and get f§ = 1 — 1/(v5f¢). Since
the Fredrickson-Andersen model generates an A, bifurcation and is an one component
model, without any wave-vector dependency, the description of the Fj>-model could

help to understand the microscopics of the FA model.

7.4 Microscopic Dynamics of the FA-model

Here, the microscopic dynamics of one up-spin will be used to derive a correlation
function, ¢(t), for up-spins. As microscopic variable we introduce n,,(t) = d1,,(t), which
is one when the spin on site 7 is an up-spin or zero for a down-spin. Now, we define the

correlation function as

¢(t) = (1o, (0) |10, () (7.4.1)

with the long-time limit ¢(t — o00) = ¢. The normalization to ¢ as the long time
limit is important, here ¢ is in analogy to the non-ergodicity parameter f. Since the
correlation function is normalized to its long time value, t — oo, the value at ¢t = 0 is

not normalized to one anymore, but to the inital up-spin concentration, ¢(t = 0) = p.
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With the Fokker-Planck equation [47]
P({o}a,t) = QP({o}art) | (7.4.2)

where P is the probability distribution function and 2 a stochastic operator, one can
derive an Hamiltonian for the time evolution of the microscopic variable, 7,,(t). The

stochastic operator for the spin system is given by [48]

=% (ﬁa - 1) wa({o}a) | (7.4.3)

07

with the spin-operator, Sa, which flips a spin and the transition probability of the spin

@, Wo({0}a). The Hamiltonian is given by
H = P *({0}a)2PY*({o}a) (7.4.4)

where the index eq denotes the equilibrium state. With this Hamiltonian we define
projection operators and use the Mori-Zwanzig formalism to get the EOM like Eq.
(7.3.3)) for a spin autocorrelation function, ¢(t) [27, 49]. The microscopic time-scale, T

can be calculate exactly for this model and is given by

F=1 (kY g (k=)
T = wop (1 - Lizo (1) > . (7.4.5)

(1+e Py

Since we fixed the long-time limit of our autocorrelation function to the probability of
up-spins in the ground state, ¢(t — oo) = ¢, equation of motion becomes a bifurcation

equation with the inital value ¢(0) = p

p%q = pg (f) ¢"'(1—q)". (7.4.6)

Here, we assume that Eq. ([7.4.6)) is the long-time limit of the EOM, which is based on
the correlation function, ¢(t). Notice, there are more completely monotonous functions
with the same long time limit, like ¢(log(¢)) which also converges to ¢ for t — co. With

the conjecture that ¢(t) generates the EOM we can derive the exponent parameter, A,
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for the FA model with

(pc - q0)3 aAF[pa q]

A=1
* 2p. dq

(7.4.7)

P=DPc;9=4c

Notice, because of the normalization, ¢(0) = p, the prefactor here is (p. — q.)*/p. instead
of (1 — f¢)® which is derived in section [7.3.1] For the standard case of (f,k) — (2,3)

the exponent parameter is A = 839/g64 &~ 0.971.

7.5 The Fi» Model and the FA Model

In this section we will fit the Fredrickson-Andersen model with the Fj5 model. Since
the exponent parameter, \, fixes the control parameter we will also use the Sjogren
correlator and fit at least one parameter. We want to use two different exponent
parameters, A\g = 0.815 from fitting Sellittos numerical data [29] and A = 839/s64 from
the calculation above.

The separation, o, can be written explicitly for the Fjo-model as [17]

Since we know all the initial concentrations of the simulation data and the critical
concentration, p. = 8/9, the distance parameter, €, can be calculated and we only
have to fit the system variable C' to have the right separation, o. With the separation
parameter and Eq. we can get different paths in the (v, v9)-plane, some of them
can be seen in Fig. .

Now, for the path v; = const, we will fit the simulation data. In this case vy is a

function of the separation and we only have to fit C"

Ce

TEVR (7.5.2)

vy = Vg —

In Fig (7.5.2)) and ([7.5.3) one can see the simulation data and the results of the schematic
model (the other paths are in appendix . For the fitted exponent parameter, Ag,
the curves are in a better agreement than for the calculated one. Since the calculated

exponent parameter is close to A = 1, which describes a higher order singularity, it
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1 1 ] 0.98 ‘ ‘ ‘ ]
glass . glass
0.8 ]
0.96!
_ 0.6
> 5 vy =const
0.4- .
0.94 a=01"
0.2+ . . i . ’ § vo=const
liquid liq. i
0 1 2 3 4 092135 15 155 16
V2 V2

Figure 7.5.1: Left: The (vy,v9)-plane of the Fijs-model, with the liquid-glass transition
line. Above the black straight line the system is in the glass state and below the line in
the liquid state. The red cross marks Ag = 0.815. Right: Here one can see four different
paths for the fixed exponent parameter, Ag. The horizontal path is at v; = v{ = const
and a varying vy, whereas the perpendicular path is at the opposite point, vy = v§ =
const and a varying v;. The other two paths are given by the straight line v; = aws,
where « is the slope. Here we use a = 0.1 and a = 1.

