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Zusammenfassung

In der vorliegenden Arbeit werden feldinduzierte Änderungen der Mesostruktur von Fer-
rogelen mit formanisotropen magnetischen Hämatitpartikeln und die daraus resultieren-
den Änderungen der makroskopischen, viskoelastischen Eigenschaften dieser Kompos-
ite in externen Magnetfeldern untersucht. Als Modellsysteme dienen in das querver-
netzte, thermosensitive Hydrogel poly-N-Isopropylacrylamid eingebettete, spindelförmige
Hämatitpartikel verschiedener Aspektverhältnisse. In externen Magnetfeldern richten
sich diese Partikel mit ihrer langen Dimension senkrecht zur Feldrichtung aus, was zu
einer Deformation der Hydrogelmatrix führt. Partikel-Matrix-Wechselwirkungen wer-
den anhand der über Röntgenkleinwinkelstreuung bestimmten, feldabhängigen Orien-
tierungsverteilungsfunktionen der Hämatitpartikel in Hydrogelen mit unterschiedlichem
Polymergehalt und Vernetzungsgrad quantifiziert. Die feldabhängigen, viskoelastischen
Eigenschaften der Ferrogele werden mittels rotatorischer und oszillatorischer rheologischer
Experimente und mit simultanen rheologischen und Kleinwinkelstreuexperimenten unter-
sucht. Mittels Röntgenphotonenkorrelationsspektroskopie konnte in externen Feldern auf
Längenskalen, die der Porengröße der Hydrogele entspricht eine richtungsabhängige Dif-
fusion der Hämatitpartikel beobachtet werden, während Diffusionsprozesse zwischen den
Poren unabhängig von der Vorzugsorientierung der Partikel sind.

Abstract

In the present work, field-induced changes of the mesostructure of ferrogels containing
anisotropic magnetic particles and the resulting changes of their macroscopic, viscoelas-
tic properties are investigated. As a model system, inter-crosslinked, thermoresponsive
poly-N-isopropylacrylamide hydrogels with spindle-shaped hematite particles of different
aspect ratio are used. These particles align in external magnetic fields with their long
axis perpendicular to the field and provoke an elastic deformation of the hydrogel-network.
Particle-matrix interactions are quantitatively analyzed by field-dependent orientational
distribution functions of the hematite particles as determined by small angle X-ray scat-
tering in hydrogels with varying volume fraction and crosslinking density. Field-dependent
viscoelastic properties are studied by means of rotational and oscillatory rheological exper-
iments and simultaneous rheological and small angle scattering experiments. Employing
X-ray photon correlation spectroscopy, in external fields a direction-dependent diffusive
motion of hematite particles on length scales corresponding to the size of voids in the
hydrogel matrix could be observed while diffusion between adjacent voids is independent
of the preferred particle orientation.
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1 Introduction

In 1962 Payne et al. showed that both, the elastic responses, and viscosity of rubbers
filled with carbon black change with amplitude of oscillation and with the concentration
and type of carbon black [1]. Since then, the influence of incorporated nanoparticles on
the mechanical properties of elastomers has attracted considerable scientific interest.
Based on these findings, one important focus of today’s research is the development and
the investigation of materials with extraordinary mechanical properties that can be dis-
tinctively changed and controlled by external stimuli such as temperature, pH-level, stress
as well as by electric or magnetic fields. Many of these so called smart materials, as for
example self-healing materials, shape-memory alloys and polymers, magnetorestrictive
materials, pH- and temperature sensitive polymers and gels or ferrofluids are already
common in use and knowledge [2–10]. The combination of these properties offers the
opportunity to create more complex and specialized composite materials.
Hydrogels generally consist of hydrophilic polymer chains, in some cases forming cross-
linked, colloidal particles, in which water is the suspending medium. Therefore, these gels
are highly water absorbent and for example used to build contact lenses, breast implants
or as super absorbing materials [11–13]. Some hydrogel species can be classified as smart
materials since they have the ability to sense changes of, for example, pH, temperature,
or the concentration of metabolite and release their load as result of such a change. These
properties make them especially interesting for biomedical applications as drug delivering
agents [14–16].
Ferrofluids, as another smart material, are colloidal liquids consisting of magnetic col-
loidal particles suspended in a carrier fluid which can be, for example, an organic solvent
or water. They find several applications in medicine as well as in the field of mechanical
engineering or in electronic devices as seals and dampers as well as efficient heat transfer
medium [9, 17, 18].
By the combination of hydrogels and ferrofluids, ferrogels are obtained. The colloidal
magnetic particles incorporated within the polymer network make the ferrogel sensitive
to external magnetic fields as a stimulus and therefore its viscous and elastic behavior can
be tuned by external magnetic fields [19].
Bio-compatible ferrogels with water as a suspension medium often find an application in
the areas of biology and medicine as drug-delivery systems. Triggered by the ferrogels
interactions with a magnetic field, pharmaceuticals are released in a controlled manner
within the human body [20–22]. Another application can be found for therapeutical hy-
perthermia, were the suspension medium is heated up due to interactions of the magnetic
nanoparticles with the external magnetic field. By means of hyperthermia cancer tissue
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1 Introduction

can be locally destroyed inducing apoptosis [23]. Regarding the fields of material-sciences
and technology, ferrogels are potential candidates for a new generation of sensors and ac-
tuators. The ferrogels elastic properties can be controlled by stimuli as external magnetic
fields, ion-concentatrion, pH-level or temperature [24, 25]. Artificial muscels as a special
kind of actuator are already discussed in literature [26, 27].

Within this work particle-matrix interactions in ferrogels containing shape-anisotropic
magnetic nanoparticles are investigated. As a matrix system the temperature-sensitive
hydrogel poly(N-isopropylacrylamide) (pNIPAM) is chosen. pNIPAM is an especially in-
teresting polymeric system, since it undergoes a characteristic coil-to-globuli transition
around the human body temperature [28] and therefore opens up a wide field of applica-
tions including drug delivery, medical diagnostics or tissue engineering. Shape-anisotropic,
magnetic hematite nanoparticles serve as filler particles in the materials investigated in
this work. If exposed to an external magnetic field, shape anisotropic hematite (Fe2O3)
nanoparticles align with their long axis perpendicular to the direction of an external field
[29]. This behavior makes the spindles a system of special interest as a filler particle for
the hydrogel matrix system, since the mesostructure and therewith the mechanical prop-
erties of the resulting ferrogels can be influenced by the flux density and the direction of
external magnetic fields.
Hematite nanoparticles of different aspect ratios ν as well as intercrosslinked pNIPAM hy-
drogels consisting of thermoresponsive polymer spheres connected by polymer chains with
systematically varying crosslinking ratios χ and polymer volume fractions ϕ are prepared
and characterized topologically, dynamically and rheologically. The influence of the poly-
mer’s crosslinking ratio and polymer volume fraction on its viscosity η and viscoelastic
behavior is investigated by means of rotational and oscillatory shear experiments. Topo-
logical parameters of the hematite nanoparticles are determined by transmission electron
microscopy (TEM) and small angle X-ray scattering (SAXS) experiments.
The addition of hematite to the hydrogel matrtix and therewith the formation of a ferrogel
causes an increase of the systems’ viscosity. This is shown by rotational shear experiments
and caused by an additional moment of friction the particles induce in the voids of the
hydrogel matrix. By applying an external magnetic field the rotational mobility of the
particles is progressively confined with increasing flux density, causing an additional rise
of the ferrogels’ viscosity.
Oscillatory shear experiments show an elastic particle-matrix interaction in dependence
on the flux density. Therefore, the hematite particles can be considered as additional,
field dependent crosslinkers in the hydrogel network.
The field-induced rotation of particles embedded in a hydrogel leads to an elastic deforma-
tion of the polymer network causing a restoring torque related to the elastic modulus of
the hydrogel. Hence, the orientational distribution function (ODF) of hematite spindles
as a function of the flux density, which is determined by the analysis of SAXS data, is
governed by particle-matrix interactions within these composites. The interactions of the
particles with an external magnetic field provoke a field-induced, isotropic-nematic phase
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1 Introduction

transition which is progressively hindered with increasing elasticity of the matrix.
Further insights into the shear-induced changes of the mesostructure are given by si-
multaneous, rheological and SAXS (RheoSAXS) experiments. Here, the influence of the
networks to the ODF of the hematite spindles is investigated in the vorticity of the veloc-
ity field in a laminar shear flow. In oscillatory shear experiments, periodic fluctuations of
the scattered intensity between isotropic to anisotropic patterns in phase with the shear
deformation, are observed. The anisotropy of the scattered intensity increases, both, with
the amplitude of deformation and the aspect ratio of the hematite particles.
To investigate the dynamic behavior of the hematite particles within the pNIPAM hy-
drogel, X-ray photon correlation spectroscopy (XPCS) experiments with and without
an external magnetic field applied to the composites are performed. The Q- and time-
dependence of the intensity autocorrelation functions clearly indicates a non-Gaussian
diffusion process of the hematite particles. In addition to a compressed exponential de-
cay which is typical for jammed systems, the Q-dependence shows two diffusion regimes
separated by a critical length of diffusion paths corresponding of the void size of the hy-
drogel network. Within the voids, the diffusion is in presence of external fields direction-
dependent, while diffusion processes with larger diffusive paths, between adjacent voids,
are independent of the direction of the external field. Furthermore, the larger diffusion
constant in the small Q-range is a hint for a superdiffusive motion in preformed diffu-
sion channels of the hydrogel network, independent of the individual orientation of the
elongated particles.
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2 Basic principles of rheology

2.1 Rheological behavior of matter

Rheology, as a subfield of continuum mechanics, investigates the deformation of soft and
condensed matter as a response to external stresses. The nature of shear stress and
deformation can be demonstrated by two infinite thin, horizontal and parallel plates in a
liquid, separated by a very small distance h. If the upper plate is kept stationary while
the lower plate is set to motion with a velocity v0, the liquid layer attached to the lower
plate starts to move with the same velocity. With time, as a consequence to this motion,
up following liquid layers will start moving due to momentum transfer in between layers.
Assuming steady state conditions, the velocity of the uppermost layer, being attached
to the stationary plate will be zero, while the bottom layer, in contact with the bottom
plate, is still moving with v0. As a result, across the gap between the two plates, velocity
changes linearly with distance y from the stationary plate and the following linear velocity
distribution is obtained.

vx = v0
y

h
(2.1)

Assuming a horizontal force −Fx opposite to v0, which must be applied to keep the
upper stationary plate at rest and dividing this force by the surface area of the plate, the
ratio of the two quantities describes the shear stress τ .

τ =
dFx

dA
(2.2)

The systems shear strain or also called shear deformation γ is defined by the ratio of
the lower plates deflection path s and distance between the two plates h as depicted in
figure 2.1. Since at steady state, the velocity profile between two plates is linear, every
infinitesimal segment in between is represented by the same relation and the expressions
can be written in differential form [30, 31].

γ =
ds
dh

(2.3)

4



2.1 Rheological behavior of matter

Figure 2.1: Schematic illustration of two-plate model, from which the expressions for
deformation γ and shear stress τ can be derivated. The two horizontal
plates are assumed to be infinite thin. In this given model the upper plate
remains at rest, whereas the lower plate moves horizontally and parallel to
the upper plate.

The basic principles of rheology can be derivated by only two fundamental laws of
physics. The fist one is Hooke’s law, describing the ideal linear elastic behavior of solids
within certain limits of elastic deformation.

τyx = G
dx
dy

(2.4)

Here, the shear stress is denoted by τyx with the dimension of a pressure. The ratio
dx/dy is the analog to the expression for the deformation γ given in equation (2.2). G is
a constant of proportionality between τyx and γ, known as general modulus of elasticity
or shear modulus. Since the deformation is a dimensionless quantity, the shear modulus
also has the dimension of a pressure.
The second fundamental law to mention is Newton’s law of viscosity, which describes the
behavior of atomic or molecular fluids at sufficiently high temperatures and low shear
rates γ̇.

τyx = η
dvx
dy

(2.5)

For Newtonian fluids like water, air or glycerol, the shear stress is proportional to the
derivative of the shear deformation γ̇ = dvx/dy, known as shear rate. The constant of
proportionality for Newtonian liquids is the viscosity η with the dimension of the product
of pressure and time, which is independent of the shear rate.
Regarding equations (2.4) and (2.5), the limiting cases of materials properties can be
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2.1 Rheological behavior of matter

stated. For fluids, in the limiting case of η → 0 the systems inner friction disappears
and the quantum-hydrodynamic effect of supra fluidity occurs. For 4He this behavior is
observed beneath the λ-point at TSF=2.17K [32]. For the limiting case G → ∞ matter
behaves as a non-deformable or rigid solid, stating that even very small shear deformations
result in infinite shear stresses. Therewith the flow behavior of matter is limited by
suprafluidity and the nondeformable solid. In between these limits the behavior step wise
shifts from a linear viscous fluid to a linear elastic solid. A summary of these transitions
is given in table 2.1.
A systems exposition to a sudden increase and subsequently constant shear deformation
results, depending on the material properties, in characteristic shear stress relaxation
curves. Figure 2.2 compares τ -relaxation curves for a Hookean solid, a Newtonian fluid
and a viscoelastic sample. A Newtonian liquid immediately starts relaxing after the
deformation reaches a constant value and therewith the deformation rate, as given in
equation (2.5), becomes dvx/dy = 0 . Viscoelastic systems relaxate over a period of time
λ. For a Hookean solid no τ - relaxation is observed since the stress is only proportional
to the strain and a sudden change of the deformation leads to an instantaneous response
of the stress. In a viscoelastic liquid the shear stress falls off to zero eventually, while
for a viscoelastic solid an equlibrium shear stress τE is reached. Therefore viscoelasticity
describes a systems’ time dependent answer to an external constraint.

