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ABSTRACT

In this dissertation, the application of smart polymers as actuators was investigated, with
focuses on shape memory polymers and twisted-then-coiled artificial muscles. Thermomechanical
models have been developed for various polymeric actuators, so as to facilitate interpretation of
the underlying mechanisms and to provide guidance for future design.

The classical one-way shape memory effect in amorphous shape memory polymers was first
reproduced. The amorphous shape memory polymer was treated as a frozen-phase matrix with
active-phase inclusions embedded in it. A phase evolution law was proposed from the physics
perspective and the Mori-Tanaka approach was used to predict the effective mechanical properties.
Then, a phenomenological constitutive model was developed based on the multiple natural
configurations framework for the semi-crystalline two-way shape memory effect. The model
elucidated how the programming procedure affect the crystallization behavior and eventually
determine the two-way shape memory effect via storage of internal stress.

Artificial muscles with hierarchical chiral structure that can offer a hundredfold increase in
power over natural muscles of equivalent lengths have recently been demonstrated experimentally.
To investigate the physical origin behind the remarkable tensile actuation behavior and, therefore,
the correlation between the actuation performance and the intrinsic material parameters, a multi-
scale modeling framework from macro-scale helical spring structure top-down to the molecular
chain interaction has been developed Then, based on the prediction results of the multi-scale model,
a new type of hierarchical chiral structured artificial muscle was fabricated using two-way shape
memory polymer fiber. The usual improvement in the axial actuation of the twisted-then-coiled
muscles were demonstrated both experimentally and theoretically.
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CHAPTER 1 INTRODUCTION

This dissertation consists of six chapters. The chapters from the second to the fifth are based
on papers that have been published, or are under review. In this introduction chapter, a literature
review on the research topic has been conducted. This is followed by the motivation and objectives
of the studies that have been carried out. Finally, the dissertation structure has been outlined. The
work in each chapter is solely independent, but proceeding in an orderly way and step by step with
the aim of achieving final objective of this study. All chapters, except this introductory one,
document the research results of the Ph.D. candidate under the direction of the candidate’s advisor
as well as her committee members.

1.1 General Aspects of Polymeric Actuators

Actuators are materials and devices that are able to change their shape in response to changes
in environmental conditions and thus perform mechanical work on the nano- micro-, and macro-
scales [1-5]. Among the huge variety of different actuators, polymer-based ones are highly
attractive because of a number of properties such as sensitivity to a broad range of stimuli and
outstanding mechanical properties [2, 6-9]. The polymers can be soft (viscoelastic state) and hard
(glassy state) depending on their chemical and physical structure that allows the design of soft
actuators for handling soft living tissues and hard actuators for handling metals [10]. There are
many polymers sensitive to different stimuli that allows the design of actuators that can be
controlled by temperature, pH, bio signals, or light [11]. Many polymers are biocompatible and
biodegradable, which allows the integration of polymeric actuators in living systems and their
resorption there.

The polymeric actuators can be classified based on the actuation stimuli, working mechanisms
or their applications. From the actuation stimuli point of view, the actuators can be driven by
voltage, current, magnetic, temperature and light, etc. Based on the working mechanisms, the
polymeric actuators can be artificially divided into several groups. The first group of actuators
comprises those based on the elastic relaxation of shape after deformation, such as dielectric
elastomeric actuators with elastomers between two electrodes [12] and amorphous shape memory
polymers [13]. The second group of actuators are based on the reversible transitions between
different states, such as transitions between different ordered states in liquid-crystalline actuators
[14], melting transitions in semicrystalline polymers [15] and order-disorder ionic phase transition
in ionomer [16]. The third group is actuators where the driving force is surface tension. Typically,
such actuators are small because they are able to function when the surface tension is considerable.
Surface-tension actuators are irreversible [17, 18]. From the application perspective, some of the
applications such as artificial muscles, swimmers or walkers, and microsurgical devices are based
mostly on the generation of force during actuation. Other applications such as sensors [19],
switchable optical devices [20], and smart textiles [21], etc. are based on the change in shape
during actuation.

In this study, we mainly focus on two types of polymeric actuators, shape memory polymers
and polymeric artificial muscles.
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1.1.1 Shape memory polymers (SMPs)

Shape memory polymer (SMP) is a class of polymeric actuators that can be deformed and fixed
in a temporary shape at a certain condition and recovers the original shape when exposed to a
suitable stimulus[13, 22-30], such as temperature[15, 31-34], light [35, 36], magnetic field[37, 38]
or humidity [39, 40]. The term “shape-memory” was first proposed by Vernon in 1941 [41].
Although most polymers can exhibit some degrees of shape memory behavior, the importance of
SMPs was not recognized until the 1960s, when cross-linked polyethylene (PE) were used as
shrinkage tape to apply pressure [42]. SMPs have many advantages over shape memory alloys and
ceramics, such as low manufacturing cost, easy processing and most significantly, high shape
recovery strain (maximum recovery strain can be over 800% [30]). Based on these unique features,
SMPs have emerged as one of the key functional materials in both academia and industry in recent
years.

Generally, SMPs are elastic polymer networks that are equipped with stable netpoints and
suitable stimuli-sensitive switching domains [31]. The netpoints determine the permanent shape
of the polymer network and can be of a chemical (covalent bonds) or physical (intermolecular
interactions) nature. Conventional SMPs have two shapes, permanent shape and temporary shape,
which is defined by the so-called “programming” procedure. Take the thermally triggered SMP as
an example. Typically, the programming process starts with a deformation of the SMP at a
temperature above the transition temperature, for example, glass transition T, for amorphous
SMPs or melting transition T,, for crystalline or semi-crystalline SMPs. For ease of discussion,
however, we hereafter refer only to glass transition T,. While maintaining the shape (strain) or
stress, the temperature is lowered to below T,. With the subsequent removal of the applied load, a
temporary shape is created and fixed. This completes the programming process. It is noted that
programming does not necessarily need the temperature event. Programming can also be
conducted at glassy state (it is termed as cold-programming), as long as the SMP can be stressed
to beyond yielding [43-46]. The recovery process, depending on the application where the recovery
strain or stress is important, can be either under free or constrained boundary conditions,
respectively. During the free recovery, SMP is heated to a temperature above T, under zero stress
and the change in strain is measured. On the other hand, during the stress recovery, deformation is
not allowed while the polymer is heated to above T, and the stress is measured. Partially
constrained shape recovery by applying a certain stress to the SMP during shape recovery is also
frequently used [47]. The shape memory performance of thermally triggered SMPs depends on
their complex interactions in polymer structures and morphologies (e.g., the crosslink density,
molecular length), the programming conditions (e.g., programming temperature, cooling rate, pre-
strain) and recovery conditions (e.g., recovery temperature, heating rate, boundary condition). This
offers substantial potentials and considerable opportunities for designing SMPs. An extension of
this classical “dual-SMPs” is the “multi-SMPs”, which is defined as a shape memory polymer that
can be programmed to exhibit more than one distinctive shape change in the recovery event [48-
52].

The actuation of the aforementioned SMPs are irreversible and are thus defined as “one-way
SMPs (1W-SMPs)”. The applicability of the classical 1IW-SMPs is restricted by their one-way
feature, i.e., IW-SMPs do not autonomously return to their temporary shapes upon cooling.
Recently developed two-way shape memory polymers (2W-SMPs) featuring a reversible shape
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memory effect are capable of switching back and forth between two different shapes without the
need of subsequent mechanical (deformation) work [30, 53]. The reversible bidirectional actuation
enabled many applications such as self-sufficient grippers, fixators, fastening devices, cell
encapsulations, swimmers, optical gratings, soft robots, morphing structures, smart textiles, self-
healing materials, sealants, artificial muscles, etc. [16, 46, 54-57].

Two-way shape memory effect (2W-SME) has been demonstrated in several polymer systems
[15, 58-64]. Regardless of composition, architecture and design, the necessary condition for two-
way shape memory effect (2W-SME) is a special designed network consists of stable net-points
and switching domains that responds to external stimuli. Same as one-way shape memory polymer
(1W-SMP), stable net-points can endure the load, retain the permanent shape upon heating and
can be constructed using chemical cross-links [15, 59] [61] [60, 62, 63, 65], crystals with high
melting temperature [54, 55] and even ionic clusters [16, 66]. The switching domains that have
been demonstrated to exhibit 2W-SME are driven by melt/crystallization transition in semi-
crystalline polymers, anisotropic/isotropic transition in liquid crystalline polymers, or order
disorder transition in ionomer.

Take chemically cross-linked semicrystalline system as an example. As can be seen from Fig.
1-1(a), without the strong chemical cross-links, most of the molecules are floating in the system
and tend to have coordinated segmental motion or even slide against each other when subjected to
external load, which leads to irreversible shape changing. The chemically cross-linked system (Fig.
1-1(b)), however, can endure the load, form a stable network and retain the permanent shape upon
heating. As a matter of fact, it has been demonstrated that many polymers can exhibit both one-
way and two-way shape memory effect. In these polymer systems, what makes 2W-SMP different
from 1W-SMP is essentially the anisotropy of the network, which is introduced via a series of
programming steps. Afterwards, the reversible actuation behavior can be guided by the anisotropic
network, and is driven by the temperature-sensitive response of the switching domains
(crystal/melt transition in this semicrystalline system). A straightforward strategy to introduce
anisotropy into the network is by applying an external tensile load. As can be seen in Fig. 1-1(c),
the 2W-SME s realized by applying an external load at high temperature, followed by cooling
(Fig. 1-1(d)) and heating (back to Fig. 1-1(c)) under the constant load. It has been confirmed both
experimentally [67] and theoretically [68, 69] that the formation of switching (crystalline) domains
is preferentially aligned in the loading direction, which is the main reason for the anomalous
elongation upon cooling. This type of 2W-SME is designated as quasi 2W-SME, that is, 2W-SME
with a constant external load [15, 58-63]. An alternative way to introduce anisotropy is by storing
internal tensile stress into the network. This method was first realized in the cross-linked
semicrystalline system by building up oriented skeletons via a series of thermomechanical
procedures [54, 55, 70], which includes stretching the sample at a high temperature 6,,.,, (Fig. 1-

1(c)), cooling down the sample while maintaining the stress T to 6,,,, (Fig. 1-1(d)), unloading,
and finally heating the sample to 6,,,,+ without loading (Fig. 1-1(e)). Normally, the high
temperature in the working cycle 6,,,, is lower than the programming high temperature 6,,.,, to
ensure partial melting condition. At this moment, internal stress is stored within the partially melt
crystalline lamellae, most likely via the amorphous molecular chains tightened by unmelt oriented
crystals (Fig. 1-1(e)). In the following working cycle, the sample is ready to serve as a true 2W-
SMP, which is referred to the 2W-SMP in the absence of external load and can generate reversible
actuation during working cycles between 6,,,, and 8,, .-« (Fig. 1-1(e)-(f)). In order to be consistent
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with classical SMPs, we hereafter define that programming procedure is completed with the
unloading step and the working cycle starts with heating the sample to 6,,,,.x. The temperatures
and the programming stress should be elegantly selected to ensure that the stored internal stress is
large enough to guide the oriented crystallization and eventually lead to overall elongation upon
cooling.
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molecular level. (a) Polymer system without strong chemical cross-links. (b) Chemically cross-
linked polymer system. (c) Chemically cross-linked polymer under load at high programming
temperature 8,,,4. (d) Cooling down the sample under load to the low temperature 6,,,, ,
elongation upon cooling can be observed. () Remove the load and heat the sample to high working
temperature 6,,,,«, and the oriented crystalline lamellae are partially melt. (f) Cooling the sample
to the low temperature 6,,,,, elongation upon cooling can be observed. (c) and (d) represent quasi
2W-SME (with external tensile load) and (e) and (f) represent true 2W-SME (without external
tensile load).

In the recent work by Lu and Li [66], the authors have first demonstrated an integrated shape
memory effect that includes one-way, quasi two-way, and true two-way in an ionomer system
(Surlyn 8940), in which ionic clusters act as the stable net-points and crystallizable polyethylene
segments serve as the switching domain. In their work, quasi 2W-SME can be realized with or
without a programming procedure. Nevertheless, a tensile programming procedure can enhance
the 2W-SME, and as such, smaller external load is required to trigger the quasi 2W-SME during
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the working cycle (Fig. 9 and Fig. 10 in [66]). A critical value of programming stress is required
to achieve true 2W-SME (See Fig. 7 in [66]). These phenomena further confirm the fact that both
external applied load and programming procedure contribute to the anisotropy of the network that
leads to 2W-SME.

1.1.2 Twisted-then-coiled polymeric artificial muscles

Artificial muscles are a class of biologically inspired materials or devices that can reversibly
contract, expand, or rotate by external stimuli, such as voltage [71-73], pressure [74, 75], current
[76-78], or temperature [27, 79]. Recently, artificial muscles have become a popular topic in both
academic and industrial areas: innovative actuation devices based on various mechanisms have
been invented and advanced materials with performances surpassing those of natural muscles in
many aspects have been developed.

The widely used dielectric elastomer actuator (DEA) is constructed based on the simple
mechanism, that is, electrostatic attraction between conductive layers [72]. Albeit a simple design
principle with wide operating temperatures and large actuation strains, the high driven voltages
(~1 kV) can be a concern, particularly in biomedical and toy applications. Actuators based on
ferroelectric materials are realized by the application of an electric field, which results in
permanently aligned and polarized domains until the Curie point is reached [71]. The high driven
voltage, substantial hysteresis and difficulty in synthesis have become its key limitations. Liquid
crystal elastomers (LCESs) exhibit good response times, and moderate to large strains under
significantly lower voltage than that in ferroelectrics and dielectric elastomers [73]. However,
since investigation of LCEs is still at a very early stage, lack of material information, low stiffness
and high cost have become their main limitations. Actuators based on current, or movement of
ions, such as conducting polymers [76], ionic polymer metal composites [77], and hybrid carbon
nanotube yarns [78] have demonstrated outstanding mechanical properties, but have limited
reversibility and cycle rate. Other actuators, for instance, pneumatic artificial muscle [74], electro-
thermally driven shape memory alloy [79], and shape memory polymer [27], etc., all suffer from
low scalability, high cost and limited cycle-ability. A comprehensive review of the emerging
artificial muscle actuators can be found in the work by Madden et al. [80] and Mirvakili et al. [81].
In summary, artificial muscles are of practical interest, but few types have been commercially
exploited due to the various limitations discussed above. Therefore, an inexpensive, fast, non-
hysteretic and scalable actuator, which can deliver high force with minimal weight and long cycle
life, is highly desired to fulfil the requirement for various fields.

Recently, in a surprising breakthrough in the world of material science, Haines et al. [82] have
created new artificial muscles that can offer a hundredfold increase in power over natural muscles
of equivalent lengths. They have demonstrated that the low cost fishing lines or sewing threads
can actively contract and expand after being twisted then coiled into helical spring. The highest
tensile stroke achieved was 34% for a temperature variation of ~220<C, compared with 4% strain
for the untwisted fiber. Its giant tensile stroke, record energy density, quick response, and easy
tuning procedure are some notable advantages of this novel class of artificial muscles.
Subsequently, a series of experimental characterizations on the twisted fishing line fibers and
coiled artificial muscles have been conducted by a number of researchers [83-85], aiming at
providing information and useful data for future engineering applications. A custom experimental
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test-bench and procedure have been developed and employed by Moretti et al. [85] to
systematically run isothermal and isometric tensile tests on nylon-made coiled actuators [84]. The
results revealed some important issues related to the response of these actuators, such as hysteresis,
repeatability, predictability and stored elastic energy. Aziz et al. [83] standardized the methods for
characterizing both the torsional stroke and torque generated, and various testing modes were
studied, which replicated possible application conditions: free stroke in a one-end tethered fiber,
torsional actuation against an externally applied torque, blocked rotation to determine the
generated toque, and torsional actuation against a return spring fiber. Because the muscles can be
indefinitely long, they could find uses in both miniaturized and macroscopic actuators. The
robustness, commercial availability, and low cost of the polymeric muscles further confirm the
significance of this innovative discovery and has opened new horizons toward the development of
effective devices, for instance, morphing airplanes and vehicles [86], self-healing composite [87,
88], robotics [89], etc.

It is worth mentioning that the concept of twisting then coiling a fiber for the purpose of
actuation is not limited to the polymer fiber. It has also been conducted previously on carbon
nanotube yarns [78, 90] and niobium nanowires [81]. However, they exhibited much lower
performance than fishing lines did. In their work, the authors explained the torsional actuation
behavior from purely kinematic point of view, where the rotation angle was expressed simply by
geometrical parameters, i.e., yarn diameter, length, and volume.

1.2 Research Motivation and Objectives

Polymer actuators are becoming more prevalent within the scientific and industrial
communities by virtue of their versatility, bio-degradation, scalability and low cost, etc. Because
of the inherent complexity of the polymer-based material responses, theoretical and computational
models are highly desired. The models not only facilitate interpretation of the underlying
mechanisms of the materials, but also provide an investigative platform to evaluate the importance
of various factors to the material properties. Therefore, the purpose of this study is to develop
usable, high-fidelity constitutive models for various polymeric actuators and seek high
performance polymeric actuators.

1.3 Dissertation Outline

The dissertation deals with fourth types of polymeric actuators. In Chapter 2, a physics-based
model for classical one-way amorphous shape memory polymers is established. In Chapter 3, a
phenomenological model for two-way semicrystalline shape memory polymers is developed. In
Chapter 4, a multi-scale modeling framework for the thermomechanical actuation responses of
polymeric artificial muscles made of fishing lines is developed. In Chapter 5, artificial muscles
made of two-way shape memory polymer fibers has been demonstrated both experimentally and
theoretically. Chapter 6 summarizes the main achievements of the study, along with discussion on
potential topics for future work.
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CHAPTER 2 THERMOMECHANICAL MODELING OF
AMORPHOUS ONE-WAY SHAPE MEMORY
POLYMERS

In this work, the one-way shape memory effect in amorphous shape memory polymers was
reproduced. The amorphous shape memory polymer was treated as a frozen-phase matrix with
active-phase inclusions embedded in it. A phase evolution law was proposed from the physics
perspective and the Mori-Tanaka approach was used to predict the effective mechanical properties.
The theoretical predictions were compared with available experimental results and reasonable
agreement was found. The influence of the intrinsic material structures and the thermomechanical
conditions on the shape memory behavior were evaluated by parametric studies.

2.1 Introduction

In engineering applications of shape memory polymers, constitutive models are highly desired
to provide a fundamental design tool. However, constitutive modeling is very involved because of
the inherent complexity of the shape memory behavior. While considerable experimental
investigations into SMPs have been reported in the literature, the number of published works
dedicated to constitutive modeling constitutes only a small portion of the vast volume of published
literatures. Earlier methods [91-94] used rheological models consisting of springs, dashpots, and
frictional elements to interpret the thermomechanical behavior of SMPs. Such distinctly simple
models have recently been expanded into three dimensional finite deformation model and
reasonable results were obtained [95, 96]. Diani et al. [97] developed a three dimensional
thermoviscoelastic constitutive model based on a physical understanding of the material behavior.
This thermodynamically motivated model is able to capture some critical features of the shape
memory behavior, however, it does not predict the details of the response in the thermomechanical
cycle. To further capture the time- and temperature-dependent feature of amorphous SMPs, a
thermoviscoelastic model that incorporated structural relaxation and stress activated viscoplastic
flow in the glassy region was proposed from a microscopic point of view [98]. The model was able
to predict key features of the stress hysteresis of the constrained recovery response, including the
peak stress and associated temperature. Subsequently, Chen and Nguyen [99] performed a
parameteric study of Nguyen et al.’s model [98], and drew the conclusion that the recovery
behavior was insensitive to the parameters for viscoplastic flow of materials programmed above
T,. However, Li and Xu [44] argued that the viscoplastic flow plays an important role in the
transition between equilibrium and non-equilibrium configuration of SMPs when cold-
programmed (program below T, ), and a thermoviscoelastic—thermoviscoplastic constitutive model
was then developed on top of that to predict the nonlinear shape memory behavior of the SMP
trained below T;. To further improve the model prediction of time-dependent shape memory
behavior, more sophisticated models that contained multiple relaxation times [34, 91, 99-103] were
used to describe the broad distribution of stress and structural relaxation times typically displayed
by thermoset polymer. Recently, the established 3D multi-branch model [100] has been applied
successfully to predict various time-and temperature- dependent shape memory behavior [104-
106]. In addition to this dominated thermoviscoelastic approach, in recent years, SMP modeling
methods have even incorporated molecular dynamic simulation [107], quantum mechanics [108],
multi-scale modeling [109], and statistical mechanics [110], etc. Of all these methods, the phase
evolution approach, first proposed by Liu et al. [111] and further developed by other researchers
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[112-127] has become another widely used modeling approach due to its easy of application in
design.

The phase evolution approach was originally developed for shape memory alloys (SMAS) to
describe their pseudo-elastic thermo-mechanical response, stress induced phase transformation
phenomena, and hence the shape memory behavior [128-139]. Unlike in SMAs, however, the
concept of “phase” in SMPs may not necessarily be physically based, but rather
phenomenologically based. In other words, in amorphous SMPs, the physical regions with
different material properties and the boundaries between them may not be measurable. In the first
SMP phase evolution model [111], a one-dimensional, small strain and rate independent
constitutive model were developed by considering the SMP system as a two-phase composite
consitsting of an active and a frozen phase. In the active state, the deformation mainly causes a
change in entropy and the resulting stress can be determined by the entropic rubber theory. In the
frozen phase, the entropic changes are “locked” owing to a decreased mobility of individual
polymer chains and the resulting stress is primarily due to changes in the internal energy. Therefore,
the entropic stress generated in the active state is frozen, or stored, and can only be released by
heating above the transition temperature to reactivate the entropic changes. Based on the work by
Liu et al. [111], Chen and Lagoudas [113, 114] extended the model to a three-dimensional
framework and this model was used by Volk et al. [125] to examine the free and constraint
recovery behavior of shape memory polyurethane (SMPU). Kim et al. [119] developed a three-
phase phenomenological model (one hard segment phase and two (active and frozen) soft segment
phases) to provide more proper prediction for the deformation behavior of SMPUs. In Wang et
al.’s work [126], parameters related to heating rate and hysteresis were introduced. Qi et al. [122]
developed a three dimensional finite deformation model for thermomechanical behavior of SMPs,
based on the evolution of the deformation energy from an entropy- to an enthalpy-based state.
Reese et al. [123] formulated the model in both macromechanical and micromechanical formats
and the the thermomechanial coupling was taken into account. Baghani et al. [112] presented a
three-dimensional phenomenological model under time-dependent multiaxial thermo-mechanical
loadings in the small strain regime. In the work by Gilormini and Diani [115], one point that was
left open by Chen and Lagoudas [113, 114] about combining the model of Liu et al. [111] with
homogenization models that would be more accurate than the uniform stress assumption was
addressed. Most recently, a constituve model for SMP with more physically based phase evolution
law has been proposed by Guo et al. [116]. Once the SMP system is considered as a two-phase
composite, its effective elastic properties can be determined by various well developed composite
material theories [140-146].

The concept of phase transition approach is not only very straightforward, it can also be applied
to a wide variety of SMP materials with different transition mechanisms: It can find solid physical
base in semicrystalline SMPs [124]: Westbrook et al. [147] successfully applied the phase-based
modeling approach to the one-way and two-way shape memory effect in semicrystalline
poly(cyclooctene) (PCO) SMP; Long et al. [148] recently has developed a model for photo-
activated shape memory elastomers that treats the material as a mixture of two evolving networks,
the original network and the photo-stimulated reformed network.

In the framework of phase transition modeling, the formulation of a suitable phase evolution

law, in other words, the frozen phase volume fraction, ¢ (T) is essential. A variety of frozen phase
volume fraction functions have been proposed by researchers and some typical functions are listed
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in Table 2-1. As can be seen from Table 2-1, although these evolution laws possess simple form,
the parameters in the equations cannot be explicitly related to the inherent material properties and
structures (cross-linking density, molecular length, etc.), nor the thermomechanical conditions
(heating rate, pre-strain, etc.). Up to now, the lack of physical explanation has become the main
limitation of the phase transition approach.

Table 2-1 Frozen phase volume fraction functions proposed in existing literatures.