Logw t

Figure 7.5.2: The simulation data [29] and the results of the Fjs-model with a fitted
exponent parameter, Ag=0.815, for a fixed v; = v{ and variable v,. In the glass state,
below the critical temperature, 7' = 1/iog(s), the temperatures are T' = 0.42, 0.44, 0.45.
0.46, and 0.47. In the liquids states Sellitto simulated the temperatures 7" = 0.49,
0.5, 0.51, 0.52, 0.53, 0.55, 0.57, and 0.6 The black dashed line is the critical plateau,
Y, = 4215% and the dashed red line the decay at the critical point, o = 0. Here, the value
of the coupling constant is fixed for all curves, v4(f$,\) = va(32% 0.815) = 16.54...

4096
and the frequencies are fixed to one 2 =4 = 1.
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0.8
3 0.6
0.4

0.2

Figure 7.5.3: Here we see the simulation data [29] and the results of the Fjs-model for

the calculated exponent parameter, A\x = 52 and for a fixed v, = v§ and variable v;.

864
The temperatures are the same as Fig. (7.5.2)). The value of the coupling constant is

fixed for all curves, va(f§, \) = v4(227, 839) = 105.719... and the frequencies are fixed

4096 ° 864
toone Q =0, =1.

was expected that the F5 will have some difficulties for such an A. Therefore, in the
next section the Bosse-Krieger model will be used to fit the simulation data with the
calculated A\g.

The evolution of the microscopic parameters are in Fig . Those microscopic
parameter are for the fitted exponent parameter \g, the trend for the calculated one,

A 1s the same.

06 250
120

0.55 100 200
80

~ 05 A T 150
60

0.45 40 100
20

o 50

14 16 18 2 22 14 16 18 2 22 14 16 18 2 22
U2 U2 V2

Figure 7.5.4: Different microscopic parameters as a function of v, at a fixed v; = vf
and A\g. The critical value, where the transition from glass to liquid happens is at
v5 = 1/A? = 1.50551. The microscopic time scale is defined as 7 = v/Q? where Q and
v are frequencies. The frequency 2 and 24 are fixed to one. One can see that all three
parameters are monotonic.
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7.6 Bosse-Krieger Model for the FA Model

The theoretically calculated exponent parameter, A\x is close to one, which makes the
fitting with the Fis-model difficult. In Fig one can see the phase diagram of the
Fio-model, at the horizontal line (v = 0,v; = 1) — (v = 1,v; = 1), which is called
type-A line, the exponent parameter is A = 1. So for large A all the paths like in Fig
are close to the A-line and therefore close to the Asz-singularity. This higher
order singularity, which is described by a logarithmic decay [52], can affect our chosen
path. To avoid this effect we want to use the Bosse-Krieger model, where we have a
type-B line, which can be shifted by f7.

The Bosse-Krieger (BK) model is a two-component model which was introduced to

describe symmetric molten salt |50}, [51]. The two kernels of the model are given by

my = vy (1)* + vads(1)?
meo = U3¢1(t)¢2(t) (761)

where v; > 0 are the control parameters. With the two conditions from the long-time
limit, f£/(1— ff) = v f2 4+ vofs? and f5/(1— f$) = va f{f$, one gets the critical control
parameter as a function of v5 = x and f{ =y [52]
o = 3—2+4+2)y
2(1 —y)*(2 - wy)
c_ 2’y(y* — 2y°)
P 21—y ey — By +2)

v (7.6.2)

The exponent parameter is also a function of the two variables and is defined for z > 4
3 1
andm§y§5a8[52]

(322 + 62)y> — (2? + 182 + 9)y* + (62 + 18)y — 6

A=1-
(222 + 4x)y? — 12292 + (20 + 4)y

(7.6.3)
In this section we want to compare the simulation data with the Bosse-Krieger model
and we want a fixed exponent parameter, A\ = S%Z. In Fig. one can see that for a
choosen value of vz, that the exponent parameter of Eq. (7.6.3) can reach the value of
A two times, one time or never. For large v3 a higher order singularity occurs which

can be seen in Fig as an open circle. To compare the simulation data with the
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V2 )\

0.6

AW —

0 0.2 0.4 0.6 0.8 1

Figure 7.6.1: Left: The (v, vy)-phase diagram of the Bosse-Krieger model. The lines
are cuts through the bifurcation surface for some choosen control parameter v3. For
large control parameter, here shown by vz = 45, an As-singularity occurs, which is
marked by a circle. One also can see a crossing point for this transition line, here
marked by a diamond. At the value vj = 23.2433.. the exponent parameter, A, touches
the calculated A\ once. Right: The exponent parameter A as a function of the non-
ergodicity parameter ff{ for some fixed control parameter v = 15 (blue), 23.2433...
(orange), 45 (green). The straight red line is the value of the theoretical calculated
exponent parameter \g = %. The perpendicular lines are giving the range of f{ with
3/2+v5 < f{ < 1/2. One can see that for a choosen v3 both functions crosses two times

(green curve), one time (orange curve) or never (blue curve).
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Bosse-Krieger model, we fix the control parameter to vs = 25. So it is far enough from
the As-singularity which could affect our calculations, and it higher than v3 = 24.7...
where an Ay singularity [52] occurs which also could influence our results.