Table 2.1: Summery of rheological behavior of materials within the limiting cases of a
nondeformable solid (G→ ∞) and an inviscid fluid (η → 0) [30].

state rheological behavior example
inviscid fluid (η → 0) suprafluidic helium
linear viscous fluid
(Newtonian fluid)

water

fluid nonlinear viscous material suspensions in Newtonian
media

linear viscoelastic material polymers under small
deformation

nonlinear viscoelastic material concentrated polymers solu-
tions or plastic under large
deformation

solid
nonlinear elastic material rubber
linear elastic solid linear Hookean spring
nondeformable solid (G→ ∞) -
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2.2 Linear and nonlinear viscous fluids
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Figure 2.2: Progression of shear stress τ with the evolution of time t for b) a linear
elastic, c) linear viscous and d) viscoelastic material while exposed to a) a
constant shear deformation.

2.2 Linear and nonlinear viscous fluids

The flow properties of an ideal viscous fluid are formally described by Newton’s law of
viscosity, as denoted in equation (2.5). The shear stress acting on the liquid is directly
proportional to the resulting flow velocity and as a consequence the systems viscosity
stays independent from magnitude and duration of the shearing.
Figure 2.3 shows an example for this relation on the basis of a water/glycerol mixture with
a volume fraction of 50 % as a typical model system for a Newtonian fluid. On the left
hand side the shear stress τ is plotted against the shear rate γ̇ for different temperatures
T . As a result for each temperature, lines through the origin are obtained. The slope
of each line corresponds to the systems viscosity at the given temperature. On the right
hand side the viscosity η is plotted against the shear rate γ̇ for different temperatures T .
In accordance to the flow curves, the measurements show constant values of viscosity for
the investigated shear rates. The slope in viscosity for very small shear rates is caused by
an experimental uncertainty during the determination of related, very small torques.
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2.3 Linear and nonlinear viscoelasticity

γ(t) = γ0 cos(ωt− ψ) (2.6)

τ(t) = τ0 cos(ωt− φ) (2.7)

with ψ − φ ≥ 0

In equations (2.6) and (2.7) τ0 and γ0 denote the amplitudes of stress and deformation,
t the time and ψ and φ the corresponding phase angles. To simplify calculations we as-
sume in the following ψ = π/2 and φ = π/2+δ, with δ denoting the phase shift angle [31].

γ(t) = γ0 sin(ωt) (2.8)

τ(t) = τ0 sin(ωt+ δ) (2.9)

The transfer of these equations to the range of complex numbers delivers the subsequent
equations, whereas in the following underlining of physical quantities indicates them as
vectors in the complex plane.

γ(t) = γ
0
exp(iωt) (2.10)

τ(t) = τ 0 exp(iωt) (2.11)

The phase information of complex deformation and complex shear stress is included in the
complex amplitudes γ0 and τ0, so that equation (2.10) can be transformed and substituted
in equation (2.11).

τ(t) =

(

τ 0γ
∗
0

‖ γ
0
‖2

)

γ(t) = Gγ(t) (2.12)

G denotes the complex shear modulus which can be expressed by a real part and an
imaginary part or by its modulus multiplied with the phase factor.

G(ω) = G′(ω) + iG′′(ω) = |G(ω)| exp[iδ(ω)] (2.13)

G′(ω) and G′′(ω) are known as storage and loss moduli, whereas δ(ω) denotes the fre-
quency dependent phase shift angle [33]. G′(ω) is in phase with the deformation and
represents the storage of elastic energy. G′′ is in phase with the shear rate, also known as
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2.3 Linear and nonlinear viscoelasticity

strain rate and represents the viscous dissipation of energy [34].
The magnitude of the complex modulus is identical with the real amplitude ratio τ0/γ0,
so for the complex modulus the following can be deviated:

| G | exp(iδ) =
τ0
γ0

exp(iδ)

=
τ0
γ0

(cos δ + i sin δ)

=
τ0
γ0

cos δ + i
τ0
γ0

sin δ (2.14)

Combining this expression with equation (2.13), terms for storage- and loss modulus are
obtained.

G′ =
τ0
γ0

cos(δ(ω)) G′′ =
τ0
γ0

sin(δ(ω)) (2.15)

The consideration of the shear rate γ̇ and its complex form as the deformations time
derivative results in a viscosity dependent expression for the complex, time dependent
shear stress.

dγ
dt

= ωγ0 cos(ωt) (2.16)

γ̇(t) = iωγ
0
exp(iωt) (2.17)

τ(t) =
τ 0γ0

∗

iω‖γ0‖2
γ̇

=
G

iω
γ̇ = η γ̇ (2.18)

The complex viscosity η, in analogy to the complex modulus, can be expressed by denot-
ing a real - and an imaginary part or its magnitude multiplied with the phase factor of
the quantity. η′, as the real part, is known as dynamic viscosity. The imaginary part η′′

of η is called out-of-phase viscosity.

η(ω) = η′(ω) + iη′′(ω) = |η(ω)| exp
[

−i
(π

2
− δ(ω)

)]

(2.19)

The magnitude of the complex viscosity can also be defined using the amplitude ratios of
deformation γ0 and stress τ0.
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2.3 Linear and nonlinear viscoelasticity

| η | =
τ0
γ̇0

=
τ0
γ0ω

(2.20)

|η(ω)| exp
[

−i
(π

2
− δ
)]

=
τ0
γ0ω

[

cos
(π

2
− δ
)

− i sin
(π

2
− δ
)]

=
τ0
γ0ω

[sin δ − i cos δ]

= η′ + iη′′ (2.21)

Therewith the following expressions for dynamic viscosity and out-of-phase viscosity are
obtained [35].

η′ =
τ0
γ0ω

sin(δ) =
G′′

ω
η′′ =

τ0
γ0ω

cos(δ) =
G′

ω
(2.22)

Taking all the terms into consideration, a summarized equation for the modulus of the
complex viscosity is found.

| η | = (η∗η)1/2 = (η′2 + η′′2)1/2 (2.23)

=

[

(

G′′

ω

)2

+

(

G′

ω

)2
]1/2

(2.24)

The relative importance of viscous and elastic contributions for a material at given fre-
quency is quantified by the ratio of loss and storage modulus and is broadly known as
the loss factor tan(δ). This ratio is high (tan δ ≫ 1) for materials that are considered
liquid-like, but low (tan δ ≪ 1) for solid-like materials.

G′′

G′
=

(τ0/γ0) sin δ

(τ0/γ0) cos δ
= tan δ (2.25)

If the strain amplitude γ0 is small enough (typically γ0 ≪ 1) that the equilibrium struc-
ture of an unsheared fluid is not significantly disturbed by the deformation, then the
stress measured during oscillatory shear experiments is controlled by the rates of sponta-
neous rearrangement, or relaxation present in the fluid. The shear stress τ(t) produced
by small-amplitude deformation is proportional to the amplitude of the applied strain γ0
and is itself sinusoidally varying in time. In general, the sinusoidally varying stress can
be represented as

τ(t) = γ0[G
′(ω) sin(ωt) +G′′(ω) cos(ωt)]. (2.26)
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2.3 Linear and nonlinear viscoelasticity

The regime of small-amplitude straining, in which G′(ω) and G′′(ω) are independent of the
amplitude of deformation γ0 (see equation (2.26)) is called the linear viscoelastic regime
[34]. Linear properties are of great interest, because in most cases they relate to the
molecular structure of the materials. Structural changes of condensed matter induced by
deformations lead to nonlinear viscoelastic behavior since the elastic properties themselves
become dependent on the deformation γ and its temporal derivative γ̇.
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3 Basic principles of scattering

Scattering experiments are of great significance in the field of condensed matter physics.
The spatial structure of matter, as for example the position of atoms or of microscopic
magnetic moments, characterizing the magnetic structure, can be precisely determined.
Additionally, from inelastic scattering experiments we obtain information on a systems
time structure, meaning its state of movement, also referred to as dynamic structure.
This is characterized by for example lattice vibration excitations, magnetic excitations
like spin waves or dynamic processes like diffusion.

3.1 Scattering of electromagnetic waves

In 1864 Maxwell predicted via the now commonly known Maxwell equations, that an
accelerated electric charge will emit energy in the form of electromagnetic waves traveling
with a velocity c in vacuum. A derivation of the electromagnetic wave equations originat-
ing from Maxwell’s equations [36] show, that electromagnetic waves consist of oscillating
electric and magnetic fields.

1

c2
∂2E

∂t2
−∇2E = 0

1

c2
∂2B

∂t2
−∇2B = 0 (3.1)

The electric and magnetic field vectors E and B are perpendicular to each other as well as
to the direction of the waves propagation. Electrons moving back and forth in a straight
wire produce, within the validity of the far-field approximation, a plane polarized wave,
as shown in figure 3.1, where all electric field vectors E lie in the same plane. A wave
emitted by independently moving charges like ionized atoms, however, is unpolarized,
because of random orientations of the electric field vector E at various points in space.
For an unpolarized wave, E and B are still perpendicular to the direction of propagation
[37].
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3.1 Scattering of electromagnetic waves

Scattering of electromagnetic waves by matter

Compton scattering Compton scattering is the inelastic scattering of photons by charged
particles such as electrons. As a result, a decrease of the photons energy an therewith
an increase of its wavelength is observed. Part of the energy is absorbed by the recoil-
ing electron in the moment of collision. The oppsosite process, where a charged particle
transfers energy to a photon is know as reversed Compton scattering. The low energy
limit of Compton scattering is called Thomson scattering as an elastic scattering process,
where the photon energy is much smaller than the mass energy hν ≪ mc2 of the colliding
particle.

Rayleigh scattering Rayleigh scattering is an elastic scattering process of electromag-
netic waves by particles much smaller in size than the incident wavelength λ as for example
when visible light is scattered by small molecules. The particle or molecule is illuminated
by a parallel beam of linearly polarized radiation and becomes polarized in the electro-
magnetic field due to the displacement of electrons with respect to the nuclei and also
due to the partial orientation of any permanent dipoles that might be present. The basic
premise is, because the particle is small compared to the wavelength, that the instan-
taneous field which it experiences due to the electromagnetic waves is uniform over its
extent [38]. Due to electron displacement, a dipole moment is induced and acts like a
Hertzian dipole, emitting light of the same wavelength as the incident electromagnetic
wave.
The Rayleigh scattering cross section σs is given by

σs =
2π5

3

d6

λ4

(

n2 − 1

n2 + 2

)2

. (3.2)

Here, d is the small sphere diameter, λ as the incident wavelength and n the refractive
index [39]. As a result of the λ−4 wavelength dependence of σs, shorter wavelengths are
scattered more strongly than longer wavelengths.
It is also possible for the incident photons to interact with the molecules in such a way that
energy is either gained or lost, so that the scattered photons are shifted in frequency. Such
inelastic scattering is called Raman scattering. For polarizable molecules, the incident
photon energy can excite vibrational modes of the molecules, yielding scattered photons
which are diminished in energy by the amount of the vibrational transition energies.
A spectral analysis of the scattered light under these circumstances will reveal spectral
satellite lines below the Rayleigh scattering peak at the incident frequency. Such lines
are called Stokes lines. If there is significant excitation of vibrational excited states of the
scattering molecules, then it is also possible to observe scattering at frequencies above
the incident frequency as the vibrational energy is added to the incident photon energy.
These lines, generally weaker, are called anti-Stokes lines [37].
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3.1 Scattering of electromagnetic waves

Mie scattering For Compton or Rayleigh scattering, it is assumed that each segment
of the scattering object interacts with the same electric field generated by the incident
electromagnetic wave. This approximation fails for objects with the size of the order of the
incident wave and if the particles’ interior is optically much different from the surrounding
medium [40, 41]. The Mie theory describes the exact solution of the Maxwell equations
for the scattering of a plain electromagnetic wave by an object of any size and shape
more generally. Mie scattering describes scattering events where the size of the scattering
particles is comparable to the wavelength of the incident electromagnetic waves, rather
than much smaller or much larger.

