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Abstract

On the road towards developing truly self-healing polymer coatings, autonomous gap closure behavior
is an important step. Stored entropic energy in a polymer could act as driving force for this closure.
To make proper use of this concept it is important to develop characterization protocols able to relate
entropy release to gap closure dynamics and ultimately to polymer architecture. Dynamic mechanical
thermal analysis (DMA) and Laser Speckle Imaging (LSI) have previously been used in separate stud-
ies to quantify entropic energy change and measure local polymer dynamics, respectively.

This work aims to develop an LSI-based protocol able to relate entropic induced length changes
measured in DMA to polymer relaxation dynamics. To this purpose a set of non-healing epoxies with
different molecular weight between crosslinks was tested both in DMA and LSI. A recently developed
analysis protocol was used to extract, from DMA data, the entropy change at the glass transition re-
gion related to displacement (i.e. shape memory effect). With the help of a micro-tensile tester and
a temperature control system, LSI allowed quantifying the local dynamics of the studied polymers as
function of temperature and strain. The overall relaxation dynamics in stress relaxation tests measured
with LS| were then compared to the DMA results.

A relation between the strain relaxation dynamics in LSI, crosslinking density, entropy release and
tan © variation with temperature was found. This was done by comparing the frequency and intensity
of local displacements measured with LSI to delta length and tan & obtained with DMA. Furthermore,
this research revealed an interesting discrepancy between local strain relaxation and stress relaxation
times, as the local strain relaxation time extracted with LS| was shown to be longer than the overall
stress relaxation time measured by the micro-tensile tester in the same test. The characterization and
data analysis protocol explored here paves the way towards experimental methods that allow a more
direct correlation between coating design parameters, such as crosslinking density and chain flexibility,
and local entropy driven damage closure.
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Introduction

Extending the lifetime of a product is an important motivation for material research, a longer life means
more efficient use of materials and thus resources. In light of the growing population and limited sources
of raw materials this need will only increase over the coming decades.

Since the lifetime of a product largely depends on its materials, researchers have developed mate-
rials that last longer. Developing self-healing materials is a route to do so, since the ability to self-repair
makes for longer lasting materials. Self-healing polymeric materials can be divided into two different
classes: extrinsic and intrinsic healing. Extrinsic covers all polymers that have containers with healing
agent inside that will be released if a crack occurs; breaking the containers, filling the gap and reacting
with its surrounding in order to heal the damage [2]. The intrinsic healing strategy is based on reversible
chemistries that reconnect the polymer chains after a damage occurs [3]. The material focus of this
thesis lies on the development of intrinsic self-healing polymers.

In order to make self-healing polymers, the material will need local temporal mobility to repair dam-
ages. Mobility is needed to close the damage and reconnect the reversible chemistries. Local because
only a small area surrounding the damage should be involved. Temporal because after healing the mo-
bility should be reduced again. In this thesis the steps of healing described as: surface rearrangement,
surface approach, wetting, diffusion and randomization are divided into gap closure and healing [4].
This is illustrated in Figure 1.1.

Undamaged material

Complete
recovery

(5) Randomization

D
%0 Surface

rearrangement
.@. 9

S ‘_J@Surface approach

Healing @ ing Gap closure

(@ Diffusion

Figure 1.1: The five stages of intrinsic healing redefined for this work in the gap closure and healing stages, adapted from Susa
(2019) [5].



2 1. Introduction

Most research on intrinsic self-healing polymers is focused on the healing stage and gap closure
is often forced by applying pressure and/or heat. However, for truly self-healing polymers the gap
closure stage should also take place autonomously. In order to develop polymers that possess good
gap closure properties, this property has to be made measurable and quantifiable. This is an important
step towards truly autonomous self-healing polymers. In order to understand what is happening, one
route is to understand what kind of dynamics take place during the whole process depicted in Figure
1.1, and how these influence gap closure. The subject of measuring gap closure dynamics will be
discussed in the next section and the emerging research gap relevant for this thesis will be concluding
the chapter.

1.1. Background

Every chemical process is governed by reaction kinetics and thermodynamics, there is no difference
for self-healing polymeric materials [6]. As mentioned before, the intrinsic self-healing process should
proceed without any active interference from outside the system for it to be truly autonomous. In
terms of self-healing dynamics this means that any energy required for polymer chains to move (i.e.,
gap closure) and for healing reactions should come from somewhere. During the damage-making
process, energy can be stored by the material known as entropic energy storage [7]. The release of
this energy can be used to close the gap. This phenomenon is best known and visible in shape memory
materials and a measuring protocol has been developed to quantify entropy storage and release for
these materials [8].

Using Dynamic Mechanical Analysis (DMA), a change in length can be measured and converted
into entropy storage and release. This protocol and its use will be explained below. Another method to
measure polymer dynamics is with Laser Speckle Imaging (LSI), where local dynamics can be traced
over time in a spatial manner. Both techniques are advantageous in different ways and their use to
measure and quantify self-healing polymer dynamics will be explained in the following subsections.

Before elaborating on these two protocols, another definition important for this work has to be dis-
cussed, namely bulk material and especially the difference between a coating and bulk material. Coat-
ings are attached to a substrate and their mobility is thus limited. Thickness plays a role as well, since
most coatings are applied as thin as possible in order to have the right properties while minimizing
weight and material. Bulk material properties may differ from coating properties because of these cir-
cumstances. In case of gap closure properties, the amount of surrounding material could be of great
influence on the behavior. Therefore, when investigating polymers these differences should be taken
into account. DMA is a bulk material technique since it requires free standing films for investigation,
while LS| can measure coatings as well, and thus a translation from the one technique to the other is
very useful and an important contribution of this thesis.

TE

Figure 1.2: DMA result as strain vs temperature. [lI] viscoelastic length extension, [lI] entropy driven retraction and [llI] further
extension [9].
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1.1.1. Dynamic Mechanical Analysis

DMA is used to measure the viscoelastic behavior of polymers by applying a strain and measuring the
stress or vice versa. A protocol has been developed where dynamic and static modes are combined in
a strain-controlled thermal ramp DMA experiment [8]. An oscillating force is applied on top of a static
force to keep the sample in the elastic regime. The amplitude is kept constant and the overall length
change is measured, as illustrated schematically in Figure 1.2.

Entropy change can be calculated with the values extracted from DMA experiments. For this, length
change will be converted into entropy change. These results present a bulk material property and can
be used for comparison with a coating as illustrated in Figure 1.3. Here gap closure (6.;osure) Of @
coating is compared to entropy release (ASg), measured as bulk property for the same polyurethane
with different soft phase fractions (Xsz). Previous work has shown a linear relation between the two
properties for the same polymer applied as free standing film (AS; on the x-axis) and coating on steel
(8¢10sure ON the y-axis) as depicted in Figure 1.3d [9].

a b c d
Xg= 027 Xg =051 Xg =071 o ]
AS,= 153 Kj/m’ AS,= 662 KJ/m’ 4S,= 10.62 Kj/m’ ]
Theuhng =80.0°C Thealmg =42.5°C The‘llu‘.g =35.0°C 100
W " @ . - E 80 — L™ 0.71
: E o 4 4,=059
50 S * 4 =051
_ , w0l T
ALl BIl ci : j 1= 042
20 —
_ . K™ 0,27
A
0 5 10

AAS, (k/m’)

Figure 1.3: a,b,c) Comparison of three polyurethanes with different soft phase fraction (Xsr) where entropy release (ASg) and
scratch width after healing are compared. d) plot of the linear relationship obtained between gap closure and entropy release

9.

More entropic energy release shows more gap closure, which is an interesting property for self-
healing coatings as discussed before. In order to understand the underlying principles it is necessary
to investigate what happens during that gap closure phase. So an in-situ spatial and temporal technique
is necessary to follow the process while it is happening. LS| could be such a technique, its relevance
and working principle will be explained in the next section.

1.1.2. Laser Speckle Imaging

LSl is a measurement technique comparable to other optical techniques, like for example Digital Image
Correlation (DIC) [10]. Here, a speckle pattern is painted on the surface of the area of interest, this
pattern is recorded during the experiment, and by following the speckles the motion can be tracked
very carefully.

With LSI the pattern is not physically presented on the to-be-investigated object but it is the effect
of laser light that is reflected by a turbid material. Since laser light is monochromatic, has a coherent
light beam and a single wavelength, the wavelets will be in phase when they enter the (turbid) material.
These in-phase wavelets are illustrated in Figure 1.4 by comparing laser to LED and natural (sun)
light. After these coherent wavelets have entered the material they will encounter scattering centers
and proceed on a ‘random walk’ until they leave the material [11]. Because of the ‘random walk’ that
is different for every single wavelet the returning wavelets will no longer be in phase. These phase
differences result in local maxima and minima observable as a speckle pattern. When scattering centers
will move (due to polymer dynamics for example) the resulting pattern will displace as well, following
the motion of the material.

By taking many pictures of this changing pattern and comparing them with each other, you obtain the
method that is called LSI. As shown in previous research a lot is possible with LSI, like following phase
transitions in drying of paint [13], morphing of liquid crystals [14] or self-healing dynamics [15]. This



4 1. Introduction

Sunlight (Multiple Colors)

L E D Li g ht Monochromatic, Non-Coherent (out of phase)

N7 NZNNZ

Laser Light Monochromatic & Coherent (in phase)

Figure 1.4: Schematic representation of laser waves in comparison to natural white light (sunlight) and led light [12].

looks promising for the development of a testing method to measure entropy storage and understand
better what is happening during relaxation of materials by probing polymer dynamics.

1.2. Research Objectives and Thesis Layout
The research gap emerging from literature can be defined as the lack of a method that can be used to
quantify entropy storage and release during damage making and subsequently gap closure of polymer
coatings. LS| has been proven suitable to probe polymer dynamics during different processes, and thus
is the main subject for this work. The aim of this work will be to establish a link between temperature-
dependent material behavior measured with DMA and relaxation dynamics measured with LSI. The
establishment of such link will aid as a step towards the ultimate aim of being able to fully quantify gap
closure behavior of polymer coatings.

The research question has been formulated as follows: How can temperature-dependent material
behavior measured by DMA be linked to polymer dynamics measured with LSI? In order to answer this
question multiple research objectives will be addressed:

» Assess whether it is possible to measure polymer dynamics with LS| during a thermal ramp and
relate them to material properties obtained with DMA.

» Assess the possibilities regarding measuring polymer dynamics with LS| that are relatable to
length change, used for entropy calculations, measured with DMA.

» Assess the relation between stress relaxation and local strain relaxation by comparing LS| and
micro tensile tester results.

» Review the obtained results by comparing LS| and DMA results.

This thesis is written in order to provide the reader with a clear and structured overview. First the
material choice is substantiated and the synthesis procedures are described in Chapter 2. In Chapter
3, methods used for this thesis are examined and explained. The test results obtained are presented
in Chapter 4, and the interpretation of those results is discussed in Chapter 5. Finally, this work is
concluded in Chapter 6.



Materials

In this chapter the choice of material will be substantiated in Section 2.1. The chemicals used and
synthesize method are described in Section 2.2.

2.1. Polymer Choice and Structure

The techniques investigated in this study dictate certain requirements for the materials to use. For
the LSI study it is important that the material is turbid such that the laser light will be reflected and a
speckle pattern is created. In order to investigate entropy storage and release, DMA experiments are
necessary and therefore the samples should be of a certain stiffness. If the sample becomes too soft
it will collapse under its own weight. Since polymer dynamics around the glass transition temperature
(Ty) are the subject of interest, the material should have the T, range in the measurable range. This
range lies above room temperature, and due to LS| set-up limitations below 120°C. Lastly it is important
that the thermal stability of the material is good (not more than 1wt% weight loss) in the temperature
range of interest. Finally, it is important to synthesize the samples in order to have control over the
components and if deemed necessary make subtle changes for result comparison.

The polymers selected for this research were expected to be suitable for DMA and LSl tests in the
facilities used, both are epoxy networks that are synthesized by reacting a resin and a hardener. For
this research stage it is not necessary to work with the self-healing ability of the polymer, since storage
and release of conformational entropic energy within viscoelastic polymers is the subject of interest.
This, in other research defined as shape memory behavior, is a feature many polymers possess, not
reserved to self-healing polymers [16]. By removing the self-healing component it is easier to look at
gap closure dynamics separated from other processes. Therefore it has been decided to work with
epoxy networks only consisting of two components that react together. Junction points in the epoxies
provide rigidity resulting in conformational entropy changes during displacements of the samples.