Frozen phase volume fraction ¢ (T) Reference
(1) =1- W [111]
o(T) = m [122]
BT = aexp(— (£)" 5™ [126]
¢(T) = ﬁ(ﬁ_\;t) [123]
(1) = =D [125]
o = (1 - (2™’ [115]
(1) = [ Z=exp(— L) dT [116]

This present work aims at developing a physics-based phase evolution law so that the phase
transition approach can be used more widely with confidence in the future. In the second section
of this paper, a brief review on the theory of glass transition is given, which is important to phase
evolution for amorphous polymers. Then, a general phase evolution law for amorphous SMPs is
elucidated and the frozen phase volume fraction function is formulated, based on the existing
theories. In the section that follows, the constitutive relations for the amorphous SMPs are
developed using the established evolution law, together with the classical composite materials
theories. Our model is then applied to the SMP system used by Liu et al. [111] and the modeling
results are verified with the experimental data. Finally, a parametric study is performed to evaluate
the influence of several key parameters on the phase evolution law.

2.2 Phase evolution law
2.2.1 Perspectives on glass transition

For amorphous SMPs, shape recovery takes place near the glass transition region. Typically,
there are two explanations for the driving force in the shape recovery. One is entropy driven [31]
and the other is structural relaxation driven [44, 98] when SMPs evolve through the glass transition
region. In the entropy driven theory, the driving force for shape recovery is the conformational
entropy of the molecular chains in terms of micro-Brownian thermal motion. Thermodynamically,
the molecular chains experience a change from an ordered but temporary configuration to its
original random and coiled configuration during the shape recovery process. Since this process is
accompanied by an increase in entropy, it is thermodynamically an autonomous process. In the
structural relaxation driven theory, it is suggested that the dramatic change in the temperature
dependence of the molecular chain mobility underpins the thermally activated shape memory
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phenomena of SMPs. The fact that the structure relaxes instantaneously to equilibrium at
temperature above T, but responds sluggishly at temperature below T, suggests that, reheating
programmed SMPs to above T reduces the viscosity, restores the mobility and allows the structure
to relax to its equilibrium configuration, which leads to shape recovery.

Because of this, understanding the glass transition is the key to elucidating the shape recovery
behavior of amorphous SMPs. Despite many decades of intensive research, the glass transition
phenomenon is still one of the most challenging topics in polymer science. The glass transition
was first explained from the thermodynamic aspect due to the development of calorimetric
measurement techniques [149, 150]. In order to explain the questions and paradox identified by
Kauzmann [151], glass transition studies were deviated into kinetic direction, where the Kinetic
properties, such as shear viscosity, mean shear-stress and thermal relaxation time, and the self-
diffusion constant were discussed. Among the numerous approaches successfully accounting for
the steep increase in the relaxation time of the glass transition with decreasing temperature, the
most employed is the so-called Vogel-Fulcher-Tammann (VFT) equation [152-154] and the
subsequent GD (Gibbs and DiMarzio)-AG (Adam and Gibbs) theory [155, 156]. In the last
decades, the research in glass transition has seen an explosive growth, thanks to the remarkable
development in computation power and experimental techniques. New conceptual tools have been
introduced (such as energy landscape [157]), new theoretical directions have been pioneered (for
example, the random energy models [158]), and new experimental results have been established
(for instance, the spatially heterogeneous dynamics [150, 159-161]. These developments provide
a solid physical background for our phase evolution law.

2.2.2 Formulation of phase evolution law
- Facts and assumptions

One of the recent developed theories on glass transition, the dynamic heterogeneity suggested
the co-existence of spatially separated regions of various sizes in amorphous polymer system,
whose relaxation dynamics can differ from each other by a factor of up to five orders of magnitude
[160]. Therefore, when observed at an intermediate time scale, the whole system can then be
classified into immobile and mobile domains, which correspond to frozen and active phases,
respectively, in shape memory polymer studies. In particular, in the immobile domains, or the
frozen phase, the molecular chains are restricted by the secondary interaction and cannot move
cooperatively; while in the mobile domains, or the active phase, the molecular chains can move
freely because the interactions between chains have been broken by the external work. The active
phase thus has higher energy compared to the frozen phase and work must be done to overcome
this barrier when the frozen phase transforms into the active phase. As such, the transformation
from the frozen phase to the active phase bears strong resemblance to the energy level transition.
Having noticed this, two requirements must be satisfied to ensure the accomplishment of the
transition for each domain: first, the size of the domain must reach the critical value so that the
transition is thermodynamically stable upon perturbation [162]; second, based on the energy
landscape theory [157], sufficient observation time should be given, so that the transition can take
place with high probability [163].
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In the following, we will formulate the evolution law based on the above facts and the
following assumptions for the sake of simplicity: (1) the dynamic heterogeneous domains are
spheres with radius r that obey the quasi-Gaussian spatial distribution; (2) the hysteresis in glass
transition is neglected here, such that the frozen phase volume fraction functions are the same upon
heating and cooling when other conditions are maintained.

- Evolution law formulation

As stated above, when a frozen domain is transformed into an active domain, work must be
done to overcome the energy barrier. This energy barrier has two resources, one is the bulk free
energy difference between the frozen and active domains, and the other is the interfacial energy
introduced by the interface between the frozen and active domains. During transformation, a
spherical frozen domain with radius r evolves into an active domain (see Fig. 2-1(a)) and the total
free energy change caused by the replacement of the active phase is:

AG(r) = 3mr3Go + T — W — 213Gy = Smr3(AGy — AGy) + 4mr2y (2-1)

where G, and Gy are the free energy per unit volume for the active and frozen phase at a certain
temperature, respectively; I' is the surface energy between the two phases; W is the external
driving energy (due to heat, stress, light, humidity, etc.); AGg is the difference of the bulk free
energy between a unit frozen and active domain, i.e., AGg = G, — Gf; AGy, is the free energy
change per unit volume by the external work; and y is the surface energy density which is assumed
to be constant. The total free energy change as a function of radius r is sketched in Fig. 2-1(b). As
can be seen from the figure, there exists a critical radius r. (when AG reaches the maximum
value AG,.). Only when the domain is large enough (larger than r.) can the as-formed active phase
survives from fluctuation and stays stable. Let us now formulate each component in Eq. (2-1).
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Figure 2-1 Schematic illustration of how a frozen domain (blue sphere) in the frozen phase matrix
(blue cube) evolves into an active domain (red sphere). (b) The free energy change caused by the
appearance of the active domain as a function of domain radius r. AG. is the energy change when
the domain size reaches the critical value r,. The domains with r > .., will be stabilized in the
active phase (and may grow infinitely upon perturbation); while the domains with r < 7, will
revert back to the frozen phase upon fluctuations.

As we know, the Gibbs free energy change (unit volume) is defined as:

AGy = AHg — TAS (2-2)
where AHg is the enthalpy change and ASy is the entropy change. In the frozen phase, the
molecular chains can hardly move; they can only vibrate near their equilibrium positions. In the
active phase, on the contrary, the molecular chains are able to move cooperatively. To trigger this
motion, activation energy with the amount of AH, for each structural unit (i.e. polymer segments)
is needed. Studies have shown that the activation energy AH,, is temperature dependent [164] and
the enthalpy change thus has the simple form:

Akp
(I_Tr/T)z

AHgz(T) = nNAH, = nN (2-3)

where n is the molecular chain density (number of molecular chains in unit volume), N is the
number of unit segments (Kuhn segments) in one molecular chain and kg is the Boltzmann
constant. A and T, are constants and can be determined by linear dielectric spectroscopy [165-167].

To detail the entropy contribution to the free energy change, we make the following
assumptions: firstly, we neglect the vibrational entropy change and only consider the
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configurational entropy change; secondly, suppose that, in the frozen state, the configurational
entropy component can be ignored, in other words, the polymer chains cannot form various
configurations; finally, in the active state, the polymer chains act as idea chains and the probability
density has the form of Gaussian distribution. We can take the value of the end-to-end distance L
to calculate the entropy. Bearing these in mind, the average entropy contribution AG; to the free
energy change of n molecular chains with N segments of equal length [ is:

AGg = —TASp =< gnkBle > gnkBT (2-4)

where the stretch A = L/L,, and Ly = VNI is the random-walk root-mean-square distance of a
chain. We simply take the average value of 1 = 1 into Eq. (2-4) to estimate the average entropy
contribution.

In summary, the difference in bulk free energy between a unit frozen domain and an active
domain is:

NA 3
aoryme T2 1) (29)

AGg = nkg(
As pointed previously, the source of external work can be heat, force, light and humidity, etc.
For the external thermal work density g,,,, suppose that in the frozen phase, the polymer segments
only vibrate more drastically upon heating without change the configuration before the phase
transformation, this portion of work is thus considered to be proportional to the temperature, i.e.,
9w = CuwT. Regarding the external mechanical work g,,..,, it has been observed before that stress
can also induce glass transition and this phenomena was explained by the generalized Eyring’s
ideas of stress-dependent rearrangement activation energies [168-171]. Therefore, this term cannot
be ignored, especially in cold programming procedure where the pre-stress is high. When consider
the non-thermal triggered SMPs, such as photo-activated or water-activated SMPs, work done by
light g,,, or humidity gy, should be taken into consideration. Then, the change in free energy by
the external work takes the form:

AGyw = Giw + Gmw + Giw + Gnw + = (2'6)

Plug Egs. (2-5) and (2-6) back into Eq. (2-1), we could obtain the expression for the total free
energy change AG, and hence the equation for the critical size 7, in terms of T

_ _ i
e =1e(1) = 5 -6, @1

Also, as mentioned before, the whole system consists of domains with different sizes, and we
assume their sizes obey quasi-Gaussian distribution, which is commonly used in polymer science
[110, 172-174]:

(r-7)?
p(r)={ Poexp(=Tp) 720 (2-8)
0 r<0
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where 1 is the average radius, X' is the standard deviation and p, is the normalization factor. The
fraction of stable active phase at a certain temperature can thus be expressed as:

fi(T) = [, gy p()dr (2-9)

In addition to the size requirement, the observation time scale At = AT /T should be large
enough so that the transition between different energy levels can be finished. More specifically,
larger At indicates slower heating/cooling process, while smaller At means the heating/cooling
rate is higher. According to the transition state theory [163, 175], the probability f, of the transition
from frozen to active phase at temperature T and in observation time At is:

AHg(T)

f2(T,At) =1 —[1 —exp(— kT)]

At
% (2-10)

Here, 7, is the internal time scale for the transition with energy barrier AH, (T).

The two requirements have to be satisfied simultaneously. Therefore, the active phase fraction
at a temperature T with heating rate T can be expressed as:

At
$a(T.T) = fifs = fy 7y P()dr x (1= [1 = exp(—= ZE o) (2-11a)
Accordingly, the frozen phase fraction is:
- o AHg(T)
$r(T.T) = 1= o =1~ [ p(r)dr x {1 = [1 = exp(= =2 )7} (2-11b)

2.3 Constitutive relations

As stated previously, the whole material is regarded as a two-phase composite whose volume
fractions are temperature and rate dependent and obey the evolution law described in the last
section. The evolution law plays a central role in the model: the overall elastic behavior, thermal
expansion and most importantly, the shape memory effect are highly related to the frozen volume
fraction and are detailed in the following three sections.

2.3.1 Effective elastic stiffness

When heating the SMPs, more and more frozen domains evolve into active domains. It is then
reasonable to consider the system as a two-phase composite with random distributions of active
(rubbery-like) inclusions in a frozen (glassy-like) matrix. Therefore, the Mori-Tanaka approach
can be used to predict the effective elastic properties of SMPs. By assuming isotropic spherical
inclusion and isotropic matrix, the formulae for the effective properties take the simple form
derived by Weng [176]:

¢a(Ka/Kf_1)
1+a1¢f(Ka/Kf—1)

K=K (1+ ) (2-12a)
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~ ¢a(Ga/Gf_1) _
G=6(1+ TS /Gf_l)) (2-12b)

where,
_ 1+Vf
ay =3 w— (2-13a)
=22 (2-13b)

az = 15(1-vp)

in which K¢,K, and K are the bulk modulus of the frozen matrix, rubbery inclusion and composite,
respectively. G¢, G, and G are the elastic shear moduli of the matrix, inclusion, and composite,
respectively; and vy is the Poisson’s ratio of the frozen matrix.

2.3.2 Overall thermal expansion

The thermal expansion of the isotropic two-phase composite has been derived by Levin [177]
and generalized by Rosen and Hashin [178]:

1
_ == (P5/Ks+da/Ka)
a=drar+ Py +5 K1k (ar — ag)

(2-14)

Notice that, unlike the model developed by Liu et al., in which & was fitted empirically to
experimental results, in the present work, & is closely related to both the volume fraction and the
elastic properties of the two phases. Therefore, it can be determined directly once the evolution
law and the elastic properties for each phase are determined.

2.3.3 Shape memory effect

Shape memory effect also depends largely on the phase evolution law: during the programming
or cooling step, the polymer changes from active to frozen phase upon negative temperature
increment. In this process, part of the strain that is already reached in the active phase shifts to
stress-free strain, namely, storage strain. From a microscopic point of view, the equilibrium
molecular configurations received in active state cannot be changed drastically when they
transform into frozen state due to the decrease in molecular mobility. To satisfy the boundary
condition, stress is then re-distributed throughout the whole system. In the recovery or heating step,
the stored strain is released when the frozen phase transforms into an active phase. Depending on
the boundary condition, either zero load or zero deformation, shape recovery or stress recovery
can be observed. The constitutive relations in the thermomechanical cycle can be formulated based
on the above understanding of the shape memory mechanism.

- Programming/Cooling step

According to the above analysis, during cooling the behavior of the polymer takes the form:
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o=L(g— gy — &) (2-15)

with the effective stiffness tensor L, total strain &, thermal strain &, = |. ’

To a(T)dT and storage

. T
strain g5 = [ de.
0

The stress increment da and storage strain development de; is coupled together during the
programming step and has been derived by Gilormini and Diani [115]:

do = L: (de — d&,y, — dgg) + <—| br + > :L™Y:0dT (2-16a)
aT ¢f
and
de, = 2L~ 'dT 2-17

in which gbf’ is the partial derivative of ¢f with respect to temperature.

For the simple case of uniaxial load, the equations become:

- _ 1 8K 1 96 1 oK 196G
dO'=E(d£—0((T)dT—d€S+<9?T¢f 02 64) ) ¢f dT + (= SRz 3T ¢f+ 362 6T ) dT)
T
(2 16b)
and
_(rok] 106 Y _
des = <91?2 sl * 362 py T> oy dT (2-17b)

During the programming step, the development of the storage strain de&, is recorded and will be
recalled in the following recovery step.

- Recovery/Heating step

In the work by Gilormini and Diani [115], the recovery behavior was reproduced by simply
‘unrolling the history’ of the recorded storage strain. In other words, Eq. (2-16) can still be applied
when dg is not given by Eq. (2-17), but read from the recorded programming history. Reasonable
agreement was obtained using this method. Nevertheless, the real situation is more sophisticated
mainly due to the following two reasons.

Firstly, the glass transition, or the phase evolution behavior depends not only on the intrinsic
material properties, but also on the experimental conditions, such as, heating rate, applied force,
etc. As we have mentioned in Section 2.2.2, the external factors, or the source of input energy,
which is used to overcome the energy barrier, can be heat, force, light and humidity, etc. When the
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boundaries are free (in free recovery tests), only thermal work contributes to the phase
transformation process. However, when the boundaries of a test specimen are fixed while the
temperature is changing (in programming procedure and fully constraint stress recovery tests),
stress and hence mechanical work will be applied to the sample which will serve as part of the
input energy source. To this end, in Eq. (2-6), in addition to the thermal energy component g;,,,
the mechanical energy component g,,,, should also be included when the boundaries of the
specimen are fixed. This will lead to different temperature dependence of the frozen phase volume
fraction in the free recovery tests, and in the fully constraint recovery test. Therefore, instead of
simply using dé&, recorded in the programming step, the storage strain that is released in each step
of temperature increment in the free and fully constraint recovery tests are —e,d¢f and —e,dpi™,
respectively. Here, we use ¢>]Em(¢,§m) and gb} (pl) to represent the frozen (active) phase volume
fraction functions for the case when both thermal and mechanical work are considered (fixed
boundary) and for the case when only thermal work is included (free boundaries), respectively.

The second issue appears in the constraint stress recovery process. Unlike the free strain
recovery test, where the recovery strain normally shows a plateau at the end of the test, the stress
recovery test is more complicated. In some cases, the recovery stress follows a similar pattern to
strain recovery, i.e., gradually approaches to a plateau [179, 180]. In some other cases, however,
“stress undershoot” [94, 111, 181, 182] and “‘stress overshoot” [47, 122, 183, 184] are observed.
Considering the fact that in a two-phase composite SMP, when the composite is subjected to stress,
active phase can make self-adjustment instantly, in other words, it behaves elastically; at
temperature well below glass transition, the frozen phase does not have enough time to make
adjustment, thus also has elastic behavior. However, when temperature is within the transition
region, the relaxation time of the frozen phase is comparable to the observation time. Therefore,
in addition to thermal expansion and shape recovery, stress relaxation must be taken into
consideration when modeling the stress recovery process.

It is emphasized here that, as a constitutive equation, it should be independent of the boundary
conditions. This is the case for the free shape recovery. However, for constrained shape recovery,
the constitutive equation (recovery stress-recovery strain relation) seems depending on the
boundary condition of the specimens. The reason is that different boundary conditions add
different levels of stress on top of the recovery stress. As a result, the constitutive equation seems
depending on the boundary conditions. In other words, in free shape recovery, we are testing
“materials” (no boundary conditions are involved); in constrained shape recovery, we are testing
“structures” (boundary conditions are involved).

The relaxed stress o,..;,, Normally takes the form of multiple relaxation procedures [100, 185-
188]:

Oretx = Biz1 Opeix = Eiz1 0:(1 — exp(— 1) (2-18)

In our model, the relaxation processes caused by thermal deformation (corresponds to
structural relaxation) and mechanical deformation, or releasing of the storage strain (corresponds
to stress relaxation) are considered separately, as suggested by preliminary studies [44, 98, 186].
Then, we use n = 2 to represent the relaxation mechanisms caused by thermal and mechanical
deformation, respectively. The relaxed stress component corresponds to thermal deformation or
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structural relaxation is named as ot®,. ; similarly, the relaxed stress component related to

mechanical deformation or releasing of the storage strain is defined as a7¢.,..

For g, the simplest model is applied [100]:
orbe = dfmag (1= exp(——) (2-19)

here we use an effective stress a T to represents the stress by thermal expansion only, since it is
almost independent of the programmlng methods; the temperature dependent relaxation time is
Ten = Tenyb(T), with the shift factor b(T) = exp(—6(T — Ty)).

Regarding ¢7¢.., a similar method is applied [100]:
t
?g%x ¢f Orel (1 eXp(_;el)) (2'20)

instead of an effective stress, the current releasing stress a,..; (stress caused by releasing of storage
strain only, as will be detailed in Table 2-2) is used, since a,.; depends largely on programming
method; the temperature dependent relaxation time is 7, = 7,,a(T) and the shift factor

a(T) obeys the Williams-Landel-Ferry (WLF) equation: loga(T) = %.
2H(T=Tyg

2.3.4 Summary of the model

Up to this point, the thermomechanical behavior of the amorphous SMP has been analyzed and
formulated from a physical perspective. For completeness, the important features of the model are
summarized in Table 2-2.

Table 2-2 Summary of the model.
¢ (T, T) =1~ o =1~ ([, p(r)dr) x (1 -
AHa(T)))T )

(1 —exp(—
Z—V
AGw (T)— AGB(T)

3
AGp nkB.((1 T Ty + ET)

AGw = Gtw + Gmw + Ghw + Giw +

Ak
AHo(T) = =2
— ¢a(Ka/Kf_1)
= K-(1
r(1+ 1+a1¢5(Ka/Kf—1)
i ~ ¢a(Ga/Gf_1)
Thermomechanical G=Gr(1+ 1+a107(Ga/Gp—1)
properties o = Ve
17 301-vp
__ 2(4-5vp)
0z = 15(1—v¢)

Energy componentsin = 7, =
Phase evolution law
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—(¢s/Ks+da/Ka)
1/K;~1/Kq (2 — q)

1
a= (nbfaf +¢aaa +K

do = L: (de — d&,, — d&;) + (;—L qb}m’ +
brlp
Programming/Cooling 5z _—
Step 5 ¢}m L™ 0dT
_ _i_l ; tm'
deg = 20, T.aqbf dT

de = d&y, + dgpg

Free Recovery Step de . = —£,d¢}

O = Opgoc — Orejx

T aZ !
Ao = L: (de — degy, — dgyey) + <$ dr +
flr
oLl ). 7-1.
Constraint Recovery 6T|¢ f> L7 opecdT
Step th

At

Orelx = o-fzf}f(l —exp(— a))d);m
At

G;g%x = 0r¢ (1 —exp(— a)) ¢]Em

= oL —=_ ’
do,e = L: (de —deyp) + ——| :L7':00.¢f dT
a¢rl.,

2.4 Numerical framework and parameter identification

The phase evolution law and the constitutive relations were coded and implemented into the
numerical programs to obtain the optimized values for each parameter. The flowchart for the
numerical treatment is illustrated in section 2.4.1. Detailed parameter identification procedures are
described in section 2.4.2.

2.4.1 Matlab flowchart

Our numerical treatment contains two parts: First, we used the “FindFit” function in
Mathematica to identify the optimized values for each parameter. Second, our model, together with
Liu’s model were coded and implemented into Matlab program to calculate and plot the simulation
results.

- Programming/Cooling step

In this step, the experimental results of the stress response during cooling with a pre-strain
of &, = —9.1% were used to optimize the parameters in ¢>}£m, which corresponds to frozen phase

volume fraction with both external mechanical and thermal work (AGy = g¢w + Gmw)- The
flowchart of the curve fitting procedures is outlined below:
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Formulate the frozen phase fraction
¢£m
f

Input
thermomechanical
properties for each
phases

~
. . Fit onto
Thermome_cha_mli:al_]’ropertles experimental
K,G E a ) data

Use Equation 16(b)
and 17(b)

~
Stress response during cooling
Ucooting (T)

Figure 2-2 Flowchart of the curve fitting process for qb}m using Mathematica program.

»

In the following simulation part, this qb}mwas used as the input frozen phase volume fraction
for all the programming and fully constraint recovery tests. Also, notice that, in the programming
procedure, the storage strain at each temperature increment &,(T) was recorded for the future use.

- Free recovery step

In this step, the experimental data of the free strain recovery test with a pre-strain of ¢,,,., =
—9.1% was used to obtain qb}, which corresponds to the frozen phase volume fraction with only
external thermal work AGy, = g;,,. The curve fitting process are outlined as follows:

Formulate the frozen phase fraction

#

Input
thermomechanical
properties for each
phases

Y

. . Fit ont
Thermomechanical Properties onto
i) experimental
K.G E,a data

[nput storage strain
£, recorded in the
programming step

Recover strain &o, = &p + Epep
Th
Eth = J‘ a dT
Ty
— t
Erel = _Es¢’a + &

Figure 2-3 Flowchart of the curve fitting process for gb} using Mathematica program.

In the following simulation part, the optimized ¢,E was used to reproduce all the free strain
recovery tests.

- Fully constraint stress recovery step
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In this step, the parameters related to the stress relaxation were determined from the
stress recovery test result of the ¢,,, = —9.1% pre-strain specimen and curve fitting process are
illustrated below:

Input optimized
frozen phase
fraction ¢‘f'"

[ Thermomechanical Properties ]
K .G Ea : Fit onto :
experimental
Input storage strain data
& recorded in the

programming step

— _ ~th rel
Orec = E(Eror — Eth — Epet) Freix = Oreix + Z;’L’i-"
Th th _ rq_ _ Aty atm
fn = f @dr oefy = (1= exp(=- e}
" [ 4 t
Erel = —Esy + & Oletx = Opet (1= Exp(_rre!)) ';bfm

Formulate total recovered stress ]
Otot = Orec — Orelx J

Figure 2-4 Flowchart of the curve fitting process for the parameters related to the stress relaxation
using Mathematica program.

The optimized parameters related to the stress relaxation (z¢p,, 8, Trei,, C1, C2) Were used to
reproduce other stress recovery test.