Scattering vector

A characteristic quantity to characterize scattering processes is the scattering vector Q.
If an electromagnetic wave with the wave vector ki impinges on an object, it is scattered
by the object at an angle θ. As a result the difference between the wave vector of the
incident wave ki and the wave vector of the scattered wave kf is obtained (see Fig. 3.3)
and defined as

Q = ki − kf (3.3)

with

|ki| =
2π

λi
|kf | =

2π

λf
. (3.4)

A scattering process can also be understood as a momentum transfer. In quantum me-
chanics the momentum is defined as |p| = h/λ. Therewith we can write

∆p =
h

2π
(ki − kf) = ~ · Q (3.5)

It is usually the case, that in static and dynamic light scattering elastic scattering pro-
cesses are evaluated. Therewith the change in frequency and following by that the energy
difference between incident and scattered photon becomes zero. Hence λi and λf as well
as |ki| and |kf | are identical and the modulus of Q can be written as

|Q|2 = |ki|
2 cos 0− 2|ki||kf | cos θ + |kf |

2 cos 0 = 2|ki|
2(1− cos θ). (3.6)

Replacing the expression for |ki| from equation (3.4) and applying the addition theorem
of cosines cos θ = 1− 2 sin2(θ/2) the expression for the scattering vector

|Q| =
4π

λ
sin

(

θ

2

)

(3.7)
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3.2 Static scattering theory

therewith the scattering amplitude of the particle, with respect to the volume of the par-
ticle V can be expressed as

F (Q) =

∫

V

ρ(r)e−iQrdV. (3.10)

If the scattering particles are embedded in a matrix, the relative scattering length density
also known as contrast length density ∆ρ becomes relevant for the scattering function.
Furthermore inserting the orientational average for the phase factor, for isotropic particles,
we obtain the following one-dimensional form

F (Q) = 4π

∞
∫

0

∆ρ(r)
sin(Qr)

Qr
r2dr. (3.11)

Also for randomly aligned anisotropic scatterers, the intensity will be isotropic. For a
homogeneous spherical particle of radius R and Volume Vs, the following expression with
Psp(QR) as form factor of a sphere is obtained [42]:

|F (Q)|2 = Vs
2∆ρ2

(

3 [sin(QR)−QR cos(QR)]

(QR)3

)2

= Vs
2∆ρ2Psp(QR). (3.12)

Real colloidal particle systems underlie a natural distribution of particle sizes, quantified
by the polydispersity of a system. If p(R) is the normalized probability density, p(R) dR
is the probability to find particles with radii between R and R+dR. Hence, the intensity
of a polydisperse system underlying a size distribution p(R) can be expressed as

I(Q) = N∆ρ2
∞
∫

0

p(R)V 2(R)P (Q,R)dR. (3.13)

The factor V 2(R) takes the proportionality of the scattering power to the squared particle
volume in the Rayleigh-Gans-Debye limit into account.
From the kinetics of polymerization reactions the Schulz-Flory distribution function

p(R) =
1

Γ(Z + 1)

(

Z + 1

R0

)Z+1

RZ exp

(

−
Z + 1

R0

R

)

, (3.14)

describing the distribution of molar masses of formed polymers, is known [45]. Z is
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3.2 Static scattering theory

related to the width, whereas R0 is the first moment of the distribution. The Schulz-
Flory distribution is also convenient to describe particle size distributions, since analytical
expressions for integrals like (3.13) exist.

For anisotropic particles, the scattered intensity depends on the particles’ orientation
relative to the direction of the scattering vector Q. For axially symmetric particles, with
additional inversion symmetry, the scattered intensity depends on (Q̂. û)2, where Q̂ is a
unit vector in the direction of the scattering vector and û is the particle director, a unit
vector in the direction of the paricles’ principal symmetry axis.
If f(ϑP, ϕP) is the ODF of an ensemble of anisotropic particles related to the labo-
ratory coordinate system defined, e.g., by the direction of an external magnetic field,
f(ϑP, ϕP)d cosϑPdϕP is the normalized probability to find a particle director in the solid
angle d cosϑPdϕP. Hence, the scattered intensity in the laboratory coordinate system can
be written as

I(Q, ϑQ) =

π
∫

0

2π
∫

0

f(ϑP, ϕP)P (Q, γ(ϑP, ϕP;ϑQϕQ))d cosϑPdϕP. (3.15)

Here,

γ(ϑP, ϕP;ϑQϕQ) = cosϑP cosϑQ + sinϑP sinϑQ cos(ϕP − ϕQ) (3.16)

is the cosine of the angle between the particle director and the direction of the scattering
vector. Due to the axial symmetry of the particles ϕQ can be chosen arbitrarily and the
scattered intensity only depends on the modulus Q of the scattering vector and the angle
ϑQ enclosed between the scattering vector and the external field, as can be seen in figure
3.4.
The ODF can be obtained with a Boltzmann-Ansatz taking into account the energy
VP(ϑP, ϕP) of a particle with the orientation û = (cosϕP sinϑP, sinϕP sinϑP, cosϑP) rela-
tive to the direction of B̂ of an external field.
We have

f(ϑP, ϕP) =
1

Z
exp

(

−
VP(ϑP, ϕP)

kBT

)

(3.17)

where Z is the partition function

Z =

1
∫

−1

2π
∫

0

exp

(

−
VP(ϑP, ϕP)

kBT

)

d cosϑPdϕP. (3.18)

The energy of a magnetic particle in an external field consists of the Zeeman energy of
a permanent magnetic dipole with a possible offset ϑoffs relative to the particles’ rotation

19



3.2 Static scattering theory

axis and the energy of a field-induced magnetic dipole in the external magnetic field.
Since the induced dipole

µind =
V

µ0





χ⊥ 0 0
0 χ⊥ 0
0 0 χ‖





.

B (3.19)

=
V

µ0







(

2χ⊥ + χ‖

3

)

· I +
1

3





−∆χ 0 0
0 −∆χ 0
0 0 2∆χ











(3.20)

is determined by the susceptibility tensor χ the second addendend of which is a traceless,
symmetric, second-order tensor, the orientation dependent excess energy is proportional
to

∆χ = χ‖ − χ⊥. (3.21)

Hence, the total energy VP of a particle in an external field B is given by

VP = −µB cosϑµ −
∆χV

2µ0

B2 cos2 ϑP. (3.22)

Here ϑµ is the angle between the magnetic moment and field direction given by

cosϑµ = cosϑP cosϑoffs + sinϑP sinϑoffs(cosϕP) (3.23)

The orientational order of anisotropic particles in an external magnetic field can be quan-
tified by the nematic order parameter S2 [46, 47]

S2 =
1

2
〈3 cos2 ϑP − 1〉, (3.24)

the canonical average of the ODF weighted by the 2nd Legendre polynomial. For a system
completely aligned parallel to the external field, S2 = 1 results, while a complete alignment
perpendicular to the external field leads to S2 = −1/2. For a statistically aligned system,
finally S2 = 0 is obtained.
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3.3 Dynamic scattering theory

Figure 3.4: A spindle-shaped particle in a spherical coordinate system defined by the
direction of the external magnetic field B. The scattered intensity of a
particle with û = (cosϕP sinϑP, sinϕP sinϑP, cosϑP) depends on the angle
∢(û, Q̂), while its energy in the external field depends on ∢(û, B̂).

3.3 Dynamic scattering theory

The time average 〈A〉 of an observable A is defined as

〈A〉 = lim
T→∞

1

T

T
∫

0

A(t)dt (3.25)

with T as the time interval over which the quantity A is observed and A(t) as the value
of A at time t. Experimentally, A is measured for discrete time intervals. Thus a discrete
representation for calculating a average of A is to divide the time scale in j discrete
intervals.

〈A〉 = lim
N→∞

1

N

N
∑

j=1

A(tj) (3.26)

If the interval is shrunk to infinitesimal times, the integral (3.25) results. Time averages
like the square value of A are of great importance in many soft matter applications [42]
as for example in the mean squared displacement of particles.
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〈A2〉 = lim
T→∞

1

T

T
∫

0

A2dt (3.27)

In an analog way, the mean square of 〈A2〉 of an observable can be calculated according
to (3.27) or as a discrete approximation as

〈A2〉 = lim
N→∞

1

N

∑

A2(tj). (3.28)

Mean squares like the mean squared displacement 〈(ri(t+ τ)− ri(τ))
2〉i,τ are of particular

importance for diffusion.
Temporal correlations can be quantified by means of the autocorrelation function of an
observable A

〈A(t0)A(t0 + τ)〉 = lim
T→∞

1

T

t0+T
∫

t0

A(t)A(t+ τ)dt. (3.29)

With the scattering intensity I as an observable, the intensity autocorrelation function

g2(Q, t) =
〈I(Q, 0) I(Q, t)〉

〈I(Q)〉2

= 1 + β(Q)

(

〈E(Q, 0)E∗(Q, t)〉

〈I(Q)〉

)2

(3.30)

is the measured parameter in homodyne, dynamic light scattering (DLS) or photon cor-
relation spectroscopy (PCS) either employing visible light or coherent X-rays as a probe.
β(Q) denotes the Q-dependent speckle contrast. This second expression is also known as
corrected Siegert relation. g2(Q, t) is subsequently expressed in terms of the field auto-
correlation function g1(Q, t) with

g2(Q, t) = 1 + β(Q)[g1(Q, t)]
2 (3.31)

where

g1(Q, t) =
S(Q, t)

S(Q, 0)
(3.32)

and

S(Q, t) =

[

1

N〈b2(Q)〉

] N
∑

n=1

N
∑

m=1

〈bn(Q)bm(Q) · exp (−iQ [rn(0)− rm(t)])〉. (3.33)
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3.3 Dynamic scattering theory

The number of scatterers is denoted with N , the square of the scattering amplitude aver-
aged over the particle size distribution with 〈b2(Q)〉. The averaged argument is interpreted
as an ensemble average with [rn(0)− rm(t)] as the expression for the particles’ displace-
ment. At t = 0, S(Q, 0) is defined as the static structure factor.
For an ensemble of monodisperse particles undergoing Brownian motion [48], in absence
of particle-particle interactions the particle positions are uncorrelated and therefore re-
sults S(Q, 0) = 1. The mean square value of the particles’ displacement, considering free
Brownian particle motion is

〈[rn(0)− rm(t)]
2〉 = 6D0t (3.34)

with D0 as the free particle or Stokes-Einstein diffusion coefficient of a particle, since with
S(Q, 0) = 1 only self-correlations with n = m survive in the average [49–51]. D0 can be
expressed by

D0 =
kBT

6πηR
(3.35)

with the hydrodynamic particle radius R and η as the dynamic viscosity of the surround-
ing medium. Therewith the expression for the field autocorrelation function reduces to

g1(Q, t) = exp (−D0Q
2t). (3.36)

From the negative slope of the logarithm of the field autocorrelation function with re-
spect to time t, the diffusion coefficient can be determined from the slope −Q2D0. The
relaxation rate can be written as

Γ (Q) = Q2DE, (3.37)

also known as Landau-Placzek relation [52, 53].
In presence of particle-particle interactions, this equation is no longer valid and a wavevec-
tor - as well as time-dependent diffusion coefficient D(Q, t) results [42]. As a short time
limit for collective diffusion, the effective diffusion coefficient can be determined via the
initial slope of the intermediate scattering function.

Deff(Q) = lim
t→”0”

D(Q, t) (3.38)

t → ”0” denotes times, that are short compared to the structural relaxation time but
longer than the impulse relaxation time of the system. The effective diffusion coefficient
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3.3 Dynamic scattering theory

follows the extended de-Gennes narrowing [54]

Deff(Q) =
D0

S(Q)
H(Q) (3.39)

with D0 as short-time self diffusion coefficient and H(Q) as the hydrodynamic function.
H(Q) respects retarded interactions caused by flow patterns in the suspending medium by
the particles’ motion. These interactions are not instantaneous but time-delayed, because
the speed of propagation of such shear waves is finite. The structure factor S(Q) is only
governed by instantaneous interactions.
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4 Ferrogels

One challenge of modern research is the development and investigation of new multifunc-
tional smart materials that possess intelligence at a material level. Ferrogels are of great
importance and interest in this broad field of research since they can be influenced by
external magnetic fields. Ferrogels are composite systems consisting of a polymeric gel
matrix as poly(vinyl alcohol) (PVA), gelatine or poly(N-isopropylacrylamide) (pNIPAM)
and colloidal magnetic particles as magnetite (Fe2O3), maghemite (γ-Fe2O3) or cobalt
ferrite (CoFe2O4) which are at high volume fractions also known as ferrofluids [55–58].
In 1969 NASA physicist Steve Papell invented the first ferrofluid for the application as
a low density and low viscosity magnetic propellant usable under zero-gravity conditions
[59]. Since then the field of application for ferrofluids has been significantly widened.
Technical applications as inertia dampers, sealing fluids or loudspeakers have been estab-
lished [60, 61]. In the field of medicine, magnetic nanoparticles in ferrofluids find their
application as carriers in drug targeting systems [62], as contrast agents in NMR tomogra-
phy [63] as well as absorbents for high-frequency electromagnetic fields and the resulting
application in hyperthermia as cancer treatment [39, 64, 65].
Polymer gels are unique intelligent materials in the sense that no other class of materials
can be made to respond to various stimuli. Volume phase transition in response to external
stimuli like temperature, pH level, solvent type, light intensity or the addition of specific
ions has been observed for several systems [66]. In order to accelerate the response of
those gels to external stimuli, the use of magnetic, field-sensitive gels has been developed.
One of the first to describe the influence of nonuniform magnetic fields on a ferrogel were
Zrínyi et al. They investigated the possibility of elongation and contraction of chemically
crosslinked-PVA-magnetite composites by means of a magnetic field gradient produced by
an electromagnet. A field dependent magneto-elastic behavior of the ferrogel was found
[55, 67] and foundation for the development of a new class of smart materials was layed.

4.1 Colloidal filler particles

In up to now described ferrogels based on soft polymer gels, mostly spherical magnetic
nanoparticles are used as microrheological probes to investigate the viscoelastic proper-
ties. Cobalt ferrite nanoparticles have been incorporated into thermoresponsive pNIPAM
microgel particles and their response to an external magnetic field has been investigated
with a scanning force microscope [56]. Also, the influence of maghemite and platinum
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4.2 Polymer gel matrix

4.2.1 Hydrogels

A variety of chemical substances qualifies as a building block for polymer gels. Generally,
gels can be divided in lyogels, when the extension medium is a liquid and xerogels with a
gaseous extension medium. In the special case of water as extension medium, the term
hydrogel is appropriate, in the case of air as gaseous medium the gel is called aerogel.
Typical and extensively investigated polymeric hydrogels are for example poly(vinyl-
alcohol), poly(acrylamide) or gelatine based gels.

poly(vinylalcohol) based gels Due to the high number of hydroxy groups in the chem-
ical polymer structure it is obvious that this polymer has strong hydrophilic properties.
By crosslinking individual polymer strands for example with glutaric aldehyde as a bi-
functional aldehyde, a three dimensional network is formed as the system transfers to a
gel-state. PVA is prepared by the hydrolysis of poly(vinylacetate). poly(vinylacetate)
is the polymerization product of the via Wacker-reaction achieved vinyl acetate. As a
hydrogel, PVA is for example found in contact lenses with low oxygen permeability or as
thickening agent in shampoos or glues.