One epoxy is based on an epoxy network thoroughly investigated previously by the NovAM re-
search group and a common base composition for aircraft coatings, chosen because of the available
knowledge on the synthesis procedure and its characteristics. For this study a non self-healing variant
is used based on previous work [17]. The other epoxy network is based on an epoxy that has shown
good entropy storage and release behavior in previous research [18].

The use of two chemistries whose composition can be controlled up to a certain degree provides
the possibility to create two polymers with different junction density and T,. This is useful to compare
and interpret DMA and LSI data and validate the testing protocol here introduced.

2.2. Polymer Synthesis

The amine group of the hardener will react with the epoxy group of the resin in multiple additions to form
the polymer network, resulting in a thermosetting polymer. This process is illustrated and explained in
Figure 2.1.
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Figure 2.1: Reactions of the resin and hardener. Reaction A shows the first reaction between amine (blue) and epoxide (yellow),
ideally Reaction B occurs next, forming the epoxy junction point (green). The hydroxyl group (pink) formed could also react with
the epoxide forming an unwanted addition product, depicted in Reaction C. [19].

The resin used for both epoxies is Epikote828 and was provided by AkzoNobel. The hardeners
used are Ancamine2500, provided by AkzoNobel, and JeffamineD-230, purchased from Sigma-Aldrich
(Poly(propylene glycol) bis(2-aminopropy! ether)). Since Epikote828 and Ancamine2500 are commer-
cial products not all components are known, but the known parts are depicted in Figure 2.2 and their
reactive groups are indicated in blue for the amines and yellow for the epoxides, similar as in Figure
2.1. The knowledge of these products is originated from the work of M. Abdolahzadeh [17]. All the
reagents were used as received without further purification.

(IrH, (IIH
Epikote 828: cu:—cn—cu,—04©7cl‘ o—cnz—?n—cu,—o@c
|
\o/ CH, OH

CH,

Ancamine 2500: HN/\l Jeffamine D-230: CH3 CH3
N (0]
b \|\ HoN - NH2

NH,

o—cu,—c:u—}:u:
N

Figure 2.2: The three known monomers used for synthesis with their reactive groups indicated in blue (amine) and yellow
(epoxide). Since Epikote828 and Ancamine2500 are commercial products not all components are known, but the known parts
are depicted in this figure.

Titaniumdioxide (TiO2) nanoparticles of 21nm particle size, purchased from Sigma-Aldrich, were
used to make the samples suitable for LS| analysis (turbid instead of transparent), by adding only
0.5wt% of the total weight of the other components. Epoxy networks were synthesized by reacting
Epikote828 and Ancamine2500 or JeffamineD-230, the gram equivalent and corresponding weight
ratios are depicted in Table 2.1.

The synthesis procedure followed is based on previous work carried out at the NovAM group with
similar epoxies [17][20] and information obtained from the work of M. Urban [21]. For the remainder
of this report the samples prepared will be named based on the hardener that is used, sometimes in
combination with their batch number. For the two variations two batches are produced so they are
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Table 2.1: Components used for epoxy network synthesis.

[ Component Reactive groups [g/eq] Weight ratio |
Epikote 828 188 1
Ancamine 2500 135 0,72
Jeffamine D-230 124 0,66
TiO2 nanoparticles - 0,005 (of total weight)

named: Anc_B1, Anc_B2, Jeff B1 and Jeff_B2. If a number of the same tests is executed using the
same batch a test number is added to indicate which sample is used and which test number it is, e.g.
Anc _B1-1.

Synthesis Procedure EpiAnc Samples

First, in order to decrease viscosity, approximately the right amount of resin (Epikote) is put in the oven
at 80°C for 15 minutes. The resin is added to the weighted TiO_2 nanoparticles in a jar suitable for a
speedmixer and mixed for 30 seconds at 800rpm. Subsequently this mixture is put back in the oven
(80°C) for 5 minutes and the hardener(Ancamine) is added for the last 2 minutes in a separate cup,
to drop viscosity. After this, the jars are degassed for 5 minutes in the oven, reducing air bubbles.
Thereafter, the right amount of hardener is added to the resin nanoparticle mixture and everything is
put in the speedmixer to mix under vacuum for 3 minutes. The mixture is poured on a Teflon mould.
The mould exists of a Teflon plate with five separate moulds as illustrated in Figure 2.3. After pouring,
the mixture is spread out by hand carefully in order to fill the five moulds entirely. The samples are left
to cure at room temperature for 24 hours, after which the samples are cut out in the desired sample
geometries as illustrated in Figure 2.3 and put in the oven at 100°C for a 24 hour second step thermal
cure. After the room temperature cure not all crosslinks are made and the samples are easier to cut than
after the second step thermal cure, moreover the induced stresses from cutting will be removed during
the second step thermal cure as a form of heat treatment because the samples are heated above their
T,. The latter also ensures the alignment of samples in the moulds with respect to each other does not
matter any more, the material characteristics are isotropic since stresses from processing and cutting
are removed.

10mm
25mm ]
AT
]
‘ 25mm
| /
DMA \
e 5x25mm | 30mm
£ LSI non-strained g E \B
S 10x12.5mm s : )
\ ]
. | A-A
LSl strained |
50x10mm
A 280mm

Figure 2.3: Geometry of the mould used for sample preparation, and the dimensions of the samples after cutting.

Synthesis Procedure EpiJeff Samples
The procedure is comparable to the above mentioned method where Ancamine is used instead of
Jeffamine, but there are two important differences. The first is that Jeffamine is less viscous, so no



8 2. Materials

preheat is needed before adding it to the Epikote nanoparticle mixture. The other one is that the times
and temperatures after the mixture is poured into the Teflon mould are different. The samples are left
to cure at room temperature for 10 minutes, after which the mould is put in the oven at 80°C overnight.
Next the desired sample geometries are cut out and put in the oven at 180°C for a 2 hour second step
thermal cure.

Expected Material Characteristics

After synthesis networks are formed resulting in stiff and turbid samples. Taking into account the poly-
mer structure certain material characteristics are expected. Epoxies belong to the group of thermoset-
ting polymers that cannot melt, but have a T, range. Thermosets are amorphous solids and therefore
isotropic, the disorder of chain configuration ensures material characteristics to be the same in all di-
rections. Their flexibility is dependent, among other things, on the crosslinking density; more junction
points results in a stiffer less deformable material [22].

As illustrated in Figure 2.2 an important difference between the amines used is their length. For
Ancamine 2500 only the known monomer is depicted, but more non disclosed monomers are present
in the mixture. This monomer is shorter than the Jeffamine D-230, which has a repetitive unit leading to
a longer chain. Longer chains result in more flexibility and thus a lower T, range. Since the Ancamine
2500 mixture consists of several monomers it is expected that a more heterogeneous network will be
formed, because it exists of more components. Heterogeneity will lead to a network with locally different
Tys that broaden the overall T, range measured. The well defined Jeffamine D-230 epoxy is expected
to show a narrower T, range, because of a more homogeneous network.

Intermolecular interactions influence T, range temperatures for both epoxies, stronger bonds be-
tween chains increase the energy needed for displacement and thus a higher T, range is expected [22].
Van der Waalls interactions and hydrogen bonds between chains in the cured epoxy network could in-
crease the T, range. The presence of OH-groups could result in hydrogen bonds between chains, but
this effect is expected to be similar for both epoxy variations since stoichiometric mixed epoxies result
in the same number of OH-groups present.



Methods

In this chapter a closer look will be taken at the methods used. In Section 3.1 two thermal characteri-
zation methods are described that aid in the characterization of the thermal behavior of the polymers
produced. Next, in Section 3.2, the DMA procedure to measure entropic energy is explained. Lastly, in
Section 3.3, the LSI set-up, working principle, data analysis and used set-ups for this thesis work are
presented.

3.1. Thermal Characterization

Since the focus of this research lies on temperature dependent material behavior, it is important to
know the thermal characteristics of the samples made. Polymers could go through all kinds of thermal
transitions and epoxies may face a post-curing phase if heated to certain temperatures for a consider-
able amount of time. This behavior is important to test and will aid in better understanding the dynamic
behavior of the synthesized epoxies. The two methods used are described here.

3.1.1. Thermal Gravimetric Analysis

By measuring the weight during heating the thermal stability of a material is measured. Test results
could give unreliable data if the material degrades in the temperature range of interest (dictated by the
DMA and LSI tests). With Thermal Gravimetric Analysis (TGA) this stability can be measured.

A PerkinElmer TGA 4000 was used for the analysis. Under nitrogen a 10°C/min heating rate is used
until 500°C is reached, in order to fully degrade the material. The weight of the sample, approximately
1mg for all samples, is measured at the beginning of the heating ramp and taken as 100wt%. Data
extracted from this experiment could look like the graph in Figure 3.1.

TGA

wk% 4

.

TL:C]

Figure 3.1: Schematic representation of a TGA measurement, with the weight percentage on the y-axis and the temperature on
the x-axis. The 1wt%, 5wt% and 10wt% points are indicated in orange.

The 1wt%, 5wt% and 10wt% weight loss temperatures are important data points to extract from this
experiment. They can be used for comparison between sample batches and to set the maximum test

9
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temperature. The temperature during a test should stay below the 1wt% weight loss temperature in
order to have reliable results, otherwise the material starts to degrade which influences the results.

3.1.2. Differential Scanning Calorimetry

With the Differential Scanning Calorimetry (DSC) technique thermal transitions can be measured, such
as the glass transition temperature (T, ) or the melt temperature (T,,). A TA Instruments DSC250 differ-
ential scanning calorimeter was employed to study T, which will be used as characterization method
and to compare different samples and batches. Samples of approximately 5mg were used. The method
consists of two heating ramps under nitrogen. The first ramp is used to erase the thermal history, by
heating the samples above their T;, and the second to measure the T, range. The heating rate is
5°C/min from -30°C until 170°C. The result is a graph of heat flow (Q) versus temperature (T) and is
illustrated in Figure 3.2, where the heat capacity of the material changes, visible as a step indicating
the T, range.

. DSC

bre- TEC]

|

Figure 3.2: Schematic representation of a DSC measurement in the ‘exo up’ mode to get positive heat flow rates for exothermic
processes. Here only part of the second second heating ramp is shown that contains the step with onset and endset points,
which mark the T range, indicated in orange

The T, range is defined as the range from onset until endset point, T, for this work is defined as
midpoint between onset and endset points. During this transition the dynamic behavior of the polymer
changes and influences the measurements. Besides showing this influence, DSC is also used to com-
pare the T, range before and after LS| experiments in order to conclude if the T, range has shifted. If
the epoxy has cured further during the test (and therefore dissipating energy) than the T, range would
be expected to shift towards higher temperatures. A denser crosslinked epoxy needs more energy to
be able to move (i.e., soften), and thus higher temperatures, before it goes through T,,.

3.2. Characterize Entropy Storage and Release with DMA

It is possible to measure entropy storage and release with DMA as mentioned in Section 1.1. The
procedure developed measures the material response to temperature and a static and dynamic force
by means of a length change. Polymers exhibit viscoelastic length transitions (VLTs) in the T, range
which are manifested by a length extension and retraction measurable with DMA [8][18][23][24][25].

3.2.1. Protocol Explained

The protocol developed imposes a strain, because of the temperature increase the polymer chains
become more mobile and the materials softens so the dynamic force (maintaining 0,1% strain) will
drop. The static force is linked to this dynamic force so it will drop as well. The static force, indicated
in Figure 3.3A in blue, ensures the dynamics force (F; in red) is maintained in the material’s tensile
region.

The induced strain at lower temperatures stores energy during elongation by decreasing the confor-
mational entropy of the network. During elongation the polymer chains are being ordered (stretched)
because the viscous network component enables some flexibility, this is only possible until a certain
degree of displacement due to crosslinks as illustrated in Figure 3.3B. This elongation is possible be-
cause upon entering the T, range, stiffness decreases as kinetic energy and free volume increase so
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the polymer exhibits more viscous character [8].