For v3 = 25, the exponent parameter crosses the Ag-line twice, and since we are

generically interested in small control parameters v;, the lower ff is relevant.

1q

0.8+

0.6+

Ya(t)

Logio t

Figure 7.6.2: The simulation data from Sellitto [29] and the Bosse-Krieger model

for a fixed exponent parameter A\ = S%i. Here, v is the first and 19 the second

correlator. One can see that the second decay- von Schweidler law- is described with
the Bosse-Krieger model very well, but for the critical decay the deviations are large.

7.7 Conclusion

For the Fis-model the best agreement between the simulation data and the schematic
model is given with the fitted exponent parameter A\g = 0.815. The calculated exponent
parameter, \x = 839/s64, is close to one, which makes the applications of the Fjo-
model difficult. For high A\ the Fjs-model has a A-line which generates a higher order
singularity, and could affect the calculations with Ag.

The Bosse-Krieger model itself can handle higher order singularities. There is a Type-B
line which can be shift with f{. So with a suitable control parameter vs one should

avoid the effects of higher order singularities. But even here, the deviations between
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the simulation data and the Bosse-Krieger model is large. The Bosse-Krieger model
describes the von Schweidler law very well but it fails for the microscopic time scales.
One interpretation is that the simulation data are far away from the critical value, so
the simulations are not representing the real dynamics of the Fredrickson-Andersen
model on the Bethe lattice. Our calculations are at the critical point and we assume an
infinitely large lattice. The simulation data, on the other hand, are for finite lattice
where finite size effect could occur. Therefore, the fitted exponent parameter, \g,
exactly reproduces the dynamics of the simulation data, but this does not necessarily

have to be from the Fredrickson-Andersen model.
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A Projection-Operator
(z—=L)(z—L)'=1 |Adda (P+Q)=1
(z=L)P(z-L) "+ (2-L)Q(z—L)'=1 |P- or Q- from left
So we have the two following equations:

(P2P — PLP)(z — L)' + PLO(z — L)
(Q:Q — QLQ) (2 — L)'+ QLP(z — L)

P
Q. (II)
Multiply (I) and (II) with P from right:

(z=PLYP(z = L) '"P+PLI(z— L) 'P=P, (III)
(2 —QLQY)Q(z— L) "P+ QLP(z— L) '"P=0. (IV)

Insert equation (III) in (IV):

(= QLQ)Q(z — L) 'P = —QLP(: — L)"'P |(z— QL)
= Q(z— L) "P=—(2—0QLY) ' QLP(z — L)'P

(z—=PLYP(z— L) '"P+PLAQ(z— L) 'P="P
(z=PLYP(z— L) 'P —PL(x — QLY) 'QLP(z — L) 'P =P
= (= PLYP = PLA(z = QLQ) ' QLP)(: = L)'P =P
So we get for P(z — L)~ 'P:
Plz—L)'P = [z —PLP - PLI( — QLQ)'QLP] "
= [z - Q- M(z)]"

(A.L1)

(A.1.2)

(A.1.3)

(A.1.4)

(A.1.5)

(A.1.6)
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B MCT for Binary Mixture

Define the state vector |a(q)) with

(@@ = 805" pal@] + Toa? GE@)]

(@) = So3" 1ps(@) + Jos > 13H@) -

In the Laplace-domain the correlation matrix is given as

Pasa) = (0(@)] —lal@)

We introduce within the Mori-Zwanzig formalism the projector P

P = lpal®) Sap {ps(@] + D 1i(@) Jo5 (5@ -
af aB

From Appendix [A] we know

1

PZ—E

For the inverse correlation matrix one has

®;}(g) = (a(@)]z — PLP — PLO(2 — QLQ) ' QLPa(])) -

Now we calculate all the matrix elements

e The frist term of (z-term):

P=1[:—PLP-PLI>— QLQ)'QLP] " .