Gelatin based gels Gelatin is a mixture from peptides and proteins produced by the
hydrolysis of collagen, which is extracted from the skin, bones or connective tissue of
animals. Gelatin, once formed, dissolves easily in water and forms a gel, when cooled
down. In these hydrogel networks, the volume percentage of gelatine normally does not
exceed a value of 5%. Since it is of natural origin, an application especially in medicine
is likely, although for the same reason its usage is restricted due to limited preservability.

poly(acrylamide) based gels Radical polymerization and chemical crosslinking of acryl-
amides, results in the formation of polyacrylamides, which find many uses as water sol-
uble thickeners. These are for example hydrogels, used as supporting material for gel
electrophoresis (SDS-PAGE) or flocking agent in the field of water purification.
If copolymerized with monomers carrying Brønsted-Lowry acid or base functionalities as
acrylic acid (see figure 4.2), in water charged polymer networks, polyelectrolyte hydro-
gels, are formed and the swelling ability of the gel is increased. The technical application
are superabsorbent polymers (SAPs) for example in diapers or as packing material for
humidity-sensitive materials.
Acrylamide hydrogels which are functionalized by an alkyl substituent at the amide nitro-
gen, as it is given for polymerized N -isopropylacrylamide (NIPAM), mostly show a lower
critical solution temperature (LCST), below which the polymer is mixable with water
for every given composition. Above the LCST, which for poly(N-isopropylacrylamide)
(pNIPAM) is with T ≈ 32◦C close to the human body temperature, the system shows
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of surfactant added to the reaction mixture. It is visible, that within the given temper-
ature range of 15 ◦ C to 40 ◦ C the hydrodynamic radius Rh for every species decreases
with increasing temperature differently, but is equal after passing the supposed LCST
of ≈ 32 ◦ C. Here, as described above, the polymer network of each particle species col-
lapses and the globuli-structure is dominant, independent from the preperational param-
eters.
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Figure 4.3: Determination of the hydrodynamic radius Rh for spherical pNIPAM parti-
cle species via dynamic light scattering (DLS), indicating pNIPAMs lower
critical solution temperature at ≈ 32 ◦ C
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5 Experimental

5.1 Preparation of sample systems

5.1.1 Preparation of hematite particles

Spindle shaped hematite nanoparticles are prepared via a one-step batch reaction as pub-
lished by Ozaki et al. [78] in 1984, following chemical equation (5.1).
An aqueous solution of sodium dihydrogen phosphate (NaH2PO4) is heated to the boil-
ing point and reflux. Subsequently iron(III)-chloride (FeCl3) is added and the reaction
mixture is kept under reflux for 48 hours. During the process of reaction the turbidity of
the suspension is increasing. The suspensions’ final color is a deep orange-red.

2FeCl3 + 3H2O
NaH2PO4−−−−−→
∆, 48h

Fe2O3 + 6HCl (5.1)

In the reprocessing step the suspension is centrifuged at 4000 rpm step wise and the
remaining centrifugate washed at least twice with deionized water in order to eliminate
small particle populations. After resuspending the washed centrifugate a suspension with
a narrow size distribution of hematite spindles is achieved without carrying out further
reprocessing steps like dialysis.
The obtained particle suspensions are stable in aqueous, polar environment, since the
ironoxide surface carries negative charges for neutral to weakly acidic pH levels. Within
this work, the concentration of NaH2PO4 is varied systematically and therefore a wide
range of particle aspect ratios ν = L/σeq is obtained.
In table 5.1 an overview of the preparations for hematite spindles investigated in this work
is given. The parameter ǫ denotes the ratio ǫ = m(NaH2PO4)/m(FeCl3) and is related to
the aspect ratio of the resulting hematite spindles. High values of ǫ will most likely result
in spindles with high aspect ratio ν and vice verca.
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Table 5.1: Overview of the amounts of FeCl3, NaH2PO4 and H2O used for the prepa-
ration of hematite spindles presented in this work. ǫ denotes the ratio
ǫ = m(NaH2PO4)/m(FeCl3).

m(FeCl3) m(NaH2PO4) V (H2O) ǫ

HEM 1 3.234 g 0.075 g 1 L 0.023
HEM 2 3.259 g 0.035 g 1 L 0.011
HEM 3 3.255 g 0.061 g 1 L 0.019
HEM 4 3.243 g 0.032 g 1 L 0.010

5.1.2 Preparation of pNIPAM hydrogels and ferrogels

pNIPAM hydrogels are prepared by a single step, free radical emulsion polymerization of
NIPAM, inspired by a publication by Hu et al. [79], describing the preparation of hydro-
gels forming colloidal crystals. Simple free radical polymerization of NIPAM results in a
colloidal suspension of uncrosslinked pNIPAM spheres. To obtain a crosslinked hydrogel,
glutaric aldehyde (GA) - a bifunctional α−ω-dialdehyde as a crosslinking agent is added
to the mixture. The proposed mechanism to this reaction is shown in the reaction scheme
in figure 5.1.
As a first step, water is heated in a nitrogen atmosphere whilst stirring continuously up
until the oil bath temperature reaches 80 ◦C. After one hour equilibration time an aqueous
solution of 50 wt% GA, NIPAM and sodium dodecyl sulfate (SDS) as a surfactant are
added to the reaction mixture. Finally, after all additives have been properly dissolved in
water, an aqueous solution of potassium persulfate (K2S2O8) as radical initiator is added
and the reaction mixture is kept at an oil bath temperature of 80 ◦C in a nitrogen atmo-
sphere for four hours.
Only few minutes after adding the radical initiator, the reaction mixture shows increasing
turbidity which results after four hours of reaction time in a white, opaque liquid, which
becomes a transparent, colorless gel after cooling down to room temperature. Subse-
quently the gel is dialyzed against water for at least one week in order remove remaining
salts and surfactants from the network and is afterwards reduced to a volume of 100 ml
via vacuum distillation.
Within this work, the polymer volume fraction ϕ and the crosslinking ratio χ are varied
systematically during preparation of the hydrogel samples as can be seen in table 5.2.
The crosslinking ratio and polymer volume fraction are determined by

χ =
nGA

nGA + nNIPAM

(5.2)

ϕ =
Vmonomer

Vtotal
(5.3)
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with n denoting the amount of substance of each reactant and V denoting the given vol-
ume. The hematite-hydrogel composites are prepared by mixing hydrogels and aqueous
hematite suspensions and stirring until homogeneity is achieved verified by optical trans-
mission.

Table 5.2: Overview of preparations of different pNIPAM hydrogel matrix systems pre-
sented in this work. χ denotes the crosslinking ratio as denoted in equation
(5.3).

m(NIPAM) m(GA) m(SDS) m(K2S2O8) V (H2O) χ ϕ

pN 1 6.99 g 0.22 g 0.02 g 0.1 g 250 ml 0.034 0.065
pN 2 6,99 g 0.20 g 0.02 g 0.1 g 250 ml 0.028 0.065
pN 3 5.49 g 0.20 g 0.02 g 0.1 g 250 ml 0.040 0.052
pN 4 5.00 g 0.49 g 0.02 g 0.1 g 250 ml 0.102 0.047
pN 5 5.00 g 0.26 g 0.02 g 0.1 g 250 ml 0.056 0.047

pSys 1 5.00 g 53.0µl 0.02 g 0.1 g 250 ml 0.025 0.047
pSys 2 4.99 g 109.8µl 0.02 g 0.1 g 250 ml 0.050 0.047
pSys 3 4.99 g 231.8µl 0.02 g 0.1 g 250 ml 0.100 0.047
pSys 4 10.00 g 106.9µl 0.04 g 0.1 g 250 ml 0.025 0.09
pSys 5 10.03 g 219.6µl 0.04 g 0.1 g 250 ml 0.050 0.09
pSys 6 10.01 g 464.0µl 0.04 g 0.1 g 250 ml 0.100 0.09
pSys 7 14.99 g 160.5µl 0.06 g 0.1 g 250 ml 0.025 0.13
pSys 8 14.99 g 329.4µl 0.06 g 0.1 g 250 ml 0.05 0.13
pSys 9 15.00 g 695.0µl 0.06 g 0.1 g 250 ml 0.100 0.13

5.2 Rheological investigations

Rheological investigations are executed by using a MCR 302 rheometer by Anton-Paar.
For rotational and oscillatory shear experiments without external magnetic fields a cone-
plate geometry with the diameter dcp = 25 mm and for the same experiments with an
external magnetic field within the sample environment, a plate-plate geometry with a
diameter dpp = 16mm is used.
The application of an external magnetic field is possible by using the Anton Paar MRD
(magneto-rheological measuring cell) setup. Therewith, in the investigated volume, flux
densities up to 1.0 T can be applied during the experiments. The temperature is moni-
tored via a PT 100 sensor in the center of the bottom plate in immediate vicinity of the
sample. During the magnetic field-dependent experiments a temperature stability better
than ∆T = 0.15K is achieved. The direction of the external magnetic field is parallel to
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the direction of the applied shear gradient.
Within this work, for rotational shear experiments, the shear rate γ̇ as well as the tem-
perature T of the sample are systematically varied and the systems’ response in changes
of the viscosity η are investigated. For oscillatory shear experiments next to the variation
of the temperature also the shear frequency f and the deformation γ are variables. The
systems response to these stresses is observed by evaluating the storage and loss moduli
G′ and G′′ as well as the loss factor tan δ and the complex viscosity corresponding to
equations (2.25) and (2.24).

5.3 X-ray scattering experiments

Time-resolved ultra small-angle X-ray scattering beamline ID02

Magnetic field dependent SAXS experiments are performed at the high brilliance beamline
ID02 at the European Synchrotron Radiation Facility (ESRF) in Grenoble, France. This
beamline is optimized for experiments using a fixed wavelength around λ = 1 Å (12.4 keV),
although due to three undulators and a Si(111) channel-cut monochromator wavelengths
between 0.73 Å and 1.6 Å with high photon flux of maximum 1014 photons/sec/100 mA
are accessible. The default beam size is 0.2 × 0.4 mm2 (vertical and horizontal, respec-
tively) [80].
An external magnetic field can be applied with a sample environment using rare-earth
permanent magnets with variable pole distances. With this setup, flux densities of
0.1 mT 6 B 6 1.5 T perpendicular and 0.1 mT 6 B 6 1.2 T parallel to the pri-
mary beam can be applied. Figure 5.2 shows an image of the sample environment.
For experiments performed at the ID02 beamline within this work the incident energy
is chosen 12 keV (λ = 0.997Å) with a sample-detector distance of s = 20m. Magnetic
fields parallel and perpendicular to the beam direction are applied and the magnetic flux
density B is systematically varied to investigate particle-matrix interactions. The illu-
minated sample volume is with 1 × 0.2 × 0.4 mm3 significantly smaller than the pole
size (100 × 50mm2) of the magnets. Hence, the magnetic field in the illuminated sam-
ple volume, which is placed in the center between the poles, is gradient free and highly
homogeneous.

Soft interfaces and coherent scattering beamline ID10

XPCS experiments to investigate the dynamic behavior of the hematite-pNIPAM com-
posites in dependence on an external magnetic field are performed at the multi-purpose,
high-brillance undulator beamline ID10 at ESRF in Genoble, France. Due to a Water
cooled Si(111) pseudo channel cut crystal monochromator a wide wavelength range from
λ = 0.5166Å (7 keV) to 1.77Å (24 keV) of maximum 1010 photons/second/100 mA is ac-
cessible. At ID10 XPCS experiments with high coherent flux are limited to energies of
7-10 keV and 21-24 keV. The minimum accessible Q is, depending on the energy, around
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the suspension and afterwards the grid is dried until the solvent evaporates completely.

5.5 Dynamic light scattering

DLS experiments are performed with the goniometer CGS 32 by ALV (Langen, Ger-
many). As a light source a frequency doubled Nd-YAG Laser with a wavelength of λ =
532 nm is implemented in the setup. The sample is captured by a quartz cuvette, placed
in a sample compartment filled with toluene. Since silica glass and toluene have similar
refractive indices, surface scattering of the cuvette is suppressed almost completely. A
heat exchanger placed in the toluene containing vat connected to a circulation thermo-
stat allows temperature-dependent light scattering experiments.The temperature of the
toluene bath is monitored by a PT 100 sensor. With this setup, a temperature stabil-
ity better ± 0.1 K is achieved. The scattered light is guided by an optical single-mode
fiber and a fiber-optical beam splitter to two avalanche photo diodes the signal of which
is pseudo-crosscorrelated to suppress electronical background noise. Typically, dynamic
light scattering experiments are performed at a scattering angle of 90 ◦ for 600 s.
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6 Basic characterization of

nanoparticles and hydrogel matrix

6.1 Hematite spindles

Within this work, four species of hematite spindles are used as filler particles for the
pNIPAM-hematite composites (see section 5.1). To properly evaluate and understand
particle-matrix interactions it is necessary to entirely characterize the topology of the
hematite spindles. This can be easily done by transmission electron microscopy (TEM).
In figure 6.1 TEM micrographs of all hematite species are shown.