At some point during the temperature increase, elongation transforms into retraction because suf-
ficient energy is available to the chains in order to increase the entropy of the system again. This
increase of entropy is the energetic more favorable state of the polymer network. After the retraction
phase elongation continues, which is attributed to rearrangements of the network under the constant
applied static force. The whole process is depicted in Figure 3.3C. The point of maximum elongation
is located before the maximum value of tan(§) but within the T, range.
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Figure 3.3: A) lllustration of a clamped sample (yellow) in the DMA tension geometry set-up (grey), dynamic force (F;) and
static force (F;) are indicated in respectively red and blue. B) Schematic representation of crosslinked polymer chains before
(left) and after (right) elongation that results in a decrease in conformational entropy, storing energy. C) DMA result divided over
three graphs, a-c show the material characteristics obtained during a DMA strain-controlled temperature ramp, d and e depict
the strain and obtained stored energy density in the second one and in the third graph, f and g, the applied static force (Fs) and
generated retractive force are depicted. The three temperature dependant material ranges are indicated: glassy, T, and rubbery
region. Figure C) is obtained from Hornat(2017) [8].

These length changes can be quantified in terms of entropy storage and release following thermo-
dynamics of molecular network and rubber elasticity theory [22][26][27]. These values have previously
been related to VLTs induced shape memory behavior and gap closure [28][18].

3.2.2. Implementation at NovAM

For this study a strain controlled DMA of TA Instruments is used, the G2-RSA Solids Analyzer. Samples
with dimensions between 4-6mm wide, 0,7-1,1mm thick and a length of approximately 20-25mm were
clamped in a tension geometry set-up with a 10 mm loading gap, as depicted in Figure 3.3A. The
experiment is executed in a forced convection oven under nitrogen to perform the heating ramp. The
test procedure is set following 4 steps in the TRIOS software:
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1. End Of Test Conditions: A temperature of 20°C is set.

2. Conditioning Options: Axial force adjustment is set and active mode is selected in tension. The
force tracking mode is selected with a 125% Axial force > Dynamic force setting. Important is that
in the advanced section priority is given to data sampling over force control.

3. Conditioning Transducer: The spring mode is selected as well as the override configuration.
Before every test a transducer zeroing will take place selecting the low range, which makes sure
the settings are suitable for the stiffness of the sample used.

4. Oscillation Temperature Ramp: A ramp rate of 2°C/min from room temperature (20°C) until 130°C
is set. The test parameters are set to an amplitude of 0,1% strain (10um) and a frequency of 10
Hz.

In the work of C. Hornat, effects of different settings on the results are evaluated [29], for this work
the settings are adapted from previous research [8][9]. After the settings are selected, the exact sample
geometry should be measured and the sample is clamped, results are obtained via the TRIOS software.

3.2.3. Data Analysis

The experimental data will provide for the necessary information to calculate entropy changes (AS).
As derived in previous research from thermodynamics and rubber elasticity theory [30][31], decrease
in entropy can be estimated as depicted in Equation 3.1 [9]. The protocol developed by the research
group of M. Urban is based on coupling Equation 3.1 with Equation 3.2 as derived from classical ther-
modynamics, which results in Equation 3.3 [8][24]. In Equation 3.3 the maximum entropy storage is
calculated by taking the values at maximum elongation (e,,,,) and comparing them to the values ob-
tained in the glassy regime (i, initial) of the polymer.

Asz_ﬂ[a2+z_3] W|thv:£ (31)
2 a ’ ] M]
ASg = —T.;Se; + T;S; (3.2)
Rv;T, 2 Rv;T; 2
ASgnax — J " €max (arznax + _ 3) — #(alz + — — 3) (33)
2 max 2 a;

Where «a is the extension ratio L/Lg, @max iSLmax/Lgiasss @i 1S Lgiass/Lgiass = 1, Mj is the molecular
weight between crosslinks or entanglements, R is the gas constant and p is density. When calculating
entropy release (ASg), Equation 3.2 is used, where €l is €,,;, and i is €4, t0 rewrite Equation 3.3.
The result of this modification is depicted in Equation 3.4.

Rv;T,. . 2 Rv;T,
J " €min J " €max
ASRAX = —— (af i, + -3)- (@ e +

- — ; -3) (3.4)

€max

As can be seen in Equation 3.1 some crosslinks or entanglements (junction points) are necessary
in order to store entropic energy. If there are no entanglements or crosslinks the molecular weight
between entanglements can assumed to be: infinity M; — oo resulting in a AS of zero or M; = 0
resulting in a non valid fracture.

Estimation Procedure v; and M;

In order to use Equations 3.3 and 3.4, a value for v; is necessary, and the resulting M; value is useful
to compare the epoxies made. The value for M; can be calculated in different ways, one is based
on estimating values for p and v; (M; = p/v;). The density is obtained by measuring several sample
geometries and their weight, all resulting in approximately 1.1g/cm3. In order to estimate vj the value
for stress at maximum elongation (osr qt.c,,,,) iS @ssumed to be equal to the resulting retractive stress
(or) [9]. Here asr ate,,,, IS the stress measured at maximum elongation, o is calculated following
Equation 3.5 where v; is varied until Equation 3.6 holds.

a -1
op = v]-RTmax";Z; (3.5)
max
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Fr
Ogp = A = OsF.at.emax (3.6)
The junction density and molecular weight between crosslinks obtained following this procedure will
be called M;est. and v;est. for the remainder of this report. In Chapter 4, a comparison will be made
with other methods to obtain these values and explanation will be given regarding the obtained results.
It is expected that the Jeff chemistry is the network with a lower crosslinking density and thus more
flexibility, because of the longer amine chains, leading to better entropic energy storage and release.

3.3. Laser Speckle Imaging

LSl is a non-invasive optical measurement technique to probe (near) surface dynamics in the mm
range. Its working principle, set-up at NovAM, data analysis possibilities and proposed protocols will
be discussed in this section.

3.3.1. Working Principle

As discussed in Section 1.1 the interference pattern of reflected laser light is used to probe dynamics
taking place in the sample. During the measurement frames are shot of the changing speckle pattern.
The principle is shown graphically in Figure 3.4 for probing the dynamics of a self-healing coating [15].
A sample is prepared and placed under a laser beam in step one, two and three. Step four shows the
frame collection over a period of time. These frames depict the speckle pattern. The fifth step is the
LSI analysis to extract how much those speckles have moved. By comparing the raw speckle pattern
frames taken over time (t) for a certain frequency (t), a micromechanical map can be created that
shows the amount of displacement depicted as the d,-number.

1) Cut thermostated polymer

2) Bring cut faces
in contact

3) Place polymer
in LSI chamber

Figure 3.4: lllustration of the LS| working principle as depicted by van der Kooij et al. [15].
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3.3.2. Set-up at NovAM

The LSI set-up is shown in Figure 3.5, the laser path and main components are highlighted:
» A: Camera
» B: Objective
» C: Polarizer
* D: Beam expander
» E: Laser light source

The camera has a Charge-Coupled Device (CCD) of 8 bits, which is 480x680 pixels with a physical
pixel size of 9,9um. The camera has a frame rate of 60fps and is connected to the objective. This
objective is used to first focus the sample at a certain size regulated by the zoom, after which the
diaphragm is used to control the speckle size. Before the light enters the objective a polarizer reduces
the specularly reflected light component. The beam expander regulates the spot size of light that
illuminates the sample. The laser light source produces a blue laser beam with a wavelength of 473nm.
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Diaphragm

Zoom

Figure 3.5: NovAM LSI set-up where a) shows an overview and the dotted line illustrates the laser path and b) shows the
components of the objective.

3.3.3. Data Analysis

Three software packages developed in Wageningen were used to extract information from the LS| mea-
surements [32]. LSI_Speckle_Size_Analysis defines the speckle size of speckles in a certain frame,
LSI 2D d2is used to extract coloured spatial maps for a certain T and thus check the spatial homo-
geneity, LSI_g2 d2 is used to calculate the averaged g, and d, (Equation 3.7) values for a defined
frequency range and thus provide insight in the development of dynamics over time.

Each series of measurements results in many frames that individually do not show anything, as can
be seen in Figure 3.6, where a single LS| frame is shown. Grey and white speckles are visible, but the
relation to the other frames is needed in order to produce useful results. First the speckle size has to
be checked, because the size of each speckle is of influence on the result. If a speckle is smaller than
a pixel, then the pixel will show an averaged value of the speckles it covers. On the other hand, if every
speckle consists of many pixels less information can be extracted from the frames. A speckle size of
2-3 pixels has been established as desirable [33] [34] [35].

Figure 3.6: Frame taken in a LS| experiment, shown is the speckle pattern as recorded.

The second step is to check if the displacements occur homogeneously over the whole area mea-
sured. This is done by calculating the Intensity Structure Function d, represented in Equation 3.7 [36].

_{U® -1t + )% >
27 (<) (It + D))

(3.7)
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The grey value or intensity of a pixel at a certain time I(t) is compared to the intensity of the same
pixel some time later I(t + 7). If the intensity has changed noticeably the d, value will be high and if not
it will have a lower d, value. Plotting these values on their place in the picture (x, y) yields a coloured
picture as illustrated by Figure 3.7. The autocorrelation functions g,(t, t) and d,(t, t) can be calculated
by taking the averaged intensity fluctuations over a whole indicated Region Of Interest (ROI). If the
data is not homogeneous in that area, for example in Figure 3.4 where a cut is made and dynamics are
different according to their position, close or further away from the cut. If that is the case the result will
average all the displacements occurring and the resulting averaged d, values are not reliable. First the
homogeneity of a ROI should be checked, if necessary the ROI should be adjusted, before extracting
the averaged d, values.

Figure 3.7: Frame taken in a LS| experiment and analysed using the LS/_2D_d2 software. Red pixels represent more displace-
ment than the blue ones. This picture shows data homogeneous over the whole area.

The Intensity Autocorrelation Functions g, (t,7) and Intensity Structure Function d,(t, t) are used
to extract d, values over a time and frequency range, resulting in 3D plots where d, values are shown
versus (t) and (7).

— frames

Figure 3.8: Graphic representation of data analysis of LS| frames, where AW is the averaging window, CR the correlation range
and SS the step size [37].

The method to extract these data is illustrated schematically in Figure 3.8. An average is taken over
a group of frames in order to filter out single frame artifacts. Each frame of the group will be correlated
with a frame a certain number of frames further in time, defined by the correlation range (CR), which
can be related to the frequency as t = CR/framerate. A small CR will show high frequency dynam-
ics while a large CR depicts slower dynamics. Since the change between frames is measured as an
intensity number, more change will result in a higher intensity number (higher d, value). This process
is repeated to obtain the development of the dynamics over time by looking at frames every number
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of frames, the step size (SS). A smaller step size will give you more data points but may enlarge the
computing time.

By comparing the same dataset over a range of 7’s, a frequency sweep is conducted. By comparing
the speckle displacement for different frequencies the presence of both fast and slow dynamics can be
investigated. Which can produce interesting information about the type of dynamics occurring, while
the d, value provides information about the amount of displacement.

To illustrate this a colour map (Figure 3.9) and 3D plot (Figure 3.10) of the same dataset is created.
The dataset is produced from a tensile test in LSI; after 120 seconds an epoxy sample was stretched for
30 seconds after which the elongation was kept constant so the sample relaxation was measured. The
polymer dynamics measured during this test are shown in terms of type (t), and amount of displacement
(da).
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Figure 3.9: Colour plot of the d, values obtained from a tensile
test on an epoxy sample. Figure 3.10: 3D plot of the same test as in Figure 3.9.

As can be seen, by the presence of the red colour (higher d, values) for higher ’s (from 10s up-
wards), there are some baseline dynamics occurring always, for a higher tau. Once the elongation
starts, at 120 seconds, the d, value increases over the whole range of 7. At 150 seconds when the
elongation stops but the distance is kept constant the d, values for the lowest 7’s drop quickly, but the
higher the t the slower, in time, this drop occurs. Resulting in both fast and slow relaxation shown in
these pictures.

3.3.4. Computation of the Local Relaxation Time

Furthermore, the autocorrelation function (g,) can be fitted to extract the local relaxation time, t,, that
belongs to certain moments in time. This fitting is based on the Siegert relation to calculate the normal-
ized field autocorrelation function g, (t, ), depicted as Equation 3.8 [13]. Fitting those g, curves with
Equation 3.9 provides the time evolution of the characteristic relaxation time 7, (stretching exponent a
is not used in this research).

1
91(t,7) = \/_EV g2(t, 1) —1 (3.8)
g1t(t, 7) = exp[—y[t/7o(6)]*®] (3.9)
Where 8 and y are numerical constants that have been established in previous research [13][37]
and are dependent on material properties and set-up configurations. The characteristic relaxation time
depicted by 74(t), and a(t) is the stretching exponent. The characteristic relaxation time will be used
to extract information on the material behavior and compare between different tests.