2.4.2 Parameter determination

The test specimens were a commercial thermoset epoxy system, DP5.1 supplied by Composite
Technology Development (CTD), Inc. Some material parameters can be determined directly from
the standard thermomechanical measurements in [111]: the coefficient of thermal expansion for
the pure active and frozen phase is respectively @, = 1.8 x 107*/K and a;, = 0.9 x 107*/K; the
Young’s modulus is E, = (0.025T)MPa for non-programmed active phase and Er = 750MPa
for non-programmed frozen phase. As has been observed before [180, 189], the programming step
can change the elastic properties to some extents due to the volume change. We found that
variation values of +7% in Young’s modulus for compressioned and tensioned samples are
reasonable. In the present work, both bulk and shear moduli are required. As suggested by
Gilormini and Diani [115], v, = 0.498 and v¢ = 0.4 are appropriate values for Poison’s ratio of
the active and frozen phases, respectively. The parameters related to the stress relaxation were
determined from the stress recovery test result of the ¢,,, = —9.1% pre-strain specimen [111].

The procedure to determine the parameters in the frozen phase volume fraction function is
more complicated, since these parameters are all related to the intrinsic material properties.
However, we have rather limited knowledge about the Epoxy system used in Liu’s work. In order
to prove the prediction ability of our model and retain the physical meaning of each parameter, we
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followed two steps to determine the parameter values: first, set up a rough initial guess based on
our knowledge for similar materials, and second, fit the model into the experimental results by Liu
et al. Both the initial guess and the allowable variation range are within the test results for the
similar material in the existing literature. For example, the surface energy for thermoset epoxy is
approximately y = 0.05N /m [190, 191]; the molecular chain density n is roughly equal to the
cross-link density (number of cross-link points per unit volume) with a value of 5.9 x 1026m~3
used in Liu et al.’s model [111]; the reference temperature T, was taken as 200K, which is an
average of the theoretical and experimental values [192, 193]; according to the recent experimental
results [160, 194, 195], the average size of the dynamic heterogeneous domains is of the order of
several nanometer and the initial value is taken to be 2nm; the product of Kuhn segments N an
constant A is estimated by the activation energy associated with the glass transition for the Epoxy
system and is set as 1000K [182, 196]. The volume fraction ¢>IE was fitted onto the strain recovery
test result with a pre-strain of ., = —9.1% and the volume fraction ¢>}m with both external

mechanical and thermal work was fitted onto the stress response curve during cooling with a pre-
strain of £,,,, = —9.1%. The final values of these parameters are listed in Table 2-3.

Table 2-3 Parameters used for the present model.

Description Parameters Values
Frozen phase volume fraction
Average size of the domains 7(nm) 2.5

Size deviation of the
domains when both external

thermal and mechanical Zem (nm) 0.08

work are considered

Size deviation of the

domains when only external Xi(nm) 0.05
thermal work is considered

Surface tension y(N/m) 0.05
Constant related to external _
thermal work density con(J/ (mm>K) ) 12x107
External mechanical work _
density Gmw (J/mm?) 3.6 x 1073
Cross-link density n(m=3) 1.5 x 102%°
Number of Kuhn segments N 250

between two crosslinks
Constant related to the
linear dielectric A 4
spectroscopy of the material

Reference temperature

related to the linear

dielectric spectroscopy of T (K) 200
the material
Heating rate term At/7, 1

Thermomechanical properties
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Young’s modulus for active

phase E,(MPa) (0.025T)
Young’s modulus for frozen
phase E(MPa) 750
Poison’s ratio for active
ohase Va 0.498
Poison’s ratio for frozen
phase
Coefficient of thermal —1 _4
expansion for active phase #a(K™) 1.8x10
Coefficient of thermal -1 _4
expansion for frozen phase ar (K) 0.9%10
Glass transition T, (K) 343
Stress relaxation components
Relaxation time for thermal

i Ttny (S) 0.1
expansion 0
Material temperature
parameter for thermal O(K™1) 0.1
expansion
Relaxation time for shape
recovery Tret, (5) 1
WLF constant Cy 15
WLT constant C,(K) 350

2.5 Results and discussions

In the work by Liu et al. [111], the SMP samples were programmed in uniaxial tension and
compression and were then recovered in unconstraint and fully constraint conditions. These
experimental results are frequently used for validation of the models established by other
researchers [113-115, 126], which have exhibit similar prediction abilities compared with the
model by Liu et al. Here, we also compare our modeling results with the experimental results
carried out by Liu et al. [111].

2.5.1 Comparison with experimental results

To have a general idea on the evolution law we discussed above, we first illustrate in Fig. 2-5
the frozen phase volume fraction functions ¢, in both cases with the external mechanical work
qb}m and without the external mechanical work qb}, together with the results obtained by Liu et al.
[111] as a comparison. Notice that the temperature has been normalized by the glass transition
temperature (343K) tested by Liu et al. (2006). As can be seen from Fig. 2-5, since both Liu’s
result and ¢]E in this study were obtained from the free recovery test, they have very similar
behavior. With the external mechanical work, the transition starts earlier and is smoother.
Although Liu et al.’s phase evolution law possesses a simpler form, it is unable to account for the
different conditions due to the phenomenological nature of their model. Our phase evolution law,
on the contrary, instead of fitting directly onto the experimental results, starts from the fundamental
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physical law, uses the intrinsic parameters of the material, considers the influence of different
situations, and can accurately reproduce the frozen phase volume fraction in various cases.

1.0

[=]
-]
|

o
;]
|

Neglect mechanical work

.
'S
1

Consider mechanical work

Frozen phase volume fraction @,
=
n
1

0.0 4

T J T : T y T y T y T
0.80 0.85 0.90 0.95 1.00 1.05

Normalized temperature (K/K)

Figure 2-5 Frozen phase volume fraction in both cases with and without the external mechanical
work (solid lines), together with the modeling result by Liu et al. [111] (dashed line).

Using the frozen phase volume fraction which considered the mechanical work ¢]Em, the stress
response during cooling can be reproduced. Fig. 2-6 shows modeling results of the stress responses
of the SMPs under different pre-strain conditions. The experiment carried out by Liu et al. and
their modeling results are also provided as a comparison. Clearly, our model shows a better
agreement with the experimental results as compared to their model. We believe that the more
obvious deviation of the model by Liu et al. from the experimental results is mainly due to the fact
that the mechanical work was not considered in their model.
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Figure 2-6 Modeling results for the stress responses of SMPs during cooling under different pre-
strain conditions.

It is noted that a slightly stiffer behavior at the lower temperatures can be observed for our
model as compared to the test results. The reason for this phenomenon is likely attributed the stiff
response of the Mori-Tanaka model used to predict the elastic properties of the polymer [109, 197].
At lower temperatures, the frozen phase and active phase is stiffer, leading to even stiffer response
by the model. Over estimation of the stiffness leads to consistent over estimation of stress at lower
temperatures.

Fig. 2-7 shows the modeling results for the free strain recovery tests of SMPs programmed by
different pre-strains. Both our model and Liu’s model exhibit good agreement with the
experimental results. However, a slightly stiffer behavior at the beginning of the transformation
can be observed for our model. One of the many reasons behind this phenomenon may be attributed
to our choice of spatial distribution of the frozen domains, that is, quasi-Gaussian distribution.
Integration of this quasi-Gaussian distribution (Eq. (2-8)) then leads to the error function which
determines mostly the behavior of the phase evolution law. Development of a more accurate, non-
Gaussian spatial distribution should be used in the future for a better description.
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Figure 2-7 Modeling results for the free strain recovery tests of SMPs programmed by different
pre-strains.
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Figure 2-8 Modeling results for the constraint stress recovery tests of SMPs programmed by
different pre-strains.
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For the fully constraint stress recovery tests, the experimental and modeling results are
presented in Fig. 2-8. Both the present and Liu’s models show the ability to reproduce the trend of
the stress response in fully constrained condition. Notice that, by taking the stress relaxation into
consideration in our model, the stress response during fully constraint recovery of the compression
sample can be reproduced more accurately. Nevertheless, the relaxation mechanism may be
affected by the thermomechanical history. Therefore, when we use the relaxation parameters
obtained from the compression programmed sample to predict the stress recovery behaviors of the
un-deformed and tensioned samples, a certain deviation is observed (See Fig. 2-8).

2.5.2 Parametric study

As has been proved before [155, 198], the glass transition behavior of amorphous polymers
depends largely on their morphologies. In Fig. 2-9(a) and (b), the influence of the average domain
size 1 and standard deviation of the domain size X defined in Eq. (2-8) are presented. The results
in Fig. 2-9(a) indicate that the larger the average domain size is, the earlier the transition starts.
This is because when the total dynamic heterogeneous domain volume is constant, the system that
consists of smaller domains has higher surface energy that need to be overcome. Therefore, smaller
sized domains need higher temperature to trigger the transition.

Fig. 2-9(b) shows that the larger standard deviation of the dynamic heterogeneous domain sizes
leads to smoother transition. This is because the larger standard deviation suggests wider
distribution of the domain sizes, from very small to very large. Consequently, the transition starts
at lower temperature (for larger domain size) and ends at higher temperature (for smaller domain
size). In other words, it leads to wider or smoother transition. Hence, a suitable morphology of the
polymer is a prerequisite for the proper glass transition behavior.

Another important aspect that affects the phase evolution is the external mechanical work.
Although a more accurate method is needed to quantify this portion of work, its necessity has been
demonstrated in the above section. As a matter of fact, the stress induced glass transition
phenomena has been observed before [169, 171] which provides a solid foundation for our model.
As can be seen from Fig. 2-9(c), when the external mechanical work is large enough, the frozen-
active phase transition can be triggered at a temperature well below the glass transition temperature.
Therefore, by taking the external mechanical work into consideration, the cold programming
(program the sample at a temperature lower than the glass transition temperature) shape memory
effect can also be explained from the point of view of the phase transition. In other words, owing
to the large mechanical work during cold-programming [44], the glass transition temperature has
been significantly reduced. Hence, the actual programming temperature is not as cold as it seems.

As has been pointed out in Liu et al.’s work, the heating rate is also a significant factor that
determines the phase evolution behavior. In Liu’s work, the observation time is comparable with
the internal transition time; as a result, the heating was not reflected in their case. However, as
shown in Fig. 2-9(d), if the heating rate is too high, the phase transition may not have enough time
to complete. In other words, the shape memory effect cannot be fully displayed in the short
observation time.
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(Figure 2-9 continued)
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Figure 2-9 Prediction of frozen phase fraction with (a) average domain size 7; (b) standard
deviation of the domain size X; (c) external mechanical work density g, ; (d) heating rate At/z,.
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2.6 Conclusions

The phase transition model is one of the most widely used constitutive models for designing
amorphous SMPs due to its ease of application. However, a major concern is the lack of physical
basis for the curve-fitted phase evaluation law. In this paper, a new physics based phase evaluation
law is formulated. The formulation is based on the concept that amorphous SMPs are a two-phase
composite material. The free energy change during the programming and recovery governs the
shape fixity and shape recovery. The different boundary conditions during free shape recovery and
constrained stress recovery are modeled separately. The modeling results are compared with the
test and modeling results found in the literature. Parametric studies are also conducted based on
the validated model. The following conclusions are obtained:

(1) The model reasonably captured the shape fixity and shape recovery process, governed by clear
physics.

(2) 1t is found that the dynamic heterogeneous domain size distribution has a significant effect on
the memory effect.

(3) External mechanical work, which is not considered in previous models, also has a significant
effect on the phase evolution, hence, the shape memory behavior. It also provides new insight
into the cold programming principles.

(4) The shape recovery depends on the heating rate. The observation time must be sufficient in
order to fully demonstrate the shape memory capability.

While this work focused on amorphous SMPs, the principle and procedure can be easily used

in modeling semi-crystalline SMPs, and even polymeric artificial muscles with similar phase
transitions.
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CHAPTER 3 THERMOMECHANICAL MODELING OF
SEMICRYSTALLINE TWO-WAY SHAPE MEMORY
POLYMERS

This phenomenological model facilitated the interpretation of 2W-SME and provided some
insights into the future design of SMPs with true or advanced 2W-SME. SMPs with true or
advanced 2W-SME would enhance the scope of applications of SMPs in engineering structures
and devices.

3.1 Introduction

A constitutive model is of great benefit to facilitate interpretation and design of 2W-SMP.
Although 2W-SME has been realized in polymer systems for almost a decade, the number of
published works dedicated to constitutive modeling, especially for true 2W-SME, is still rare. The
main mechanism of 2W-SME in semicrystalline polymers, or more specifically, elongation upon
crystallization and contraction upon melting, is due to the stress-induced crystallization (SIC),
which is referred to the fact that the tendency for a polymer to crystallize may be greatly enhanced
by deformation. This stress induced crystallization phenomenon has been discovered in polymer
system for decades. On the basis of stress-induced crystallization, a phenomenological one-
dimensional constitutive model was first developed by Westbrook et al. [147] for the quasi 2W-
SME, where the semicrystalline switching domain is idealized as an aggregate of rubbery (R) and
crystalline (C) phases acting in parallel. Then, a generalized three-dimensional thermodynamic
framework was proposed by Hall et al. [199]. A novel theoretical approach based on three element
thermomechanical model has been proposed recently by Dolynchuk, et al. [68]. The model took
in consideration the viscoelastic deformation of entangled slipping macromolecules using a
Kelvin-Voigt element and the effect of cross-link density, by calculating the free energy change
of a molecule chain between two neighboring cross-links upon crystallization/melting
transformation. Although the quasi 2W-SME in some semicrystalline polymers can be reproduced
using these models, the true 2W-SME has not been accounted for. Because of the scientific and
technological importance of true 2W-SME, it is highly desired to establish a constitutive
framework to guide future design and synthesis of 2W-SMPs, particularly true 2W-SMEs achieved
through mechanical manipulating or programming.

This present work aims at developing a 3D constitutive model that is able to reproduce the true
2W-SME. The paper is organized as follows. Section 3.1 introduces the background and
motivations for this study. In Section 3.2, the basic kinematics and balance relations are given.
This is followed by the constitutive model development in Section 3.3. The model is then validated
by applying to the poly(ethylene-co-vinyl acetate) (PEVA) based 2W-SMP in Section 3.4 and
some discussions on the mechanism of true 2W-SME are given per the validated model. Finally,
in Section 3.5, the important results and findings are summarized.

3.2 Kinematics
Consider a body B in a reference configuration K,. Let X denote a typical position of a

material point in X,. Let K, be the configuration of the body at a time t. Then the motion

42



X3, maps each particle X in the configuration X, to a position x in the configuration X, at time t,
ie.,
x = Xy, (X, t) (3-1)

This motion can be attributed to external thermal treatment, mechanical loading or
configuration relaxation. The deformation gradient F is defined through:

_9Xy,
Fy, =—5 (3-2)

The left and right Cauchy-Green stretch tensors are defined through:
By, = Fy Fi, (3-3a)
C:KO - F:’I;COFIKO (3'3b)

Any acceptable process has to satisfy the appropriate conservation laws. The conservation
equations appropriate for studying a mechanical process are the conservation of mass, and linear
and angular momentum. We assume that the material is incompressible and consequently the
conservation of mass reduces to:

diviw) =0 (3-4a)
where v is the velocity. The conversation of linear momentum leads to:

p|Z+ Lv] = div(e) + pb (3-4b)

where p is the density, L = grad(v) = FF~! is the velocity gradient, T is the stress tensor, and b
is the body force. The conservation of angular momentum requires that the stress tensor be
symmetric. For an incompressible material, the stress tensor T reduces to:

o =—pl + ¢ (3-5)

where p is the indeterminate part of the stress due to the constraint of incompressibility, and T¢ is
constitutively determined extra stress.

3.3 Constitutive Model

As is customary in dealing with thermomechanical deformation, the overall deformation
gradient F can be decomposed through a multiplicative decomposition scheme:

F =F,F, (3-6)

where F, is the thermal deformation and F,,, is the mechanical deformation. As has described
above, in a chemically cross-linked semicrystalline polymer system, which is the focus in this
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study, the reversible actuation is attributed to the switching domains in the cross-linked stable
network. In addition to that, some of the molecular chains may not be cross linked and thus may
lead to irreversible deformation upon loading. Therefore, the mechanical deformation F,, can be
further decomposed into two parts: reversible component F, and irreversible component F;,. With
the assumption of uniform stress field distribution throughout the body, we thus have:

F,, =F,F, (3-79)
0 =0, = 0; (3-7b)
In what follows, these components are addressed individually.
3.3.1 Thermal component

For an orthotropic material with the principal axes of orthotropy parallel to unit vectorsm, n
and m X n, the thermal deformation gradient F, is specified by:

F,=9I+(B-9mxm+ (y—9)nxn (3-8)

here, the stretch ratios due to thermal expansion in the orthogonal principle directions m, n and
m X nare §, yand 9, respectively. I is the second order unit tensor.

3.3.2 Reversible component

The reversible component for 2W-SMP is attributed to the thermomechanical responses of the
switching phase. For switching phase consists of semi-crystalline switching domains, as in our
case, this component is typically decomposed into amorphous phase and crystalline phase. The
volume fraction of each phase varies with temperature, i.e., crystallization upon cooling and
melting upon heating. As stated above, the main mechanism of 2W-SME is due to the stress-
induced crystallization (SIC). Specifically, SIC contributes to 2W-SME from two aspects. First,
anisotropy can be introduced to crystalline phases formed during crystallization process via
(external or internal) stress, and hence to the final solid. This anisotropy is determined by the
deformation in the amorphous phase at the instant of crystallization. On the basis of this fact, a
phenomenological modeling framework named “multiple natural configurations” has been
developed using a continuum theory. This approach has been applied to a large class of materials:
twinning [200], traditional plasticity [201], solid to solid phase transformation [202], and most
recently semi-crystalline one-way shape memory polymers [203-205]. In Fig. 3-1, we illustrate
how the natural configurations evolve along the thermomechanical path. The other contribution
from SIC is that crystallization kinetics in polymer can be greatly enhanced by deformation [206].
The reason for this effect is fairly obvious. When the polymer having a network structure is
stretched, chains between network junctions are deformed to their most probable configurations,
most of them being oriented. The configurational entropies of these chains consequently are
decreased. Less entropy remains to be sacrificed in passing to the crystalline state. According to
thermodynamic theory, crystallization will occur when 8ASy < AHy, where AS is the change in

entropy, AHy is the change in enthalpy, and 6 is the absolute temperature. As a result,
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crystallization may develop at a higher temperature with smaller ASy. Accordingly, by the end of
the crystallization process, more crystallites will be formed to “memorize” the shape. It is worth
mentioning that the increase in melting temperature is noticeable only when the stress is large
enough and this stress can be either in the form of external stress, or internal stress introduced by
programming procedure. This becomes one of the important reasons that a critical programming
stress must be reached to realize true 2W-SME. In the following, both of these contributions from
SIC to the constitutive relationship of the reversible component will be elaborated in detail.

F(ty) Fety)

Fq(t)
Figure 3-1 lllustration of configuration evolution for a material body that is initially in the
amorphous state ,. The final observation was taken at time t, when the material can be in either
amorphous or crystalline state. Various thermomechanical paths can lead the initial configuration
to the final configuration: X, can be deformed F,(t) and remains in the amorphous state X, (t),
or it can be deformed first (e.g. F,(t;) or F,(t")), then subjected to crystallization and forms new
natural configuration (e.9. K,y or Ky ), and finally, from this new configuration, it can be

further deformed (e.g. F(,) or F ) to the final crystalline state 7 (t). Notice the deformation
gradient designation: F,(¢) indicates the deformation is measured at time ¢, while F .y means

the deformation is measured from the crystalline natural configuration that was formed at time t'.
Crystallization process starts from time t,and goes through an intermediate time t’. Subscript “a”
means amorphous and “C” stands for crystal.

- Amorphous phase with single natural configuration

In our work, the amorphous phase is considered to possess a single natural configuration,
regardless of the thermomechanical history. Polymers exhibiting rubber-like elasticity are usually
modeled as incompressible hyper-elastic materials. In general, the Cauchy stress for an
incompressible hyper-elastic materials can be written in:

o = —pl + 2F, aalga FT (3-9)

where F, is the deformation gradient measured from the fixed reference configuration to the

current configuration (See Fig. 3-1). Y, is the Helmholtz potential function which specifies the
particular material model. Many such models are available in the literature, such as Neo-Hookean
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model, the Mooney-Rivilin model, and so on. More details on the constitutive relationships for
rubber-like materials can be found in [207, 208]. In this work, we assume that the rubbery
amorphous component is isotropic, and based on Neo-Hookean model, the constitutive
relationship reduces to:

o=—-pl+u,B, (3-10)
where u, is a constant for the amorphous phase modulus.
- Semi-crystalline phases with multiple natural configurations

Once the crystallization process starts from time t;, a fraction of the deformed amorphous
domains will evolve into crystallites. For these newly born crystallites, it is believed that they are
formed in a stress-free state [209] and can be treated as elastic solid thereafter. The stress for an
elastic solid depends on the deformation gradient from the stress-free reference configuration to
the current configuration (e.g. F ) or F. in Fig. 3-1). The stress-free configuration, along
with the anisotropy of a crystalline phase is determined by the deformation in the amorphous phase
at the instant of formation of this crystallite. It is worth mentioning that crystallization takes place
in a gradual manner, instead of occurring instantly. As such, during the cooling process, individual
amorphous phases are crystallized at different times, thus “freeze in” different deformation
histories (such as X,y and ¥y in Fig. 3-1) from the corresponding amorphous phases, and
finally end up with different deformation responses and constitutive relationships in different
phases. Hence, this modeling framework is named as “multiple natural configurations”. In order
to specify the constitutive relationships for this mixture, some assumptions have to be made for
the sake of clarity. We allow co-occupancy of the phases in an averaged sense as is done in
traditional mixture [205, 210]. In addition, we assume that the amorphous and crystalline
constituents are constrained to move together. Finally, by assuming that the Helmholtz potential
of different phases are additive, the general expression for the stress in the mixture at time ¢ during
the crystallization process is:

o=-pl+(1—-a)uB,+ f:l Gc(t') (Fc(t'))%dt, (3-11)

where g, (Fc(t,)) is the constitutive relationship function for the crystallite formed at time t’,
and can be of an anisotropic elastic solid; o is the volume fraction of the newly formed crystallites.

As stated above, the anisotropy of the newly formed crystallites is determined by the
orientation of the amorphous phase at the time of crystallization. More specifically, suppose
B, (t") is the stretch tensor for an amorphous phase immediately before it is crystallized, we can
use the three mutually perpendicular principal directions to determine the directions of anisotropy
in the elastic solid. It seems appropriate that under the unequal stretch in three principal directions,
the solid will have orthotropic form of anisotropy, of which directions can be quantified by two of
the three eigenvectors of B, (t'), i (,ry and 7 (,r). In general, .-y and 7.,y varies with time.
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Without going into further details, for incompressible orthotropic elastic solid, the functional
form P (¢r) CAN take the following [204]:

ge(e) (Fe(e)) = 261Begery +
4F (i) [c2 U1 — Dty X ity + c3(Ky — Dty X ﬁc(t,)]pf(t,) (3-12)

here, J; and K, are invariants of the right Cauchy-Green stretch tensor given by:

J1 = fflc(tr) . Cc(tr)fflc(tr) (3-13a)
Kl = ﬁc(tl) . Cc(tl)ﬁc(tl) (3'13b)

c;'s are material constants for the elastic solid that depend on the eigenvalues of B, (t"). If all three
eigenvalues are distinct, then the solid born at this instant is orthotropic and all three ¢;’s are non-
zero. If two of the eigenvalues are the same and different from the third, then the formed solid is
transversely isotropic. Suppose ﬁzc(t,) is the eigenvector associated with the eigenvalue that is

different from the two others, then c; and c, are non-zero and c3 vanishes. If all three eigenvalues
are the same, then the new born solid becomes isotropic and the only non-zero material constant
IS c;.