(B.1.1)

(B.1.2)

(B.1.3)

(B.1.4)

(@@ 21a(@) = (Sas" (pal@)] + Joa GE@D (S04 ps(@) + Top " 155(@))

= 2(S55 (Pa(Dpa()) + o (Ga (D)5 (D)

+ S 05" (@5 (@) + G5 @) ps (@) -

(B.1.5)
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o The PLP-term:

(a|PLP|a) =
> {al(lpa(@) S (s(@)] + 35(@D) Tog GE@DLpal@) S (ps(@)] + i5(D) Tog (G5(@)])]a)
af
(B.1.6)
here we get the frequencies
Qppla) = S35(a) {ps(DILIpa(@) =0,
Qp(a) = S5 (@) s GE@DILlpa(@) -
Qj(0) = 505 (@) s (pa(@DILLH (D)) -
Qyi(a) = Jog U5 (DLl (D) - (B.1.7)
e and the PLO(z — QLO) ' QLP-term:
because of the relation QLP |p(q)) = 0 we only get two matrix elements
Kas(a) = S;;”( 10" (05(@D|LQ(= — QLQ) T QLj(@)) .
Mag(q) = J 5 (5(QLQ»z — QL) T QL|jL(D)) - (B.1.8)
with the definiton
Lus(q) = Kag(a) _ (ps(@ILQ(z — QL) QL) ()
’ Qpila) (ps(DIL]75(7)) ’
Q(q)? = Qi(0)5(q) (B.1.9)
we get
b (- 1 2= Qy(0) — Mapla) Qy(@)[1 + Las(@)
=ap V) T =050 Map (@)~ @+ Las (@) () .
The density density autocorrelation function is given as
1
$as(1) = ——@EmIoE) (B.1.10)

2=85;(q)—Moagp(q)
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Mode Coupling Approximation:

Introduce the second projector PMCT with

PYT = ST |ouB)s()) 02 (R D) (pur (B () (B.1.11)

aﬁa’ﬁ’
k>p,k! >p!

use the MCA for the resolvent R(z) = m as R(z) ~ PMCTR(z)PMCT,

The memory kernel L,z(q) vanishes

(ps (@) LOPMTRPMT QL3 (1))

Las(g) = (s (@DILIED)
> 2

<pﬁ(<i’)!£Qpa( &) (D)) 92" (por (K Py (5 )R (6

k)75 (7)) 95, (o ()7 (7) QL1 (D)
(ps(D)1£155(9))

=0

because (ps(7)|L£Qpa (k)7 (7)) = 0
For M,z(q) we have

Mas(@) = Jop <J’§(®IﬁQPMCTRPMCTQEIjE(W

- J_ Z Vﬁ'yd q_kﬁ) (E/ﬁ7 Emwe/w’a(lglﬁ(j) (B112)
k>;§;:’iﬁ’
with
Vo (@kD) = Y (G5(@)LQpy (") ps (7)) 025" (K'D", ) (B.1.13)
ll(;/l
k”ﬁ”

o l
”SL
e
S

Wepra(K'D'q) = Z (per (K" )purr (0 £QI1(@))) g (R (B.1.14)
20 (K7, kp) = (p, (;z)m )R pe(K)py(P)

~ (py (K)|Rpe(F)) (o5 (7) R p (7))

= Qyrc(k, 1) Py (p, 1) 07505 (B.1.15)
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C Asymptotic Expansion

In this appendix I will derive the asymptotic expansion for ¢(0) = p, which is relevant
for the calculation of the exponent parameter, A, in the Fredrickson-Andersen model.
When we assume that the initial value of the correlation function ¢(0) = ¢, with ¢ < 1

the equation of motion (EOM) in the Laplace domain for ¢ — oo will be

¢(z)  _ i
b0+ 20(2) LT [F(o())] (2) - (C.1.1)

We introduce some not yet specified real parameters f and function G(t) to rewrite
ot)=f+G({t)  20(2) = —f+2G(2), (C.1.2)

and use the following two assumptions

2G(z)
<1,
b0 — f
LT[G(#)" (=)
<1. C.1.3
Neenne (1)
So we now expand the EOM in terms of G(t)
L EC0) i+ o)) (©.14)
= 2) . 1.
o — [+ 2G(2)
For the lhs we get
“fyaz 1 -f 1 1 28 ©15)
_ - _ 2G(z) » 2G(z) ° o
o= +2G()  zbo—F14 06 214 20
Now we can use the first assumption with
1
1_I%1—x+x2—x3+(9(x4) (C.1.6)
° ~x—a2°+ 20— 2t + O>2) (C.1.7)

11—z
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and get
[ T =
2go— f14286) " 2q 4 CE)
1 —f 2G(z)  2°G*(2) 5 ) 1 <2G(z) 22G2(2) 3 )
S A (N G - G —
00— (1 w1 o= PO G ) = gy TOCED
1 —f / L) e < f ! ) 3(2)) =
a7 (@t asy) O (Gl we) T
l _f ¢O o 2 ¢0 3 . . 3 _
2

LIV G060 - 1) - 2P0 + OE D) (C.138)
If we introduce 4 = W, we can rewrite the lhs as

RN I

2g0— f14+286) T 214 CE)