3.3.5. Non-strained and Strained Temperature Ramp Tests
The feasibility of the LSI protocol to measure local entropic induced displacements has to be investi-
gated as stated in the research objectives in Section 1.2. Since the proven DMA method is based both
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on a temperature ramp and dynamic material behavior, the tests for this research are based on these
two aspects as well. First a temperature ramp similar to the ramp during the DMA test will be conducted
on non-strained samples, and the material response in terms of dynamics measured by LSI will be an-
alyzed. Secondly, a temperature ramp will be conducted on strained samples. A micro-tensile tester
will elongate the samples, to an extent similar to the length change measured in DMA, after which the
relaxation dynamics are measured for different temperatures.

Temperature Ramp with a Non-strained Sample

The set-up used for the non-strained temperature ramp is illustrated in Figure 3.11A, all the components
are shown except the computer that collects the frames shot by the LSI camera. A hot stage is placed
under the camera and used to heat the sample. A thermometer to measure the sample temperature
at the begin and end of each test is shown. The measured values and fitted lines can be found in
Appendix E. In Figure 3.11B the set-up is shown with the laser turned on and a box that covers the hot
stage to reduce air flow.

The test procedure is schematically illustrated in Figure 3.11C. The heating rate set on the hot stage
is one degree per minute faster in order to mimic the DMA heating ramp on the sample surface, some
heat is lost because the heating does not take place in an oven. The test is executed twice for every
batch of material made.

Tlaser - Tmax Tmax

Stop LS| data collection

Troom - Tlaser

TI‘OO m

Place sample on hot stage

Turn on laser
Check settings LSI

Turn off laser

1min

Turn on laser

Immediately start LS| data
collection

5 min

Turn on hot stage
3°C/min until Tpax

Hold Tpax for 3 min

Measure sample surface
temperature

Turn off laser

Turn off hot stage

Figure 3.11: A) Test set-up for non-strained samples, the hot stage with sample is located under the camera, the thermometer is
connected to the sample and indicates 23°C. B) The same set-up in a cardboard chamber to reduce airflow and hold the heat.
Holes are present to not interrupt the laser-path and influence the signal. C) Schematic representation of the test procedure.

Temperature Ramp with a Strained Sample

The set-up used for strained sample temperature ramps is illustrated in Figure 3.12A and 3.12B. All

components are shown except the computers connected to the LS| and to the micro-tensile tester.
The test procedure is depicted schematically in Figure 3.12C. The test is repeated for different

temperatures in the DMA temperature range of the two epoxies of interest as illustrated in Figure 3.12D

by the coloured crosses and circles.
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Figure 3.12: A) Test set-up for strained samples, micro-tensile tester, resistor heating device mounted on it, voltage control box
and thermometer are depicted. B) The same set-up in a cardboard chamber to reduce airflow and hold the heat. Holes are
present to not interrupt the laser-path and influence the signal. C) Schematic representation of the test procedure D) Indication
of the LSI test temperature selection based on DMA results. Blue crosses indicate the temperatures for the Anc test and orange
circles for the Jeff sample tests.
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Micro-tensile Tester

The micro-tensile tester has two clamps connected to a screw thread so it can displace over one axis,
elongating the clamped sample. The tensile tester can apply a maximum load of 5kN and a maximum
displacement of 10mm. The displacement speed has a range of 0.005 — 1.5mm/min with a speed
control accuracy of better than 1%.

The software that comes with the device, Microtest, allows you to control the micro-tensile tester.
Extension and force results are shown during testing. Before starting a test, sample details and elon-
gation speed are set after which the force is set to approximately ON. The motor can be stopped and
started again while data collection of the resulting force continues.

The micro-tensile tester used for this thesis is depicted in Figure 3.13A. The heat required for tem-
perature ramp tests is generated with two resistors that are mounted between the clamps and just
below the sample, as depicted in Figure 3.13B.

Figure 3.13: A) The micro-tensile tester used for this thesis. B) Clamped sample and mounted resistors for heating.






Results

In this chapter the results obtained during TGA, DSC, DMA, LSI and micro-tensile tests are provided
in their respective sections.

4.1. Thermal Characterization Results

The graphs of all separate TGA and DSC measurements can be found in Appendix D.

TGA results are used to check if the maximum DMA and LS| test temperature of 120°C does not exceed
the 1wt% weight loss temperature. In Figure 4.1 the averaged temperatures of 1wt%, 5wt% and 10wt%
weight loss are depicted. The values are averaged over four measurements per material, two batches
and two tests each. The error bars indicate the scatter between batches and tests.
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Figure 4.1: TGA results indicating the one, five and ten percent weight loss. The dotted line indicates the maximum test temper-
ature, the 1% weight loss temperature should not come below this line.

The temperatures at which polymers start to lose weight can be linked to chemical reactions oc-
curring at elevated temperatures. Polymer chains consisting of bonds that can resist these reactions
until higher temperatures are considered to be temperature stable polymers. The Anc samples show
degradation at temperatures approximately 100°C lower than the Jeff samples. This difference can
be explained by the difference in crosslinking density, a lower crosslinking density gives the polymer

21
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chains more freedom to move upon heating and create more free volume within the network. By ex-
panding, energy can be dissipated, while denser crosslinked networks will show quicker chain scission
at lower temperatures [38]. This results indicates that the Jeff network has a lower crosslinking density
than the Anc network. The high temperatures at which 1wt% weight loss occurs also suggest that no
byproducts like water are present in the polymer, since evaporation would result in weight loss as well.

Next, the results from DSC measurements are shown in Figure 4.2. The T, range is defined by
onset and endset points, determined by the Onset Point and Endset Point analysis executed by the TA
Instruments TRIOS Software. Apart from a T, range, T, has also been defined as point with the Half
Height Midpoint Type analysis. It can be seen that Anc has a broader T, range, around 70°C, than Jeff,
where the T, range lies between 30°C and 40°C. The broader T, range for Anc shows the influence
of amine used on the dynamic behavior of the material. The error bars are the result of averaging the
values over four tests per batch.

DSC: Tg per material type

%07 midpoint

t
; onse

80 A  endset

704

Tg (°C)

50+

40 4

304

Anc Jeff
Material type

Figure 4.2: DSC results indicating T, midpoint, onset and endset points.

T, is influenced by thermal history, polymer chemistry and intramolecular interactions. The lower T,
range of Jeff samples suggests more chain flexibility and free volume resulting in less energy needed
(lower temperatures) before the polymer softens. This gives another indication that Jeff samples are
less crosslinked compared to the Anc samples. The broader T, range of the Anc samples (30°C)
can be attributed to the mixture of amines that is used to form the network, leading to more network
heterogeneity and local variation in crosslinking density. Different parts in a heterogeneous network
have their own temperature at which they become flexible resulting in a broader range of temperatures
for which the overall polymer network softens. The amine used to form the Jeff network only consists
of one type of monomer reducing the T, range to a temperature span of only 10°C.
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4.2. DMA Results

DMA experiments are used to calculate the ability of each material to store and release entropic energy,
which is based on the length change measured under both static and dynamic loads. One example
of the measured length change for each epoxy type is depicted in Figure 4.3. The ratio between the
initial, maximum and minimum length change is used. The dotted red lines indicate the local maximum
and minimum of the delta length curve. Each material type has been tested six times, three runs have
been executed per material batch (12 tests total). A complete list of all DMA graphs produced can be
found in Appendix B, all tests show similar results and therefore reproducibility.
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Figure 4.3: DMA temperature ramp data of the Anc_B1 (left) and Jeff B1-1 (right) samples, where the blue lines depict the
modulus data, orange line tan(§) and red the length change. The dotted red lines indicate the local maximum and minimum of
the length change used for entropy calculations.

The DMA graphs show a few interesting material properties for both materials. Anc seems to have
a double tan(§) peak but the absolute value is clearly lower than that of the Jeff sample (note the
difference in axis range). The relation between tan(6) and the moduli is defined as tan(6) = E”/E’',
so when tan(6) is 1 the loss and storage modulus are equal to each other. When E” exceeds E’, the
material is more viscous and tan(§) has a value greater than 1. The implication of this relation for
the tested samples is visible in Figure 4.3, Jeff has a tan(8) exceeding 1 and shows more elongation
as compared to Anc where tan(§) stays well below 1. Crosslinking density influences mobility of a
material, which is reflected by the tan(8) and delta length curves. A tan(§) of lower than 1 is expected
for polymers with a high crosslinking density, like the Anc samples.

When the temperature ranges of tan(8) peaks are compared to the obtained T, ranges with DSC,
both the second Anc and the single Jeff peak lay at temperatures slightly higher. Both tan(§) peaks of
Anc are suggested to be the result of the various components present in Ancamine D-230 broadening
the T, range. The maximum length extensions lay at a temperature before the tan(4) peak (the sec-
ond peak in the case of the Anc sample), and slightly after the T, range as measured by DSC, for both
materials.

Entropy storage and release has been calculated, as explained in Section 3.2, the results are de-
picted in Figure 4.4. In orange entropy storage (ASs) is shown and in blue entropy release (ASg). In
order to calculate ASs the length increase from initial length until local maximum is used. For ASy the de-
crease from local maximum until minimum is used. Both local maximum and minimum are highlighted
in Figure 4.3 by red dotted lines. The error bars show variations between the different measurements
per material type.



24 4. Results

DMA: Calculated entropy values
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Figure 4.4: Calculated entropy values from DMA results. ASg indicates entropy storage and ASy indicates entropy release.

For the calculations an Excel spreadsheet is used that was developed in previous research [25]. A
screenshot of this sheet containing all the calculated values for ASg and AS; can be found in Appendix
A.

A comparison has been made for Anc and Jeff based on the AS values obtained in previous studies,
depicted in Figure 4.5. The values in blue are results from other studies. The first four (E-1.05 - E-EDR)
are obtained from a study done by C. Hornat (2020) that are synthesized with Jeffamine D-230, the
same as used for this study [18]. The polyurethane samples depicted next (TS PUR and TP PUR),
are polyurethanes that are mentioned in the article of C. Hornat (2017) where the DMA protocol to
quantify entropy is explained. Lastly, the Montano samples have been used in a study where gap
closure behavior has been related to entropy release [25], the adjacent number denotes the soft phase
fraction in the polyurethane used. The line of tan(§) = 0 is highlighted by a dashed line.
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Figure 4.5: Entropy release values obtained from different studies for comparison. E-1.05, E-1.25, E-1.45 and E-EDR are
comparable epoxies to Jeff [18], from [8] TS PUR (thermosetting polyurethane) and TP PUR (thermoplast) are obtained, the last
four are TP PUR as well with varying soft phase fraction denoted by the adjacent number [25].
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ASy has been chosen for comparison since the amount of entropy release is the important parameter
for gap closure. Storage is expected to take place during damage-making, displacing material around
the gap, subsequently entropy release is responsible for gap closure [7]. A clear trend is visible where
more entropy release can be coupled to higher tan ()4, values. Almost all polymers used for previous
research have a tan(8)m,q4, higher than 1. The Montano Polyurethanes with a lower tan(6),,4, value
have shown insufficient gap closure in previous research [9], suggesting lower AS; and tan(8),4, are
an indication of little displacement and relaxation dynamics at T,, influencing damage closure. The
comparison, between the different studies mentioned here, suggest a correlation between tan(6),qx
values of a polymer, the measured entropy release and damage closure behavior.

The epoxies for this study are based on the same epoxy, only the amine is different. Considering the
epoxy is the same, the results indicate a large influence of amine selected on entropy release obtained.

DMA measurements can also be used to determine the crosslinking density (v;). This can be done
by calculating the average molecular weight between crosslinks (ﬁj) and taking the density (p) divided
by it (v; = ﬁ) [28]. Mj is calculated with Equation 4.1 derived from rubber elasticity theory [39] [40].

J
—  3vpRT

M;= = (4.1)

In Equation 4.1 the rubber modulus of the material is used (E’ at T, + 50°C), v is the front factor
(a value of 1 is assumed [39]), p the density (1.1g/cm® experimentally obtained), R the gas constant
(8.31]/(Kmol)) and T the temperature in Kelvin at T, + 50K. The values obtained following this method
are named M;msrd. and v;msrd. for the remainder of this report.