Another process that involves evolution of natural configurations is the melting process. As
temperature increases, a fraction of the crystalline phase jumps back to amorphous phase. At this
moment, this phase recalls its original natural configuration in the amorphous state. This results in
stress re-distribution throughout the material and overall deformation due to boundary constraints.
Since different crystalline phases have different natural configurations and deformation responses
after crystallization process, melting of different phases will thus end up with different overall
responses. It is therefore necessary to track which fraction of the solid is melting at a given time.
A straightforward strategy is to assume that the solids formed last melt first. That is to say, at a
certain time t during the melting process, if the crystallinity is the same with that during the
crystallization process at time t*, then, the natural configuration distributions at both instants can
be considered equivalent. Accordingly, the constitutive relationship for the melting process at time
t can be expressed by changing the upper limit of the integral in Eq. (3-11) into the corresponding
time t*.

- Phase evolution law
From a physics perspective, polymer begins to crystallize when the activation criterion is met
and the rate of crystallization is determined by the thermomechanical conditions. A plethora of

models have been developed to describe this process. Here in our work, for the sake of simplicity,
we directly prescribe the phase evolution law using a phenomenological equation:

2l = R(A0) (@ — (1)) (3-149)

dt

R(AG) = A,A0% (3-14b)
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A =6,—6 (3-14c)

where a,, is the ultimate crystallinity, A; and A, are constants, and 6,,, is the melting temperature.
As stated in the introduction, SIC affects the crystallization kinetics by shifting the equilibrium
melting temperature 82, to a higher value 6,,,. The effect of stress on the crystallization process
becomes prominent only when the stress exceeds a critical value. However, in the extremely high
stress range, when the molecules are fully extended, any further increase in the stress will not cause
further orientation of the polymer molecules. The effect of stress on the crystallization process in
the high stress range should thus tend to a constant value.

To describe the non-isothermal stress induced crystallization kinetics, a simplified model
proposed by Guo et al. [211] has been adopted. In their work, the phenomenological relationship
between the equilibrium crystallization temperature shift 6,;r, and the shear stress 7 can take the
simple form:

A
Ounise = As exp (~3) (3-15)
where A5 and A, are fitting parameters. Notice that, in our work, the shear stress 7, (t) is taken as
the effective shear stress acting on the amorphous phase, which is determined by B, (t).

3.3.3 Irreversible component

A large strain imposed during the programming procedure will render a plastic irreversible
deformation. Since the programming stress is applied at an elevated temperature and the stress is
much lower than the tensile strength of the material, we believe that the irreversible deformation
is mostly caused by the local re-arrangement of the amorphous molecules above melting
temperature, such as rotation, sliding and un-entanglement. Upon cooling, the mobility of the
molecules, and hence their ability to re-arrange are diminished. Therefore, the plastic flow slows
down as temperature decreases. In this work, a plastic shear strain rate y;, is given to help
constitutively prescribe the plastic stretch rate D;,, which is the symmetric part of the velocity
gradient L;,:

D; =y, (3-16)

where 7i is the unit vector along the deviatoric portion of the driving stress dev(T7;,) and this
relationship indicates that the plastic stretch rate scales with the plastic shear strain rate and evolves
in the direction of the driving stress. The driving force is defined as o}, = 0} — 0}, Where g}, is
the back stress to account for the strain hardening effect. In particular, we assume that the back
stress is proportional to the plastic deformation y;,- and decreases with temperature. For the flow
rule, a strain rate insensitive power law for the effective shear stress 7,, dependence [212] and an
Arrhenius type expression for the temperature dependence are used:

ir =70 (2)" exp (- ) (3-17)
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here, ¥, is the reference shear strain rate; 7;, = ||dev(a},)||/V2 is defined as the equivalent shear
stress; n;,- is the rate exponent; t, is the reference shear strength; U,,. is the flow activation energy
and kg is the Boltzmann constant.

3.4 Application to specific programming-working cycle

In this work, we used chemically cross-linked poly(ethylene-co-vinyl acetate) (CPEVA) based
2W-SMP to validate our model. The 2W-SMP was tension programmed (with 6,,.,, = 50°C and
0,,w = 0°C) using different programming stresses (0.95MPa, 1MPa, 1.05MPa), followed by the
same working cycle condition (6,,,,x = 40°C). We first derived the formulation for this specific
thermomechanical condition.

3.4.1 General expressions for uniaxial extension

In our two-way shape memory effect experiment, the samples were subjected to uniaxial
extension with constant load (or zero load) and this is also a commonly encountered condition in
polymer processing. This loading condition leads to three results that can greatly simplify the
formulation: first, the deformation can be considered homogeneous throughout the material body;
second, the eigenvectors .,y and 7,y remain constant through the process and (. is

along the stretching direction; third, the solid formed is transversely isotropic, albeit in an averaged
sense, thus c5 vanishes in Eq. (3-12). In our work, we will focus on this simple extension case. We
require incompressible condition to each component of the material (thermal, reversible and
irreversible components) and the stress applied to the material is o = diag(a, 0, 0).

- Thermal Component.

The coefficient of thermal extension in the axial direction is assumed to be linear temperature
dependent and can be determined using DMA.

- Reversible Component.

Under uniaxial extension, the deformation gradients for a material at amorphous and crystalline
state are, respectively:

F,o(t) = diag(A-(t), 4,2(£), 1, 2(1) ) (3-18a)
Fofery(©) = diag222, |20 |20 (3-18b)
and
B, (t) = C,(t) = diag(AZ(t), 1/4,(t), 1/4,(t)) (3-18c)
B () = Cc(r)(t) = diag(( j:((tt,)))z. ﬁrr((ttl)) ) ﬁrr((ttl)) ) (3-18d)

Ar(t) )2.

Thus, the invariant J; = (7
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The constitutive relationship function for the crystallite formed at time t" becomes:

AN 5 As(8) )
Ge(er) = 261B(ery + 4y (£3) diag((£25) —1,0,0) (3-19)

Take Eq. (3-19) back to Eq. (3-12), together with the stress free condition on the lateral surfaces,
the stress-deformation relationship in the stretching direction is:

= (1] — 204y _ 1 t(A®ON _ () dac
0-11 =0= (1 ac)#a (Ar(t) lr(t)) + 2C1 ftl((ﬂr(t’)) Ar(t)) dt’ dt

t (AO\* (4O dac ,,,
t4c; ft1((/1r(t’)) - (lr(t’)) )dt’ dt (3-20)

The phase evolution rule is determined by Egs. (3-14) and (3-15), with the effective shear stress
in amorphous phase 7, = gﬂa (A% (t) — %(t))
- Irreversible component.

Under uniaxial extension, the deformation gradient is in the form:

1 1
F; = diag(Air, 4,7, 4,7 ) (3-21a)
which leads to
: . 1.2, 1 .-2.
Fir = diag(lir' - E/lirzlir' - E’lirz/lir) (3'21b)
; — . iir 1 iir 1 ii‘r
D; = [FirFirl]Sym = dlag(l—ir, By 5/1_”) (3-21c)
According to Eq. (3-16), the viscous deformation should satisfy:
iir \/g .
A, 3 Vir (3-22a)
with initial condition 4,,(0) = 1 and y, satisfies the prescribed flow rule:
. . Tir Mir Uir
Yir = Yo (;) exp (— kTB) (3-22b)

here, T, = ? (o — agp) and the back stress is assumed to have the form of g, = Cp1A; — Cp20.
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The shape memory effect experiments generally include two procedures: programming and
working procedures. Each procedure consists of different thermomechanical steps. In the
following sections, we will derive the equations for different stages.

3.4.2 Step by step expressions for the programming-working cycle
- Heating up to 6,,,4 (P1) then loading and holding at ap, (P2 — P3).

At the beginning of the programming procedure, the sample is heated up to 6,,,.,, at zero stress,
thus only the thermal component deforms:

() =1+ [} a,(6) <> de’ (3-23)

where a;(6) is the coefficient of thermal expansion. Afterwards, the applied stress is increased
stepwise from zero to the designated programming stress op, at 8,,,4. In a general case, the

sample is considered to have a crystallinity of ap, that does not melt at 8,,,, and we assume that

the solids remain in the materials formed without different deformation histories, i.e., A,.(t") = 1.
In such a case, the stress o in the mixture is given by:

o) = (1= aptg (B(0) = 1) + tpa[261 (D) — 12) + 4, (AH(E) -

A7(0)] (3-24)

This equation holds in step P2 and P3 until the crystallization starts at ¢; upon cooling in step P4.
The same stress also applies to the irreversible component and the viscoplastic deformation is
determined by Egs. 3-22.

In our experiment where the stress o is specified, the deformations for each component are
therefore readily to be solved using the above equations.

- Cooling down to 8,,, with constant stress (P4).

According to Eq. 3-20, the stress-stretch relation during the crystallization procedure in the
reversible component is re-written as:

1

)+ Ae(H® - 20)]
L) + 4c,(A(D)Ls = A2(D)Ly) (3-25)

0= (1~ (e (B0 ~ 555) + e [ 260 (20 -

1

where L,, L, and L5 are integrals that contain information about the natural configuration
evolution history and are defined by:

t( 1 \dac ,.,
L) =} (w')) 2% qt (3-26a)
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L,(t) = fttl 2,(t) St (3-26b)

t( 1 \tdae ,.,
Ly(®) = J (AT (t,)) 2 de (3-26¢)
The phase evolution rule is described in Section 3.3.2, with initial value of «,,.

- Unloading at 8,,, (P5).

At this stage, the effective cross-linked network in the reversible component is a mixture of
amorphous and crystalline phases with different natural configurations. We assume that during the
unloading step, the crystalline phase does not evolve further. In the experiment, the stress is
unloaded instantly. The expression for the stretch is then reduced to:

1 1

0= (1= apatia (V) = 175) + @e |21 (B — 175) + 4e2(A(©) = 2(0)))
+26; (0L (82) = 5 La(82)) + 4c2(AH(OLs (£2) = F(OL1 (1)) (3-27)

where ap, is the crystalline fraction after step P4 before unloading at time t, and the upper limit
for the integrals L,, L, and L5 change to t,. The programming procedure is completed with the
unloading process, and the crystallinity a, and the natural configuration evolution history Ly’s
should be recorded, so that they could be recalled during the following working cycle.

- Heating up to 6,4, (W1).

As stated above, during the melting process, to track the configuration evolution of the phases,
the first step is to identify the corresponding time t* during crystallization process in step P4, at
which the material has the same crystalline fraction with current time t in the melting process W1.
Then, the expression for the stress-stretch relationship can be written as:

1 1
0= (1 - ac(®ta (H(0) ~ 355) + ann [ 261 (20) — 5] + 42 (220) - 22)
426, (B(OL(¢) = 75 L) + 46, AHOL; () = BOL () (3-28)

A (1)

where t* € [t,, t,]. For the phase evolution rule in the melting process, the Egs. (3-14) need to be
altered accordingly:

L = —R(A0)am (6) (3-29)

with A8 = 6 — 6%,

- Cooling down to 6,,,, (W2).
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In this step, the stress-stretch relationship is the same as Eq. 3-25, except for that the applied
stress is zero and the initial natural configuration distribution is taken the same as that at the end
of the last melting process (W1), instead of zeros in step P4. Therefore, the crystalline kinetic,
hence the natural configuration distribution evolution during this process is also different from that
in the programming crystallization process. For the rest of the working cycle (W3—WA4), the
similar process applies.

3.4.3 Matlab flowchart

The model were then coded and implemented into the Matlab program to reproduce the
programming-working cycle of the 2W-SME and the Matlab flowchart is presented in Fig. 3-2.

Function Programming

* Input programming condition.

+ Output overall stretch during melting AM, thermal component
stretch A, reversible component stretch A,., irreversible component
stretch A‘,, phase evolution a,, internal stress T, and multiple
natural configuration L.

Main Command

Function Programming

Step 1. Input parameters.

Step 2. Call Function Programming. * Input programming condition.

Step 3. Call function TWSME_W1 * Output overall stretch during melting 4,5, thermal component

Step 4. Call function TWSME W2, stretch A;, reversible component stretch A, irreversible component
: . - ' stretch Ay, phase evolution a,, internal stress T,, and multiple

Step 5. Obtain )lpg; Awi and AWZ natural configuration Ly.

(Step 6. Fit onto experimental results to
obtain optimized parameters.)

Function Programming

* Input programming condition.

* Output overall stretch during melting 4,4, thermal component
stretch A;, reversible component stretch 4,., irreversible component
stretch A;,., phase evolution a,, internal stress T, and multiple
natural configuration Ly.

Figure 3-2 Matlab flowchart for complete programming-working cycle.

3.5 Results and Discussions
3.5.1 Parameter determination

The coefficient of thermal expansion (CTE) was measured via a temperature scan test under a
force controlled mode using DMA. A linear temperature dependent CTE (a; = a,T + a,), hence
a quadratic temperature dependent displacement, was used to fit onto the experimental results to
obtain the parameters in the thermal component (See Fig. 3-2(a)). For the rest of the parameters,
the experimental results from the complete programming and first working cycle with 1MPa
programming stress were used. The optimized parameters are listed in Table 3-1.

Table 3-1 Model parameters.

Description Parameter Value
Thermal Component a;
Constant for CTE a, (K™2) 8.2468 x 107
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Constant for CTE a, (K™ —2.4066 x 1073

Reversible Stretch Component A, (Eq.3-20)

Constant for amorphous phase modulus Uqa (MPa) 0.63
Constant for crystalline phase axial modulus ¢, (MPa) 1.55
Constant for crystalline phase transverse modulus c, (MPa) 0.14
Phase evolution law a, (Egs. 3-14 and 3-15)
Crystallinity before programming Qg 0.75
Equilibrium melting temperature T2 (K) 298
Ultimate crystallinity as 0.85
Constant for phase evolution Ay 1x107*
Constant for phase evolution A, 1.35
Constant for stress induced crystallization effect A; (K) 35
Constant for stress induced crystallization effect A, (MPa) 0.06
Irreversible Stretch Component 1;,- (Eq. A5)
Reference shear strain rate Yo (s7™H) 7.5%x 1077
Reference shear strength 7o (MPa) 6.5x 1073
Strain rate exponent Ny 2.35
Flow activation energy Uy () 10
Constant for back stress Cp1(MPa) 0.73
Constant for back stress Cp2 (MPa/K) 3x107*
(a}
1.0
%
— = — Experiment fi

0.3 - — -Simulation f

Strain {%)

e [
245 300 305 310 315 120 325 330 335
Temperature (K
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(Figure 3-2 continued)
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Figure 3-3 Model fits to the experimental results for (a) thermal strain in terms of temperature and
(b) the complete programming-working cycle with 1M Pa programming stress. Model validation
for the complete programming-working cycle for the cases of (¢) 1.05M Pa programming stress,
and (d) 0.95MPa programming stress. P1 to P5 and the triangle symbols indicate the starting
points of 5 consecutive programming steps: heat up to 50°C; load to designated stress (1, 1.05 and
0.95MPa for (b), (c) and (d), respectively); hold the sample at the constant stress; cool down to
0°C; and finally remove the load. W1 to W4 and triangle symbols indicate the starting points of
working cycle steps: heat up to 40°C (W1 and W3 are the starts of the heating steps in the first and
second working cycle, respectively) and cool down to 0°C (W2 and W4 are the starts of the cooling
steps in the first and second working cycle, respectively) at zero external load, i.e., true 2W-SME.

Figure 3-3(b) shows the model fit. The actuation strain &, is calculated by (4f — A,,;,,), where
Ay is the final stretch at the end of the cooling process in the first working cycle and 4,,;, is the
minimum stretch within the first working cycle. The model is able to predict the 2.86% actuation
strain in the first working cycle, compared with the 2.85% actuation strain demonstrated in the
experiment. The reasonable agreement between model simulation and experiment validates that
the model captures the essential features demonstrated in the 2W-SME. The model parameters
identified by fitting the 1MPa programming stress curve were then used to predict the
programming-working cycle for 1.05MPa and 0.95M Pa programming stress cases. Figure 3-3(c)
and (d) show the comparison between model predictions and experiments. The good agreement
between the model predictions and the experiments further verifies the model. It is noted that a
stiffer transition behavior can be observed for our model as compared to the test result in step W1,
which is the melt process that leads to the classical one-way shape recovery. One of the reasons is
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that the cPEVA we used in this work exhibits an anomalous broad melting transition (See Fig. 1B
in [55]) which may not be precisely reproduced by the current phase evolution law. Additionally,
the programming procedure may also affect the melting transition which has not been considered
in this work. As such, in our future work, a more appropriate phase evolution law should be
involved in the model to obtain more accurate modeling results.

3.5.3 Mechanism of true 2W-SME

As stated above, the true 2W-SME in the working cycle is attributed to the internal stress
introduced by the programming procedure. This internal stress is able to lead the oriented
crystallization and prompt the crystallization kinetics. To clearly see how the internal stress plays
a role in 2W-SME, in Fig. 3-4, we plot the overall stretch A, the internal stress 7, as well as the
crystalline phase volume fraction a, for the complete programming-working cycle of the sample
with 1M Pa programming stress side by side (black solid lines). In our work, we used the effective
shear stress acting on the amorphous phase 7, to evaluate the internal stress.

During step P1 (heating), the sample begins to melt when the temperature reaches the melting
temperature and leaves a crystalline volume faction of only ap; = 0.1226 at the end of the step.
This part of solids do not take part in the melting and crystallization process in the subsequent
programming steps, in other words, their natural configurations will not be changed. Therefore,
these solids possess a single natural configuration. Starting from step P2 (loading), the internal
stress keeps increasing due to the external load until step P3 (holding). In step P4 (cooling),
crystallization takes place right after cooling process begins, which indicates a significant shift of
melting temperature to a higher value due to the internal stress. Meanwhile, the elongation upon
cooling (EUC) phenomenon can be observed. Indeed, a portion of the elongation is attributed to
the viscoplastic deformation (irreversible component), however, contribution from the
deformation in the reversible component is also important. This is evidenced in the fact that the
internal stress, which is calculated based on the deformation of the reversible component 4, (see
Section 3.6.1), keeps increasing to a saturated value, although the external stress is maintained
constant. At the first sight, it seems contradictory that albeit the effective modulus of the reversible
component is increasing during cooling, the deformation increases under a constant external load.
Nevertheless, if we take a close look at Egs. 3-18, during the cooling process, the deformation of
the crystalline phase is actually scaled by 1/4,.(t"), where A,.(t") represents the deformation
immediately before crystallization and is free of stress immediately after crystallization. The stress
released by this part of crystalline phase causes a stress re-distribution throughout the whole
reversible component and gives rise to the further elongation upon cooling. After the external load
is removed (step P5 unloading), the sample springs back a little and an 7p5 = 0.3572MPa internal
stress has been successfully stored in the system. At the end of step W1 (heating), the sample is
partially melt, there is still a 7,,,; = 0.0835M Pa residual stress left in the system that will lead to
the elongation upon cooling without an external stress imposed on it in the following step W2
(cooling), i.e., the true 2W-SME. As can be seen from the modeling results, the internal stress is
very stable in the following working cycle (W3 and W4) and this leads to stable and repeatable
performance in actuation.
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Figure 3-4 Real-time monitoring of the internal variables evolution. (a) Overall stretch A. (b)
Internal stress (effective shear stress on amorphous phase) 7,. (c) Crystalline volume fraction «..
(Black solid lines: with SIC effect. Red dash lines: without SIC effect.) Inset table on the right:
comparison of various properties between cases with and without SIC effect (&,.: actuation strain.
Tps: internal stress after programming. 7,,,and Ty, 5 : internal stress after heating during working
cycle. ay, and ayy,: crystalline volume fraction after cooling during working cycle).

To further prove the stress induced crystallization (SIC) effect on the crystallization kinetics
and eventually on 2W-SME, we eliminated the temperature shift term (Eq. 3-15) in our model and
the corresponding modeling results for the stretch 4, the internal stress 7, and the crystalline phase
volume fraction a, are presented in Fig. 3-4 (red dash lines). As can be seen from Fig. 3-4(c) and
the table on the right, without the SIC effect, the crystallization process is significantly delayed,
which ends up with lower crystalline volume fraction, lower stored internal stresses and eventually
lower strain actuation during step W2.

To investigate the programming stress on the 2W-SME, we summarized the calculated
actuation strains &,.;, the internal stresses after programming 7ps and the crystalline volume
fractions after the first working cycle ay,, for three different programming stress (Tp,) cases in
Table 3-2. Similar to previous studies, programming stress can enhance the 2W-SME. The reason
for this is that higher programming stress results in higher internal stress, thus can enhance the
crystallization process and eventually improves the 2W-SME.

Table 3-2 Comparison of different programming stress cases.

Tpy(MPa) Eact (%) Tps(MPa) w2
0.95 2.42 0.3377 0.8422
1 2.86 0.3572 0.8489
1.05 3.41 03767 0.8491
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3.5.4 Advanced two-way shape memory effect

Based on our analysis and modeling results above, we have reason to believe that the
programmed sample should be able to exhibit 2W-SME even when the external load is
compressive during the working cycle, as long as the internal stress introduced by the
programming procedure is not completely consumed by the external compressive force. Since the
reversible component is the only part that is responsible for the stress storage and 2W-SME, we
only focus on the deformation under compression in this part. According to our model, the EUC
phenomenon can be observed up to —0.35M Pa working stress case (Fig. 3-5). If we could seek a
shape memory polymer that does not exhibit dramatic viscoplastic deformation and stores a
sufficient amount of internal tensile stress, it can be made into an advanced 2W-SMP that can
generate actuation even under compression.
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Figure 3-5 Demonstration of “advanced 2W-SME”: reversible component stretch in the working
cycle under different compressive stresses.

3.5 Conclusion

In this work, a 3D constitutive model has been developed based on the multiple natural
configurations framework for the true 2W-SME. The model has been validated against the
experimental results for the cPEVA based 2W-SMP and shown good agreement. The model proves
that the internal stress is stored during the programming procedure. This internal stress contributes
to 2W-SME from two aspects. First, anisotropy can be introduced to crystalline phases formed
during crystallization process and second, crystallization kinetics in polymer can be greatly
enhanced by deformation. Higher programming stress can lead to higher stored internal stress and
ends up with better true 2W-SME performance. We predict that if a SMP does not exhibit dramatic
viscoplastic deformation and can stores a sufficient amount of internal tensile stress, it can be made
into an advanced 2W-SMP that can generate actuation even under compression.
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CHAPTER 4 A TOP-DOWN MULTI-SCALE MODELING FOR
ACTUATION RESPONSE OF POLYMERIC
ARTIFICIAL MUSCLES

In the present work, we established a multi-scale modeling framework for the
thermomechanical actuation responses of the twisted-then-coiled polymeric artificial muscles by
a top-down strategy, spanning from macro-scale helical spring analysis down to molecular level
chain interaction study. Comparison between modeling results and experimental results exhibited
excellent agreement. The effect of the micro-, meso- and macro-scale parameters on the actuation
responses of the artificial muscle was further discussed through a parametric study per the
validated model. This work helps understand the physical origin behind the remarkable tensile
actuation behavior of the twisted-then-coiled polymeric artificial muscles and also provides
inspirations for optimal design of advanced artificial muscles made by twist-insertion procedure.

4.1 Introduction

Several studies have been conducted to explain the extraordinary thermomechanical behavior
of twisted-then-coiled polymeric muscles, which facilitate future design. In recognition of the
similarities between the maximum specific work during torsional actuation for a non-coiled
twisted fiber and that during tensile contraction for a twisted-then-coiled spring, Haines et al. [82]
pointed out that the large-stroke tensile actuation of the coiled spring arises from the torsional
actuation of the twisted polymer fiber. In addition, the authors used a rough analysis and proved
that the thermally triggered torsional actuation for the twisted fiber was attributed to both the
contraction in axial direction and expansion in transverse direction of the precursor fiber. In
addition, the relation between the coil length and the fiber twists per unit length was established
from purely kinematic point of view using Love equation [213] and Van Der Heijdgen and
Thompson theory [214]. Most recently, Sharafi and Li [215] developed a physics-based
constitutive framework, in which the actuation response of the twisted-then-coiled spring was
considered to be determined by two types of as-trained molecules, that is, helical chains and
entropic chains. However, the involvement of a large number of molecular scale parameters in the
constitutive framework, which are difficult to determine, makes the use of the molecular scale
model of considerable challenge. Therefore, they also proposed a computationally efficient
phenomenological thermomechanical constitutive model, which was largely dependent on curve
fittings. Because of this, the phenomenological model is unable to pin down the underlying
mechanisms controlling the muscle actuation behavior.