— f(%z_ /7 + G(2)% — 2G*(2)32 + O(G*(2)) . (C.1.9)
Now we consider the rhs of the equation
(60 — PLTIF(f + GNI:) = (60— LT | F | =L+ saw || ).

po—f do—f
—_———
AF
(C.1.10)

and expand in G(t)

1_f

(o — f)°LT []—" (Af+ qbof—f +G(t))] (z) =
10AF 1955 1 0'AF
(60 = 1)’ (& a0 "ol op | LGOI+ | gt

1 0 0— 2
T 5}#) G(2) + O(G*(1))

(C.1.11)
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We also can introduce (for k£ > 1)

s (o — [P OFAF .
Yk

%= o fk

so we have

(6o — f)* 0"

f

0= ¢
S o

+ (A4 + 64 LT[G* ()] (2) + A22G*(2) 4+ ... =0 . (C.1.13)

For the special case of an As;—Dbifurcation we have

ALT[G2(1))(2) + 2G*(2) =0, (C.1.14)

with A = 1 4 05/%.
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D Vertex Calculation for Binary Mixture

Calculation of the left vertex Vz.s:

Vs (@kp) = > GE@DILQp (K )ps (7)) 975" (K'B" k)
7o
= > [GE@IL (K5 (5)) = GE@)EP o (B o3 ()
e
=" (@B GH@5 oo (7)) + (- 7") G5 @)
e

>] 915

k") ("))

= > GE@ILos@) So5@) ol @ (Koo (5| 035 (B8, K )

ol
5(];”4—]?”,@ kBTB L, )
= % v ms <( kf )55711556//( )+ (q ) )555/15/37,,(]{ ))
;‘C’//ﬁl/

—qZJMSW (DS (K", p”)] gls" (K"p" K p)

The calculation of the average (j5(q)] jv"( "Nps (D)) is given as

1 ~ AN 41
<]B (q_>|.]’y”( )p5” <\/— Z (q Ul > Zqu \/_N Z (k// . 1—);/ > ezkz 7 \/N Zezp 7

o (Gl )

_(S/B’y,/kBTﬁ <\/_Z ik~ Zelﬁ”rﬁ

_ O(K" + 9", @) ke Ty
= Nog - oy \ \/_Z

_ O+, @) keTy
\% mg

Spar (")

WZQHN> ’

(D.1.2)

—i_'”rlﬂ 1 Zeiﬁlf%/
?
vN
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Now, use the normalization g Rk p) = ok £) Sz (9)05 05 and the the triple
correlation function S ,,5,,( D) =D eon Sd,e(q”)Svug( k) Ssim () (x %0 eo 0 —|—n2cgn(k:ﬁ)>.
We also rewrite the structure factor in terms of the direct correlation function S, ((j) =

Sap _ ncas(q) and get the vertex

T

o Sk+p, D ksTs [, - s . 85
Vi) = DI g By (22 = e ) + (0 9 (22 = )
mg Lp Lp

—qrg <x§2§57555 +n cﬁw(k’ﬁ))} (D.1.3)

Now, we can simplify the left vertex to

];)5576664_(@.]7)5575,86 _i_(q.q«)(sﬁvéﬁé

s s e

— (G- k)nes, (K)dss — (G- P)ncss ()05, —quancls(k p)

= 6(E+p7q_>kBT5 ~
Viqs(qkp) = v m (q

_ 5( -l—p,ff)kBTg 557555 (E CT)
Vv mg 375
S(k+p,keTs [,. - = . -
- SR [ Ry, (B + (0 Phon(1 + amonelF )]
) E+p,q kT — - .
= SR [ By (B + (0 Peon(1 + amomel 7]

(D.1.4)
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Calculation of the right vertex W,z,:

Since we need the Liouville operator explicitly for the right vertex, its calculation is
more complex than the left one. Here, I will show a short overview of the calculation.
Since it is very technical, I try to comment some parts.

The right vertex is given by:

Wasy = D (par (K)o (0')| QLY (@) gy (K ki)

a’ﬂ/,

—Z por (K9 ()] (1 = )L (@) g2y (K7 K

7

= 3 (00 (R P40 — oo (R (PP L] 0 (5 )
/ﬁ/

(D.1.5)

First we calculte the second term of Eq. [D.1.5] Zo/gl {por (K Vo (P)IPLIY(q)), with

the projection operator P:

P = 1pald@) Sq5 (ps ®|+lea @) Jos (5@ - (D.1.6)
af

With the triplet correlation function as the average over three densities, the second

term gets

Y (par (B psr (DNPLIND) 92 (K, k) =

o' B,
o
Sk + 7, Y e Loy B (P T
S AR D g 7.5 @ pDIL D) o F D (D7)
o/, e
[

Now, we have to calculte the matrixelement Q,; o (pe(q)|£j5(q)):

(DL (D) = {pe(DILT (@) = (pe(@)( £O+ZZ )5 (@) (D.1.8)
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The free streaming part is easy to calculte
. . 1 . o o
(@ (@) = (=) (@) ZZ% Ve T