Results from DSC and DMA measurements are summarized in Table 4.1. Here T,midpoint results
from DSC measurements, AS from DMA, the v; and M; values are calculated using Equation 4.1 and
estimated with the aforementioned method explained in Section 3.2.3. The Anc samples have a higher
T, and show smaller entropy storage and release. The Jeff samples on the other hand show a lower
Ty, but a higher change in entropic values.

Table 4.1: Material characteristics obtained from DSC and DMA tests. Annotation msrd. refers to measured (defined in Equation
4.1) and annotation est. refers to estimated (defined in Section 3.2.3).

Material Tymidpoint ASg ASp vimsrd. Mjmsrd. vjest. Mjest.
[°C] [kJ/m3] [kJ/m3] [mol/m3] [g/mol] [mol/m3] [g/mol]

Anc 70 4.0 0.5 1104 996 467 2717

Jeff 35 20.0 19.5 145 7564 163 7048

There is good agreement between the measured and estimated values for M; and v; of the Jeff
samples, but little for the Anc samples. A difference greater than 50% for Anc samples, as opposed
to the 10% difference for Jeff samples. Since the estimation method is based on the rubber elasticity
theory, it could be that applying this to a crosslinked network causes the discrepancy. Another expla-
nation for the discrepancy is the assumption that the retractive stress is equal to the stress measured
at maximum elongation, it may be that this assumption thus does not hold for polymers with a lower vis-
cous component (tan(8)mqx < 1). Other parameters that influence v; calculations might be neglected
is this approach as well, for example dangling chains, intramolecular chain interactions, etc [41] [42].
The difference is noted, but is considered beyond the scope of this research.

A higher crosslinking density (v;) is expected for the epoxy synthesized with an amine consisting
of short monomers. This is visible when comparing Anc (short amine chains) and Jeff (longer amine
chains), since Anc has a higher crosslinking density. A lower T, is also expected for a smaller crosslink-
ing density [43], because the network is less rigid so less energy is needed for the chains to move. A
network were the viscous component is dominant during the VLTs induced elongation is expected to
show a high maximum strain and thus entropy storage (ASs). Crosslinks (or junction points) are nec-
essary in order to retrieve this energy, otherwise the viscous displacement will result in a permanent
shape change instead of energy storage in the form of conformational entropy change. Crosslinks pre-
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vent permanent shape changes and thus the chain elongation results in energy storage retrieved upon
heating further, appearing as sample retraction.

It can be concluded that to ensure high entropy release, resulting in more displacement for gap
closure, sufficient crosslinks or junction points are needed to store entropic energy, but also high flexi-
bility of the chains between crosslinks is needed (tan(8),4x > 1) in order to change the entropy of the
system.

4.3. Tensile Test Results

The micro-tensile tester used to obtain LSI temperature ramps for strained samples imposes a dis-
placement and measures the resulting force, which can be converted into stress (¢ = F/A). Tensile
tests have been executed at different temperatures controlled by a resistor heating device (as depicted
in Figure 3.13). An example result is given in Figure 4.6, during all the LS| temperature ramp tests for
strained samples such results have been obtained.

The course of all tests follows a similar pattern, a local minimum in stress is present when the
resistor heating device is turned on. The local minimum could be attributed to the sudden increase
in temperature causing a temporary relaxation where the polymer rearranges itself after which a new
equilibrium is reached. After ten minutes, when the prescribed strain is reached the stress relaxation
is measured. Stress relaxation can be denoted by the change in stress or the time it takes to reach an
equilibrium. The first is measured by taking the difference in stress (Ac) between right after elongation
and where the curve flattens. The time it takes before stress does not change anymore (the stress
curve is flattened) is denoted by t,, both parameters are illustrated in Figure 4.6.
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Figure 4.6: Example of a result obtained with the tensile tester during a test of the LS| temperature ramp for strained samples.
The decay in stress is depicted as Ao and the stress relaxation time as t,;.

After two minutes the resistor heating device is turned on, a momentarily decay in stress is measured
after which a new equilibrium is reached. Once an isothermal temperature is reached, after 10 minutes,
the sample is strained to a predefined length. Stress increases during this straining event after which
stress relaxation is measured. The stress relaxation for this work has been defined by the decay in
stress (Ac) and the time to reach a plateau value (t,).
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In Figure 4.7 stress relaxation is depicted versus temperature at which the strained LSl test has
taken place, as measured by the micro-tensile tester. T, ranges measured with DSC are highlighted.
If relaxation had not reached a plateau value before the end of test a time of 600s is noted, this is

highlighted by the dashed line.
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Figure 4.7: Stress relaxation obtained during LS| temperature ramp tests with strained samples, measured by the micro-tensile
tester. Top, decay in stress during relaxation. Bottom, relaxation times obtained from the same tests. T, measured with DSC is
marked by a coloured bar per sample composition. If relaxation had not reached a plateau value before the end of test a time of
600s is noted, this is highlighted by the dashed line.

A constant decay in Ao throughout the T, range is shown for both samples in the top graph. An
increase in Ao is visible before T, for the Anc samples.

The bottom graph in Figure 4.7 shows a decay in stress relaxation times throughout the T, range
as well. Both graphs clearly show temperature dependency of stress relaxation behavior.

4.4. LSI Results

LSI measures local displacement over a frequency range by comparing frames with an increasing time
interval ((s)). The amount of displacement measured is captured by the autocorrelation function (d,),
where a high value depicts more displacement (i.e. higher dynamics) than a lower value. Combining
these gives you a color plot as explained in Section 3.3. The x-axis denotes time or temperature (for a
constant temperature increase over time).

4.4.1. Experimental Considerations
Because of the nature of the test set-up it is challenging to control all test conditions that influence the
results, most noticeably temperature and airflow.

The true test temperatures have been established in several ways. Due to the nature of the LSI
set-up, it was not possible to measure the temperature during each test. The laser signal should not be
disturbed and thus placing a thermocouple on the spot of measurement was not possible. Furthermore,
for the LSI tests on strained samples, in order to not disturb relaxation dynamics, the resistors heating
the sample could not touch it. The distance to the sample caused a temperature gradient over the
sample, but the laser spot on the sample is small enough to assume a constant temperature over the

region of interest.
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The measured temperatures before and after tests and the gradients measured are depicted in Ap-
pendix E.

For the non-strained sample temperature ramp, start and final temperatures were measured and a
linear line was fitted through those points to establish the true temperature ramp. Rate of heating was
tuned in a manner so the surface temperature increased with approximately 2°C/min, comparable to
DMA heating rate.

The test temperature of the tests on strained samples has been measured directly after every test.
All obtained results were used to predict the voltage to use for the next test.

In color plots from LSI measurements the signal seems to fluctuate at higher temperatures. A
hypothesis was formed that the signal is influenced by airflow due to the increased heat of the resistors
and the sample since there is no closed oven around it. Because the laser light is reflected by tiny
scatterers (the Ti0, nanoparticles), it is plausible that moving air also influences the signal because
it contains small (dust) particles as well. To test this hypothesis four trials were executed with an air-
blower and a cardboard box. The results of these trials are depicted in Figure E.15 in Appendix E.

From all tests executed to determine test temperatures and the influence of airflow it has been
concluded to use the temperatures as measured directly after every test and to perform the tests in a
cardboard chamber to reduce airflow.

4.4.2. LS| Temperature Ramp Results
In this Section, results of the LSI temperature ramp tests with non-strained and strained samples are
presented respectively.

Non-strained Sample Temperature Ramp

Results from the temperature ramp for non-strained samples are depicted in Figure 4.8. ©(s) is rep-
resented on the y-axes, where a small number denotes fast dynamics. d, denotes displacement, a
high number represents more displacement than a lower number. For Anc, two distinct temperature
ranges of increased frequencies at which high displacements occur (e.g. faster dynamics) around
60°C and 85°C. For the Jeff samples one such an area can be distinguished right at the beginning of
measurement, around 50°C.

LSI: Temperature Ramp for non-strained samples
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Figure 4.8: LSI temperature ramp for non-strained samples. In the upper plot the Anc result is shown and in the lower one the
Jeff result, temperatures where fastest dynamics occur are highlighted with dotted lines.

A decrease of the faster dynamics at elevated temperatures is notable, a decrease suggests that
although more energy is available (higher temperatures), this energy is not used for ever faster dis-
placements (of the polymer chains for example). An explanation for this phenomenon could be that
the local minimum are related to thermal transitions in the material associated with dynamics, like T, or
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conformational entropy changes. Color plots obtained from measurements of different batches showed
good reproducibility between and amongst batches, all LS| plots obtained can be found in Appendix C.

A remark should be made regarding the first 20°C of the Jeff measurement, since turning on the
laser increases temperature already the starting temperature lies at 40°C. For the Anc samples a cor-
rection was made by including temperature increase solely from the laser until 40°C, at this point the
hot stage was turned on and further increased the sample temperature. This could not be incorporated
in the Jeff measurement.

From LSI results the local strain relaxation time (z,(s)) can be extracted by a fitting procedure,
clarified in Section 3.3.4. As shown in literature this can be used to investigate the viscosity of a material
[13]. A viscous material has shorter relaxation times and when it becomes more elastic relaxation times
increase. It is expected that 7, will decrease when heating the epoxies, since the material becomes
more viscous when going through T,. From the temperature ramps and tau plots as seen in Figure
4.8 7, can be obtained as function of temperature. A plot as depicted in Figure 4.9 is constructed to
compare both polymers.
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Figure 4.9: 7, for both samples, obtained from the non-strained sample temperature ramp LS| measurements. Viscous behavior
is shown by shorter relaxation times while elastic behavior results in longer times.

Anc results for temperatures between 32°c and 38°C where unfit for the fitting procedure, so the
invalid values are left out, but an overall trend of higher relaxation times can be observed for the pre-T;
temperature range. Only one local minimum at 40°C is standing out, which can be attributed to the
moment where the hot stage was turned on.

Two local minimum in the Anc curve during the T, range can be observed, and one local minimum
in the Jeff curve. After Ty, relaxation times remain more or less constant for both materials. Although
a bit longer times are observed for the Jeff samples.
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Strained Sample Temperature Ramp

Color plots obtained from LSI tests with strained samples are displayed over a timescale instead of
temperature, since every separate test is executed at a certain temperature. In Figure 4.10 a color plot
of such a test is shown. Color plots obtained from measurements of different batches showed good
reproducibility between and amongst batches, all LS| plots obtained can be found in Appendix C.

LSI: Single Test from the Temperature Ramp for Strained Samples

100

10 0,15
o,
s 1 0,10
|_
0,05
0,1
Start heating
0,00
0 200 400 600 800 1000 1200
Time [s]

Figure 4.10: Color Plot from a single test of the temperature ramp for strained samples. The moments in time where heating
starts and elongation takes place are indicated by dashed lines. The strain relaxation time is extracted from LSI color plots as
illustrated here by t,

At Os the resistor heating device is off and the sample is non-strained. After two minutes the heating
device is turned on and will heat the sample to a given temperature, this event increases the dynam-
ics measured immediately. Ten minutes later, at isothermal conditions, the sample is strained to a
predetermined level while the polymer strain dynamics are measured by LSI. once the strain level is
reached the micro-tensile tester stops and measures stress relaxation while LS| measures local strain
relaxation. During elongation d, clearly increases over a wide frequency range (tau), when straining
stops the number of frequencies over which displacements take place drops. Relaxation time can thus
be measured with LSI by defining it as the red area (and how quickly it reduces).

That an area of increased dynamics is visible before the heating device is turned on, is the result
of the computing method used to create the d, numbers. As explained in Section 3.3.3 frames are
compared to a set of frames a certain moment in time further away (the correlation range). In this way,
for longer correlation ranges (high numbers of tau), a high d, value is generated if displacement has
occurred in the future and it seems as. This issue will be discussed in Section 5.2.1.

Post-curing during the tests has been investigated by testing all used samples after their LSI test
with DSC. A change in T, indicates a change in polymer architecture, this could influence the dynamics
measured in LSI. No change in T, was found, all DSC results can be seen in the last section of Appendix
D.
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In Figures 4.11 and 4.12 elongation is shown for two samples of the same material at different
temperatures. A dotted line at tau = 50s is added in both graphs as a baseline to show the overall in-
crease in frequency for higher temperatures (i.e. the standard dynamics appear to be faster at elevated
temperatures). If the relaxation dynamics are compared between the two tested temperatures a clear
difference is visible. Both samples are elongated over the same distance, but their response is very
different. At 40°C, well below T, a gradual decay in dynamics is visible over time. At 120°C only the
elongation itself stands out, the expected subsequent relaxation is very fast and hardly distinguishable
from this plot.