In summary, there is still a lack of theoretical models to elucidate the physical origin behind
the remarkable tensile actuation behavior and, therefore, the correlation between the actuation
performance and the intrinsic material parameters remains unclear. In the present paper, we will
analyze the actuation response from macro-scale helical spring top-down to the molecular chain
interaction. We will build a multi-scale modeling framework, in order to reproduce and predict the
actuation behavior and evaluate the impact of various factors on the response of polymeric artificial
muscles. This paper is arranged as follows. Section 4.1 introduces the background and motivations
for this study. In Section 4.2, a general top-down analysis is given. This is followed by the
development of a multi-scale modeling framework in Section 4.3. The model validation and
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parametric study are conducted in Section 4.4. In Section 4.5, the important results and findings
are summarized.
4.2 Top-down Analysis

This twisted-then-coiled artificial muscle contains hierarchical structures and it is
schematically illustrated in Fig. 4-1.

Coefficient of Modeling
Thermal Approach
Expansion
Castigliano’s
for spring
Helical
anisotropic
cylinder analysis
Composite
— material theory
Semicrystalline
model
=3 —
@]
W Length scale
|Nanoscale| |Microscale |

Figure 4-1 Multi-scale modeling framework: (a) Twisted then coiled spring. (b) A section of the
twisted fiber. (c) Off-axis laminate, hypothetically cut and separated from the twisted fiber. (d)
On-axis lamina, consisting of discontinuous aligned micro-fibrils embedded into amorphous
matrix. () Top: crystal blocks connected in series with inter-crystalline materials. Bottom:
amorphous matrix made of rubbery and glassy phases.

The coiled muscles (Fig. 4-1(a)) are able to reversibly delivery over 20% contraction upon
heating and lift heavy load [216], which is an abnormal behavior that cannot be explained by the
classical spring mechanism. More specifically, Eq. (4-1) is the classical relation of the axial applied
load F and the displacement § of the spring, in terms of the properties of the fiber (shear
modulus G, and diameter d) and geometries of the coil (mean diameter D, and number of active
coils n) [217]:

Grd}

8Deon

F =

é (4-1)

Based on Eg. (4-1), since the shear modulus drops as temperature increases, the coil will
elongate, instead of contracting upon heating. The essential reason behind this contradiction is the
twisted configuration of the fiber, as shown in Fig. 4-1(b). This highly twisted structure exhibits
large torsional actuation when heated and hence generates large twisting moment when tethered
at both ends. Intuitively, in a coil made of this twisted fiber, the released torque can screw the coil
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segments, compete with the external applied load and eventually result in the contraction of the
coil.

As suggested by Haines et al. [82], the torsional actuation is mostly attributed to both the
thermal contraction in the axial direction and thermal expansion in the radial direction of the
precursor fiber, which are both at least an order of magnitude smaller than that of the coiled spring
(See the coefficients of thermal expansion presented in Fig. 4-1 on the left). In order to reproduce
the torsional behavior of the twisted fiber, the thermomechanical properties of the twisted fiber are
necessary. For an anisotropic polymer fiber, studies have shown that twisting has a significant
impact on the thermomechanical properties of fibers or yarns [218-220] and a number of models
have been developed to elucidate this dependence [221-224]. A commonly used approach is
decomposing the twisted fiber into concentric hollow cylinders, and then each hollow cylinder is
hypothetically cut and opened up into a layered structure as shown in Fig. 4-1(c). Considering the
fact that most of the polymeric fibers used to make artificial muscles are semi-crystalline
consisting of aligned micro-fibrils, each layer of the twisted fiber contains collimated micro-fibrils,
whose orientation is determined by the position of the layer from the cylinder center axis, namely,
the outermost layer has the most oriented fibrils and the innermost layer has no orientation. This
configuration is very much analogous to the fiber-reinforced composite. As such, the
thermomechanical properties of the off-axis laminate (Fig. 4-1(c)) and the assembly of the lamina
with different angles (Fig. 4-1(b)), i.e. the twisted fiber, can be obtained once the properties of the
on-axis lamina (Fig. 4-1(d)) are given based on composite material theory, together with three
dimensional helical anisotropic cylinder analysis.

The analyses of the on-axis lamina properties are case dependent. Most commonly used
precursor fibers are semi-crystalline fibers, such as Polyethylene and Nylon 6. In our current study,
we focus on artificial muscle made of Polyethylene (PE) copolymer monofilament under the brand
name of ZEBCO OMNIFLEX30LBA, due to its convenient availability. A closer observation by
previous researchers [225-228] reveals that in a highly oriented Polyethylene fiber, the crystalline
would form needlelike, discontinuous micro-fibrils with the long axis in the fibrils direction, and
are embedded into an amorphous matrix phase (See Fig. 4-1(d)). The amorphous matrix (Bottom
inset of Fig. 4-1(e)), of which the coefficient of thermal expansion (CTE) is positive (See Fig. 4-1
on the left for the CTE of the amorphous matrix), can always be regarded as a mixture of glassy
phase and rubbery phase with temperature dependent volume fractions. As for the micro-fibrils
(Top inset of Fig. 4-1(e)), they have been described as crystal blocks with negative CTE of the
order of —10~°K ! (denoted as part C in the upper inset of Fig. 4-1(e)), periodically connected in
series with inter-crystalline materials, which may consist of a parallel combination of inter-
crystalline bridges (denoted as part B in the upper inset of Fig. 4-1(e)), amorphous chains (denoted
as part A in the upper inset of Fig. 4-1(e)), and tie molecules (denoted as part T in the upper inset
of Fig. 4-1(e)) [229, 230].

In summary, we divided the multi-scale modeling within the continuum mechanics framework
into four levels: (1) Macro-scale model: In this length scale, we focus on the relation between the
applied load and the displacement of the spring. The polymeric fiber, of which the coiled spring is
made, has a diameter of ~1mm, and possesses no discernable microstructural features, i.e., it is
completely homogenized. (2) Meso-scale model: At this length scale, the twisted fiber is treated
as a discretely stacked laminate, while the material within each lamina is assumed to be
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homogenized and transversely isotropic. This assumption requires an appropriate thickness for the
lamina. Firstly, the thickness should be small enough, so that the twisting orientation angle (6y)
distribution within each layer is not too broad and using one averaged orientation angle to represent
the corresponding ply is acceptable. Meanwhile, the thickness should also be large enough, in
order to include sufficient amount of micro-fibrils within its cross-section. The crystalline micro-
fibrils from the micro-scale perspective are orthotropic materials. Therefore, only when there are
enough micro-fibrils in the cross-section, can we apply the homogenized and transversely isotropic
assumptions to each lamina. For the polyethylene fiber we are studying, previous study has
reported that the intrinsic length scale for the thickness of the micro-fibrils are of the order of
15nm and ~200nm for the length [227]. Therefore, we believe that a lamina thickness of the
order of ~1pm is an appropriate choice for our discretized meso-scale modeling. (3) Micro-scale
model: In this case, the micro-structure of each lamina is taken into account. Classical continuum
elasticity based on homogenization may fail at this scale due to the size effect [231]. Maranganti
and Sharma [231] demonstrated that the characteristic length scale at which the size effect come
into play for polymer systems ranges from 30nm to 150nm, which is comparable to the intrinsic
length scale reported for the crystalline micro-fibrils in the polyethylene fiber. Within the
micromechanics framework, we thus treat each lamina as a two-phase composite consisting of
discontinuous crystalline micro-fibrils embedded into the amorphous matrix. The two constituents
are considered to be featureless in the current length scale. A parameter will be used to account for
the imperfect interfacial interaction between the two constituent. (4) Nano-scale model: The fine
structures of each component (crystalline micro-fibrils and amorphous matrix) in micro-scale
model are further considered. The material at this length scale may contain a variety of topological
defects and chemical impurities which may significantly alter its properties. Polyethylene, as one
of the commonly used polymer, has been extensively studied. Therefore, we will directly utilize
the results from existing literatures and provide inputs for the micro-scale model.

Notice that, starting from the crystal blocks, which are bridged by the twisted semi-crystalline
fiber and finally to the coiled spring, the thermal contractions are magnified progressively based
on different mechanisms. In the next section, we will build up a multi-scale modeling framework
for each step of the foregoing analyses.

4.3 Multi-scale Modeling Framework
4.3.1 Macro-scale modeling for the twisted-then-coiled spring

Previous study [82] has suggested that the remarkable tensile actuation behavior is driven by
the giant torsional actuation generated by the twisted fiber during heating. We here will quantify
this mechanism based on a consistent application of Castigliano’s second theorem (CST) [232].
The coordinate systems, which include global Cartesian ({X. Y. Z.}), global cylindrical
({re,9¢ 2.3), and local cylindrical coordinate ( {ry, 9, z5}), used to analyze the helical coil, are
shown in Fig. 4-2(b). Throughout the working cycle, a constant load F = FZ_ is applied to the
coil. In addition, since both ends of the twisted fiber are tethered, the untwisting tendency of the
fiber is fully constrained during the working cycle, ending up with a recovered torque in the axial
direction along the twisted fiber, M... = M,..z;. Notice that the direction of the recovered
torque is determined by chirality of the twisted-coil: A homo-chiral coil, that is, the chirality of the
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fiber twist matches that of the coil, leads to recovered torque in z; direction, while a hetero-chiral
coil results in recovered torque in —z direction.

z,
P
Z(ﬂJZC
Top /‘96
L.cosa. 0 Yg
re k‘
F X
(@) )

Figure 4-2 (a) Left: Coiled spring loaded with applied force F and recovered torque M,.... Right:
Kinematic relationship of the coiled spring. (b) The coordinate systems for the coiled spring that
are used in the model. (Definitions of the notations are given in the text.)

For a given applied force F = FZ, = F 3, by using the relationship between the local and
global coordinates:

TF=-—T (4-2a)
9 = —sina. 9. + cosa, 3, (4-2b)
Zy=cosa.9. +sina. 3, (4-2¢)

where 7 is the unit vector in the coil’s cross section pointing inward, 3 is the unit vector along
the coil’s tangent direction, and 9 is the unit vector in the plane of the fiber’s cross section as
dictated by the vector product 95 = 3y X 1y, and a. is the pitch angle of the coil. The applied

force on the slightly inclined, positively directed face at point P can be expressed in terms of the
local coordinate:

Fopp = F = Fsina. 35 + F cosa. 95 (4-3)

The free body diagram shows that the applied force also results in torsional and bending
moment at point P:

MF

app = T(PO) X (—F) = —=FRY9, = —FR cos a. z5 + FRsina 9 (4-4)
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The recovery torque, M. = M,...3y is considered to be applied on top of M?%,,. thus, the
total applied moment at point P is:

Moy, = My, + My = (=FR cos a; + Myec)Zp + FRsina, 95 (4-5)

For convenience, we re-write Egs. (4-3) and (4-5) as:
Fopp = E;35 + FoUy (4-6a)
My, = M, 25 + Mgy (4-6Db)
with the normal force F, = Fsina., shear force Fy = F cosa,, torsional moment M, =
—FR cos a, + M,... and bending moment M, = FR sin .. These components are constant along

the coil. By assuming that, at each step of temperature increment, the deformations along the fiber
caused by the external load are infinitesimal, the complementary energy can be expressed as [233]:

Le pm2 5 F2 FZ
Ut = L4+ Ll
o 27 Y281 T 2EA T 26

(M MR
“\2G] 2E1 2EA 2GA

1 2 1 2
=3 f11F* — 2f1,F My + EfzzMrec

(4-7)
where E and G are the effective moduli of the twisted fiber and
1 1 1 . 1
fir =3Lc (é—]R2 cos? a, + ERZ sin? a, + G_—Acos2 a. +

1 .

asm2 ac) (4-8a)
Rcosa.
f12 = Lc? (4'8b)
1

fa2 = Lcé_] (4-8¢)

2 4
Taking the cross-section area of the fiber A = %, the second moment [ = %, the polar

4
moment of that area J = % and the radius of the coil R = % = Le€%% £y 4.8 hecomes:

nm

fii = 8n (LC)?’ cos*a, . 8n (LC) cos? a,
11 7 p3ga\n G md?2 \n 2G
3 i02 2 i02
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8 Le 2 2q,
fiz = 2 (%) =5 (4-9)

n

32 L
foa =57 (4-9c)

Then, the displacement § of a helical spring is directly found by applying CST [234]:

6= f11F - f12Mrec (4'10)

The displacement can also be expressed as a function of the pitch angle a, using the kinematic
relationship:

6 =L.sina, — L.y sinag (4-11)

where L., and a,, are the initial length of the fiber and the initial pitch angle of the coil (after
loading), respectively. Using Egs. (4-10) and (4-11), the pitch angle a.(T), hence the
displacement §(T) can be expressed in terms of d,L.,G,E, M,,., etc., on which temperature
dependences will be determined using the meso-scale modeling described in the following section.

4.3.2 Meso-scale modeling for the thermomechanical behavior of the twisted fiber
- Concentric helically anisotropic laminate

As stated in Section 4.2, the twisted fiber is decomposed into concentric hollow cylinders, and
then hypothetically cut and separated into a lamina containing collimated micro-fibrils (See Fig.
4-3).

To avoid confusion and complexity, we first clarify the symbols and notations. Referring to
Fig. 4-3, the principal material axes are labeled as 1 and 2, where 1-axis is parallel to the micro-
fibrils and 2-axis is normal to them; 9 and z; are principal terms of the off-axis behavior.
According to the definition in classical lamination theory and the handedness of the coordinate,
the off-axis angle 6, is depicted in Fig. 4-3.

66



\
\ \ \ \ \ \ \ \
2 \ \ ' \ \ \ \

\
v \ \ \ \ \ \ \ \
\ 3 \ \ \ \ A h 3

\ A \ \ \ \

Figure 4-3 Opened-up structure of the micro-fibrils reinforced composite lamina.

Once we have obtained the on-axis transverse symmetric thermomechanical properties, i.e. the
stiffness matrix € and the coefficients of thermal expansion a's, which will be determined in the
next section, we are able to evaluate the off-axis laminate using Eqgs. (4-12) and (4-13).

( Cy; = C;ym* + 2(Cyy + C15)m?n? + Cyont
Ci = (C11 + Cyp — 4Cee)m?n? + Cip(m* + n*)

Cy3 = Ci3m? + Cp3n?

Cie = —Cyomn® + C;ym3n — (Ci3 + 2Ceq)mn(m? — n?)

< Cyp = C11n4_+ 2(Cy, +22C66)m22n2 + C,ym* (412)

Cy3 = Ci3n” + Cyzm

Cye = —Coom3n + C;ymnd + (Cy, + 2C4¢)mn(m? — n?)

533 = (33

C_36 = (€3 — Cy3)mn

\ 566 = (C11 + CZZ - 2C12)m2n2 + 666(m2 - nz)z
and
@, = a;m? + ayn?
ag = a;n* + a,m? (4-13)
CYT = a3 = ay
Azg = 2(a; — az)mn

where m = cos 8¢, and n = sin 6. Notice that the appearance of a coupling term a4 in Eq. (4-
13), indicates that a reversible thermal shear strain will be generated during heating or cooling. In

other words, the torsional behavior of the twisted fiber can be explained intuitively from the
composite material point of view.
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To obtain displacements {u, v, w} and stress components {a,, 0y, 0,, 6,9} TOr each layer we
assume that radial deformation and shearing twist are axisymmetric, and axial extension is uniform
across the cross-section, the displacements are thus shown to be functions of the radial and axial
coordinates (See Fig. 4-4):

u=u(r) vV =1vyrz w = wyz (4-14)

The corresponding strain components are:

& = Z—Z g =% E,=Wy  E=VT Eg=&,=0 (4-15)
By assuming infinitesimal deformation of the material, the constitutive relation for a material
with helical anisotropy for the four non-zero stress and strain components is:

0,7 [Ci1 Ciz Ci3 C__‘16—| g, — a,AT
[0'9 =|C12 Cy; Cy3 C_26| g9 — agAT

= = = 4-16
Or [C13 Cy3 (33 C36J & — arAT ( )
026 Cio Cos Css Coplle2z0 = @zoAT
The equilibrium equation that needs to be satisfied is:
dor L Zr7% — 4-17
dr r - ( )

Substituting Egs. (4-14), (4-15) and (4-16) into the governing equation (4-17) leads to the
radial displacement u. Without going to further derivation details, we here present the solution
for u:

(Cz6 — 2C3) 2

u=Cr*t+Cr*4+——7>—v,r
! 2 (4Cs3 — C) °

C, — C. Ciz—C Cp3 — C.
( _12 _13) WoT + ( _13 _12) C(ZATT' + ( _23 _22) agATT'
(€33 - €22) (C33_— sz) (C33 — C32)
C33 —C C36 — C
+ M a,ATr + (_36—_2‘) a,gATT
(C33 - CZZ) (C33 - CZZ)

(4-18)

where y = /% and the undetermined coefficients C; and C, will be determined by the continuity
33

and boundary conditions as shown in the next section. The stress components can then be obtained
by taking Eq. (4-18) back into Egs. (4-14), (4-15) and (4-16):

0, = Cir#* 71 (Cip + uCi3) + Cor #71(Crp — uCy3)
(G +C)(Cy—C

+wg lCn + (C12 _13)( 12 13)

(C33 — C22)
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+vor 516 + (Clz * 26_13)(62_6 — 2536)
_ (4C33 —Cp)
+a,AT [—Cyq + (o 1 G15) (G5 = Ca)
| B (C§3 - gzz) _
+agAT |-Cyy + (o + C15)(Cas — Co)
I ~ (C_33 - _sz) ~
+a,AT |-Ci3 + G ¥ 93)(6—33 ~ Cza)
| _ (C3_3 - ng) _
+a,9AT [_516 + (i + G15)(C36 ~ Coo)
(C33 — C33)
(4-19a)
ag = Cr# N (Cop + uCy3) + CorH 1 (Cop — 1Ca3)
o [612 4 (Caz + C33)(Cy2 — Cy3)
_ (C33__ 522_) j|
] _(4‘633__ CZ_Z) _
+azAT _512 + (CZZ +(C€23)(C_13 _ ClZ)
| _ 33 - CZZ)
+a9AT —622 + (sz +(€23)(C_23 _ CZZ)
I B C33 — C33)
+arAT _523 + (CZZ 4_(€23)(C_33 _ 623)
| C33 — Cy3)
+a,oAT [_526 + (G ¥ €23)(C§6 ~ Cao)
(C33 — C32)
o ) ) (4-19b
o, = Cyr# 1(§23 +uCs3) + Cor#H(Ca3 — uCs3) )
g [513 N (Cy3 + C33)(Cy2 — C13)
~ (C33—Cyp) ]
] _(4‘C33__ Cz_z) _
+azAT _C_‘lg + (C23 +(C€33)(C_13 _ CIZ)
i B 33~ Cy2)
+a9AT _623 + (C23 +(€33)(C_23 _ CZZ)
I ~ C33 — Cy3)
+a, AT —533 + (623 +(€33)(C_33 _ CZS)
| _ C33 - sz)
+a,gAT | —C3¢ + (Cos ¥ €33)(C—36 ~ Ca)
(C33 — C32)
(4-19c¢)
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09z = Cir* 1 (Co + uCyg) + Cor™#71(Coe — uCys)

w lc s (Eie +( f)_((é)_ 513)]
+v,r l566 + (Cz6 -_I-(iéz_)ECsz_Z; 2C3_6)
+a,9AT | —Cgg + (G 4_(65‘3336)—(65‘_'3262)_ Cze)l

(4-19d)
In the next sub-section, we will assemble all the layers and determine the effective properties
for the twisted fiber.

- Multi-layer analysis

Suppose the cylinder consists of N layers of hollow cylinders. In order to clarify the position
of each layer, we hereafter put a superscript ‘k’ to each component, for example, o, u* and 0}‘.
The inner most layer has an inner radius of 7° and outer most layer has an outer radius of ¥ (See
Fig. 4-4(b)). r° is taken to be a number very small, for example 10~1%mm, in order to simulate a
solid cylinder and meanwhile to avoid singularity. Then, the outer radius of the k" layer

—0
becomesr* =10 + k % where r, = r", is the radius of the fiber. Also, the tangent of the helix

angle is assumed to vary linearly with radial position, reaching its maximum at the outer layer of
T

k

the cylinder, that is, at the k" layer 9}‘ (r) = arctan—tan ay, where a is the helical angle at the
f

surface of the fiber.
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(a) (b)
Figure 4-4 Multi-layer analysis

The continuity and boundary conditions then require:

( ar(ry) =0
{03 (ry) = o2(ry)
ul(n) = u?(r)
< {ark-l(rl) = o ()

W) = Ut ()

\ O-rI-V(TN) =0

(4-20)

Using these 2N boundary conditions, the 2N undetermined coefficients C¥ and C¥ (See
Section 4.6.1) in each layer can be determined, and hence the stress and strain distributions on the
cross section of the twisted fiber can be obtained.

The determination of the effective thermomechanical properties that is needed for the coil
analysis, i.e. E, , G,g, @,, @g, and @,g, is accomplished by using the method of relaxation that has
been described in the work by Pipes and Hubert [222]. Generally speaking, at a certain condition
(vo, Wy, AT), the resultant torque T and force f can be expressed using the influence coefficients:
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& ollwl =17l

T=2 frrof O, Mr2dr f=2 f:of o, trdr

and
A= T(vo = 1,W0 = O,AT = O)
B = T(vo = O,WO = 1,AT = O)
C = f(vy = 1,wy = 0,AT = 0)
D = f(vy = 0,w, = 1,AT = 0)

The effective mechanical properties are then straightforward:

|( i f(Uo——EWo Wo,AT=0)
4 z m"f Wo

Zr(vo w0=——v0 AT=0)
L nrfve

(4-21)

(4-22)

(4-23)

(4-24)

For the effective thermal expansion, we first set the strain components v, and w, to be zero,
and the thermal torque 7, and force f; are determined for a given temperature increment AT.
Notice that 7 is the recovered torque increment in the temperature step AT, the total recovered

torque at a certain temperature is the accumulation of each temperature step:

rec f T dT

Next, the corresponding thermal strain components are determined using:

¢ ollwnl =7

Finally,
—_— WoTr
Uz = ar
P Ug
dg = E
- 'UoR
aze AT

where, uy = u(ry).

4.3.3 Nano- and Micro-scale modeling for the semi-crystalline polyethylene fiber
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The microscopic structures for the semi-crystalline polyethylene fiber have been described in
Section 4.2 and are depicted in Fig. 4-5. Fig. 4-5(a) presents the phenomenological representation
for the aforementioned repeated structure unit in a crystalline micro-fibrils: A crystal block C is
connected in series with S (which is a collective representation of bridges (b) and amorphous
molecules (a)) and tie molecules (T). In the following statement, the properties of the crystal block
are defined as X ¢, likewise, properties of crystalline bridges, amorphous molecules, component S
and tie molecules are defined as X2, X%, X5, and X7, respectively. Regarding the micro-fibrils,
and the amorphous phase, the properties are designated as X/ and X™, respectively. (X could be
moduli, CTEs, and volume fractions, etc.)

—
-

In In
= b+a=§ = compression tension T

=

(a) (b)
Figure 4-5 Phenomenological representation for (a) crystalline micro-fibrils and (b) amorphous
matrix.