Figure 6.1: TEM micrographs of hematite samples (HEM 1, HEM 2, HEM 3, HEM 4,
from left to right) investigated in this work.

Topological parameters as the distribution of length L and equatorial diameter σeq as
well as the aspect ratio ν are determined from TEM micrographs and converted to nor-
malized histograms as shown in figure 6.2. The data presented in these histograms are
additionally fitted by a Schulz-Flory distribution [45],

f(r, r0, Z) =
1

Γ (Z + 1)

(

Z + 1

r0

)Z+1

rZ exp

(

−
Z + 1

r0
r

)

(6.1)

the optimum parameters of which are compiled in table 6.1. r0 = 〈r〉 is the mean size,
while the parameter Z is related to the width of the distribution expressed as the square
root of normalized variance, defining the polydispersity
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6.1 Hematite spindles

gated nanoparticles is required, since the resulting scattering curves become less struc-
tured for highly disperse samples, which complicates their qualitative and quantitative
interpretation. The polydispersities for the size distribution of length L and equatorial
diameter σeq quantified by the Schulz-Flory parameter Z never exceed 15%. Hence, for
all prepared samples, structured scattering patterns are obtained.

Table 6.1: Summarized results of size distributions of hematite particles determined by
means of TEM, with aspect ratio ν and Schulz-Flory fit parameters r0 and Z
as well as calculated polydispersity p for each particle dimension. ǫ denotes
the ratio ǫ = m(NaH2PO4)/m(FeCl3) as introduced in section 5.1.

r0 ν Z p ǫ

HEM 1 L 325.6 ± 0.9
7.0

113.9 ± 6.9 0.093
0.023

σeq 50.3 ± 0.2 73.9 ± 4.2 0.116
HEM 2 L 196.0 ± 0.8

3.4
79.2 ± 6.0 0.111

0.011
σeq 61.6 ± 0.3 58.1 ± 4.7 0.130

HEM 3 L 312.7 ± 1.3
5.2

80.8 ± 6.8 0.111
0.019

σeq 61.2 ± 0.5 45.6 ± 4.9 0.146
HEM 4 L 163.3 ± 0.4

2.9
147.3 ± 8.9 0.082

0.010
σeq 55.7 ± 0.1 131.3 ± 7.3 0.087

If exposed to an external magnetic field, shape anisotropic hematite nanoparticles align
with their long axis perpendicular to the external field direction. This behavior makes
the spindles a system of special interest as a filler particle for the hydrogel matrix system,
since the mesostructure and therewith the mechanical properties of the resulting ferrogels
can be influenced by the flux density and the direction of external magnetic fields.
Hematite spindles interact with an external magnetic field due to both, a permanent
magnetic moment nearly perpendicular to the rotation axis [84, 85] in the direction of
the crystallographic trigonal axis and an induced moment proportional to their negative,
magnetic anisotropy ∆χ = χ‖ − χ⊥. The interaction with an external magnetic field of
the flux density B is given by

V (ϑP) = −µB cosϑµ −
∆χVPB

2

2µ0

cos2 ϑP, (6.3)

where χ‖ and χ⊥ denote the magnetic susceptibilities parallel and perpendicular to the
spindles’ director defined by its axis of revolution. The Zeeman contribution of the perma-
nent moment is proportional to the cosine of the angle ϑµ enclosed between the direction
of the field and the direction of the magnetic moment with the modulus µ. The contri-
bution of the induced magnetic dipole is proportional to the particle volume VP and the
square B2 of the flux density. Its angular dependence can be described by cos2 ϑP, where
ϑP denotes the angle between field direction and particle director. The direction of the
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6.2.2 Rheological characterization 6.2 poly(N-isopropylacrylamide) hydrogel

function of temperature by means of rotational shear experiments at a constant shear
rate γ̇ = 2 s−1.
In figure 6.7, rheological results are shown for constant polymer volume fraction ϕ = 0.046
and varying crosslinking density of χ as well as for constant χ = 0.05 and varying values
of ϕ. The viscosity η of every hydrogel matrix decreases with increasing temperature
due the polymers coil-to-globuli transition. The polymer structure collapses with increas-
ing temperature and as a consequence, radius of gyration decreases. Considering Stokes
equation ξ = 6πηr, smaller hydrodynamic radii result into smaller friction coefficients ξ,
explaining the decreasing viscosities.
The radii of gyration decrease with increasing crosslinking ratio, too. Therewith, the
viscosity of the polymer matrix decreases with increasing χ, as can be seen in figure 6.7,
left. An increasing polymer volume fraction leads to increased radii and reduced inter-
particle distances between the linked pNIPAM spheres, both causing enlarged friction.
Enlarged friction of the mesoscale structured entities cause increased macroscopic viscos-
ity, as shown in figure 6.7, right.
In figure 6.8 the viscosity η of a pNIPAM hydrogel in dependence on the shear rate γ̇ is
shown. Here, the pseudoplastic, shear-thinning behavior, common to all pNIPAM hydro-
gels is exemplarily shown. Shear-thinning is typical for macromolecules, even for diluted
polymer solutions. In the absence of shear stress, macromolecules form coils, possibly
locking different polymer chains. Conformational reorganization under shear stress leads
to reduced interaction between different polymer chains, which is the reason for decreasing
friction and therewith decreasing viscosity.
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6.2.2 Rheological characterization 6.2 poly(N-isopropylacrylamide) hydrogel

Oscillatory shear experiments Oscillatory shear experiments give information on the
viscoelastic behavior of the pNIPAM samples via the storage - and loss moduli G′ and G′′

as an answer to a sinusoidal shear deformation γ. The resulting signal can be divided in a
linear viscoelastic region (LVE region) and a nonlinear viscoelastic region (NLVE region).
The LVE region is the region of small deformations, where the moduli G′ and G′′ are
nearly independent of the deformation, representing the systems’ properties without shear-
induced structural changes.

In figure 6.9 storage and loss modulus in dependence on the shear deformation are
shown for samples of varying crosslinking density χ as well as for varying polymer vol-
ume fractions ϕ, in accordance to the samples investigated by means of rotational shear
experiments, as displayed in figure 6.7.
Regarding the LVE region, it is visible that an increment of the samples’ crosslinking den-
sity results in a transition of the samples’ behavior from a viscoelastic solid to a viscously
dominated liquid-like system. For a high crosslinking density of χ = 0.1 at a low polymer
volume fraction of ϕ = 0.047, the loss factor is increased to tan δ = G′′/G′ > 1, indicating
the fluid-like behavior of the sample (see figure 6.9, lhs). This finding can be explained
by the decreasing sample viscosity for increasing χ at constant temperature. The critical
deformation at which tan δ = 1, is shifted to lower values with increasing crosslinking ratio
χ. Intense crosslinking between polymer chains causes high tension within the network
structure of the hydrogels. The strain necessary to cause structural changes due to the
overcoming of this tension therefore is reduced with increasing crosslinking ratio.
Increasing polymer volume fractions at a constant crosslinking density tend to shift the
hydrogels’ behavior from viscoelastic solid-like towards a viscously dominated fluid-like
behavior, as can be interpreted by the decreasing ratio of G′ and G′′ within the LVE region
(see figure 6.9, rhs). For intermediate crosslinking densities and low polymer volume frac-
tions, elastically dominated solid-like behavior with tan δ = G′′/G′ ≪ 1 is observed. With
increasing polymer volume fraction, the ratio of G′ and G′′ decreases, therefore the loss
factor can be found to be tan δ → 1. Although for all ϕ investigated, within the LVE
region G′ > G′′ it observed, it can be assumed, that further increase of ϕ results in a clear
transition from solid-like to fluid-like behavior with G′′ > G′ and tan δ > 1. This can be
explained by the fact, that the increment of ϕ causes a rise in inner friction among polymer
chains. Therewith the influence of the elastic moment resulting from crosslinked polymer
chains is weakened, leading to increasingly viscous behavior of the hydrogel.Furthermore,
the transition from LVE region to NLVE region and therewith the transition from solid-
like to fluid like behavior due to shear-induced structural changes is shifted to higher
values of deformation with increasing polymer volume fraction. The more polymer exists
per unit volume, the higher the strain on the sample must be chosen to cause structural
changes within the network structure of the matrix.

Figure 6.10 shows the shear deformation-dependent storage- and loss moduli for the
sample pSys2 with χ = 0.05 and ϕ = 0.047 for different shear frequencies. With increasing
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7 Rheological characterization of

ferrogels

Rheological experiments serve as a method for the macroscopic characterization of the
ferrogels’ viscosity as well as their viscoelastic properties. As described before, rotational
shear experiments allow the determination of the systems’ viscosity in dependence of var-
ious parameters, as the temperature ϑ, the shear rate γ̇ or the magnetic flux density B of
an external magnetic field. Oscillatory shear experiments give insights into the viscoelas-
tic behavior of the sample by the determination of the storage- and loss moduli G′ and
G′′ in dependence on the shear deformation γ, the frequency f as well as the flux density
B.
The characterization of hematite particles and pNIPAM hydrogels, the constituents of
the composite ferrogels, is described in chapter 6. Hematite samples with different aspect
ratios are topologically characterized and their alignment in external magnetic fields is
investigated. Also the pNIPAM hydrogels used as a matrix for ferrogels are characterized.
The influence of polymer volume fraction ϕ and crosslinking density χ on the viscoelastic
properties is shown systematically in chapter 6. A common property of all crosslinked hy-
drogels is their nonergodicity visible by different relaxation processes observed by means
of DLS experiments.
This chapter now focuses on the investigation of composites built from these two compo-
nents. Of special interest are the changes to the mechanical properties of the hydrogel
induced by the presence of shape anisotropic, magnetic nanoparticles. Particle-matrix in-
teractions due to for example polymer entanglements of the spindles, as well as restoring
forces resulting from the deformation of the matrix or torques induced by the application
of external magnetic fields, are possible reasons for field induced changes of mechanical
properties.

Table 7.1: pNIPAM samples, with varying polymer volume fraction ϕ and their
crosslinking ratio χ, used as matrices for the preparation of pNIPAM-hematite
composites

ϕ χ

pN 1 0.065 0.034
pN 2 0.065 0.028
pN 3 0.052 0.040

50



7.1 Rotational shear experiments

Three different hematite-pNIPAM composites with each a mass ratio of
ψ(HEM : pNIPAM) = 1 : 1 are prepared to perform rheological experiments in order
to characterize the change of mechanical properties. The pNIPAM hydrogels utilized as
matrix systems for the composites, listed in table 7.1 differ in polymer volume fraction ϕ
and crosslinking ratio χ. HEM 1 has been chosen as a composite component due to its
large aspect ratio of ν = 7.0. Presumably, an increasing anisotropy of the particles more
likely induces changes of the mechanical properties of the hydrogel due to particle-matrix
interactions. The aqueous suspension of HEM 1 added in a 1:1 mass ratio to the hydrogels
to form the composites, has a mass concentration of HEM1= 10−3 wt% .

7.1 Rotational shear experiments

The influence of hematite nanoparticles within the polymer network to the viscosity η
as a macroscopic mechanical property is shown by comparison of temperature dependent
shear viscosity at γ̇ = 20 s−1 of pure hydrogels and ferrogels, respectively. In order to
compare systems with identical polymer volume fraction ϕ, as well as to ensure consistent
viscosity data, for the determination of the pure hydrogels’ viscosity, a to the amount of
hematite suspension corresponding amount of water is added to the unloaded hydrogel
sample before measurements.

In figure 7.1 the comparison of temperature dependent viscosities of two different com-
posite materials to the corresponding unloaded hydrogels is shown. The hydrogel samples
differ in polymer volume fraction (ϕpN1 = 0.065, ϕpN3 = 0.052) and crosslinking density
(χpN1 = 0.034, χpN3 = 0.04) as can also be seen in table 7.1. For all samples the viscosity
is decreasing with increasing temperature, as expected. This is caused by the characteris-
tic coil-to-globule transition of the polymer network as described earlier in section 6.2.2.
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7.3.1 Rotational shear experiments 7.3 Magneto-rheological experiments

of the ferrogels, are influenced by the restriction of the particles’ free rotation due to the
field-induced orientation perpendicular to the long particle axis.

7.3.1 Rotational shear experiments in external magnetic field

The hydrogel composites, the characterization of which by means of rotational shear ex-
periments is described in section 7.1, are additionally characterized by rotational shear
experiments in presence of an external magnetic field. In figures 7.5 the temperature
dependent viscosity η(ϑ) as well as the relative viscosity η/η0, normalized to the zero-field
viscosity η0, are shown for the magnetic flux densities B0 = 0T, B1 = 0.1T (squares),
B2 = 0.2T (diamonds) and B3 = 0.3T (stars) for the composites pN1 HEM1 and pN3
HEM 1 at a constant shear rate γ̇ = 20s−1.
With increasing temperature ϑ, the viscosity for both composites decreases, which is
caused by the characteristic coil-to-globuli transition of the pNIPAM matrix. This effect
is also observed for the viscosity of the composites exposed to an external magnetic field.
Further regarding the absolute values of the viscosity it can be seen, that with increas-
ing flux densities the viscosity of the composites increases. To quantify this effect, the
relative viscosity is evaluated. An increase up to approximately 10% in presence of a
field with a flux density of B = 0.3T parallel to the shear gradient is observed for both
composites, pN 1 HEM 1 and pN3 HEM 1. The increased viscosity is a consequence of the
hindered rotational mobility of the shape-anisotropic particles due to their orientation in
external magnetic fields. With increasing magnetic flux density, the rotational mobility
of the particles is progressively restricted, causing increasing friction within the vorticity
of the shear flow. As can be seen, especially for composite pN1 HEM1, the effect even
intensifies with increasing temperature. For low temperatures, in the swollen polymer
state, torques induced by viscous friction dominate magnetically induced torques of the
particles. Therefore the relative changes in viscosity are small. With increasing temper-
ature, the polymer volume decreases and the friction of particles, the rotation of which
is restricted by the external field, becomes progressively important for the composites’
viscosity.
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deformation sweep measurement. Referring to the results presented in the previous sec-
tion, a change of the viscoelastic properties due to the restricted rotational mobility of the
hematite particles in magnetic fields is the motivation for these experiments. Deformation
sweeps are performed varying shear frequencies as well magnetic flux densities.