— (i) pe@?'fZZézkaM AR IO

= (pe(q_)\\/—ﬁ E e’qu>q(2 T ) d¢/d9/dvv4sin900529e 2*sT
TRB
k

1 Ly My 3/2 47-( _ myo?
= <Pe(q_>|ﬁ ZGW’“> q (27Tk;BT> dvvte 6T |

~ @ (o) a2 (;”T)/

— Ev(qﬁ)kB_T (D.1.9)

Now, we need to calculate the interaction part of the Liouville operator

<peq7|zz 37q7> @w(gii 27;;”>j,5@>,

X#y i j 1>]
~{ud ®|ZZZ )+ <pe 9T (D.1.10)
X#Fy b J i>]

The interaction part is seperated into two different summation, one where all the

particles are from the same species and a part where the species of the particles differ.
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Here, both averages will be calculate:

<pe al ZZZ > 58 aimet@)

XAy i X7
N N AXY XY AXY XY AXY XYY ( B XY L
(DI - 77)O(= - 0])o(Fy — iy ) (byy _1)17<®> )
XFEY

m 1+e€. @ » R R . A .
—Z S fmx <Ze T - 5RO - T — di‘?>e“> ,

~

Q (P00 — di)e ) (D.1.11)

XFEY

Here, we use the YBG-Relation for the spatial average and get

<pe®|Zii >

XFY 4
q1+€]€BT
9575 m, (S5e(@) — 7405
N N. 1+ ekpT . E o AryE e
- QA/N 5 Q<7°1/15(7"¥1 d)eq“>
-
NNl +ekgT ./, e
2WN 5 q<r'1y275(r¥; d)eq11>. (D.1.12)
v

The calculation of the second part is equal and easier, and it becomes to

<pe<q‘>| Zm#<®> -

q1+ekBT
27 9 m7<76(® Lo 0e)

N N 1+€]€BT ideY
ON 2 m, (PR — e )
_NrgNel‘i‘GkBT
2N 2

¢§<WS(AW d)eﬁ"?f> (D.1.13)

My
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So the frequency matrix is

(DD = 52 [(1 = IS+ (14 )y (D114

v

After using the normalization and the definition of the triplet correlation function the

first average of the vertex is calculated

22 AT D 500, (8, 9)554@) (oD@ 00 R . K) =

’ﬁ’ e
5(k + ﬁ? q_> kBT 5€a666 2 (3
VvV 2m7q Z xz 60&,3(1{:]7) [(1 - E)Swe + (1 + €>x7575] . (D115)

€

Now, we the three particle average, > o, <pa/(E’)p5/ (ﬁ)]ﬁj#(@)> gaﬂ (K7, kp), should
k/ﬁ/

be calculate. The free streaming part, L is done fast

PN kT 6(K +7,q N
<pa/(k )pﬁf(p)l.coﬁ(cf)> = qni ( % jS(?,’B, (K') . (D.1.16)
Y

For the particle interaction, the interaction operator 7 will be divided into two term,
one where all particle are from the same species and one where the species of the

interacting particles differ. The x # 7 part is given by

Ny Ny
<pa (k") pg (P \ZZZ >
XAy b J
N, N. Na/N ! k T e 5 2 i
—Z 3 1‘6 B q<eﬂk 7 i r”xé(rff‘ d’{%)ezqﬁv (D.1.17)
My

The spatial average is explicitly given as
A A _‘_ry
(et = )

1 ’ 2o 8 R ’ ’ .
gi e [ [edenserd | [onmaes - aa.m i, 7| ¢
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For the term in the rectangular brackets we use the YBG-relation:

/d3T1 waé(fﬁw d>1<17)g4(7:‘1y’ Fi(’ F?lv ":’16 ) =
= (Ao =ty + 7Y sl — i) go(FL 77

/

VI )~y [ ARG - AT ) (D119)

So put all the terms together and rewerite some of them as spatial averages the term

becomes to
(BT T -
L] XFEY
lNNNll k:T(Sk’ = i / ,
' B + € B ( +p (D d3 'ya/d3 ~vB zkrll ez (6 vg3(7:‘1)’f77:f175)
i 2NN 2 VNN

1 N, N, N5/1+€k‘BT S(K + 7,9 <e e i el 57 —d”a')>
i 2NN 2 TVsyNN o :
1 N, N, N5/1+6kBT S(K + 7,9 <e T 20 (770 d”ﬁ')>
i 2NN 2 TVs/NN o
1 NsNa/Nﬁ/ 1 + EkBT
i 2/NN 2 m,

q<e-zk’ﬁ e PR FIS(Y — 1) > . (D.1.20)