For the block crystals, both theoretical calculations [223, 235-239] and experimental
measurements [226-228, 240-242] have been performed to evaluate their elastic moduli Cj;. We
here assume that within the working cycle, these elastic moduli are temperature independent. This
can be justified by the fact that the melting temperature of the fiber is 220°C (See Fig. 4-7), which
is well above the highest working temperature (80°C) for the muscle. To account for the weakening
effect of the inter-crystalline materials on the mechanical performance of the micro-fibril in the
axial direction, we simply introduce a scale factor A to the modulus in the axial direction and leave
the transverse direction almost unchanged:

Crystal blocks

Bridges
& Amorphous Molecules

S3|N23|OA 311

CC
Ef ==t (4-28a)
E] = 42 (4-28b)
G1f2 = Cée (4-28c)

Although the inter-crystalline materials do not show special effect on the mechanical properties,
they play decisive roles in amplifying the negative thermal expansion capability of the crystal
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blocks. Take polyethylene as an example, it is well known that the coefficient of thermal expansion
(CTE) for the crystalline block and bridge is of the order of —1 x 105K~ [243, 244], and is
positive for the amorphous domains [245]. However, the whole material may exhibit a CTE of the
order of —1 x 10~*K ~(in axial direction) after drawing [229, 230]. Therefore, the large negative
CTE of the polymer fiber does not origin from the intrinsic material properties of each components,
it is essentially attributed to the “internal strain” between the crystalline bridges and the tie
molecules. More specifically, the natural length of the bridge is longer than that of the tie molecule.
When they are in parallel, the bridges will be compressed and the tie molecule will be tensioned
(See Fig. 4-5(a)). In addition, the tie molecules obey entropic elasticity while the elasticity for the
bridge is almost constant. With a suitable volume fraction ratio between the two components, the
overall material can exhibit large amount of contraction upon heating. As a matter of fact, this
phenomenon is found to be common in essence with the shape memory effect: they are both related
to the residual internal strain or stored strain induced by drawing or programming process. In Choy
et al. [230], the authors have performed a quantitative treatment and proved this effect. Without
going into further details, the CTE in the axial direction for the micro-fibril can be expressed as:

d
af =xaf + (1 —xaf — (1 - x) = (4-29)

where af and «j are the CTEs of the crystal block C and component S (See Fig. 4-5(a)),
T

respectively; n = % o« T and t, b and x€ are the volume fraction of the tie molecules, bridges and
1

block crystals within the micro-fibrils.

Fig. 4-5(b) shows a well-accepted phenomenological model of an amorphous phase. The
amorphous phase is always treated as a mixture of glassy phase and rubbery phase, of which
volume fractions are temperature dependent. In other words, a glassy phase may evolve into
rubbery phase upon heating. This phase transition does not take place in all glassy phases at once,
however, starts from the domains with higher energy and evolves gradually until the transition is
fully accomplished [246]. To address this behavior, we adopt the phase evolution law introduced
by Guo et al. [116] to describe the temperature dependence of the glassy phase volume fraction
within the amorphous matrix:

1 (T—Tg)z

T —_—  JZ
X;n(T) = fToS\/_Z_n'e 252 dT (4-30)
where S is a constant and T, represents the glass transition temperature.

By assuming that the amorphous phase is isotropic and with uniform stress distribution
throughout the material, the thermomechanical properties are given by:

1

m __ -
Gi; = xg‘é+(1—xg’ é (4-31a)
E" = ET* =2G{5(1 +v]3) (4-31b)
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a' =al' =xJ'al + (1 —x7)a (4-31c)
where xg* is the volume fraction of the glassy domain within the amorphous phase.

Having obtained the thermomechanical properties for the crystalline micro-fibrils and the
amorphous matrix, the on-axis thermomechanical properties that are needed for Egs. (4-12) and
(4-13) can be obtained by noticing the resemblance of the current configuration to the short fiber
reinforced composite (See Fig. 4-1(d)). According to the shear lag theory first developed by Cox
[247], the effective axial Young’s modulus E; of a composite containing a discontinuous

reinforcing phase of length, I/ , radius, r/, Young’s modulus, E/, volume fraction, V/, and
matrix phase of Young’s modulus E7*, shear modulus G%, is:

E, = V/KE! (1 - (t""“:(x))) +(1-VHE™M (4-32a)
£ 1
_U G 2 -
X (Elfln(Zn'/\/EVf)) (4-320)

with the knowledge that the load transfer between the crystalline micro-fibrils and the amorphous
matrix is less than perfect, a constant K is included in the Cox analysis, which is a measurement
of the reinforcing efficiency [221, 222].

The transverse Young’s Modulus E, and in-plane shear modulus G, can be obtained by the
handy equations developed by Halpin and Tsai [216, 248]:

P _ 1+&npv/
P 1oyt (4-33a)
L
n= ’;f (4-33b)
pmté

here, P' is the micro-fibrils property, P™ is the matrix property and £ is a measurement of the
reinforcement geometry, which depends on loading conditions. The values of ¢ for E, and G,
are 0.5 and 1, respectively.
As for the CTEs, by assuming the simple “rule of mixtures”, we have:
a=Va + (1 -V Ha™ (4-34)
4.4 Model Validation and Prediction

4.4.1 Parameter identification

The parameters for the multi-scale modeling were determined through various
thermomechanical testing, values in the existing literatures, and appropriate curve fittings.
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- Polymeric artificial muscle preparation

The fabrication of artificial muscles follows the same procedure as in Haines et al. [82], which
takes two consecutive steps: twist insertion and coiling. The detailed fabrication procedures can
be found in the work by Zhang and Li [87]. After the fabrication, the geometries of the precursor
fiber and twisted fiber were measured using a SEM imaging system (Quanta™ 3D FEG field-
emission electron microscope) and those of the coiled spring were measured using an optical high
resolution CCD camera (Sony XCD-CR90) (See Fig. 4-6). The sample codes, the fabrication
descriptions, and the geometrical parameters for different samples that will be used in the modeling
are summarized in Table 4-1.

Table 4-1 Summary of samples.

Sample code  Fabrication description Geometrical parameters
Sample 0 Precursor fiber, polyethylene copolymer.  d, = 0.58mm
Twist the fiber under 13.36MPa load until d = 0.78mm
Sample 1T coil nucleation, then anneal the twisted al _ 3'50
fiber at 85°C for 90 min. f
Twist the fiber under 13.36MPa load until D. = 2 11mm
Sample 2TC coil nucleation, wrap the twisted flbe_r ac _ 160
around a mandrel, then anneal the coiled nC_ 3

muscle at 85°C for 90 min.
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"

s

1mm

Figure 4-6. (a) and (b) SM images of the precursor fiber. (c) and (d) SEM images of the twisted
fiber. (€) CCD image of the coiled spring.

- Thermomechanical characterizations

To investigate the morphologies of the fibers and provide experimental evidence for our model,
the SEM observation were conducted on both Sample 0 and Sample 1T. As suggested by previous
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studies [220], the high strength and stiffness of polymer fibers are mostly attributed to their highly
oriented crystalline morphologies. This is confirmed by the image in Fig. 4-6(b). Although we are
not able to accurately measure the volume fraction V7 and aspect ratio I; /7y of the micro-fibrils in
our samples (in Eq. 4-26), values of 0.75 and 15, respectively, are believed to be appropriate as
suggested by previous studies [225, 227, 228]. In addition, it is clear from Fig. 4-6(d) that after the
twisting and heat-setting procedures, the micro-fibrils form off-axis configuration as described in
our model.

Differential scanning calorimetry (PerkinEImer DSC 4000, USA) was used to investigate the
thermal properties of the fishing lines. Samples were cooled from 30°C to -70°C at 10°C/min and
heated from -70°C to 240°C, also at 10°C/min. Then, this thermal cycle was repeated. The first
cycle DSC results for both Sample 0 and Sample 1T are presented in Fig. 4-7, together with the
second cycle DSC results for both samples as a comparison. The results again indicate that the
morphology of the fiber consists of two phases: (I) Soft amorphous phase, represented by the broad
glass transition region starts from around 20°C and ends around 60°C. (11) Hard crystalline phase,
represented by the melting peak at 220°C. No significant change can be observed between Sample
0 and Sample 1T, indicates that the twisting procedure does not interrupt the morphology of the
fiber very much and a working cycle between the room temperature (25°C) and 80°C is appropriate
for this fishing line. For the second cycle DSC curve, multiple and less perfect melting peaks can
be observed, an indication of the less oriented crystalline structure in the raw material compared
with the highly oriented fishing line in the first cycle (the first cycle has erased the working history
of the fiber and thus both samples show the same DSC curve in the second cycle). The glass
transition temperature used in our model is chosen to be T, = 30°C.

A TA Instrument Dynamic Mechanical Analyzer (Q800) was used to perform a strain
controlled dynamic temperature scan at a frequency of 1 Hz. A 0.5% oscillating strain was applied
to Sample 0 and Sample 1T and the temperature was scanned from 25°C to 80°C at 1°C/min. The
temperature dependence of the storage modulus of Sample 0 is presented in Fig. 8 and this result
is used to identify the parameters in Egs. (4-25)-(4-27). The elastic moduli for the crystal blocks
are obtained from the stiffness constants of orthorhombic polyethylene crystal calculated by
Tashiro et al. [239] and those of amorphous matrix are approximated using the experimental results
by Boyd [249] and Xiong et al. [250]; the rest of the parameters in micro-scale modeling, i.e. 4, K
and S (in Egs. (4-25)-(4-27)) can be varied and determined by fitting into the experimental results
(See Fig. 4-8 upper lines). In addition to that, as evidenced by Sample 1T in Fig. 4-8, the axial
modulus has been decreased after twisting due to disorientation.
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Figure 4-7 DSC results for Sample 0 and Sample 1T.

Experiment

----- Modeling

Storage Modulus (MPa)

30 40 50 60 70 80
Temperature (°C)

Figure 4-8 Temperature dependences of axial moduli for both Sample 0 and Sample 1T (Solid
lines: DMA experiment results. Dash lines: modeling results).
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A temperature scan test under constant static force was also conducted on Sample 0 in order
to measure the coefficient of axial thermal expansion («;). In our study, «, is assumed to be linear
temperature dependent, and accordingly, the displacement is a quadratic function in terms of
temperature (See Fig. 9(a)). The coefficient of transverse thermal expansion (a) is not easy to
measure, so we extract the experimental results for a similar material from Choy et al. [230].
Likewise, a, is simulated by assuming a linear temperature dependence (Fig. 4-9(b)).

2]
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Figure 4-9 Experimental and curve fitting results for the thermal properties of the precursor fiber
in axial (a) and (b) transverse directions (The experimental data were extracted from Choy et al.

[230]).
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- Summary of parameters

Up to now, we have completed the multi-scale modeling and determined the input parameters
for the nano- and micro-, meso- and macro- scale modeling using experimental measurements,
literature research and curve fitting procedures. In Table 4-2, all the parameters, together with their
description and identification method, have been specified. The multi-scale model was then coded
and implemented into the MATLAB program to reproduce the thermomechanical behavior of the

twisted fiber and the coiled spring.

Table 4-2 Parameters used for the present multi-scale model.

Parameters

Descriptions

Values

Identification Method

Parameters for nano- and micro-scale modeling

CE (MPa)

EJ (MPa)

lf/rf

T,(°C)

Gg'(MPa)

Stiffness of the crystal

block in fiber direction 300,000

(Eq. 4-28(a))

Scale factor to account
for the weakening
effect of the inter-
crystalline materials to
the whole micro-
fibrils (Eq. 4-28(a))
Young’s modulus of
the micro-fibrils in
transvers direction
(Eq. 4-28(b))

Aspect ratio of the
micro-fibrils (Eq. 4-
32(a))

Measurement of the
reinforcing efficiency
(Eq. 4-32(a))

Volume fraction of the
crystalline micro-
fibrils (Egs. 4-32 and
4-27)

Constants in the phase
evolution law (Eq. 4-
30)

Glass transition
temperature (Eq. 4-30)
Shear modulus of the
amorphous matrix in
the glassy state (Eq. 4-
31(a))

3.25

8,000

15

0.85

0.75

40

30

90

81

[239]

Fit into DMA
experimental results
(Fig. 4-8 upper lines)

[239]

[227]

Fit into DMA
experimental results
(Fig. 8 upper lines)

[225]

Fit into DMA
experimental results
(Fig. 4-8. upper lines)

DSC results (Fig. 4-7)

[249]



Poisson’s ratio of the
amorphous matrix
(Eq. 4-31(b))

m
V12

0.4

[249]

Parameters for meso-scale modeling

a,(K™1)  Axial direction CTE

a, (K glzjllr;sverse direction
Vi Poisson’s ratio
Poisson’s ratio
Radius for the inner
most hollow cylinder
Radius for the outer
most hollow cylinder

Va3

rO(mm)

rN(mm)

-1.35%10°5T +
4.20x<10*
5.78x107T -
5.75%10°
0.465

0.45

10—10

0.39

Fit into experimental
results in Fig. 9(a)

[230]

Measurement

[226]

Suitable for simulation
of solid cylinder

Measurement

Parameters for macro-scale modeling

n Number of active coils
Outer diameter of the
D(mm)

coil
a.(°) Pitch angle

211
10

Measurement
Measurement

Measurement

The simulation flowchart using the MATLAB program is summarized below in Fig. 4-10.

Flow chart of the Matlab

Start micro-scale
modeling

Formulate micro-

scale modeling (Eqs.
22-26)
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experiment resulis i
by varying S, K, A i

Input parameters for each phase
obiained from existing literatures
(Ch G5 G v VT Lpfry, vas),
experiment results (T, viz) and

program ‘::>

curve fitting (@, a3) On-axis
thermomechanical

properties Cj; and a's

{}

Start meso-scale
modeling

Formulate off-axis
thermomechanical properties as
a function of orientation angle
6 for each layer

Start macro-scale
modeling

nput geometry of the
coiled spring

Formulate off-axis stress components H
for each layer, then the resultant torque |
and force, as a function of the strain
component{ vy, Wy} and temperature
increment AT

]

Formulate boundary conditions as
a function of the strain

Solve a 4™ order
polynomial of sin ..
(Eqs. 10and 11)

component { vy, wy } and
temperature increment AT

Effective thermomechanical
properties and recovered

Temperature dependence
of the displacement of the
coiled spring &

torque of the twisted fiber

Figure 4-10 Flow chart of the Matlab program for the muIt"i'?ééé'lVéﬁﬁdd’é’iriﬁér.ﬂmmWWW:
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4.4.2 Comparison with experimental results
- Axial modulus of Sample 1T

The elastic modulus of the twisted fiber is reproduced using the meso-scale model and is
presented in Fig. 4-8 (bottom dash line), together with the experiment results (bottom solid line).
The modeling result exhibits good agreement with the experiment result. The small deviation of
the modeling result from the experimental result at the beginning of the test is most likely attributed
to the choice of the transverse elastic properties, which are not able to be obtained experimentally
at this time.

- Torsional actuation of Sample 1T

We used a torque sensor (Mark-10 MR50-50Z Plug & Test Universal Torque Sensor, with a
resolution of 0.020zF-in) to measure the torque generated by Sample 1T fixed at both ends. Fig.
4-11 shows that our meso-scale model successfully captures the torsional actuation trend of the
twisted fiber, which is essential to the tensile actuation behavior of the coiled spring.

- Tensile actuation of Sample 2TC
Finally, the tensile actuation of Sample 2TC is measured using DMA by applying a constant
force of 1.5N to the coiled spring, and heating and cooling the temperature between 25°C and 80°C

at 10°C/min. Fig. 4-12 proves the ability of the macro-scale model in reproducing the trend of the
coiled spring (muscle).
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Figure 4-11 Experiment and modeling results of the recovered torque as a function of temperature.
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Figure 4-12 Experiment and modeling results of the tensile actuation of the coiled spring (solid
line: test results; dashed line: modeling results). The inset shows the simulation results of multiple
actuation cycles (solid line: calculated results of strain actuation; dashed line: temperature).

4.4.3 Prediction and Discussion

To further demonstrate the prediction ability of our model, we here performed a series of
parametric studies, aiming to investigate how the parameters at different scales affect the
thermomechanical properties of the fiber, the torsional actuation response of the twisted fiber and
eventually, the tensile actuation response of the coiled spring.

- Effect of micro-scale parameters on thermomechanical properties of the precursor fiber

Fig. 4-13(a) exhibits the effect of crystalline micro-fibril volume fraction (V') on the axial
modulus of the precursor fiber. As expected, higher V/ increases the Young’s modulus of the
precursor fiber in axial direction. Likewise, the Young’s modulus in the transverse direction and
the shear modulus can also be increased by increasing V/ (Not shown in the figure for brevity).

One of the most efficient methods to enhance the mechanical properties of the as-fabricated
polymeric fibers is by highly stretching the fiber. During this procedure, the crystalline lamellae
in the micro-fibrils are oriented along the draw direction and end up with crystalline micro-fibrils
with higher aspect ratios (¢ /7). In Fig. 4-13(b), we illustrate that higher aspect ratio of the micro-
fibrils leads to higher axial modulus. It has also been experimentally demonstrated that the drawing
procedure can produce higher thermal anisotropy, that is, higher thermal contraction in the axial
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direction and higher thermal expansion in the transverse direction [230]. In the following
subsection, we will show how the changes in thermomechanical properties of the precursor fiber
affect the behavior of the twisted fiber.
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Figure 4-13 Axial Young’s modulus of the precursor fibers with different (a) crystalline micro-
fibrils volume fractions and (b) micro-fibril aspect ratios.

- Effect of meso-scale parameters on torsional actuation response of the twisted fiber
In Fig. 4-14(a), we compare the torsional behavior of twisted fibers made of precursor fibers

with different axial moduli, which is attributed to different micro-fibril aspect ratio. It is clear that
the precursor fiber with higher micro-fibril aspect ratio has higher axial modulus (Fig. 4-13(b)),
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and eventually lead to better torsional actuation performance for the twisted fiber. In addition,
based on a simple helix analysis, Haines et al. [82] concluded that “both contraction of these
helically configured polymer chains and fiber diameter expansion will cause fiber untwist”.
Therefore, it is envisioned that the larger the anisotropy between the thermal expansion in the axial
and transverse direction, the higher the untwisting tendency, and hence the larger the recovered
torque will be. This is proved in Fig. 4-14(b). Here we multiply the original CTE’s of the twisted
fiber “Anisotropy 1” by a factor of 2 and 3, resulting in twisted fiber specimens with larger
anisotropies, specimen “Anisotropy 2” and specimen “Anisotropy 3”, respectively. As stated
above, a facile strategy to increase the thermal anisotropy is by stretching the precursor fiber [230].

According to the experimental results in Haines et al. [82], the geometrical configurations of
the twisted fibers also have a large impact on the actuation behavior. In Fig. 4-14(c), the recovered
torque dependence on the twisted fiber bias angle is presented. It turns out that the torque does not
follow a monotonous trend with respect to bias angles; instead, it reaches its maximum around 35<
The appearance of the maximum actuation is as a result of the various orientations in each
cylindrical layer and the constraints between each layer (See Eq. 4-19d).

Predictions in Fig. 4-14 suggested that if we could find a fiber with a remarkable combination
of high modulus and large thermal anisotropy, along with an appropriate fiber bias angle, which
can be altered by applying different load during twisting insertion, the torsional actuation
performance of the twisted fiber would be significantly improved. In the following subsection, we
will show how the improvement in torsional actuation of the twisted fiber affect the manifestation
of the coiled spring.
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(Figure 4-14 continued)
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Figure 4-14 Recovered torque generated by the twisted fiber with different (a) axial moduli, (b)
thermal anisotropies, and (c) bias angles.
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- Effect of macro-scale parameters on tensile actuation response of the coiled spring

As has been extensively stated in the previous sections, the remarkable tensile actuation
behavior of the coiled spring is driven by the torsional actuation generated by the twisted fiber
during heating. This is quantitatively reflected in Eq. 4-10, where it is clear that the external applied
force F is responsible for the elongation of the spring, just like in the regular spring with a stiffness
of f1,. The recovered torque M,..., however, depending on its sign, can either contribute to the
total elongation (when twisting and coiling have opposite chirality and M,... is negative) or
compensate for the external force and responsible for contraction of the spring (when twisting and
coiling have the same chirality and M,... is positive). To clarify, we take the chirality of the coiled
spring as the reference, i.e., the pitch angle of the coiled spring is always positive. In this way, the
twisted fiber with chirality that matches that of the coiled spring has a positive fiber bias angle and
this twisted-then-coiled spring is defined as homochiral system. Likewise, the twisted fiber with
chirality that is opposite to that of the coiled spring has a negative fiber bias angle and the resulting
coiled spring is heterochiral. In Fig. 4-15(a), the effect of the fiber bias angle, and hence the
recovered torque on the tensile actuation response of the artificial muscle is presented. When the
fiber bias angle increases, more recovered torque can be generated upon heating, and thus results
in better tensile actuation performance in both homochiral and heterochiral cases. As expected, the
maximum stroke is again reached around +35°. Our prediction is very close to the experimental
results in Fig. 4F of Haines et al. [82]. Therefore, an appropriate fiber bias angle, is an important
factor to tune the tensile actuation performance. Without extensive experimental testing, our model
provides an efficient numerical tool to seek the optimized fiber bias angle.
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(Figure 4-15 continued)
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Figure 4-15 Prediction of the tensile stroke as a function of (a) fiber bias angles and (b) spring
indices.

As pointed out in the previous section, the recovered torque of the twisted fiber, and hence the
tensile actuation of the coiled spring, can also be increased by enhancing the axial modulus (Fig.
4-13(b) and Fig. 4-14(a)) and the thermal anisotropy (Fig. 4-14(b)) of the precursor fiber. One of
the promising candidates could be two-way shape memory polymers [15, 54-56, 58-63, 251, 252],
which behave similarly to polymers with negative CTEs (i.e., heating induces contraction and
cooling causes expansion). Because the two-way shape memory effect is much larger than the
negative CTEs of the fishing lines, which suggests giant thermal anisotropy, it is expected that
two-way shape memory polymers would have remarkable muscle behavior.

Finally, Fig. 4-15(b) exhibits the contracting stroke as a function of spring indices and shows
that larger spring index leads to higher contracting stroke, which has also been proved
experimentally in Haines et al. [82] and Zhang and Li [87]. Nevertheless, smaller spring index
may still be used in some applications when higher actuation force is in favor over higher stroke.

4.5 Conclusion

In this paper, a multi-scale modeling framework based on a top-down analysis has been
developed for the actuation response of the polymeric artificial muscles. The model was validated
against the experimental results for the polyethylene copolymer fiber based muscles. The physical
origin and dependence of the torsional actuation of the twisted fiber and the tensile actuation of
the twisted-then-coiled spring on temperature have been elaborated and reproduced. A parametric
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study was further conducted to help future design and optimization of such innovative artificial

muscles. The important results of this work include:

(1) In the macro-scale model, a consistent application of Castigliano’s second theorem (CST) has
been used, to account for the combined effect of the axial applied force and recovered torque
on the thermally triggered tensile actuation. The combined contribution of the applied force
and the recovered torque is evidenced by the fact that the tensile stroke is largely dependent on
fiber bias angle, because the fiber bias angle plays an important role in determining the
recovered torque. Another predication from our parametric study shows that the actuation
behavior of the muscle can be tuned by spring indices of the twisted-then-coiled spring. More
specifically, larger index results in higher tensile stroke.

(2) In the meso-scale model, the torsional behavior of the twisted fiber was reproduced by using
classical composite material theory and helical anisotropic cylinder analysis. The appearance
of a coupling term a4 in the off-axis properties proves that a reversible thermal shear strain
will be generated during heating or cooling. In other words, the torsional behavior of the
twisted fiber can be explained from the composite material point of view. Parametric study
indicates that there exists an optimized fiber bias angle that maximizes the recovered torque
and hence the tensile stroke.

(3) The nano- and micro-scale modeling for the precursor fiber is case dependent. In our study,
due to the fact that the morphology of the semi-crystalline polyethylene copolymer fiber
consists of discontinuous crystalline micro-fibrils embedded into an amorphous matrix, we
make use of the classical theories in continuum mechanics to simulate the thermomechanical
properties of the fiber. Parametric studies suggest that by increasing the modulus and the
thermal anisotropy of the precursor fiber, the actuation performance of the artificial muscle
will be greatly improved.

Some new thermally reversible polymers, such as two-way shape memory polymers, may
provide remarkable actuation response.
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CHAPTER S ARTIFICIAL MUSCLES MADE OF CHIRAL TWO-
WAY SHAPE MEMORY POLYMER FIBERS

In this work, we demonstrate the unusual improvement of the tensile actuation of hierarchically
chiral structured artificial muscle made of two-way shape memory polymer (2W-SMP) fiber.
Experimental results show that the chemically cross-linked Poly(ethylene-co-vinyl acetate)
(PEVA) 2W-SMP fibers possess an average negative coefficient of thermal expansion (NCTE)
that is at least one order higher than that of the polyethylene (PE) fiber used previously. As
expected, the increase in axial thermal contraction leads to increase in the recovered torque
(4.4Nmm) of the chiral fiber and eventually in the tensile actuation of the twisted-then-coiled
artificial muscle (67.81 + 1.82%). A mechanics model based on Castigliano's second theorem
(CST) is proposed and the calculated result is consistent with the experimental result (64.17%
tensile stroke). The model proves the significance of the NCTE and the recovered torque on tensile
actuation of the artificial muscle, and can be used as a guidance for future design.