Anc_B1-400C Anc_B1-120°C
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Figure 4.11: Tensile Test Result Anc-40°C Figure 4.12: Tensile Test Result Anc-120°C

The area of relaxation can be analysed for all separate LSI tests by converting Figure 4.11 into
Figure 4.13, and doing so for all tests at different temperatures. This is done by counting the number of
frequencies during elongation and relaxation that have a d, number above a certain threshold value:
N:qv. The threshold value is the calculated average d, number, which is different per measurement
because of uncontrollable environmental conditions, but will always be the tipping point between high
and low d, numbers. The displayed d, numbers per moment in time are cumulative, which means that
if a displacement has occurred on a short timescale it always also has occurred for longer timescales.
The implication of this is that a high N,,,, number is related to fast dynamics; a lot of frequencies have
a high d, number. Obtained results for all strained sample temperature ramps executed are depicted
in Figure 4.14.

Converted Color Plot

Start elongation

600 800 1000 1200
Time [s]

Figure 4.13: Graphic representation of the method used to convert the color plots into measured relaxation.
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From Figure 4.14 two things can be noted. The difference between Jeff and Anc is clearly visible
in the N,,,, value obtained. A higher N;,,, number is related to faster dynamics, so Jeff samples show
faster dynamics during relaxation than Anc samples.
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Figure 4.14: Strained sample temperature ramp with relaxation depicted as N4, .



Discussion

In this chapter a comparison is made between DMA, LS| and Tensile test results. First, the interpretation
of obtained results is done in Section 5.1. Some final remarks on the methods used are given in Section
5.2

5.1. Interpretation LS| Results

The goal of this research was to link LSI measurements to the DMA-protocol developed for entropy
quantification. The hypothesis is that length changes measured in DMA are distinguishable with LSI
by means of changing dynamics. In this section a comparison will be made between DMA and LSI to
validate this hypothesis.

5.1.1. Non-strained Sample Temperature Ramp

A comparison between DMA results and the LSI color plots is depicted in Figures 5.1 and 5.2. In both
figures first DMA results, as discussed previously in Section 4.2, are shown. The LSI result is captured
in color plots that are presented on the same temperature axis as the DMA plots. The dashed grey
lines indicate local maximum, minimum and inflection points of the tan(§) curve. Using these lines a
qualitative comparison can be made between DMA and LS| measurements.
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Figure 5.1: DMA and LSI comparison non-strained Anc sample LS| temperature ramp
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Temperature ramp (Jeff)
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Figure 5.2: DMA and LSI comparison non-strained Jeff sample LS| temperature ramp

It can be seen that the temperature range is suitable for the Anc samples but a lower starting
temperature would have been preferred when testing the Jeff samples. It appears that some dynamics
are already occurring before the start of measurement. This is endorsed by comparison with DMA
showing the onset of tan(§) occurring before the start of LSI measurement, after this onset point faster
dynamics are expected [24].

Both graphs show temperature ranges of faster dynamics that correspond to the DMA results. In
Figure 5.1 afirst increase in dynamics corresponds to the onset point of the delta length curve (i.e., the
elongation phase of the sample when the energy is stored [8]). The second range of faster dynamics
coincides with the second transition measured as local maximum of tan(§).

In Figure 5.2 it is shown that both methods have captured one peak. Between 40°C-50°C the tan(6)
curve increases and the speed of dynamics increases as well, where tan(d) is decreasing the dynam-
ics become slower.

The observed DMA length change can be explained as first elongation governed by motion possible
since the material enters the T, range, followed by retraction due to the release of stored conformational
entropy, which is released because of the increased temperature. After these two phases the extension
continues because the temperatures rise above T, and there is enough energy available for the polymer
chains to move as much as possible, being restrained only by the crosslinks (e.g. the rubbery plateau).

The length change of Jeff samples clearly follows this pattern, while the Anc samples have two tran-
sitions visible in the tan(§) curve. The color plots seem to show the thermal transitions also captured
by the tan(d) curve in DMA and not so much the length changes used to quantify entropy.
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Relaxation times (z,) obtained from the LSI color plots for both samples are compared to DMA
results, as depicted in Figure 5.3. DMA results for both materials are depicted in the top graph and z,
in the bottom one. The local maximum in tan(8) are highlighted by blue and red dashed lines for Jeff
and Anc respectively.
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Figure 5.3: DMA and relaxation time (t,) comparison for the non-strained sample temperature ramp in LSI.

For the Jeff sample one local minimum can be observed that can be related to the peak in tan(d).
The 7,4 curve for Anc samples has a local maximum at 70°C and a minimum at 85°C, that both can be
related to the two tan(8) peaks observed in the upper graph. The other local minimum at 60°C seems
to coincide with the temperature at which tan(8) has an inflection point and starts to increase.

Maximum length change measured by DMA occurs right before a peak in tan(§) (the second one
for Anc), for both samples this tan(§) peak coincides with a local minimum in 7. The local maximum of
7, that coincides with the first tan(8) peak of the Anc sample suggests longer relaxation times and thus
elastic behavior related to that transition, but further research would be needed to draw any conclusions.

It would be interesting to test a material with a single tan(8) peak over a temperature range totally
covered by LSI to see the relation between tan(§), delta length and t, more clearly. For now it can be
concluded that a relation is suggested, since the dynamics measured by LSI follow the tan(§) curve
rather well, but the nature of this relation should be investigated further in order to quantify this behavior
for a broader range of materials.
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5.1.2. Strained Sample Temperature Ramp

The N4, number is a counted number of frequencies with a high d, number for the entire time-span
after straining (i.e., a high N;,,, means fast displacements). It shows some similarities to DMA results
as depicted in Figure 5.4. Both DMA and N;,, graphs are shown over the same temperature range
and the maximum in tan(§) are highlighted with dashed lines, blue for Jeff and red for Anc.
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Figure 5.4: Comparison DMA and N, obtained from strained sample temperature ramp tests with LSI.

Similarities between the two graphs in Figure 5.4 are present. The tan(§) peak of Jeff is visible
in the lower graph at the same temperature range depicting high N;,,, numbers. For the Anc sample,
results in both graphs are less evident, which is also a similarity. Since delta length and tan(8) show
dependence on each other it is difficult to distinguish if the N;,,, numbers are relatable to one of the two
or both.

Noticeably is the link between a high tan(8),4, value and a higher N;,,, number. A remark should
be made regarding the high N,,,, numbers for Anc at both ends, since they show higher numbers than
at the temperature range coinciding with tan(8),,4.- These numbers don’t follow the same trend as the
DMA graph and more datapoints should be taken in those temperature regions in order to investigate
why this happens, further research is deemed necessary.



5.2. Final Remarks 37

5.1.3. Stress Relaxation versus Local Strain Relaxation

With LSI, local displacements are measured while the tensile tester measures the overall response of
samples in terms of stress. By combining these results a comparison can be made between stress
relaxation, as measured by the tensile tester, and local strain relaxation, as measured by LSI. In Figure
5.5 results from LSI (top graph) and the tensile tester (bottom graph) are depicted. The temperature
on the x-axis reflects the temperature at which the LSl test on a strained sample is conducted. On the
y-axis the relaxation times are depicted, the maximum test times are highlighted by a dashed line (due
to the analysis method used for LSI results a shorter test time has been achieved there than for the
tensile tester.
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Figure 5.5: Local strain relaxation (t.) obtained from the color plots of strained samples versus stress relaxation (t,) obtained
from the micro tensile test results.

It is immediately clear that in order to obtain the local strain relaxation times the samples should
have been tested for a longer time. Nevertheless, this comparison shows that both samples exhibit
longer local strain relaxation times than the overall stress relaxation time. Furthermore, a hypothesis
can be formed regarding the internal energy state of the samples. After straining the sample, and thus
uncoiling polymer chains, it could be that not all chains move back into their preferred state. This will
change the conformational state of the sample, which induces mobility of the polymer and could result
in longer local strain relaxation times measured. Further research should be conducted, over longer
time frames, to see if the measured dynamics in LSI could reveal a difference in dynamics before and
after relaxation that is relatable to entropy change.

5.2. Final Remarks
Some final remarks should be made regarding the methods used for the tests in this research.
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5.2.1. LSI Data Analysis Software

In order to make the color plots, a matrix with d, values is created using the LS/ _g2 d2 software. This
software compares frames with each other as discussed in Section 3.3.3. The first frame is compared
with frames in the future and so the value of d, for that moment in time is defined. For the higher values
of t this creates a problem, because the depicted value can be viewed as a look into the future. If a
frame has changed 100 seconds later the d, value at zero seconds for T = 100s depicts a high value.
This gives a distorted picture for slower frequency dynamics as can be seen in Figure 5.6A. Increased
d, numbers, for higher t, are visible before elongation starts, highlighted by the circle. Another con-
sequence is that while doing a measurement, the maximum correlation range should already be taken
into account. The software can only generate d, values for times up to the last measured frame minus
the highest correlation range of interest, so a constant final period of the test is necessary for creating
complete results.
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Figure 5.6: A) Example of increased dynamics before straining has started. B) Graphic representation of the proposed data
analysis scheme, where AW is the averaging window, CR the correlation range and SS the step size, adapted from [37].

A solution for this problem could be to compare the frames the other way around, as depicted in
Figure 5.6B. A frame at 10 seconds would then be compared to the one at zero seconds. In this manner
the g, and d, values at a certain time depict the change occurred in comparison to the past and not
the future. Nevertheless, it should be noted that for longer correlation ranges the values would still be
distorted, because over a longer period of time the likeliness of dynamics occurring always increases.
Therefore, the time range depicting high d, values will broaden. In order to analyze tests in the above
mentioned manner, a zero measurement over a period, equal to the highest CR, is necessary before
the actual test is started. This base measurement contains the frames for comparison to start with.

5.2.2. DMA Results

The protocol used to measure to entropy changes has one important limitation: the samples are tested
in tension mode, but under very low stresses. If they go through their T, range and soften there is a
risk that the samples buckle under their own weight and distort the measurement. On the other hand, if
a material is chosen that is very stiff for temperatures under T, the imposed 0.1% strain is impossible
to achieve for the DMA and the test will stop automatically. The test protocol here used can thus not
be used for too soft or too rigid polymers.

The method to estimate M; and v; shows a discrepancy compared to the calculated values for the
Anc samples, visible in Table 4.1. The method to estimate the values is based on the measured static
force at maximum length change to calculate the stress, whereas the calculated method uses E’. If the
material behavior is taken into account, the calculated values seem more accurate, a higher junction
density leads to higher T,. Ancamine 2500 is also expected to have shorter chains between junction
points than the Jeffamine D-230, as illustrated in Figure 2.2, so a low M; for the Anc samples makes
sense too. The discrepancy cannot be explained with the information available, since the method
seems accurate for the Jeff samples. Maybe the force measured by this type of DMA is different to that
on the DMA by which the method is developed, so the estimation method is not universally applicable.



Conclusions and Recommendations

The main conclusions and resulting recommendations are addressed in this chapter. First, the research
question and objectives as presented in Chapter 1 will be repeated here. Conclusions drawn are
presented next. The resulting recommendations regarding future research conclude this chapter.

The research question has been formulated as follows: How can temperature dependent material
behavior measured by DMA be linked to polymer dynamics measured with LSI? In order to answer this
question multiple research objectives will be addressed:

Assess whether it is possible to measure polymer dynamics with LS| during a temperature ramp
and relate them to material properties obtained with DMA.

Assess the possibilities regarding measuring polymer dynamics with LSI that are relatable to
length change, used for entropy calculations, measured with DMA.

Assess the relation between stress relaxation and local strain relaxation by comparing LS| and
micro tensile tester results.

Review the obtained results by comparing LS| and DMA results.

Comparing LSI and DMA
On the relation between obtained results with LS| and DMA several conclusions can be drawn:

A difference between the two materials tested is distinguishable with LSI.

Temperature ranges of faster dynamics measured on a non-strained sample during a temperature
ramp in LSI coincide with the tan(§) peak obtained with DMA.

Relaxation times obtained from fitted curves of a non-strained sample temperature ramp in LSI
are relatable to a peak in tan(§), which suggests a relation between z,(s) and tan(6).

Evaluation of the number of frequencies where dynamics are occurring (N4, ) of strained sam-
ple temperature ramps suggest a relation to tan(§). The Jeff chemistry, which has a higher
tan(6)max NUMber, shows higher N;,,, numbers. This means faster dynamics are occurring dur-
ing relaxation in Jeff samples as opposed to the Anc ones.