The same story for the y = v part

<,0:1(E/)plﬁ(ﬁ)‘ ZTJ%@> =

1N2Nw Ny 1+ ek T (K v / -

. g 1+ ekp +7, q /dg ya! /d3T11 zkru e lfvv (—fy o —73)
i 2NN 2 m, VNN\/_
1 N2N, Ng/1+ekBT 5(k’+p q)
i 2NN 2 VN, NVN
1N Ny Ng 1+ekBT 5(kz’+p Q) / i gt A8 5B _ B
: e i1 O(F1 )
i 2\/—]\7 2 m, VN NVN

+1 N,%Na/N/gl 14+ ekgT
i 2/NN 2 m,

) o i 7Y B “
(eFA T S (F Y — i) )

(j<e’”“/’“1 e T {1 — )T > . (D.1.21)
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So put both terms together we have

(@) (ST X7 i) -

B XFY b i>j
_ W +p.0) T/ﬁ (nyxa/xg/l—zi%k;izj _)/d?’?“ll /d3 R T 15,93(7_’?77:?;77?/)
AT D gy I g o sy - i)
_%w%xa,xﬁ,lﬂ@—f@ (R e i s — ) (D.1.22)

This calculation was for the case, that the species o, f’ and ~ are all different. Now,
we have to respect all the different possibilities like o/ = 3’ # ~. There are 6 different
combinations. Since we show the calculation for one case it is not necessary to write
down all the other calculations. I will give the result here for sum over all possibilities

and after some more YBG-relations

7 5/5’+17,q 1+ ekgT
<pa(k (ZZ 2.7 )Jv ‘D> ( % : e
.,

X#Y 1] i>j

; ~ 1 =Y o ’ /
_nyxa/xﬁlqﬁ/d?)r?/d?’ /dg’]”ﬁ elk 7"11 eZ 'Fi/ v1g3(f?7f?77_*’18>

ZE S Ta
’ / &r} / &r3 / a7, 7, )
.TQ 7 ’
! 72 Ci— 6137”7/013 /dgrﬁ e T Y gy (77, 7, 7))
_2“] 2 V2 /d3 d3 Ty Zﬂf‘ V,IY( 1777(11/)
— 2ig=2 5 V2 d*r] /d3 )Y (77 (D.1.23)
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In the next step a expression for the triplet correlation function ngv(g’ p) should be

derived:
SELE. 1) = (pal@lps PP = 5 N\/_ 2 / o [ @i, [ @ge R g 7 17, 1)
— %N—\l/ﬁ Z /d3r?/d3r§1/d37’gei@+ﬁw?eig?frfewﬁgs(ﬁﬂ”mvwn)

1 (5 k?-f— , @ — k7P _iprey
. V p (jj Z /d3 5/d3 k tme” PTin gg(rhg?’r‘ln) (D124)

l,m,n

After respecting all the combinations of [,m and n we get

oz,B'y( ]7)_
_9 k+pvq T
Gl 211 P [t [ @rine T 550, 50 - )1 = 60 ) 1~ 65

+M(S () = ad) G = o)

o(k g i
X ( —i—p, _) 7?2 x»y /d3T12 /dgrlfe_lkrm e—zprlf’gg(ﬁ;’ﬁf)(jaﬁ(l — 5a7)

M (Saﬁw ) (1= )

) k+ R fE X kB _mrac —aff —oa
+ ( p fe /d37“11 /d37"12ae WL o gy () )0ar(1 = dap)

5(k+p,@xaazﬁ 3 o
LS R /drl

0 E‘i‘ﬁQ il?i —iqree oo
+ : V2 jf/dg rize "2 g(713 ) 0apday (D.1.25)

_|_

T (7 )35 (1 — pa)
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Now, rewriting all the Vgs-terms with the S| the interacting part simplifies to

(@i (ST 7)) -

XFAY 6] i>j
S(K +7,) 1+ ekgT A L.
- e e 1080 — (@ )0 Sr (B) = (d )0, S ()
7
(D.1.26)
The triple particle average is
>~ (o F)pw (91750 =
T
kT 6(K +7.q) [1+e€ /,. L
- (@70 Sa (B) + (@ ) S, () + ()
o B! Y
E/[;l’
(D.1.27)

In the end with the use of the normalization, the convolution approximation for S

and the direct correlation function for the structure factors we get the right vertex

ME+ﬁ®kﬂ%1+e
V M. 2

Wasn = = (G- F)3,50,0(F) + (@ P)sac,(5) + anac, 2, (F. )

(D.1.28)

We have the following relation between both vertices:

1
LRIV (D.1.29)

Waﬁ'y = 2
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E  YBG-Relation

The pair correlation function ¢(7) for binary systems is defined as:

o1 .00
9(711‘/7273 ) _ / ‘ /dS /d3 /dSTgQ..../dST‘%iQ

H/d3 AP exp [ =B U () 52(] )

1>2 Z<j
htl

(E.1.1)

with the potential U, the inverse temperature S and the partition function Z.