5.1 Introduction

Structural chirality can be found in many natural materials, such as climbing plant tendrils
[253], DNA [254], snail shells [255] and even the nanostructure of butterfly wings [256]. One of
the merits of chirality is to endow the materials with unusual mechanical, optical, and magnetic
properties. Inspired by our mother nature, researchers have introduced chirality to many man-made
materials and have fabricated materials and devices with outstanding features, such as helical
nanowires [257], chiral carbon nanotubes [258], etc. Recently, Haines et al. [82] have created
artificial muscles with hierarchical chiral structure made of polymer fibers that can offer up to 49%
tensile actuation. The giant tensile stroke, robustness, low cost and easy tuning procedure of this
polymeric artificial muscle have confirmed the significance of this innovative discovery and have
opened up new horizons toward the development of effective devices, for instance, morphing
airplanes and vehicles [86], self-healing composite [87], robotics [89], etc.

Recently, Sharafi et al. [215] have developed a bottom-up multi-scale modeling framework to
explain the remarkable actuation response of this type of artificial muscles. However, their model
is very complex and needs significant curve fitting effort. Most recently, Yang et al. [259] have
developed a top-down multi-scale model and elucidated the physical origin behind the remarkable
tensile actuation behavior of the twisted-then-coiled artificial muscles. They have demonstrated
that the anisotropic dimensional changes at the meso-scale level, i.e., reversible thermal
contraction in axial direction and expansion in radial direction in the precursor (untwisted) fiber,
result in an intrinsic torsion in the chiral (twisted) fiber upon heating and eventually lead to the
giant tensile actuation of the helical coil in the macro-scale level. This underlying mechanism
shares the same essence with the climbing tendrils [260], where the intrinsic torque is provided by
the change in helical angle in the cellulose fibrils at the subcellular level. Additionally, the model
suggested that the intrinsic torque of the chiral fiber, hence the tensile actuation of the helical
artificial muscle, can be enhanced by increasing the thermal anisotropy of the fiber while keeping
other properties unchanged. For all the precursor fibers in Haines’s work [82], the axial thermal
actuations of the fibers are driven by the intrinsic axial thermal contraction (negative coefficient
of thermal expansion (NCTE)) of the polymer components and is limited to about 5%, which limits
the maximum tensile actuation to 49%. Therefore, in order to further improve the thermal actuation
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of the precursor fiber, a different driving force should be adopted. We believe that precursor fibers
made of two-way shape memory polymer (2W-SMP) (contraction upon heating and expansion
upon cooling, similar to polymers with NCTE) can be a promising candidate, since the reported
thermal actuation of the 2W-SMPs in the existing literature is always an order higher than that of
the precursor fibers used previously.

Regardless of compositions, architectures and designs, the necessary condition for two-way
shape memory effect (2W-SME) is the co-existence of a stable network and a switching domain
that can respond to the external stimuli [30]. The stable network, mostly constructed from chemical
cross-links, can endure load and retain permanent shape upon heating. The switching domain,
consisting of oriented and crystallizable molecular chains, is responsible for the reversible shape
change of the SMP, driven by the non-isothermal stress-induced crystallization. 2W-SME has been
demonstrated in several polymer systems, in the form of film or bulky materials [15, 16, 59-63,
66]. However, fabrication of chemically cross-linked 2W-SMP fiber is still challenging due to the
resistance in chemical cross-linked polymers. Nevertheless, our group have recently fabricated
chemically cross-linked Poly(ethylene-co-vinyl acetate) (PEVA) based 2W-SMP fibers that can
offer reversible actuation up to ~15%.

In this study, we first describe the fabrication procedure of the 2W-SMP fiber. Then, the
thermomechanical properties of the precursor and chiral 2W-SMP fibers are investigated. and the
tensile actuation performance of both fibers are presented. The polymeric chiral fibers are
subsequently fabricated into coiled muscles and the unusual improvement in the tensile actuation
are finally demonstrated both experimentally and theoretically.

5.2 Experimental
5.2.1 Fabrication procedures
- Fabrication of two-way shape memory polymer fibers

Fabrication of 2W-SMP fiber takes four consecutive steps: (1) preparation of raw material; (2)
melt extrusion, during which the as-prepared polymer was extruded from the single screw extruder
(Labtech Engineering (Thailand)) to form fiber-shaped material; (3) post curing, in order to form
chemical cross-linked semi-crystalline polymeric fibers; and (4) programming, during which the
cured fiber-shaped samples were stretched to 150% strain at 75 <C to enhance the alignment of the
molecules, so that the 2W-SME can be better introduced to the fibers. Compared to the traditional
fabrication technology for the bulky or film 2W-SMP, there are two main challenges need to be
overcome during the fabrication of fibrous 2W-SMP.

The first one is how to achieve uniform dispersion of cross-linkers during the preparation
process. The non-uniform dispersion will result in local over-dilute or over-loading of the cross-
linkers in the as-prepared polymers. As has been pointed out previously [15], the 2W-SME is
susceptible to cross link density v,.: a critical value must be reached to realize the 2W-SME.
Increasing the value continuously will have negative impact on the actuation manifestation
(elongation upon cooling). Also, the content of cross-linker affects the viscosity of the material.
An appropriate value for viscosity is desired in order to obtain smooth fiber during melt extrusion.
Unlike bulky and film materials, fibrous materials have lower tolerance to non-uniformity.
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Therefore, traditional preparation method cannot meet the requirement. In this work, the
uniformity of dispersion was improved by using the “solution method” and 5% (wt%) dycumyl
peroxide (DP) was used as the cross-linker to form the continuous network for our 2W-SMP
system. At the beginning, PEVA-terahydrofuran (THF) solution was stirred in a 70<C silicon oil
bath for 12 hours until homogenous solution was formed. Afterwards, an appropriate amount of
DP-THF solution was dropped into it. The new mixture was then kept in a shaker at 70<C until
well dispersion. This mixture was poured onto a big piece of Teflon sheet. The gelation occurs
very quickly and prevents further motion of small molecules. Once this physical cross-link
dominated gel has been dried, a well dispersed solid solution was obtained. The solid solution was
granulated into small pieces as raw material for melting extrusion processing.

The second challenge is how to maintain the fibrous shape during the post curing process.
Normally, a rigid mold which is easy to be removed from the cured sample is used. However, in
our case, due to the size and texture of the fibrous sample, this is not a practical method. To solve
this problem, a so-called “double-layered wrap” was used. The extruded wire was first wrapped
by Teflon tape which is easy to be peeled off. Then aluminum foil was wrapped on top of it to
maintain the shape during the post-curing process. The wrapped wires were then placed in an oven
for one hour under 160 <C for curing. Afterwards, the cured samples were slowly cooled down to
room temperature. After peeling off the aluminum foil and the Teflon tape, the fibrous sample was
ready for further processing.

- Fabrication of artificial muscles
The fabrication of the artificial muscles follows the same procedure as in Haines et al.’s work

[82], which takes two consecutive steps: twist insertion and coiling (See Fig. 5-1 for the optical
images).

OiZ_m‘n 1 n " q § =
Figure 5-1 Optical images for (a) precursor fiber, (b) chiral fiber after twist insertion procedure
and (c) artificial muscle with hierarchical chiral structure after twisting-then-coiling procedure.

5.2.2 Thermomechanical properties measurement for the polymer fibers

To characterize the thermomechanical properties of the fibers and provide input information
for our mechanics model, we measured the temperature dependence of the axial Young’s moduli
E; of both precursor and chiral fiber using a TA Instrument Dynamic Mechanical Analyzer (DMA
Q800). In the test, the samples were heated from T;,,,, (20°C) to T4, (67°C). The choices of the
temperature are based on the crystallization and melting behavior of the fiber. T;,,, should be lower
than the onset of the crystallization temperature, and Ty; 4, should be within the broad melting
range of the fiber.
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For the shear moduli G,,, a torsional pendulum apparatus, together with a temperature
controlled coil heater were used (See Fig. 5-2 for the experiment setup). In the test, one end of the
fiber sample was clamped in a fixed grip and the other end was carefully centered in a slotted disk
shaped pendulum and secured using a set of screws. Following the experimental and analysis
procedure presented by Deteresa et al. [261], the shear modulus G, of a circular cross-sectioned
fiber can be expressed in terms of the fiber gauge length L, the fiber radius 75, the moment of

inertia of the disc I and the oscillation period 7 using Eq. 5-1:

871'Lf1

G = 1
12 4.2
Tf‘l'

%/

Fiber P

(5-1)

Coil Heater —» L

Set screw

Diskﬂ| E I E |

< »
< >

Figure.5-2 Schematic diagram of torsional pendulum apparatus. The pendulum disc diameter is
3.8cm and mass is 13.90g.

As pointed out previously, the chiral fiber can generate intrinsic torque upon heating. In this
work, we used a torque sensor (Mark-10 MR50-50Z Plug & Test Universal Torque Sensor)
together with the coil heater to measure the torque generated by the twisted fiber fixed at both ends.
The torque generated at Ty; 5, Was measured and the test was repeated for three times.

5.2.3 Two-way shape memory effect of polymer fibers

The DMA Q800 under force controlled mode was used to explore the two-way shape memory
effect of the fibers. In the test, the samples were heated and cooled at the rate of 10°C/min, under
a constant load o, between Tj,,,(20°C) and Ty; 4, (67°C). The actuation strain (gg4,) of the 2W-
SMP fiber is defined as:

_ Liow(0act)—Lpign(0act) % 100% (5-2)

€act
ac Liow(0act=0)

where Ly; 4, is the length of the sample at high-temperature Ty; 5, and Ly, is the length at low

temperature T;,,,, both with stress, a,.:, applied. The 2W-SME is quantified using the average
negative coefficient of thermal expansion (NCTE), defined as:

— Eact
Ager = —2L— (5-3)
ac Thigh—Tiow
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5.3 Experimental Results and Discussion
5.3.1 Thermomechanical properties of the polymer fibers

A summary of the thermomechanical properties of both the precursor and chiral fibers at
different thermal conditions are given in Table 5-1.

Table 5-1 Experimental results for the axial Young’s moduli E;(MPa) and shear moduli
G12(MPa) of fibers at low temperature T, = 20°C and high temperature Tz, = 67°C.
(*Approximated value.)

Specimen E,@T,,, E1@Thign G12@T,y, G12@Thign
Precursor fiber 31.22 + 4.01 6.49 + 0.26 7.43 + 0.35 442 + 0.14
Twisted fiber 3.76 + 0.83 0.75 1+ 0.26 8.30 + 0.21 4,94

Notice that, a decrease in axial Young’s modulus E; can be observed after the twisting
procedure. Interestingly, the fiber experiences almost the same level of degradation at low and
high temperatures. In other words, the ratios of the precursor fiber modulus to the twisted fiber
modulus at Tj,y, and Ty, 4, are very close (8.30 and 8.65). The shear modulus G;,, on the other
hand, increases after the twisting procedure. The changes in the thermomechanical properties
between the precursor and twisted fibers can be understood and reproduced by the coordinate
transformation in a transversely isotropic material [259]. It is worth mentioning that, for a twisted
fiber, it tends to rewind or untwist upon heating. Therefore, the shear modulus of the twisted fiber
at an elevated temperature can’t be obtained using the current experimental apparatus. In our work,
for the sake of simplicity, we estimated the value of G,, at Ty, 4, for the twisted fiber by assuming
that the levels of enhancement in shear modulus at the high temperature are the same as that at the
low temperature.

5.3.2 Tensile actuation behavior of polymer fibers and artificial muscles

The results for the two-way shape memory effect of the precursor fiber are presented in Fig.
5-3 (a) and in Fig. 5-3(b), the average NCTEs of the precursor and chiral fibers are presented in
terms of the applied load. Fig. 5-3(b) reveals that the 2W-SME increases linearly with the applied
load, mostly due to the fact that higher stress can promote extended chain crystallite growth toward
a direction parallel to the stretching direction [15]. Twisting the fiber will disturb the alignment of
the molecular chains. As a result, a degradation in 2W-SME can be observed in the chiral fiber. In
Fig. 5-3(b), we also presented the average NCTEs of the PE fibers that we previously used to make
artificial muscle [259]. Our 2W-SMP fibers possess an average NCTE that is at least one order
higher than that of the PE fiber. Indeed, PE fiber has a higher melting temperature. However, in
the situation where high operating temperature is not necessary or not allowed, our 2W-SMP fiber
can serve as a more efficient light-weight actuator.
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Figure 5-3 (a) 2W-SME of the precursor fiber under different load conditions. (b) Average CTES
for the precursor (solid circles) and chiral (hollow triangles) 2W-SMP fibers and PE fibers (solid
and hollow stars at the upper left corner) as a function of applied load.

The torque generated by the twisted fiber at Ty, is as high as 4.4Nmm (tests were repeated
for three times and the results were stable), which is about an order higher than the recovered
torque (0.6 Nmm) generated at 80°C in the twisted PE fiber we used previously [259]. This unusual
improvement in the recovered torque is attributed to the improvement in the tensile actuation of
the precursor fiber, and will contribute to the tensile actuation of the artificial muscle. As can be
seen from Fig. 5-4, the coiled muscle can generate up to 67.81 + 1.82% actuation strain, which
corresponds to an outstanding average NCTE of (144.27 + 3.87) x 10~*°C~1. We thus have
reason to believe that if we could fabricate a precursor fiber with even stronger 2W-SME, the
tensile stroke of the artificial muscle made of such fiber can be further increased. It is reported that
cross-linked poly(e-caprolactone) 2W-SMP can generate reversible actuation stroke up to 70%
and it thus can be a promising candidate [262].
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Figure 5-4 Tensile actuation of an artificial muscle actuating with a maximum load of 0.18N. The

inset figure presents the predicted results using the mechanics model. Different recovered torque

(4, 5 and 6 Nmm) and different NCTE values (1-, 2- and 3-fold of the NCTE for current sample)
were used.

As an actuator, the specific work for this artificial muscle during contraction was 81]/kg,
which is about twice that of the natural muscle [263], however much lower than that of the PE
fiber we used previously (520]/kg) [259]. The output work is mainly limited by the maximum
force that can be sustained by our 2W-SMP. As can be seen from Table 5-1, the fabricated 2W-
SMP fibers have relatively lower tensile moduli, as compared to PE fibers (about 2000M Pa) [259].
Therefore, the coiled spring cannot resist much bending moment and may deform into a spring
with a large pitch angle. Under this circumstance, the torsional actuation of the chiral fiber cannot
be converted to the tensile actuation of the coiled muscle effectively. In addition, since melting is
involved in each working cycle of the muscle actuation, the actuation force must be limited, which
reduces the specific work; otherwise, viscoplastic behavior may reduce the reversibility of the
muscle. Another limitation of this new type of artificial muscle is the energy conversion efficiency,
which is defined as the ratio of the output mechanical energy to the input thermal energy
(calculated via DSC curve). During contraction, only 0.05% of the input thermal energy was
converted to mechanical work, which is lower than the PE fiber we used previously (0.3%) and
those used in Haines et al.’s work [82]. The reason for this is again due to the low stiffness of the
2W-SMP, which leads to reduced mechanical work. With similar specific heat between PEVA and
PE, the reduced work translates to reduced energy conversion efficiency. A possible approach to
improve these performances is to add conductive reinforcement, such as carbon nanotubes (CNTS),
which may increase the actuation stress and energy conversion efficiency. This will be a topic for
our future studies.

5.4 Mechanics model for the artificial muscles
To further understand the working mechanism behind the hierarchical chiral structured

artificial muscle, a simple mechanics model based on a consistent application of Castigliano's
second theorem (CST) [232] is developed.
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In Fig. 5-5(a), the coordinate systems, which include global Cartesian ({X,, Y., Z.}), global
cylindrical ({r¢, 9., z.}), and local cylindrical coordinates ({ry, 9y, z}), and are used to analyze
the hierarchical chiral artificial muscle, are presented.

» ~—
MTEC
/J(B)zr
Top }/ﬂ%
0 Y.
rf
= R, a
dx
Xc F

@ )
Figure 5-5 (a) The coordinate systems used to analyze the coiled spring. (b) Left scheme: free body
diagram of the coiled artificial muscle, subjected to external applied force F and intrinsic
recovered torque M,.... The chiral fiber has a diameter of df and a length of L. The coiled spring
has n active coils, initial pitch angle a, (before loading) and final pitch angle of a, (after loading).
Right scheme: Kinematic relationship of the coiled muscle.

Throughout the working cycle, a constant load F = FZ . is applied to the coil. In addition, since
both ends of the twisted fiber are tethered, a recovered torque M,... = M, Zy is acting along the
axial direction in the twisted fiber. During the thermal cycle, the dimensional change in the axial
direction of the fiber also contributes to the overall actuation of the coiled spring and cannot be
neglected. In other words, the coiled artificial muscle is driven simultaneously by the externally
applied load F, the recovered torque M,..., along with the 2W-SME of the twisted fiber. Based on
the free body diagram and the coordinate transformation between the global coordinate and the
local coordinate, the external applied loads can be written as [233]:

Fapp = [;3f + F1919f (5'43.)

Mapp = Myz5 + Moy (5-4b)

with the normal force F, = Fsina,., shear force Fy = Fcosa,, torsional moment M, =
—FRcosa,. + M,,. and bending moment My = FR sin .. These components are constant along

the coil. By assuming that, at each step of temperature increment, the deformations along the fiber
caused by the external load are infinitesimal, the complementary energy can be expressed as:

b+ dl
2G;] " 2E;1 " 2E;A " 2GA
=L<1‘{§+M§+Fz2 +1*:§>
T\2G;] " 2E;1 " 2E;A " 2G;A

[ .
U* =
0

98



1 2 1 2
= E fllF - ZfleMrec + EfZZMrec
(5-5)

where Ef and Ef are the effective moduli of the twisted fiber. Taking the cross-section area of the

2 4 4
fiber A = %, the second moment I = %, the polar moment of the area J = % and the radius of

. D Lfcosa,
the00|IR=;=f <

fi1, fiz and f5, in Eq. 5-5 become:

nm '

fil = 8n (L_f)3 cos* a, 8_n(L_f) cos? a,

11 _37r3d4 n G md? \n 2G

8n Lf) 2sin®a.cos?a, . 8n (Lf) sin? a,
+ n3d* (n E + nd? \n 2E (5 6&)

__ 8n Lf)2 cos? a;
fre = o (L) == (5-6b)
__ 32 Lf

f22 = dt (5-6¢)

Then, the displacement § of a helical spring subjected to applied force F and recovered
torque M,... is directly found by applying CST [234]:

6= f11F - f12Mrec (5'7)

The displacement can also be expressed as a function of the pitch angle a, using the kinematic
relationship:

6 = Le(sina, —sina) (5-8)

Using Eqgs. 5-7 and 5-8, the pitch angle a.(T), hence the displacement §(T) can be expressed
in terms of d,Lg, Gr, E; and M, Here in this work, we only focus on the actuation
magnitude RZ within one cycle for the artificial muscle (AM). Therefore, only the values for
d, Ly, G},Ef and M, at Ty,,, and T;4p are needed. Notice that, in the 2W-SMP fiber, the final
value for Lg at Ty, 45, also depends on the applied load along the fiber (F, = F sin a,). According
to the experimental results in Fig. 5-3(b), we have:

Lf(Thigh) = Lpg — @gc(07) X AT X Lgg (5-9)

— - 4F
where @,..(0,) depends linearly on the o, = 7;:
T

_ , , , 4F )
Agct(0,) = aj0, + by = a3 —zsina; + b1 (5-10)

take Eq. 5-10 into Eq. 5-9, L (Thign) can be expressed as:
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aq sinag

Ly (Thign) = —= t b (5-11)

where a; = —%ag X AT X Lgg, by = by.

Take Eq. 5-10 back into Eq. 5-7, together with Eq. 5-8, a 7" order polynomial equation of
sin a, can be obtained and finally, the actuation magnitude R4 can be obtained using:

am _ Lr(Tiow) sinac(Tiow)=Ls(Thign) sin ac(Thign) (5-12)
act — .
Le(Trow) sin ac(Tiow)

The model was coded and implemented into the MATLAB program. The theoretical value for
eAM is 64.17%, which is in good agreement with the experimental value (67.81%). A parametric
study in the inset of Fig. 5-4 indicates the sensitivity to both the recovered torque and the NCTE.
The study indicates that both parameters have a positive impact on the tensile actuation of the
muscle. From the above analysis, it is seen that the mechanics model captures the fundamental
mechanisms, and can help researchers understand the working principles of the artificial muscle
and can facilitate future material design.

5.5 Conclusion

In this work, a hierarchical chiral structured artificial muscle has been fabricated using two-
way shape memory polymer fiber. Experimentally, we have presented the two-way shape memory
effect of the precursor and twisted (chiral) fibers that eventually leads to the improvement in the
axial actuation of the coiled artificial muscle. Theoretically, a mechanics model based on
Castigliano's second theorem (CST) has been proposed and the calculated result is consistent with
the experimental result. The model prove the significance of the 2W-SME and the recovered torque
on tensile actuation, and can be used as a guidance for future study.

It is noted that the artificial muscles still have some limitations in terms of energy efficiency,
such as specific work and energy conversion efficiency. It is envisioned that, by adding conductive
reinforcement such as carbon nanotubes (CNTSs) into 2W-SMPs, for example grafting PEVA or
poly(e-caprolatone) (PCL, which has much higher 2W-SME than that of PEVA) chains onto the
CNTs, the specific work and energy conversion efficiency may be enhanced, without the penalty
of low actuation strain. This will be a topic for future studies.
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CHAPTER 6SUMMARY AND FUTURE WORKS

6.1 Summary

In this dissertation, the application of smart polymers as actuators was investigated, with
focuses on shape memory polymers and twisted-then-coiled artificial muscles. In Chapter 1, a brief
introduction on polymeric actuators and a literature review on the shape memory polymers and
artificial muscles were conducted

In Chapter 2, a temperature and rate dependent thermomechanical constitutive model based on
phase evolution for the amorphous one-way shape memory polymers was developed. The model
successfully provided the phase transition model with physics explanation through thermodynamic
law and statistical mechanics. The model reasonably captured the shape fixity and shape recovery
process, governed by clear physics. The parametric study of the model predicted that the dynamic
heterogeneous domain size distribution, the external mechanical work and the heating rate had a
significant effect impact on the shape memory behavior. While this work focused on amorphous
SMPs, the principle and procedure can be easily extended to modeling of semi-crystalline SMPs,
and even polymeric artificial muscles with similar phase transitions.

In Chapter 3, a 3D constitutive model was developed based on the multiple natural
configurations framework for the true 2W-SME. The model has been validated against the
experimental results for the cPEVA based 2W-SMP and shown good agreement. The model
proved that the internal stress is stored during the programming procedure. This internal stress
contributes to 2W-SME from two aspects. First, anisotropy can be introduced to crystalline phases
formed during crystallization process and second, crystallization kinetics in polymer can be greatly
enhanced by deformation. Higher programming stress can lead to higher stored internal stress and
ends up with better true 2W-SME performance. We predicted that if a SMP does not exhibit
dramatic viscoplastic deformation and can stores a sufficient amount of internal tensile stress, it
can be made into an advanced 2W-SMP that can generate actuation even under compression.
Finally, we believe that, if 1W-SMPs have sufficient tensile strength and enough ultimate tensile
strain, they have a potential to be transformed into 2W-SMPs, as long as an anisotropic network
can be built up either through a sufficient external tensile load (quasi 2W-SME) or through a
sufficient stored internal tensile stress by tensile programming (true 2W-SME).

In Chapter 4, a multi-scale modeling framework based on a top-down analysis was developed
for the actuation response of the polymeric artificial muscles. The model was validated against the
experimental results for the polyethylene copolymer fiber based muscles. The physical origin and
dependence of the torsional actuation of the twisted fiber and the tensile actuation of the twisted-
then-coiled spring on temperature have been elaborated and reproduced. A parametric study was
further conducted to help future design and optimization of such innovative artificial muscles.

In Chapter 5, we developed a new type of twisted-then-coiled polymeric artificial muscle using
two-way shape memory polymer fibers. Experimentally, we have presented the two-way shape
memory effect of the precursor and twisted (chiral) fibers that eventually leads to the improvement
in the axial actuation of the coiled artificial muscle. Theoretically, a mechanics model based on
Castigliano's second theorem (CST) has been proposed and the calculated result is consistent with
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the experimental result. The model prove the significance of the 2W-SME and the recovered torque
on tensile actuation, and can be used as a guidance for future study.