So, overall it can be concluded that thermal material properties like tan(§) can be probed by LSI
in terms of polymer dynamics. But in order to develop a technique where gap closure behavior can be
quantified, much remains to be investigated.
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Comparing Relaxation Times
The stress relaxation times obtained with the micro-tensile tester have been related to the local strain
relaxation times in LSI. Several conclusions can be drawn:

* When the heating device is turned on during a LS| measurement, a temporary decay in stress
and faster dynamics are measured for the strained sample set-up. A local minimum in ¢, and
faster dynamics are measured for the non-strained sample set-up.

» The Jeff chemistry, that showed good entropy release properties, has longer stress and strain
relaxation times above the glass transition temperature range than the Anc chemistry.

* Local strain relaxation takes longer than the overall stress relaxation of a sample.

» A hypothesis is formed that, upon stretching polymer chains are uncoiled that cannot all move
back during relaxation. This leaves the sample in a higher dynamic state where more mobility is
possible. This increases the local strain relaxation times for the strained samples tested.

Other Information Obtained
Regarding the choice of materials for a comparison study between DMA and LSI the following can be
concluded:

» Besides a turbid material (that creates the speckle pattern of reflected laser light), should samples
be stiff enough to remain in shape during the temperature ramp executed in DMA, but not so stiff
that the imposed 0,1% strain cannot be maintained at temperatures below T.

* The T, range of the material should lay between the minimum and maximum temperatures the
LSI set-up can reach.

+ Ideally only one tan(d) peak is present in order to interpret the results.

» All monomers used to synthesize the material should be well known, so the material behavior can
be explained based on their polymer architecture.

While testing the LSI set-up several conclusions were drawn. Airflow is of influence on the LSI
result, higher temperatures in an open set-up increase airflow and thus disturb the signal. This could be
reduced by covering the set-up with a cardboard box, but for tests at higher temperatures interference
of the signal should be taken into account.

The current analysis method that compiles g, and d, produces a number for a moment in time
compared to the future, so if displacement has occurred at t, + 100s this will be visible for ¢ = 100s
at t,. Computing the values in this way gives confusing results for the higher correlation ranges, since
a look into the future is given. This could be changed by reversing the order in which the frames are
compared, resulting in a high d, number at t, only if a displacement has occurred compared to the
past. In this manner there will only occur high d, numbers for a certain moment in time if there actually
has been a displacement.

Recommendations

In view of the bigger research aim regarding gap closure dynamics of self-healing polymer coatings
some recommendations for future research have been formulated. If a measuring protocol has to be
developed to measure gap closure dynamics of polymer coatings, LSl is a good candidate. But several
things have to be examined in the way towards implementation of such a protocol.

Concerning the materials to test, it would be interesting to test a wider range of polymers. It is
recommended that all polymers have one feature standing out from the rest. For example, a polymer
not showing any entropy induced retraction to complement the polymers tested for this research which
showed a lot and a little entropic induced length changes. Polymers with different temperature ranges
and values for tan(§) 4, Should also be investigated with LSI, to see if the probed dynamics can be
quantified and a universal link between tan(§) and dynamics can be established.
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The relation between relaxation dynamics and entropy release should be investigated further. Longer
relaxation tests should be executed on a range of polymers with different entropic values to investigate
if a parameter can be found to relate ASy to relaxation dynamics.

The LSI set-up should be developed further, especially for testing at different temperatures. In
order to probe polymer dynamics and link them to temperature dependent polymer properties an envi-
ronment should be created where temperature can be regulated and airflow is reduced to a minimum.
Different test set-ups, like a tensile tester, should still fit in the set-up to keep the versatile possibilities
regarding modes of measurement available. Regulating and measuring the temperature accurately is
important in order to draw conclusions on measured dynamics in relation to temperature dependent
material properties.

The next step regarding this research should be to further confirm and investigate the findings of
this research in a statistically relevant context. By doing this, a DMA experiment to establish the T,
range, and thus gap closure and healing temperatures, of a coating would be unnecessary in the future
and could be established by LSI only.

Once it is established that bulk material properties can be measured on coatings as well, the fol-
lowing step is to link energy storage measured by DMA in terms of entropy changes to a quantifiable
parameter in LSI. Once this parameter is reviewed in terms of gap closure behavior, gap closure be-
havior can be investigated further. Different scratch modes, material types and temperatures could be
tested in order to better understand gap closure behavior of materials in terms of dynamics.

The ability of LSI to probe dynamics in a spatial manner could be added to these results in order to
define material characteristics in a spatial manner as well. It can be concluded that enough interesting
research can be done regarding gap closure of polymer coatings and LSI.
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Instructions:

(1) Input the required values into the red/orange cells.
(2) Then change the purple cell value to make the blue cells approximately equal to each other, to ~ 3-4 decmials at least (try using the goal seek fxn to start)
(3) Once that is done, the values in the blue, green, and purple output cells are calculated.

In bold the wﬂ:——u—mw that have been used to ﬂﬂlﬂﬂs the calculations tl These DmA experiments were all run at 10 mm gauge length, 10 Hz, 10 pm amplitude, 2°C/min, 125% force track ratio

Primary Data Properties Geometrical and Temperature Inputs
Max Strain | R stress Stored E Released Junction-p Density width thickness | Temp @ Li | Length @ i Temp Lmax| SF@ Lmax | L@ "Lmax" | Temp Lmin [ L @ "Lmin"
Units > (%) (MPa) (MPa) (k)/m3]) ge | (kl/m3) ge | (mol/m*3) (g/mol) | (g/em*3) (mm) (mm) (mm) (°C) (mm) i (°C) (N} {mm) (°C) {mm)
ASs ASR

ratio | Sample Named, oR oSF @ Lmax ASs ASk vj Mj P T (Li) T (Lmax) Fs @ Lmax Lmax T (Lmin) Lmin
1.00 EpiAnc_21 - Bonus 3173,56 1.1
EpiAnc_25 - 2525 1560,06 1.1
1.00  EpiAnc_25 - 2530 4,10 47 1999,45 1,1
1.00  EpiAnc_25 - 2566 4171,61 1,1
100 EpiAnc_26 - 2531 209764 11
100 EpiAnc_26 - 2532 4,01 0,81 429235 11
1.00 EpiAnc_26-2572 21783 1,1
1.00  Epileff_31- 2551 6697,92 11
1.00  Epileff_31- 2555 21,97 -20,68 7700,39 1.1
1.00  Epileff_31- 2556 7458,13 11
100  Epileff 09-17 835485 11
1.00  Epileff_09-19 15,34 -13,40 437914 11
100  Epileff 09-20 7699,85| 11

Lo = Either the Length of the sample at room Temp right after loading & "FLOATING", or the Length at the Starting Temp of the EXP after hitting "MEASURE". Either is fine, but it should be true that Lo < Li. | took the first measured length

Li = The sample length during the experiment approximately right before the elongation phase of the VLT begins. Usually the length of the sample about 25-40C below the T({Lmax). | took the length 50C below T{Lmax)

Lmin = The sample length at the minimum point at the end of the VLT, so after the contraction phase has finished.

th the DMA results.

ions wi

Screenshot of the excel file used for entropy calculati

Figure A.1



DMA Results

Obtained results from DMA measurements.

Anc Samples

Two batches of the Anc formulation have been prepared. Figures B.1 - B.6 present the DMA results of
the two batches.

DMA: Anc_B1-1
1,0 - I
Delta length
Tan(delta) = 1000
—— Storage modulus E' ;
0,8 1 — — -Loss modulus E"
- - o N
50,6 | | ~ - — 100 E
£ =3
"gﬁ I 7))
20,4 \\ 3 10 é
© ;
g S A ) / [ §
02- A '
1 1 N E 1
| | N E
| | N . L
0,0 : ' N
| o . -
T T T T T 1 T ‘ - 0!1
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Temperature (°C)

Figure B.1: DMA result AncB_1-1
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B. DMA Results

DMA: Anc_B1-2
1,0 1 I
Delta length
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Figure B.2: DMA result AncB_1-2
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Figure B.3: DMA result AncB_1-3

Temperature (°C)



51

DMA: Anc_B2-1
1,0 1 I
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Figure B.4: DMA result AncB_2-1
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Figure B.5: DMA result AncB_2-2
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DMA: Anc_B2-3
1,0 1
Delta length
Tan(delta) = 1000
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Figure B.6: DMA result AncB_2-3
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Jeff Samples
Two batches of the Jeff formulation have been prepared. Figures B.7 - B.12 present the DMA results
of the two batches.

DMA: Jeff_B1-1

2,54 1
— Delta length
Tan(delta) = 1000
. W —— Storage modulus E' 5
2,01 L7 — — -Loss modulus E" I
A =100 ~
E15- . d
< =
5 ' 8
21,01 =10 35
8 e}
g i =
0,54 --=="==-7/4-7 [ E 1
| F
0,0 : '
’ T T : T T — T j \; - 0’1
20 40 60 80 100

Temperature (°C)

Figure B.7: DMA result Jeff_B1-1
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B. DMA Results

DMA: Jeff B1-2
2,5
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2,0 s - — -Loss modulus E"
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Figure B.8: DMA result Jeff_B1-2
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Figure B.9: DMA result Jeff B1-3
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DMA: Jeff_B2-1
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Figure B.10: DMA
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Figure B.11: DMA result Jeff_B2-2
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DMA: Jeff B2-3
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Figure B.12: DMA result Jeff_B2-3



LS| Results

Obtained results from LS| measurements.

Non-strained Sample

Anc samples:

Temperature ramp 2,3°C/min (Anc_B1)

d2

100 0,25

0,22

10 0,19

@ 0,16

2 1 0,13
°

0,09
0,06
0,03
0,00

0,1

20 40 60 80 100 120

Temperature [°C]

Figure C.1: Non-strained sample temperature ramp Anc_B1
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Temperature ramp Anc_B2

2,1°C/min
2
0,25
K2}
3 0,22
}—
~ 0,19
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2,1°C/min 0,13
’ ~ 0,09
Y AN nmy,vp b
5 e ~ 0,06
>
3
0,03
0,00
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Figure C.2: Two non-strained sample temperature ramps Anc_B2

Jeff samples:

Temperature ramp Jeff B1

1,8°C/min
100
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o 3
3 11
e 3
01 4 L 0,19
20 40 60 80 100 120 - 016
2,2°C/min 0,13
100 4
E 0,09
10 - et N ot
@, 3 ’ - 0,06
3 1
= E
0.1 4
20 40 60 80 100 120

Temperature [°C]

Figure C.3: Two non-strained sample temperature ramps Jeff_B1
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Temperature ramp Jeff B2

1,8°C/min
100
10 025
w3
3 14 0,22
F 3
0,1 = ~ 0,19
20 40 60 80 100 120 - 018
2,1°C/min I o013
— 0,09
Z — 0,06
>
8
0,03
0,00

20 40 60 80 100 120
Temperature [°C]

Figure C.4: Two non-strained sample temperature ramps Jeff_B2

Strained Sample Room Temperature Tests
Room temperature tensile test to check the method on repeatability. In Figures C.5-C.13 all the color
plots are shown.

Before the runs at the indicated temperatures, which followed from DMA measurements, nine tensile
tests were executed at “room temperature” (only the heat from the laser was of influence), to test the
repeatability of the method.

For the room temperature tests the first two minutes (120s) nothing happened whereafter the elon-
gation started, followed by the relaxation that was measured for five minutes. As can be seen in Figures
C.5-C.9 there are marginal differences visible between the plots. Figures C.5 and C.6 show an almost
identical development with a difference at about 190 seconds. In Figure C.8 increased dynamics over
a wider range of frequencies are visible as opposed to the other plots.