Variation of frequency at constant flux density In figure 7.6, deformation-dependent
storage- and loss moduli G′ and G′′ are shown for the composites pN1 HEM1 (upper
row) and pN3 HEM 1 (lower row). Each experiment is performed at constant flux density
B but varying shear frequency f . Results for oscillatory shear experiments at zero field
and maximum field Bmax ≈ 680mT are shown.
Regarding the storage modulus, G′ seems to be independent of the applied shear frequency
at constant magnetic flux density. No change can be observed for any of the composites
within the range of deformation, comparing results of f1 = 1 s−1 and f2 = 2 s−1. For
constant values of deformation, the loss modulus G′′ increases with increasing frequency,
corresponding to the findings in section 7.2. Here, the presence of an external magnetic
field does not influence this behavior, as can be seen for both composites in figure7.6.
Hence, for constant values of magnetic flux density and varying shear frequencies, the
systems’ response is purely viscous as characterized by the change of G′′. The critical
deformation for tan δ is shifted in presence of an external magnetic field nearly by one
order of magnitude to higher deformations but is independent from the variation of the
shear frequency.

Variation of flux density at constant frequency In figure 7.7, deformation-dependent
storage- and loss moduli G′ and G′′ are shown for the composites pN1 HEM1 (upper row)
and pN 3 HEM 1 (lower row). Now, each experiment is performed at a constant shear fre-
quency f whilst increasing the magnetic flux density B, to access a range, from zero to
maximum external field. The storage modulus G′ increases with increasing flux density
for each composite and frequency. The loss modulus G′′, however, is nearly independent
of the flux density, especially at small deformations.
In an external magnetic field with increasing flux density, the rotational mobility of the
shape-anisotropic particles is progressively confined, leading to the drastic increase of the
storage modulus and therewith the elastically stored energy density, resulting from me-
chanical deformation of the hydrogel matrix. Phenomenologically, the embedded hematite
particles can be seen as additional crosslinking points, which can be directed by external
magnetic fields and therefore specifically influence the viscoelastic porperties of the com-
posites.
The enlarged elastically stored energy density and the compared to the loss moduli in-
creased storage moduli also cause a shift of tan δ = 1, corresponding to the transition
from elastically dominated to liquid like behavior, to higher critical deformations with
increasing flux density.
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8 X-ray scattering investigations

8.1 Small angle X-ray scattering

Small angle X-ray scattering experiments are a powerful method to investigate the com-
posites structure on mesoscopic length scales. Due to the low electron density of pNIPAM
and water compared to hematite, the scattered intensity mainly results from the embed-
ded particles. Within this chapter, in order to investigate particle-matrix interactions
of the hematite spindles embedded in pNIPAM hydrogels, both, spindles in a hydrogel
matrix and at the same number density, in aqueous suspensions are investigated and com-
pared to each other.
Spindle-shaped hematite particles align with their long axis perpendicular to an external
magnetic field. Scattering experiments with oriented particles are even more informative,
since the scattering function shows in addition to its dependence on the modulus of the
scattering vector a dependence on the direction of the scattering vector relative to the
external magnetic field, in which the magnetic particles align. If the magnetic field is
applied perpendicular to the primary beam, by using a 2d dectector, the dependence of
the scattering function on the modulus as well as on the direction of the scattering vector
can be determined simultaneously during the scattering experiment.
In this section, the orientational distribution functions (ODF) of hematite particles are
derived from scattering experiments in presence of an external field with varying flux
density. The ODFs are determined by analysis of the scattered intensity simultaneously
in dependence on the modulus |Q| and the direction Q̂ of the scattering vector relative to
the external field’s direction. The scattering data displayed in the following are corrected
for the background of a water filled capillary for aqueous suspensions and for that of a hy-
drogel filled capillary in the case of composites. Hence, the scattered intensity displayed,
solely originates from the particles, either in water or hydrogel.
At the high brilliance beamline ID02 at the European Synchrotron Radiation Facil-
ity (ESRF) in Grenoble, hematite spindles of different aspect ratios νHEM1 = 7.0 and
νHEM2 = 3.4 embedded in pNIPAM hydrogels of varying polymer volume fraction ϕ and
crosslinking ratio χ as listed in table 8.1 are investigated in dependence on the flux density
B of an external magnetic field.
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8.1 Small angle X-ray scattering

Table 8.1: pNIPAM samples of varying polymer volume fraction ϕ and crosslinking ra-
tio χ used to built composites investigated by means of small angle X- ray
scattering.

ϕ χ

pN 1 0.065 0.034
pN 4 0.047 0.102
pN 5 0.047 0.056
pN 5A 0.024 0.056
pN 5B 0.012 0.056

In absence of a magnetic field the scattering patterns resulting from both, composites
and aqueous suspensions, are, as can be seen in figure 8.1, completely isotropic, indicating
a random orientation of the hematite spindles. With increasing flux density of an external
magnetic field, the particles align with their long axes perpendicular to the field direction.
With a scattering geometry using a magnetic field perpendicular to the primary beam,
scattering vectors Q both, parallel and perpendicular to the external field B, can be ob-
served simultaneously.
With increasing flux density B, in the scattering patterns resulting from both, hydrogels
and aqueous suspensions, an increasing anisotropy is visible (see figure 8.1). However, due
to particle-matrix interactions, with the matrix restricting the alignment of the hematite
particles, the composites’ anisotropy is less pronounced than that of aqueous suspensions,
as visible from false color representations of the scattered intensity at identical flux den-
sities. The field-induced changes on the mesostructure of both, composites and aqueous
suspensions, are completely reversible: typically 10 s after removing the external field,
the scattering patterns are isotropic again.

The raw intensities detected with a 2d CCD detector (3840 x 3840 pixels) are pix-
elwise corrected for parasitic scattering, electronic background and detection efficiency.
Subsequently, the detector plane is partitioned into 72 sectors with an acceptance of
∆ϑ = ±2.5 ◦ defining the direction of the scattering vector Q with respect to the exter-
nal field (see figure 8.2). The modulus Q is related to a pixels’ distance to the center
of the scattering pattern. Therefore the detector is additionally partitioned in annuli of
the width ∆r = 2.48 × 10−4 m, corresponding to the diagonal of four pixels. Due to the
cylindrical symmetry of the particles for the form factor the relation

P (Q, ϑQ) = P (Q,−ϑQ) = P (Q, π − ϑQ) = P (Q, π + ϑQ) (8.1)

results, where ϑQ denotes the angle between the scattering vector Q and the particle
director û. As a consequence, only 19 of 72 sectors, which are averages of four (respec-
tively two for ϑQ = 0 and ϑQ = π/2), are symmetrically independent. The data reduced
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8.1 Small angle X-ray scattering

employing the symmetry relation (8.1) are used for the numerical analysis of scattering
data.

Figure 8.1: False color representation of the Small Angle X-ray Scattering resulting from
aqueous suspensions (upper row) and composites (lower row) containing
identical number densities of hematite particles. The magnetic flux density
with horizontal field direction increases from left to right (B1 = 0 mT, B2 =
10.0 mT, B3 = 98 mT, B4 = 1.00 T, B5 = 1.50 T).

Figure 8.2: Data reduction by partitioning the detector in sectors.

Figure 8.4 shows sector averaged intensities of an aqueous suspension of HEM2 with
νHEM2 = 3.4 and a PN 1 HEM 2 composite at different flux densities B1 = 0T, B2 =
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8.1 Small angle X-ray scattering

316mT and B3 = 1.5T of the external field. Scattering functions are exemplarily dis-
played for the scattering vectors parallel (ϑQ = 0) and perpendicular (ϑQ = π/2) to the
external magnetic field. In absence of an external magnetic field the orientation of the
hematite spindles is random irrespective of the surrounding medium, either water or hy-
drogel. The scattering pattern resulting from such a spherically symmetric ensemble is
radially symmetric, too. In this case, all sector averages are equal within experimental
accuracy, independent of the angle ϑQ.
In presence of a magnetic field, due to the interaction with the particles’ permanent and
induced magnetic dipoles, the particles align. As a consequence, the spherical symmetry
is reduced to a cylindrical symmetry as visible in the angular dependence of the sector
averages for B = 316mT and B = 1.5T. With increasing anisotropy of the ODF the
differences, maximum between directions parallel and perpendicular to the external field,
increase as can be seen comparing scattering functions for field-free conditions. Both, for
composites and aqueous suspensions the intensity differences increase with increasing flux
density of the external magnetic field. Furthermore, it is obvious that differences between
ϑQ = 0 and ϑQ = π/2 are more pronounced for the aqueous suspensions than for the
pNIPAM-composites. While at 316 mT the particles in the hydrogel are still more or less
statistically aligned, in water, the particles are nearly completely aligned perpendicular
to the external field.
Both, for composites and aqueous suspensions, the scattered intensity in the direction
Q ‖ B (ϑQ = 0) is more structured than for Q ⊥ B (ϑQ = π/2). Though the hematite
spindles align with their long axis perpendicular to the external magnetic field a rotation
around their short axis is still possible. Hence, the electron density for a particle rotating
around its short axis resembles a disc with its’ equatorial plane always perpendicular to
the field direction and, as a consequence, Q always perpendicular to the particle director.
Perpendicular to the field, however, a circular distribution of particle directors over 2π
is observed, leading to an average orientation of the particle director with respect to Q,
smearing out the scattered intensity for ϑQ = π/2. Applying a magnetic field parallel
to the primary beam, as expected, a symmetric scattering pattern is observed, as can be
seen in figure 8.3.

Figure 8.3: False color representation of the SAXS data from the composite pN 1 HEM2
for a magnetic field if the flux density B = 1.0T parallel to the primary
beam.
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8.1 Small angle X-ray scattering

The SAXS data are analysed assuming homogeneous, spindle-shaped particles with a
Schulz-Flory size distribution of their equatorial radii. For simplicity of the model, a con-
stant aspect ratio ν is assumed. Since the volume fraction of hematite spindles is typically
ϕHEM = 10−3 and the interparticle distances are significantly larger than the particle size,
particle-particle interactions can be neglected. As a consequence, with a structure factor
S(Q) ≡ 1, the scattering data can solely be described by the form factor P (Q, ϑQ) of
an ensemble of spindles underlying both, a size distribution, and an orientational distri-
bution. With respect to the models’ simplicity, the experimental data in figure 8.4 are
described very well as a function of both, modulus and direction of Q. Small deviations
at |Q| ≈ 0.2 nm−1 corresponding to length scales of d ≈ 30 nm in real space can be at-
tributed to deviations of the real particle shape from the spindle model and neglecting a
distribution of aspect ratios. Deviations at very small scattering vectors in the hydrogel
composites result from weak aggregation of the hematite particles. Since the long axis of
hematite spindles used in these experiments is typically L = νreq ≈ 200 nm, the orienta-
tion of the particles mainly influences the scattering function at |Q| ≈ 2π/(200 nm). In
the latter |Q|-range the model accurately describes the scattering data.
Employing the Boltzmann approach for the ODF (see equation 3.22), the nematic order
parameter S2 is obtained by canonically averaging the distribution function (see equations
(3.22) and (3.24)). S2 quantifies the field-induced alignment of the particles in dependence
on the flux density of the applied field. For complete alignment of the particles perpendic-
ular to the external field, S2 = −1/2 is expected, while the order parameter approaches
S2 = 0 for a random orientation.
Figure 8.5 shows the field dependent nematic order parameter of aqueous suspensions of
HEM 1 with ν = 7.0 and HEM 2 with ν = 3.4. In figure 8.6 and figure 8.7 the field-
dependent order parameters of aqueous suspensions and hydrogel-composites containing
identical number densities of hematite spindles are compared. Both, for aqueous suspen-
sions and hydrogel-composites, a field-induced isotropic-nematic transition is observed,
although in the hydrogel-composites the nematic alignment is less pronounced than in
aqueous suspensions.
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Figure 8.5 shows the dependency of the field-induced isotropic-nematic transtion of the
hematite in spindles in dependence on the particles’ aspect ratio ν. It is obvious, com-
paring S2 for both species, that an increasing anisotropy of the particles and therewith
increasing volume and magnetic moment favors the field-induced alignment. The graphs
S2(B) show a steeper slope at low flux densities for particles of higher aspect ratio.
In figure 8.6 the influence of the crosslinking ratio χ on the particle-matrix interactions
is visible by the investigation of composites pN4 HEM 2 with χ = 0.102 and pN5 HEM2
with χ = 0.056 and an aqueous suspension of HEM 2 as a reference. In hydrogels with
identical polymer volume fraction ϕ = 0.047, the nematic alignment is progressively hin-
dered with increasing crosslinking ratio χ. As shown in section 6.2.2, increasing crosslink-
ing ratios result in increasing elasticity of the hydrogel matrix causing restoring torques
to the magnetically induced angular displacement of the hematite particles embedded in
the hydrogel. With increasing crosslinking ratio χ and therewith larger elasticity, the
isotropic-nematic transition of particles in composites is shifted to larger flux densities.
In figure 8.7, the influence of the polymer volume fraction ϕ of the hydrogel matrix to the
isotropic-nematic transition at constant crosslinking ratio χ is displayed for the compos-
ites pN5 HEM 1 (ϕ = 0.047), pN 5A HEM 1 (ϕ = 0.024), pN 5B HEM1 (ϕ = 0.012) and
an aqueous suspension of HEM 1 (ν = 7.0) as a reference. An increasing polymer volume
on the one hand also induces a rising elasticity of the hydrogel matrix and on the other
hand decreases the size and volume of water filled cavities, in which the particles can
move freely. Both effects lead to the result, that the nematic alignment of the magnetic
spindles is progressively hindered with increasing ϕ of the polymer matrix.
Both, in aqueous suspensions and hydrogel composites, an equilibrium mesostructure is
obtained within several seconds and the alignment is completely reversible. This clearly
indicates that the hindered alignment is a result of the viscoelasticity of the composites.
Purely viscous friction would prolong the equilibration but result after infinite time in the
same time-averaged mesostructure.
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investigate the rheological properties of two different hematite species HEM3 and HEM4