Rewrite g(7) and look at the derivative with respect to r{*:

2
To(rit, ry?) = _5—2 /d3 5 /d3 /d3 /d?’r??.../d%%i H/d3 AP
N (3

i>2

> VU +Zva1U He | exp | =B U(rgre) ,BZU )

1<7, z<]
k#l

l>1
= —BZ—N/d3 5. /d3 /d3 /d3 ..../dgrj’?a H/d3 LadPriy

i>2

U(r3®2) + > VU@ + ) VU ) + ) VU ) | exp [ 52 U (rgee) ]
2<1 l';é2 l.>2

(E.1.2)

Now we simplify the expression with the use of the special canonical distribution

function
Vitg(rit, ry?) = =B [VIU (™)) g(ri*,15%) — Bnag /d3T?3VU(T?§a3)93(T?177‘5‘277“?‘“’)

— 53 e, / AP TU (%) gy (190, 152, 750) (E.13)

i£3

with ng, = N, /V.
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F  Velocity Integration of Binary Mixture

(P12 - T12)* O(—F12 - Ui2)) =

2 2 2

m m 2 N o N - _ m~ vy _ my vy

2 X dg'Ul d3U2 (T12 . U12)2 @(—7"12 . U12)€ 2kpTy e 2kpTx
ke, ) \27mkpTy

(F.1.1)

Njw @

Substitute the variables:

dv, = \/édl)lg and duvy = V2dV

3
with \V; = (%k 7 ) ® the normalization we get

1
_2NN /d Ulg/d V 7"12 U12)2 @( 7212 1712)6Xp m’y (U12 + V)Q + %(UIQ — V>2 =
4kB T. T

Y

21 2T
QNN/ d(bm/ dﬁvu/ dvlg/ d¢v/ dﬁv/ dVvi,sind,,,V?sindy

v? V2 [/m m
\7“12] \1;12]2008 Uy, O(— \7"12Hv12\cosq9v12)exp{ 4;; ( T —l—?x)}exp{ 4kB ( :+T—;)}

(F.1.2)
exp _\V\\ﬁlglcosﬂv my My
2kp, T, T,

2 00 ™ 00
:S%NWNX / dvrs / Aoy / AV, V2 sin oy
0 0 0

2 2
Y (T V(i _Vocosdy (my  my
eXP{ kg <T7 i Tx>}exp{ Ak (Tv " Tx)}exp{ 2kp Tw TX

3 3
m/y 2 mX 2
ks <T_V> <T_X> kg m\ T, +m, T,
= — % - = —
2 (m“/TxJmeTw) 2 ( mAyMmx ) 2 2 m"/mX
TyTy m~ Ty +my Ty
kgT
= 2= form,=my=mand T, =T, =T (F.1.3)

m
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G Frequency () of the Spin Model

Here, the analytical calculation of the frequency 2 will be represent. We start with the
definition in eq. [4.3.11

Q= — (15, (0)| H|11,(0)) = (1, (0)| P * ({0 } o) QP> ({o}a) 15, (0))
== (1 (0)| P ?({0}a) (Sa = Dw({o}a) P> ({0 }a) 106: (0)

«

= (o, ()| P *({oNw({=o N P*({=o D), +Z 10:(0)lw({o}a)114.(0))

=3 e, (L= (0]
= wop [1 — (0" (2))] . (G.1.1)

The average of the theta function is given as

My=0,1" M :01@ e 1 —k — e B2ana
<@<an( k;+f_1>> 2 1= -2 =0, (ZJIC (0) +f 1) |

ZM1:0,1 ZMN:O,l e Lo ne

jeK
>l (e *”
= (G.1.2)
SO
3Ly (et

For k = 3 and f = 2 we have:
e 3P 4 3e728
<@ <an(0)—k+f—1>> =T (G.1.4)
JjeK
and

e3P 4 362ﬁ>

T e (G.1.5)

Q:w0p<1—
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H Different path for data fitting

In this appendix I want to show the data fit of the different paths in the Fjs-model
which can be seen in Fig. [7.5.1]

As a comparison I put the same figure as in chapter [7], here the first Fig. [H.1.1} The
perpendicular path, v, = v§ and vy varies is in Fig. [H.1.2] In the respective inserts the

different paths are shown

19 T

Logio t

Figure H.1.1: Fitting the simulation data for v; = vf

3L

Logio ¢

Figure H.1.2: Fitting the simulation data for v, = v§
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In the upcoming figures, Fig. [H.1.3]and Fig[H.1.4] I express one of the control parameter

as a function of the other one, v; = awv,, where « is the slope of the line. For all the

1 0—e G 4

Logio ¢

Figure H.1.3: Fitting the simulation data for o = 0.1

Figure H.1.4: Fitting the simulation data for a =1

paths we used the fitted exponent parameter, A¢ = 0.815, and one can see that the

simulation data are in a good agreement with the schematic model.
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