Anc_B1-RT1 Anc_B1-RT2

0,11 0,11

- 0,094 I~ 0,094

[ 0075 [ [oo7s

Tau [s]
Tau [s]

- 0,056 [~ 0,056

0 200 400 0 200 400
Time [s] Time [s]

Figure C.5: Strained Sample Temperature Ramp Anc_B1-RT1 Figure C.6: Strained Sample Temperature Ramp Anc_B1-RT2
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Anc_B1-RT3 Anc_B2-RT1

-011

- 0,094

-— 0,075

- 0,056

Tau [s]
Tau [s]

- 0,038

0 200 400 0 200 400

Time [s] Time [s]

Figure C.7: Strained Sample Temperature Ramp Anc_B1-RT3 Figure C.8: Strained Sample Temperature Ramp Anc_B2-RT1
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Figure C.10: Strained Sample Temperature Ramp Anc_B2-
Figure C.9: Strained Sample Temperature Ramp Anc_B2-RT2 RT3
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Figure C.12: Strained Sample Temperature Ramp Jeff_B1-
Figure C.11: Strained Sample Temperature Ramp Jeff_B1-RT1 RT2
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d2

100

Jeff B1-RT3

0,15
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0,1

200
Time [s]

Figure C.13:
RT3

Strained Sample

400

0,075

0,056

0,038

0,019

600

Strained Sample Temperature Ramp Jeff_B1-

With samples from both batches one temperature ramp has been carried out, so two ramps per epoxy

type.

Anc_B1 Samples
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Figure C.14: Strained Sample Temperature Ramp Anc_B1-
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Figure C.15:
60°C

Strained Sample Temperature Ramp Anc_B1-
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Anc_B1-700C Anc_B1-75:C
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Figure C.16: Strained Sample Temperature Ramp Anc_B1- Figure C.17: Strained Sample Temperature Ramp Anc_B1-
70°C 75°C
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Figure C.18: Strained Sample Temperature Ramp Anc_B1- Figure C.19: Strained Sample Temperature Ramp Anc_B1-
80°C 85°C
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Figure C.20: Strained Sample Temperature Ramp Anc_B1- Figure C.21: Strained Sample Temperature Ramp Anc_B1-
85°C

90°C
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Anc_B1-100°C Anc_B1-120°C
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Figure C.22: Strained Sample Temperature Ramp Anc_B1- Figure C.23: Strained Sample Temperature Ramp Anc_B1-
100°C 120°C
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Figure C.24: Strained Sample Temperature Ramp Anc_B2- Figure C.25: Strained Sample Temperature Ramp Anc_B2-
40°C 53°C
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Figure C.26: Strained Sample Temperature Ramp Anc_B2- Figure C.27: Strained Sample Temperature Ramp Anc_B2-
56°C 62°C
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Figure C.28: Strained Sample Temperature Ramp Anc_B2- Figure C.29: Strained Sample Temperature Ramp Anc_B2-
71°C 79°C
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Additional Analysis Method of LS| Strained Sample Temperature Ramp

Another method to look at relaxation of strained samples is explained using an example as depicted for
several values in Figure C.51. 7, can be obtained for certain moments in time, zero seconds is set as
the moment elongation ends and relaxation thus starts. By combining this data for a time interval over
all the measured temperatures, relaxation times versus temperature graphs are obtained as shown in
Figures C.52-C.55.

In these graphs an increasing relaxation time on a logarithmic scale is depicted on the y-axis,
whereas the x-axis depicts a linear temperature gradient. The differences in time are visible by the
coloured scale that runs from zero until 150 seconds, where blue is short after elongation and red
longer afterwards. For the two Anc plots a similarity can be seen in the neatly arranged data points for
lower temperatures until about 80°C whereafter the values of 7, intermingle completely and no order
can be observed. Another remarkable feature are the drops in t, at about 55°C and between 70°C and
80°C. At the lowest temperature of 40°C both plots show high relaxation times.

The plots showing results from measurements with the Jeff samples are distinctly different from
Figure C.52 and C.53 because the relaxation times at the lower temperatures are much shorter to start
with. The datapoints stay better separated/organized over the complete measured temperature range
as well. From about 50°C on, the relaxation times increase slightly across the entire pack while they
show more fluctuations and shorter times before that temperature.

Anc_B1 - 70°C
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= 25s

50s
0,14 100s

= 150s
—— Fit Os
Fit 25s
Fit 50s
Fit 100s
—— Fit 150s

0,01 T T T T
0,01 0,1 1 10 100

T(8)

91 ()

Figure C.51: The g, values for several sample times are plotted to show the fitting procedure. The shape of the g, data points
follows first a decay after which they increase again reaching a plateau value. In order to obtain good fitting results only the first
decay is fitted the subsequent data points are masked (red).
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Figure C.52: 7, vs temperature for Anc_B1 samples. Figure C.53: 7, vs temperature for Anc_B2 samples.
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Jeff_B1 relaxation times vs temperature Jeff_B2 relaxation times vs temperature
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Figure C.54: t, vs temperature for Jeff_B1 samples. Figure C.55: 1, vs temperature for Jeff B2 samples.

The obtained relaxation times are more difficult to interpret, since 7, does not seem to decrease for
higher temperatures as was expected. This could be attributed to the type of test executed, where the
materials reaction to an imposed displacement is measured at different temperatures. So not only the
material response to temperature changes was measured to compute 7, as has been the case in pre-
vious studies were 1, has been used for analysis. More datapoints would aid in a better understanding
of the results, nevertheless the obtained results will be discussed here.

In Figures C.56 and C.57 the temperature ramp covers the entire T, transition (tan(5) peak) and
length change coincides with the measured range. For the Jeff samples depicted in Figures C.58 and
C.59 this is not the case, the peaks lay right at the begin of the temperature ramp.

Combining the results of Figures C.56 and C.57 and their DMA graphs, several characteristics stand
out. The first decay in relaxation times coincides with the glassy phase of the material, before the onset
points of length change and tan(§). The first peak in relaxation time corresponds to the onset point of
the length change curve. The peak of length change on the contrary coincides with shorter relaxation
time, whereafter 7, (s) increases again until the local minimum in delta length. After this moment the
entropic length elongation and retraction are finished and 7,(s) shows a scattered distribution over a
wide range of frequencies.

From Figures C.58 and C.59 the same can be concluded as from the static temperature ramp tests,
that the region of interest lies too much at the beginning of the LS| measuring range to see the effect
all through the transition. It is difficult to say if the changes in relaxation time measured in the lower
temperatures can be attributed to the material behavior or to discrepancies between measurements.

From these observations it may be suggested that LSl is not suitable to measure entropy changes.
The course of tan(§) seems detectable in LSI by means of 7, in the decrease of t, during tan(8)max-
Further research should be conducted in order to see if this trend also holds for other materials (with
their region of interest in the measurable range of both LS| and DMA).
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Figure C.57: Comparison DMA and Dynamic Temperature Ramp LSI for Anc_B2
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Material Characteristics

Obtained results from TGA and DSC measurements.

TGA Results
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Figure D.1: TGA Results Anc Samples
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D. Material Characteristics
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Figure D.2: TGA Results Jeff Samples

DSC Results
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The graphs below are obtained with the TA Instruments TRIOS Software. All DSC tests are executed
in the same order. First the temperature is equilibrated at -30°C and the temperature is kept constant
for 1 minute, blue and green curves. A first heating circle is conducted in order to remove the thermal
history of the sample, heating to 170°C, kept at 170°C for 1 minute, cooling down to -30°C and kept at
-30°C for 1 minute (the red, brown, pink and yellow curves respectively). The last heating ramp is the
one used to extract thermal material behavior, the blue curve.

The Jeff samples show a broad endothermic peak around 100°C during the first heating ramp, which

is not distinguishable in the Anc tests.
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Figure D.3: DSC Result Anc_B1-1
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Figure D.4: DSC Result Anc_B2-1
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Figure D.5: DSC Result Anc_B2-2
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Figure D.6: DSC Result Jeff_B1-1
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Figure D.7: DSC Result Jeff_B1-2
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Figure D.8: DSC Result Jeff_B2-1
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Figure D.9: DSC Result Jeff_B2-2

Post-curing Check After LSI Measurements

After the LSI temperature ramp for strained samples of Anc_B2 and Jeff_B2, T, was measured with
DSC. Those results with respect to the averaged T, values as mentioned before can be seen in Figure
D.10. The T, values at 20°C are the same as in Figure 4.2. From Figure D.10 it can be noted that T, of
Anc samples are similar and are all lower than T, measured before LS| tests, only the values between
80-85°C stand out from the rest. The results for Jeff samples are even more similar. All stay within the
error bars established from the previous tests.

The little change in T, before and after the executed temperature ramps in LS| suggest that no post
curing has taken place during the tests. This is interesting to know because post curing could dissipate
energy and thus influence the test results. Curing would result in a higher crosslinking density and thus
increased Tj.
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DSC: Tg measured after LSI T ramp of strained Anc samples DSC: Tg measured after LSI T ramp of strained Jeff samples
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Figure D.10: T, comparison for the samples before and after a LSI temperature ramp measured by DSC.



Temperature Calibration LSI

Temperature Gradient Sample

Infrared measurements have been carried out that show spatial differences in temperature over the
whole area of the sample, for the strained sample temperature ramp set-up. . This method estab-
lished a gradient in temperature over the whole sample surface with the maximum temperature in the
middle. The middle of the sample has been taken as measurement spot to establish the end-of-test
temperature with a thermocouple. Since the area of the laser spot is very small, the assumption has
been made that in that area temperature is constant. The end-of-test temperatures measured with the
thermocouple have been used as true test temperature.

A FLIR A-600 Series thermal imaging camera was used to calibrate the sample temperature for
certain voltages of the resistors. The picture was taken after 10 minutes of heating at the following
voltages: 0V, 6V, 9V, 12V, 15V, 18V and 24V. In Table E.1 the temperature gradients are summarized
per voltage. The pictures taken of the software to illustrate the gradient are depicted in Figures E.1 -
E.7.

Table E.1: FLIR Temperature Gradient

| Applied Voltage Temperature Minimum Temperature Maximum |
ov 22.2 22.8
6V 23 29
9V 24 39
12V 25 50
15V 25 65
18V 30 80
24V 30 120

79
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Thermocouple Results LSI Temperature Ramps

Non-strained Sample

A linear line is fitted through the maximum temperature measured and the temperature of the sample
surface when the hot stage is turned off but the laser is already a few minutes on. The true sample
surface temperature during the test has been established in this manner and thus the heating rate (it
should be approximately 2°C/min in order to mimic the rate of the DMA temperature ramp).

Anc_B1 Time [s] T sample [°C] Non-strained Sample Anc_B1 Hot Stage Temperature
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Figure E.8: Temperature Hot Stage Anc_B1
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Figure E.9: Temperature Hot Stage Anc_B2
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Figure E.10: Temperature Hot Stage Jeff_B1
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Figure E.11: Temperature Hot Stage Jeff B2
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Strained Sample

A thermocouple was used to measure the sample temperature before and after the tests. The before
measurements have been used to calibrate the resistor heating set-up, since it has not been possible
to measure the temperature during LS| experiments. After every LS| measurement the temperature
at the middle of the sample, similar to the laser spot place, has been measured and will be reported
below. If a temperature has not been measured the corresponding temperature to the voltage used is
reported, the fitted lines are used to do so.

Temperature Calibration

Measured temperatures and fitted line of voltage vs temp of the sample temperature heated with the
resistors, before strain test have been executed.
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Figure E.12: Temperature calibration of the resistor heating device
After Test Measurements
True test temperatures, measured temperatures after every test.
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Figure E.13: Sample Temperature Anc Samples
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Voltage [V] |T after test [°C]
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Figure E.14: Sample Temperature Jeff Samples
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Influence of Airflow

To test the expected influence of airflow on LSI tests a few trials were executed. First over a period of
four minutes a sample in open air was measured. After one and three minutes the airflow was disturbed
with an air blower for one minute. The result shows a clear disturbance in d, signal over the whole
frequency span during those two minutes.

The other three tests were executed to test the cardboard chamber used in all experiments. The
goal was to see if the box could reduce the fluctuations without disturbing or influencing the test results.
The difference between Figures E.15B and D shows the decrease in noise at higher temperatures. The
result from Figures E.15B and C show how little influence the glass plate has on the signal disturbance.
Therefore it was decided to use the box and glass cover as depicted in Figures 3.11B and 3.12B.

A) Room Temperature air blower experiment B) Heating at 120s without chamber and glass

Tau [s]
Tau [s]

d2
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0.1
0,15

012

0 0 80 120 180 240 300 360 420
Time [s] Time [s] 0,09
C) Heating at 120s with chamber, without glass D) Heating at 120s with chamber and glass ‘

0,08

4

10 0.03
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Tau [s]
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Figure E.15: Tests airflow and influence cardboard chamber. A) Test with air blower and non-heated sample in open air, B)
Heating of a sample in open air. C) Heating of a sample in a chamber but without glass top plate . D) Heating of a sample in a
chamber with a glass top plate.
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