with varying aspect ratios νHEM3 = 5.2 and νHEM4 = 2.9, embedded in a hydrogel matrix
consisting of pSys 6 with a polymer volume fraction ϕ = 0.09 and a crosslinking ratio
χ = 0.1. Additionally, the number density of hematite embedded in the hydrogel matrix
has been varied by tuning the composites’ polymer mass ratio ψ = m(pSys)/m(HEM).
Oscillatory shear experiments in dependence on the shear frequency f and the shear defor-
mation γ at constant temperature ϑ are performed to investigate the viscoelastic behavior
of these composites.

As a first step, particles are aligned with their long axis parallel to the shear plane and
perpendicular to the shear gradient and the direction of the primary beam by a radial
shear flow induced by compressing drops of isotropic composites between the rheometer
plates.
The velocity field in laminar shear flow in x-direction can be described as

v(x, y, z) =
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v0 + zγ̇
0
0



 (8.2)

with the shear gradient ∂vx/∂z = γ̇. The rotation of the velocity field
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results in an angular velocity with a rotation axis in y-direction.
Due to the circular symmetric alignment, the particle directors are randomly aligned in
the x−y-plane. Particles with a director parallel to the y-direction rotate in the vorticity
of the shear flow around their long axis without influence to their scattering power, since
the orientation of their particle director does not change with respect to the scattering
vector (see figure 8.8, lhs). Particles aligned in x-direction, however rotate around their
short axis and change their orientation with respect to the scattering vector Q (see figure
8.8, rhs). By deflection of a part of the initially radially symmetric ensemble, in shear
flow, anisotropy evolves.
In oscillatory shear experiments, periodic fluctuations of the scattered intensity from
isotropic to anisotropic scattering pattern are observed. The temporal fluctuations be-
tween circular symmetric and anisotropic ensembles are visible especially in differences
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Similar to the procedure in section 8.1, the scattering signal is evaluated by partitioning
the detector plane in multiple sectors and averaging the intensity of each sector. Hence,
an angle dependent intensity I(ϑ) is obtained. In the following, only scattering functions
I(Q) for sectors parallel (ϑ = 0) and perpendicular (ϑ = π/2) to the shear flow are shown.
In figure 8.10 scattering functions of the composite pNS 6 HEM 25 with a polymer mass
ratio ψ = 4 are shown for different rheometer plate deflection angles Φ, which corresponds
to the phase of deformation. Plate deflection angle and deformation are related via the
expression

γ =
Φr

h
(8.4)

with r denoting the radius at which the primary beam hits the sample and h the height
of the gap between the two measuring plates. The maxima of the sinusoidal function
Φ(t) each represent the maximum plate deflection, also corresponding to the maximum
deformation of the sample. Φ = 0 corresponds to a nondeformed state of the sample. For
maximum deflection, the out of shear plane alignment of the particles and therewith the
anisotropy of the scattering patterns are maximal, at zero-crossing, all particles are re-
aligned within the shear plane and the corresponding scattering pattern becomes isotropic
again.

In scattering functions from anisotropically aligned ensembles, intensity differences be-
tween sectors parallel (ϑ = 0) and perpendicular (ϑ = π/2) to the shear flow are ob-
served. This is the case for scattering data obtained for deflection angles Φ = 2.09 ◦ and
Φ = −2.14 ◦ close to the maximum plate deflection (see figure 8.10, lhs). Out of plane
alignment of the hematite particles here results in angular dependent, anisotropic scat-
tering signals. Deflection angles Φ = 0.48 ◦ and Φ = −0.53 ◦ represent plate deflection
close the the point zero-crossing. The corresponding scattering functions show nearly no
differences for ϑ = 0 and ϑ = π/2, since almost all particles are realigned within the shear
plane at this point, resulting into an isotropic scattering pattern (see figure 8.10, rhs).
Concluding these findings, it can be stated that the observed intensity fluctuations are in
phase with the deformation.
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In figure 8.11 contour plots, representing the scattered intensity as an integral in the lim-
its 2 × 10−2nm−1 6 Q 6 2 × 10−1nm−1 in dependence on the time t and the angle with
respect to the direction of the shear flow, are shown. Three different ferrogel composites,
either containing hematite particles of varying aspect ratio ν or of different polymer mass
ratio ψ are investigated by means of oscillatory shear experiments.
From left to right, the first two contour plots show results from the investigation of the
composites pSys 6 HEM 4 with ψ = 1 and νHEM4 = 2.9 at a shear frequency f = 0.05 s−1

and pSys 6 HEM 3 with ψ = 1 and νHEM3 = 5.2 at a shear frequency f = 0.1 s−1. Over the
period of two deformation cycles each, it is visible, that the anisotropy of the scattering
pattern is much more pronounced for hematite particles of bigger aspect ratio. Hence,
the out of shear plane alignment of the particles due to particle matrix interactions is
intensified with increasing shape anisotropy of the hematite particles. Additionally the
contour plots also confirm, that the occurring intensity fluctuations are in phase with the
deformation and the shear frequency, respectively.
In the middle and on the right hand side of figure 8.11, contour plots from temporal
analysis of composites pSys 6 HEM 3 with ψ = 1 and νHEM3 = 5.2 at a shear frequency
f = 0.1 s−1 and pSys 6 HEM 3 with ψ = 4 and νHEM3 = 5.2 at a shear frequency f = 0.1 s−1

are shown. Comparing the intensity fluctuations for different sectors, it becomes obvious
that an increasing polymer mass fraction ψ significantly increases the anisotropy of the
scattering pattern, which can be explained by enhanced particle-matrix interactions. An
increased polymer volume intensifies the out of plane alignment of the hematite parti-
cles, embedded in the pNIPAM matrix. The phase relation of intensity fluctuations and
deformations is not influenced by the polymer mass fraction.

Figure 8.11: Contour plots, representing the scattered intensity in dependence on the
time t and the angle ϑ with respect to the direction of the shear flow
as an integral within the limits 2 × 10−2nm−1 6 Q 6 2 × 10−1nm−1.
Left: Composite pSys 6 HEM 4 with ψ = 1 and νHEM4 = 2.9 at a shear
frequency f = 0.05 s−1. Middle: pSys 6 HEM 3 with ψ = 1 and νHEM3 = 5.2
at f = 0.1 s−1. Right: pSys 6 HEM 3 with ψ = 4 and νHEM3 = 5.2 at
f = 0.1 s−1.

A correlation between the anisotropy of the scattering pattern and the shear defor-
mation of the oscillatory shear experiments is shown in figure 8.12. The composite

75



8.2 Rheological small angle X-ray scattering

pSys 6 HEM 3 with ψ = 1 and νHEM3 = 5.2 is investigated at a constant shear frequency
f = 0.1 s−1 for deformations 0.1 6 γ 6 10. The loss and storage modulus G′ and G′′

indicate linear viscoelastic (LVE) behavior up to deformations of γ = 6× 10−1 (see figure
8.12, upper row). Exceeding this critical deformation, with increasing deformation the
system transits into the nonlinear viscoelastic region (NLVE region).
Sector averaged mean intensities for sectors parallel (ϑ = 0) and perpendicular (ϑ = π/2)
to the shear flow are shown for selected deformations each at maximum plate deflection Φ.
It can be seen, that with increasing deformations and furthermore with the transition from
the LVE region to the NLVE region the differences between scattering functions become
more pronounced. Hence, the amplitude of the angular dependent intensity fluctuations
increases with the amplitude of deformation, especially upon entering the nonlinear vis-
coelastic regime. Shear induced structural changes to the matrix, as occurring within the
NLVE region, appear to favor the out of shear plane alignment of the hematite particles
due to particle-matrix interactions.
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8.3 X-ray photon correlation spectroscopy

small angle X-ray scattering (SAXS) experiments described in section 8.1 give insights
into the hematite-pNIPAM-composites structure on mesoscopic length scales with and
without the presence of an external magnetic field. Additionally, rheology small angle
X-ray scattering (RheoSAXS) experiments, as described in section 8.2, aim to investigate
the influence of the polymer networks’ vorticity to the ODF of the hematite spindles in
real time with a time resolution in the range of seconds.
Quasielastic scattering experiments give insights into the diffusive motion of scatterers.
In the time domain, XPCS gives access to dynamic processes at mesoscopic length scales
analyzing temporal correlations of the intensity in SAXS experiments employing coherent
X-rays.
The fundamental experimental quantity in homodyne photon correlation spectroscopy is
the intensity autocorrelation function g2(Q, t). For ergodic samples, this quantity is re-
lated to the field autocorrelation function or intermediate scattering function g1(Q, t) by
the Siegert’s relation

g2(Q, t) = 1 + c(Q)g21(Q, t), (8.5)

where c(Q) is the Q-dependent speckle contrast.
For a Gaussian diffusion process, the intermediate scattering function can be written as
a single-exponential decay

g1(Q, t) = exp(−Q2DEt) (8.6)

with D0 indicating the Einstein diffusion coefficient. The relaxation rate Γ of the inter-
mediate scattering function is related to the Einstein diffusion coefficient via the Landau-
Placzek relation Γ(Q) = DEQ

2. A superposition of processes with a distribution of decay
rates leads to a stretched or compressed exponential decay with the form

g1 = exp
[

−(Γt)β
]

(8.7)

of the intermediate scattering function. This functional form originally introduced by
Kohlrausch [88] is often denoted as Kohlrausch-William-Watts (KWW) function. Values
of β < 1 indicate a stretched exponential, whereas β > 1 a compressed exponential decay
which is typical for soft matter systems [89, 90]. Employing again Siegert’s relation for a
multispeckle experiment, the intensity correlation function can be written as
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experiments.
Figure 8.14 shows the Q-dependent relaxation rate Γ(Q) versus the square of the scatter-
ing vector Q without external magnetic field (left column) and at a flux density B = 1.0T
(right column) resulting from the compressed exponential fits to the XPCS data (see 8.13)
for sectors parallel (ϑ = 0 ◦) and perpendicular (ϑ = 90 ◦) to the external magnetic field.
A linear relation between both quantities, where the slope of a line trough the origin cor-
responds to the effective diffusion coefficient DE, would indicate Gaussian diffusion of the
particles within the hydrogel network. As visible for both, field free and within magnetic
field conditions, a Q2- dependent slope of relaxation rates deviating from Landau-Placzek
behavior is obtained.
As highlighted by interpolations of data points for both angles ϑ = 0 ◦ and ϑ = 90 ◦

at B = 0.0T and B = 1.0T (figure 8.14, lower row), a critical, mean Q2 value corre-
sponding to Q ≈ 0.035 nm−1, can be found, separating two, in first approximation linear
regimes for Γ vs. Q2. The corresponding distance in real space is ≈ 180 nm and in
accordance with the mean void size of the pNIPAM hydrogel matrix. For small values of
Q2 < 1.2× 10−3 nm−2 and therefore long distances in real space, no angular dependency
for the diffusion coefficient is found as can be seen in figure 8.14, regarding the solid green
line, representing data for both, ϑ = 0 ◦ and ϑ = 90 ◦.
For Q > 1.2×10−3 nm−2 angular dependent differences for the linear relations of Γ vs. Q2