6.2 Future works

Shape memory polymers and twisted-then-coiled artificial muscles are relatively new topics in
the polymeric actuator field. Much more research works are necessary to gain a thorough
understanding of their working mechanism. The following recommendations are made for possible
future research:

(1) According to our model for the amorphous shape memory polymers, the external mechanical
work plays a significant role in shape memory behavior. Therefore, this model can be extended
to the cold programmed shape memory polymers, which requires a fully understanding.

(2) According to the conclusion in the two-way shape memory polymer model, the advanced 2W-
SMP is possible. Therefore, seeking the appropriate candidates can be one of the future works.

(3) It is noted that the artificial muscles still have some limitations in terms of energy efficiency,
such as specific work and energy conversion efficiency. It is envisioned that, by adding
conductive reinforcement such as carbon nanotubes (CNTSs) into 2W-SMPs, for example
grafting PEVA or poly(e-caprolatone) (PCL, which has much higher 2W-SME than that of
PEVA) chains onto the CNTSs, the specific work and energy conversion efficiency may be
enhanced, without the penalty of low actuation strain. This can be a topic for future studies.

(4) Polymeric actuators can be stimulated by various stimulus, such as heat, electric or magnetic,

and humidity. Modeling of the corresponding polymeric actuators is either at the initial stage
or in need of improvement, and thus can be a future topic.
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license, as well as any use of the materials beyond the scope of an
unrevoked license, may constitute copyright infringement and publisher
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reserves the right to take any and all action to protect its copyright in
the materials.
9. Warranties: Publisher makes no representations or warranties with
respect to the licensed material.
10. Indemnity: You hereby indemnify and agree to hold harmless publisher
and CCC, and their respective officers, directors, employees and agents,
from and against any and all claims arising out of your use of the
licensed material other than as specifically authorized pursuant to this
license.
11. No Transfer of License: This license is personal to you and may not be
sublicensed, assigned, or transferred by you to any other person without
publisher’s written permission.
12. No Amendment Except in Writing: This license may not be amended except
in a writing signed by both parties (or, in the case of publisher, by CCC
on publisher’s bchalf).
13. Objection to Contrary Terms: Publisher hereby objectls to any terms
contained in any purchase order, acknowledgment, check endorsement or
other writing prepared by you, which terms are inconsistent with these
terms and conditions or CCC’s Billing and Payment terms and conditions
These terms and conditions, together with CCC’s Billing and Payment terms
and conditions (which are incorporated herein), comprise the entire
agreementl betlween you and publisher (and CCC) concerning this licensing
transaction. In the event of any conflict between your obligations
established by these terms and conditions and those established by CCC’ s
Billing and Payment terms and conditions, these terms and conditions shall
control.
14. Revocation: Elsevier or Copyright Clearance Center may deny the
permissions described in this License at their sole discretion, for any
reason or no reason, with a full refund payable to you. Notice of such
denial will be made using the contact information provided by you.
Failure to receive such notice will not alter or invalidate the denial.
In no event will Elsevier or Copyright Clearance Center be responsible or
liable for any costs, expenses or damage incurred by you as a result of a
denial of your permission request, other than a refund of the amount (s)
paid by you to Elsevicer and/or Copyright Clearance Center for denied
permissions.

LIMITED LICENSE
The following terms and conditions apply only to specific license types:
15. Translation: This permission is granted [or non—-exclusive world
English rights only unless your license was granted [or translation
rights. If you licensed translation rights you may only translate this
content into the languages you requested. A professional translator must
perform all translations and reproduce the content word for word
preserving the integrily of the article
16. Posting licensed content on any Website: The [ollowing terms and
conditions apply as [ollows: Licensing material [rom an Elsevier journal:
All content posted to the web site must maintain the copyright information
line on the bottom of each image; A hyper—text must be included to the
Homepage of the journal from which you are licensing at
hitp://www. sciencedirect. com/science/ journal/xxxxx or the Elsevier
homepage for books at http://www. elsevier.com; Central Storage: This
license does not include permission for a scanned version of the material
to be stored in a central repository such as that provided by
Heron/XanEdu.
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lLicensing material from an Llsevier book: A hyper-text link must be
included to the Llsevier homepage at http://www. elsevier.com . All content
posted to the web site must maintain the copyright information line on the
bottom of each image.

Posting licensed content on Electronic reserve: In addition to the above
the following clauses are applicable: The web site must be password-
protected and made available only to bona fide students registered on a
relevant course. This permission is granted for 1 year only. You may
obtain a new license for future website posting.

17. For journal authors: the following clauses are applicable in addition
to the above:

Preprints:

A preprint is an author’s own write—up of rescarch results and analysis,
it has not been peer-reviewed, nor has it had any other value added to it
by a publisher (such as formatting, copyright, technical enhancement
ete. ).

Authors can share their preprints anywhere al any time. Preprints should
not be added to or enhanced in any way in order to appear more like, or to
substitute for, the final versions of articles however authors can update
their preprints on arXiv or RePEc with their Accepted Author Manuscript
(see below).

I accepted for publication, we encourage authors to link from the
preprint to their formal publication via its DOI. Millions of researchers
have access to the formal publications on ScienceDirect, and so links will
help users to find, access, cite and use the best available version.
Please note that Cell Press, The Lancet and some society-owned have
different preprint policies. Information on these policies is available on
the journal homepage.

Accepted Author Manuscripts: An accepted author manuscript is the
manuscript of an article that has been accepted for publication and which
typically includes author—incorporated changes suggested during
submission, peer review and editor—author communications.

Authors can sharc their accepted author manuscript:

- immediately
o via their non—commercial person homepage or blog
o by updating a preprint in arXiv or RePEc with the accepted
manuscript
o via their research institute or institutional repository for

internal institutional uses or as part of an invitation-—
only research collaboration work—group

o directly by providing copies to their students or to research
collaborators for their personal use

] [or private scholarly sharing as part ol an invitation-only
work group on commercial sites with which Elsevier has an
agreement

- alter the embargo period

<] via non—commercial hosting platforms such as their
institutional repository

o via commercial sites with which Elsevier has an agreement

In all cases accepted manuscripts should:
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- link to the formal publication via its DOI

- bear a CC-BY-NC-ND license - this is casy to do

- if aggregated with other manuscripts, for example in a repository or
other site, be shared in alignment with our hosting policy not be
added to or enhanced in any way to appear more like, or to substitute
for, the published journal article.

Published journal article (JPA): A published journal article (PJA) is the
definitive final rccord of published rescarch that appears or will appcar
in the journal and cmbodics all valuc—adding publishing activitics
including peer review co—ordination, copy-editing, formatting, (if
relevant) pagination and online enrichment

Policies [lor sharing publishing journal articles differ [or subscription
and gold open access articles:

Subscription Articles: If you are an author, please share a link to your
article rather than the full-text. Millions of researchers have access to
the l[ormal publications on ScienceDirect, and so links will help your
users to [ind, access, cile, and use the bestl available version

Theses and dissertations which contain embedded PJAs as part of the [(ormal
submission can be posted publicly by the awarding institution with DOI
links back to the formal publications on ScienceDirect.

If you are affiliated with a library that subscribes to ScienceDirect you
have additional private sharing rights for others’ research accessed under
that agreement. This includes use for classroom teaching and internal
training at the institution (including use in course packs and courseware
programs), and inclusion of the article for grant funding purposes.

Gold Open Access Articles: May be shared according to the author-selected
end-user license and should contain a CrossMark logo, the end user
license, and a DOI link to the formal publication on ScienceDirect

Please refer to Elsevier’s posting policy for further information.

18. For book authors the following clauses arc applicable in addition to
the above: Authors arc permitted to place a brief summary of their work
online only. You are not allowed to download and post the published
electronic version of your chapter, nor may you scan the printed edition
to create an electronic version. Posting to a repository: Authors are
permitted to post a summary of their chapter only in their institution’s
repository.

19. Thesis/Dissertation: If your license is for usec in a
thesis/dissertation your thesis may be submitted to your institution in
either print or electronic form. Should your thesis be published
commercially, please reapply [or permission. These requirements include
permission for the Library and Archives of Canada to supply single copies
on demand, of the complete thesis and include permission for Proquest/UMI
to supply single copies, on demand, of the complete thesis. Should your
thesis be published commercially, please reapply for permission. Theses
and dissertations which contain embedded PJAs as part of the formal
submission can be posted publicly by the awarding institution with DOI
links back to the formal publications on ScienceDirect.

Elsevier Open Access Terms and Conditions

You can publish open access with [lsevier in hundreds of open access
journals or in nearly 2000 established subscription journals that support
open access publishing. Permitted third party re—-use of these open access
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articles is defined by the author’s choice of Creative Commons user
license. See our open access license policy for more information.

Terms & Conditions applicable to all Open Access articles published with
Elsevier:

Any reuse of the article must not represent the author as endorsing the
adaptation of the article nor should the article be modified in such a way
as to damage the author’s honour or reputation. [f any changes have been
made, such changes must be clearly indicated

The author (s) must be appropriately credited and we ask that you include
the end user license and a DOI link to the formal publication on
ScienceDirect.

If any part of the material to be used (for example, figures) has appeared
in our publication with credit or acknowledgement to another source it is
the responsibility of the user to cnsurc their rcusce complies with the
terms and conditions determined by the rights holder.

Additional Terms & Conditions applicable to each Creative Commons user
license:

CC BY: The CC-BY license allows users Lo copy, Lo create exlracts,
abstracts and new works from the Article, to alter and revise the Article
and to make commercial use of the Article (including reuse and/or resale
of the Article by commercial entities), provided the user gives
appropriate credit (with a link to the formal publication through the
relevant DOI), provides a link to the license, indicates il changes were
made and the licensor is not represented as endorsing the use made of the
work. The full details of the license are available at
http://creativecommons. org/licenses/by/4. 0

CC BY NC SA: The CC BY-NC-SA license allows users to copy, to create
extracts, abstracts and new works from the Article, to alter and revise
the Article, provided this is not done for commercial purposes, and that
the user gives appropriate credit (with a link to the formal publication
through the relevant DOI), provides a link to the license, indicates if
changes were made and the licensor is not represented as endorsing the use
made of the work. Further, any new works must be made available on the
same conditions. The full details of the license are available at
http://creativecommons. org/licenses/by-nc-sa/4. 0.

CC BY NC ND: The CC BY-NC-ND license allows users to copy and distribute
the Article, provided this is not done for commercial purposes and further
does not permit distribution of the Article if it is changed or edited in
any way, and provided the user gives appropriate credit (with a link to
the formal publication through the relevant DOI), provides a link to the
license, and that the licensor is not represented as endorsing the use
made of the work. The full details of the license are available at
http://creativecommons. org/licenses/by-nc-nd/4.0. Any commercial reuse of
Open Access articles published with a CC BY NC SA or CC BY NC ND license
requires permission [rom Elsevier and will be subject to a [ee

Commercial reuse includes:

- Associating advertising with the full text of the Article
- Charging fees for document delivery or access

- Article aggregation

- Systematic distribution via e-mail lists or share buttons

Posting or linking by commercial companies for use by customers of those
companies.
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20. Other Conditions:
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Questions? customercare@copyright.com or +1-855-239-3415 (toll free in the US) or
+1-978-646-2777.
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Elsevier and Copyright Clearance Center.
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License date

Licensed Content Publisher
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Licensed Content Title

Licensed Content Author
Licensed Content Date
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Licensed Content Issue
Licensed Content Pages
Start Page

End Page

Type of Use

Intended publisher of new
work
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Elsevier
Journal of the Mechanics and Physics of Solids

A top-down multi-scale modeling for actuation response of polymeric
artificial muscles

Qianxi Yang,Guogiang Li
July 2016
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n/a

23

237

259

reuse in a thesis/dissertation

other

full article
both print and electronic
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Thermomechanical Modeling of Polymeric Actuators
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Qianxi Yang
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INTRODUCTION
1. The publisher [or this copyrighted material is Elsevier. By clicking
“accept” in connection with completing this licensing transaction, you
agree that the following terms and conditions apply to this transaction
(along with the Billing and Payment terms and conditions established by
Copyright Clearance Center, Inc. (“CCC”), at the time that you opened your
Rightslink account and that are available at any time at
http://myaccount. copyright. com).

GENERAL TERMS
2. Elsevier hereby grants you permission to reproduce the aforementioned
material subject to the terms and conditions indicated.
3. Acknowledgement: If any part of the material to be used (for example,
figures) has appeared in our publication with credit or acknowledgement to
another source, permission must also be sought from that source. [f such
permission is not obtained then that material may not be included in your
publication/copies. Suitable acknowledgement to the source must be made,
either as a footnote or in a reference list at the end of your
publication, as follows:
“Reprinted from Publication title, Vol /edition number, Author(s), Title
of article / title of chapter, Pages No., Copyright (Year), with
permission from Elsevier [OR APPLICABLE SOCIETY COPYRIGHT OWNER].” Also
Lancet special credit — “Reprinted from The Lancet, Vol. number,
Author(s), Title of article, Pages No., Copyright (Year), with permission
[rom Elsevier.”
4. Reproduction of this material is confined to the purpose and/or media
for which permission is hereby given.
5. Altering/Modifying Material: Not Permitted. However figures and
illustrations may be altered/adapted minimally to serve your work. Any
other abbreviations, additions, deletions and/or any other alterations
shall be made only with prior written authorization of [Llsevier Ltd
(Please contact Elsevier at permissions@elsevier.com). No modifications
can be made to any Lancet figures/tables and they must be reproduced in
full.
6. If the permission fee for the requested use of our material is waived
in this instance, please be advised that your future requests for LElsevier
materials may attract a fee.
7. Reservation of Rights: Publisher reserves all rights not specifically
granted in the combination of (i) the license details provided by you and
accepted in the course of this licensing transaction, (ii) these terms and
conditions and (iii) CCC’s Billing and Payment terms and conditions
8. License Contingent Upon Payment: While you may exercise the rights
licensed immediately upon issuance of the license at the end of the
licensing process for the transaction, provided that you have disclosed
complete and accurate details of your proposed use, no license is finally
effective unless and until full payment is received from you (either by
publisher or by CCC) as provided in CCC’'s Billing and Payment terms and

conditions. If full payment is not received on a timely basis, then any
license preliminarily granted shall be deemed automatically revoked and
shall be void as il never granted. Further, in the event that you breach

any ol these terms and conditions or any of CCC’s Billing and Payment
terms and conditions, the license is automatically revoked and shall be
void as if never granted. Use of materials as described in a revoked
license, as well as any use of the materials beyond the scope of an
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unrevoked license, may constitute copyright infringement and publisher
reserves the right to take any and all action to protect its copyright in
the materials.

9. Warranties: Publisher makes no representations or warranties with
respect to the licensed material.

10. Indemnity: You hereby indemnify and agree to hold harmless publisher
and CCC, and their respective officers, directors, employeces and agents,
from and against any and all claims arising out of your usec of the
licensed material other than as specifically authorized pursuant to this
license.

11. No Transfer of License: This license is personal to you and may not be
sublicensed, assigned, or transferred by you to any other person without
publisher’s written permission.

12. No Amendment Except in Writing: This license may not be amended except
in a writing signed by both parties (or, in the case of publisher, by CCC
on publisher’s behalf).

13. Objection to Contrary Terms: Publisher hereby objecls to any terms
contained in any purchase order, acknowledgment, check endorsement or
other writing prepared by you, which terms are inconsistent with these
terms and conditions or CCC’s Billing and Payment terms and conditions
These terms and conditions, together with CCC’s Billing and Payment terms
and conditions (which are incorporated herein), comprise the entire
agreement between you and publisher (and CCC) concerning this licensing
transaction. In the event of any conflict between your obligations
established by these terms and conditions and those established by CCC’ s
Billing and Payment terms and conditions, these terms and conditions shall
control.

14. Revocation: Llsevier or Copyright Clearance Center may deny the
permissions described in this License at their sole discretion, for any
reason or no reason, with a full refund payable to you. Notice of such

denial will be made using the contact information provided by you.
Failure to receive such notice will not alter or invalidate the denial.
In no event will Elsevier or Copyright Clearance Center be responsible or
liable for any costs, expenses or damage incurred by you as a result of a
denial of your permission request, other than a refund of the amount (s)
paid by you to Elscvier and/or Copyright Clcarance Center for denicd
permissions.

LIMITED LICENSE
The following terms and conditions apply only to specific license types:
15. Translation: This permission is granted [or non-exclusive world
English rights only unless your license was granted for translation
rights. If you licensed translation rights you may only translate this
content into the languages you requested. A professional translator must
perform all translations and reproduce the content word [or word
preserving the integrity ol the article
16. Posting licensed content on any Website: The [ollowing terms and
conditions apply as follows: Licensing material from an Elsevier journal:
All content posted to the web site must maintain the copyright information
line on the bottom of each image; A hyper—text must be included to the
llomepage of the journal from which you are licensing at
http://www. sciencedirect. com/science/ journal/xxxxx or the Llsevier
homepage for books at http://www. elsevier.com; Central Storage: This
license does not include permission for a scanned version of the material
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to be stored in a central repository such as that provided by
Ileron/Xanlidu.

lLicensing material from an Llsevier book: A hyper—text link must be
included to the Elsevier homepage at http://www.elsevier.com . All content
posted to the web site must maintain the copyright information line on the
bottom of each image.

Posting licensed content on Electronic reserve: In addition to the above
the following clauses arc applicable: The web site must be password-—
protected and made available only to bona fide students registered on a
relevant course. This permission is granted for 1 year only. You may
obtain a new license for future website posting.

17. For journal authors: the following clauscs arc applicable in addition
to the above:

Preprints:

A preprint is an author’s own write—up of research results and analysis,
it has not been peer-reviewed, nor has it had any other value added to it
by a publisher (such as formattling, copyright, technical enhancement
ete. ).

Authors can share their preprints anywhere at any time. Preprints should
not be added to or enhanced in any way in order to appear more like, or to
substitute for, the [inal versions of articles however authors can update
their preprints on arXiv or RePEc with their Accepted Author Manuscript
(see below).

If accepted for publication, we encourage authors to link from the
preprint to their formal publication via its DOI. Millions of researchers
have access to the formal publications on ScienceDirect, and so links will
help users to find, access, cite and use the best available version

Please note that Cell Press, The Lancet and some society—-owned have
different preprint policies. Information on these policies is available on
the journal homepage.

Accepted Author Manuscripts: An accepted author manuscript is the
manuscript of an article that has been accepted for publication and which
typically includes author—incorporated changes suggested during
submission, pcer review and cditor-author communications

Authors can sharc their accepted author manuscript:

- immediately
o via their non—commercial person homepage or blog
o by updating a preprint in arXiv or RePEc with the accepted
manuscript
o via their research institute or institutional repository for

internal institutional uses or as part of an invitation-—
only research collaboration work—-group

] directly by providing copies Lo their students or to research
collaborators for their personal use

o for private scholarly sharing as part of an invitation-only
work group on commercial sites with which Elsevier has an
agreement

- after the embargo period

o via non—commercial hosting platforms such as their
institutional repository

o via commercial sites with which Elsevier has an agreement
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In all cases accepted manuscripts should:

- link to the formal publication via its DOI

- bear a CC-BY-NC-ND license — this is easy to do

- il aggregated with other manuscripts, for example in a repository or
other site, be shared in alignment with our hosting policy not be
added to or enhanced in any way to appear more like, or to substitute
for, the published journal article.

Published journal article (JPA): A published journal article (PJA) is the
definitive final record of published research that appears or will appear
in the journal and embodies all value-adding publishing activities
including peer review co-ordination, copy—editing, formatting, (if
relevant) pagination and online enrichment.

Policies for sharing publishing journal articles differ for subscription
and gold open access articles:

Subscription Articles: If you are an author, please share a link to your
article rather than the full-text. Millions of researchers have access to
the formal publications on Sciencelirect, and so links will help your
users to find, access, cite, and usc the best available version

Theses and dissertations which contain embedded PJAs as part of the formal
submission can be posted publicly by the awarding institution with DOI
links back to the formal publications on ScienceDirect.

If you arc affiliated with a library that subscribes to ScicnceDirect you
have additional private sharing rights for others’ rescarch accessed under
that agreement. This includes use for classroom teaching and internal
training at the institution (including use in course packs and courseware
programs), and inclusion of the article for grant funding purposes.

Gold Open Access Articles: May be shared according to the author-selected
end-user license and should contain a CrossMark logo, the end user
license, and a DOI link to the formal publication on ScienceDirect

Please refer to Elsevier’s posting policy for further information.

18. For book authors the following clauses are applicable in addition to
the above: Authors are permitted to place a briel summary of their work
online only. You are not allowed to download and post the published
electronic version of your chapter, nor may you scan the printed edition
to create an electronic version. Posting to a repository: Authors are
permitted to post a summary of their chapter only in their institution’s
repository.

19. Thesis/Dissertation: I[f your license is for use in a
thesis/dissertation your thesis may be submitted to your institution in
either print or eclectronic form. Should your thesis be published
commercially, please reapply for permission. These requirements include
permission for the Library and Archives of Canada to supply single copies
on demand, of the complete thesis and include permission for Proquest/UMI
to supply single copies, on demand, of the complete thesis. Should your
thesis be published commercially, pleasc reapply for permission. Thescs
and disscrtations which contain cmbedded PJAs as part of the formal
submission can be posted publicly by the awarding institution with DOI
links back to the formal publications on ScienceDirect.

Elsevier Open Access Terms and Conditions
You can publish open access with Elsevier in hundreds of open access
journals or in nearly 2000 established subscription journals that support
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open access publishing. Permitted third party re-use of these open access
articles is defined by the author’s choice of Creative Commons user
license. See our open access license policy for more information.
Terms & Conditions applicable to all Open Access articles published with
Elsevier:
Any reuse of the article must not represent the author as endorsing the
adaptation of the article nor should the article be modified in such a way
as to damage the author’ s honour or reputation. [f any changes have been
made, such changes must be clearly indicated
The author (s) must be appropriately credited and we ask that you include
the end user license and a DOI link to the formal publication on
ScienceDirect.
If any part of the material to be used (for example, figurcs) has appcarcd
in our publication with credit or acknowledgement to another source it is
the responsibility of the user to cnsure their rcuse complies with the
terms and conditions determined by the rights holder.
Additional Terms & Conditions applicable to each Creative Commons user
license:
CC BY: The CC-BY license allows users to copy, to create extracts,
abstracts and new works from the Article, to alter and revise the Article
and to make commercial use of the Article (including reuse and/or resale
of the Article by commercial entities), provided the user gives
appropriate credit (with a link to the formal publication through the
relevant DOI), provides a link to the license, indicates il changes were
made and the licensor is not represented as endorsing the use made of the
work. The full details of the license are available at
http://creativecommons. org/licenses/by/4. 0
CC BY NC SA: The CC BY-NC-SA license allows users to copy, to create
extracts, abstracts and new works from the Article, to alter and revise
the Article, provided this is not done for commercial purposes, and that
the user gives appropriate credit (with a link to the formal publication
through the relevant DOI), provides a link to the license, indicates if
changes were made and the licensor is not represented as endorsing the use
made of the work. Further, any new works must be made available on the
same conditions. The full details of the license arc available at
http://creativecommons. org/licenses/by-nc—sa/4. 0.
CC BY NC ND: The CC BY-NC-ND license allows users to copy and distribute
the Article, provided this is not done for commercial purposes and further
does not permit distribution of the Article if it is changed or edited in
any way, and provided the user gives appropriate credit (with a link to
the formal publication through the relevant DOI), provides a link to the
license, and that the licensor is not represented as endorsing the use
made of the work. The full details of the license are available at
http://creativecommons. org/licenses/by—nc—nd/4.0. Any commercial reuse of
Open Access articles published with a CC BY NC SA or CC BY NC ND license
requires permission [rom Elsevier and will be subject to a fee
Commercial reuse includes:

- Associating advertising with the full text of the Article
- Charging fees for document delivery or access

- Article aggregation

- Systematic distribution via e-mail lists or share buttons
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companies.
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AIP Publishing LLC
Applied Physics Letters
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