are observed for no-field conditions and within an external magnetic field of B = 1.0 T.
Without an external magnetic field, the slopes of Γ(Q) vs. Q2 for both, ϑ = 0 ◦ and
ϑ = 90 ◦ are almost identical, meaning that also the diffusion coefficients are nearly the
equal. However, the transition from Gaussian to non-Gaussian diffusion is shifted to
smaller length scales in real space for the direction perpendicular (ϑ = 90 ◦) to the di-
rection of the external magnetic field. The analysis of the time-averaged intensities did
not show any preferred orientation of the hematite particles within the hydrogel matrix,
as can be seen in figure 8.4 in section 8.1. This type of experiments is not sensitive to
a possible preferred orientation of the hydrogel matrix itself. Hence, it is possible, that
the mesostructure of the hydrogel network is influenced during the filling of the capillary
previous to the experiments. In this case, shear forces cause stretching of the polymer
networks’ voids in the direction parallel to the direction of the external field (ϑ = 0 ◦).
Therewith the transition from quasi-free diffusion of the particles within the viods to dif-
fusion processes between voids is shifted to smaller values of Q in reciprocal space and to
larger length scales in real space is possible.
For a flux density of B = 1.0T it is visible, that the slopes of the linear interpolations
differ from each other for ϑ = 0 ◦ and ϑ = 90 ◦ more significantly. In accordance with
the nematic order parameters shown in section 8.1, it can be stated that hematite spin-
dles embedded into the pNIPAM hydrogel are almost completely aligned perpendicular
to the direction of the external magnetic field at a flux density of B = 1.0T. Therefore
it can be concluded, that in external magnetic fields the spindle-shaped particles with-
out particle-matrix interactions preferably move in the direction of their particle director,
corresponding to the sector centered at ϑ = 90 ◦, than in direction of the short particle
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axis. This preferred diffusive motion is restricted to the confinement of the voids, existing
within the hydrogel network, since it occurs only for sufficiently large Q2 and correspond-
ing short diffusion paths in real space.
For larger length scales only one significantly faster and direction-independent diffusion
coefficient can be found. A possible reason are escape processes through by the hydrogel
network preformed diffusion channels as junctions between adjacent voids in the hydrogel
network. Since the orientation of such channels is unaffected by external magnetic fields,
in this regime which is at the limit of Q-resolution, even in external fields of B = 1T flux
density, no direction dependency is observed. The mean squared displacement here is sig-
nificantly higher, explaining the much steeper slope for Γ vs. Q2 at Q2 < 1.2×10−3 nm−2.
Regarding the ratio Dr = D‖/D⊥ we obtain Dr(0T) = 0.84 and Dr(1T) = 0.65. This
again verifies, that the application of an external magnetic field influences the diffusion
of the hematite spindles within the matrix more significantly than the effect of a shear
induced structural change of the mesostructure of the matrix.
In figure 8.15 the exponent β in dependence on the scattering vector Q, as given in
equation (8.8), resulting from fitting scattering data over the whole Q-range is shown for
sectors parallel (ϑ = 0 ◦) and perpendicular (ϑ = 90 ◦) to the external magnetic field. The
mean values for β indicate, whether the particles undergo Gaussian or anomalous diffu-
sion processes. Anomalous subdiffusion is hindered diffusion in which the mean-square
displacement of a diffusing particle is proportional to some power law different from that
of Gaussian diffusion with 〈r2〉 ∝ t [91]. For classical Gaussian diffusion, with respect to
the Siegert relation, the fit of the field autocorrelation function g2 would result the expo-
nent β = 1, recovering an usual exponential function. A stretched exponential function
with β < 1 indicates sub-diffusive processes.
Regarding figure 8.15, for zero-field conditions β ≈ 1.2 (lhs) is obtained. For external
magnetic fields with a flux density of B = 1.0T, the slightly larger exponent β ≈ 1.3
results. Both exponentials, with values larger than 1, indicate that the hematite parti-
cles undergo non-Gaussian behavior within the hydrogel matrix, for both, field-free and
in-field conditions. Such a behavior indicated by compressed exponential decays of the
autocorrelation functions are commonly observed in jammed systems [89, 90].
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Since the pioneering work of Payne et al. [92] the influence of incorporated nanoparticles
on the mechanical properties of elastomers has attracted considerable scientific interest.
The macroscopic viscoelastic properties of such composites are strongly influenced by in-
teractions between embedded particles and the polymer network. If shape anisotropic,
magnetic particles are embedded in viscoelastic matrices, their mesoscale structure and
dynamics and the related macroscopic properties depend on the particles’ orientation as
an additional degree of freedom. Distortions of the matrix either induced by interaction
of the particles with an external field or mechanical stress exerted on the composites
influence, both, the spatial and orientational distribution of the particles. In this work,
mesoscopic particle-matrix interactions of hematite spindles confined in cavities of an
intercrosslinked polymer hydrogel network formed by pNIPAM and related changes of
macroscopic, rheological properties have been investigated by means of X-ray scattering
and rheological experiments.

Hematite spindles of different aspect ratios ν are prepared, proving the regio-specific
NaH2PO4-adsorption mechanism, inducing the spindles’ preferred growth along their
rhombohedral axis. Nanoparticles of polydispersities p < 15%, suitable for X-ray scat-
tering experiments, are obtained. Due to both, a permanent magnetic moment nearly
perpendicular to the rotation axis and an induced moment proportional to their negative
magnetic anisotropy, hematite particles align perpendicular to the direction of external
magnetic fields. The nematic order parameter, calculated from the field dependent ODF
of the spindles determined by the evaluation of X-ray scattering data is used to quantify
the alignment of of the particles as a function of the flux density B. In figure 6.3 it is
visible, that the alignment of the particles in aqueous suspension increases with increasing
magnetic flux densities.
pNIPAM hydrogels, consisting of thermoresponsive polymer spheres connected by polymer
chains are prepared systematically with varying crosslinking ratios χ and varying polymer
volume fractions ϕ. Static light scattering experiments show a pronounced structure peak
for the hydrogels, corresponding to a correlation length in accordance with the polymer
spheres’ interparticle distances determined by means of TEM. DLS experiments confirm
the non-ergodicity of the system, meaning the non-equivalence between time-averaged
and ensemble-averaged time-autocorrelation functions, visible from the existence of two
separated relaxation processes (see figure 6.5).
Rotational shear experiments are performed to investigate the influence of temperature,
polymer volume fraction ϕ and crosslinking ratio χ on the viscosity η of the matrix. Due
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to the characteristic coil-to-globuli transition, with increasing temperature, the viscos-
ity of the hydrogel decreases. With increasing crosslinking ratio χ, the matrix’ viscosity
decreases due to therewith decreasing radii of gyration. An increasing polymer volume
fraction ϕ however, result in increasing viscosity, due to enlarged friction in the mesoscale
structure of the denser matrix.
Oscillatory shear experiments give insights into the viscoelastic behavior of the pNIPAM
hydrogels by evaluating the storage- and loss moduli G′ and G′′ as an answer to a sinu-
soidal shear deformation γ in dependence on volume fraction ϕ and crosslinking ratio χ.
Here, an increment of the samples’ crosslinking density as well as polymer volume frac-
tion results in a progressing transition from a viscoelastic solid to a viscously dominated
liquid-like system within the LVE region for constant shear frequencies f . For constant
crosslinking ratio χ and polymer volume fraction ϕ but increasing shear frequency, the
hydrogel matrix shows progressing liquid-like behavior, since restoring forces, contribut-
ing to the elastic behavior of the sample are overcome by increasing forces of friction.

Furthermore, hematite-pNIPAM composites are prepared to investigate the changes of
mechanical properties of the hydrogel induced by the presence of shape anisotropic, mag-
netic nanoparticles. For this reason, rotational and oscillatory shear experiments with
and without external magnetic fields within the sample environment are performed.
For field-free conditions, rotational shear experiments show, that the addition of hematite
nanoparticles to the polymer network causes a significant rise in viscosity compared to
the unloaded hydrogels. This is because incorporated nanoparticles cause an additional
moment of friction within the voids of the gel. Considering the viscoelastic properties of
the composites compared to unloaded hydrogels, no influence of the hematite particles to
these properties can be stated.
In presence of an external field, in rheological experiments an increasing viscosity of the
composites with increasing flux density is observed. Freely rotating particles minimize
their rotational friction by following the angular velocity field of their environment. In
presence of a magnetic field, however, the rotational mobility of the particles is progres-
sively confined with increasing flux density. Also in oscillatory shear experiments, at least
for small deformations, an elastic particle-matrix interaction is observed: increasing flux
density solely affects the elastic modulus G′, whereas the loss modulus for deformations
γ < 10−1 is nearly unchanged at constant oscillation frequency f . With the flux density
increasing rotational arrest of hematite particles leads as an increasing polymer volume
fraction ϕ and crosslinking ratio χ to rising elasticity of the composites. Phenomenologi-
cally, embedded hematite particles act as additional, field-dependent crosslinkers.

The field-induced rotation of particles embedded in a hydrogel leads to an elastic defor-
mation of the polymer network causing a restoring torque related to the elastic modulus
of the hydrogel. Hence, the orientational distribution function of hematite spindles as
a function of the flux density, derived from the analysis of SAXS data, is influenced by
particle-matrix interactions in these composites.
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The interactions of the particles with an external magnetic field provoke a field-induced
isotropic-nematic phase transition which is progressively hindered with increasing elas-
ticity of the matrix. The orientational correlation of the particles is quantified by the
nematic order parameter S2 in dependence on the flux density. Since the elastic moduli of
hydrogels are influenced by the polymer volume fraction ϕ as well as by the crosslinking
ratio χ, both parameters affect the nematic order parameter S2 of hematite spindles in
different hydrogel matrices as a function of the flux density as visible in figures 8.6 and
8.7.
The complete reversibility of the field-induced nematic transition clearly indicates that the
hindrance of nematic alignment is related to the elasticity and not to an increased Newto-
nian viscosity: purely viscous particle-matrix interactions would not change the thermal
equilibrium at a given flux density, but only slow down the systems’ response to a jump
in magnetic flux density. For all samples, the thermal equilibrium is reached after sev-
eral seconds and removing of the external field results after few seconds in isotropic ODFs.

Further insights into the shear-induced changes of the mesostructure are given by simul-
taneous rheological and SAXS experiments. Here, the influence of the networks’ vorticity
to the ODF of the hematite spindles is investigated. Experimentally, as a first step, par-
ticles are aligned with their long axis parallel to the shear plane and perpendicular to the
shear gradient, which is parallel to the primary beam, by a radial shear flow. This radial
shear flow results when compression drops of isotropic composites between the rheometer
plates.
In oscillatory shear experiments, periodic fluctuations of the scattered intensity from
isotropic to anisotropic patterns in phase with the shear deformation, are observed (see
figure 8.10). Concerning the sample properties, it is found that the anisotropy of the scat-
tering pattern is more pronounced for composites with hematite particles of high aspect
ratios ν as well as with an increasing polymer mass fraction ψ. Evaluating deformation
sweeps shows, that shear induced structural changes to the matrix, as occurring within
the NLVE region, appear to favor the out of shear plane alignment of hematite due to
particle-matrix interactions. Therewith it can be stated, that the anisotropy of the scat-
tering evolves with increasing shear deformation.

To investigate the dynamic behavior of the hematite particles within the pNIPAM hydro-
gel, XPCS experiments with and without an external magnetic field applied to the sample
are performed. From the relaxation rates Γ (Q) derived from compressed exponential fits
to the intensity autocorrelation function, two different diffusion processes can be identi-
fied. For large scattering vectors corresponding to diffusion paths smaller than the size of
voids in the hydrogel network, in presence of external fields a preferred diffusive motion
parallel to the particle director is observed. In the region of smaller Q, observing long
diffusion paths between adjacent voids, even in presence of external fields, a direction-
dependence could not be observed. The increased slope of Γ (Q) vs. Q2 in this domain is
a hint for faster diffusion in preformed channels of the network, the orientation of which
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is not influenced by external fields. In both regimes, the compressed exponential decay
of the intensity autocorrelation function indicates a non-Gaussian diffusion behavior of
the hematite particles in the hydrogel matrix, where their diffusion is limited by the sur-
rounding polymer network, both with and in absence of external fields.

The quantitative analysis of the hydrogels’ elastic properties from the field-dependent
nematic order parameter is the scope of future work. With known magnetic properties
of the hematite spindles, i.e. the magnitude of their magnetic moment, the direction of
the magnetic moment with respect to the particle axis and their magnetic anisotropy, the
torque acting on the hematite spindles in presence of magnetic fields can be calculated.
On the other hand, from the particles geometry and their roatation, the deformation of
the hydrogel network is accessible.
First attempts to model the mesostructural response of ferrogels are described by Weeber
et al.[93] and Pessot et al.[94] by molecular dynamics on a coarse grained level. The hin-
drance of nematic alignment of anisotropic particles due to elastic distortion of gels can
be used to compare these theoretic results with experimental data, since geometry and
torques acting on the particles as well as the elastic properties of the matrix are known.
Furthermore, Brader et al. [95] proposed a mode coupling approach to describe the
nonlinear viscoelastic behavior of colloidal particles. As an input for this quantitative
approach the static structure factor of the colloidal system is used. Since the hydrogel,
presented in this work, consists of chemically crosslinked polymer spheres, this approach
is also promising to analyze the nonlinear viscoelasticity of these composites. Due to
the limited Q-range accessible by light scattering and the small electron density of the
polymer, additional neutron scattering experiments are required to access the structure
factor of the hydrogel matrix in the relevant Q-range.
Regarding the sample system itself, the introduction of charges to the polymer structure
is of interest for future work. Charges within such polyelectrolyte-hydrogels induce ad-
ditional interactions, relevant for many composite systems. For example colloids, often
carry charges stabilizing dispersions of these particles. If such charged colloidal parti-
cles are embedded into polyelectrolyte-hydrogels, additional electrostatic particle-matrix
interactions define the properties of these systems. Especially in the area of biomedical
applications, polyelectrolyte hydrogels are already discussed as potential drug delivery
systems. Many pharmaceuticals carry acidic or basic functionalities, influencing the in-
teractions between pharmaceutical and matrix. By varying the pH or the ionic strength
during the application in biologic environments, due to varying interactions with the
hydrogel matrix, pharmaceutical can be released [96].
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