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Abstract 

3D printing has seen an explosion of interest and growth in recent years, 

especially within the biomedical space. Prized for its efficiency, ability to produce 

complex geometries, and facile material processing, additive manufacturing is rapidly 

being used to create medical devices ranging from orthopedic implants to tissue 

scaffolds. However, 3D printing is currently limited to a select few material choices, 

especially when one considers soft tissue replacement or augmentation. To this end, my 

research focuses on developing material systems that are simultaneously 1) 3D 

printable, 2) biocompatible, and 3) mechanically robust with properties appropriate for 

soft-tissue replacement or augmentation applications. Two systems were developed 

toward this goal: an interpenetrating network (IPN) hydrogel consisting of covalently 

crosslinked poly (ethylene glycol) diacrylate (PEGDA) and ionically crosslinked brown 

sodium alginate, and semi-crystalline thiol -ene photopolymers containing spiroacetal 

molecules in the polymer main -chain backbone. In addition to successfully being 

incorporated into existing 3D printing systems (extrusion -deposition for the PEGDA -

alginate hydrogel and digital light processing  for the thiol -ene polymers) both systems 

exhibited biocompatibility and superior thermomechanical properties such as tensile 

modulus, failure strain, and toughness.  This work off ers two fully -developed, novel 
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polymer platforms with outstanding performance; further, structure -property 

relationships are highlighted and discussed on a molecular and morphological level to 

provide material insights that are useful to researchers and engineers in the design of 

highly tuned and mechanically robust polymers.  
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Chapter 1. Introduction 

1.1 Motivation 

Impressive progress has been made in the development of biomaterials in recent 

years, and simultaneously the 3D printing industry has exploded from a niche market of 

curiosities into a fast growing industry serving nearly every market sector. The 

increasing sophistication and precision of the technique are opening more opportunities 

with every passing day; this rings especially true for biomedical applications such as 

patient-specific dental and hearing implants, as well as offering enormous promise for 

the creation of mechanically and chemically heterogeneous implants with controlled 

porosity at a cellular or sub -cell length scale. Yet truly robust soft biomaterials continue 

to present a challenge to researchers; it is telling that there are few long term, load-

bearing soft material implant s available at this time.[1] 1 Therefore, a powerful 

opportunity exists and the intersection of soft biomaterials, materials with high 

mechanical integrity, and materials that can harness the increasing power of 3D 

printing. This thesis aims to investigate the fundamental structure -property relations of 

robust materials, incorporate them into soft biocompatible materials, and examine how 

processing these materials via 3D printing affects their short and long term 

thermomechanical performance. 

                                                      

1 Early efforts around silicones and polyolefins have failed repeatedly in long term load -bearing 

applications. Polycarbonate urethane materials have seen some use in load-bearing applications, but long 

term data is limited and show the materials are still subject to some degradation in vivo. 
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1.2 Overview 

The remainder of the document is organized in the following manner:  

1.2.1 Chapter 2 

  Literature review of major research pertaining to biomaterials, strengthening 

mechanisms employed to bolster the mechanical properties of these materials, and 3D 

printing ap plications of (bio)materials. Specific focus is applied to tough hydrogels 

composed of interpenetrating polymer networks (IPNs), thiol -ene polymer systems, and 

methods of 3D printing such as extrusion -deposition and stereolithography.  

1.2.2 Chapter 3 

This chapter covers my research on printed poly (ethylene glycol) diacrylate - 

brown sodium alginate (PEGDA -BSA) IPN hydrogels and summarizes key findings and 

feasibility of 3D printing constructs for tissue engineering composed of PEGDA -BSA. As 

a co-first auth or of the manuscript serving as the basis for this chapter, I was heavily 

involved in all aspects of this research, including experimental planning, writing, figure 

preparation, and editing  in collaboration with my co -authors Sungmin Hong, Hon Fai 

Chan, Shaoting Lin, Xuanhe Zhao, and Kam Leong. 

1.2.3 Chapter 4 

This section marks the transition to my current research covering more promising thiol -

ene materials, and especially looking to understand  the thermomechanical behavior of 

binary and ternary thiol -ene networks and thermoplastics containing spiroacetal alkene 
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moieties in the polymer  backbone and relating properties to the interplay of crosslinking 

and (semi-)crystallinity. As the first author of the manuscript serving as the basis for this 

chapter, I oversaw and was involved in  all aspects of this research, including 

experimental planning, writing, figure preparation, and editing  in conjunction with my 

co-authors Neel Reddy, Dave Safranski, Eric Sun, and Ken Gall. 

1.2.4 Chapter 5 

Building from the work of Chapter 4, I focus on understanding and optimizing 

the thermomechanical properties of the tough spiroacetal thiol -ene platform. 

Specifically, the effect of various heat treatment regimens is studied to optimize tensile 

deformation behavior, with emphasi s placed on describing the structure-property 

relationships driving them. Finally, the resin is incorporated into a DLP 3D printing 

platform and its mechanical performance assessed. As the first author of the manuscript 

serving as the basis for this chapter, I oversaw and was involved in all aspects of this 

research, including experimental planning, writing, figure preparation, and editing  in 

conjunction with my co -authors Tiffany Wu, Hyun Sang Park, and Ken Gall . 

1.2.5 Chapter 6  

The ultimate chapter synthesizes potential future directions by drawing upon the 

inspirations  of the literature review as well as preliminary da ta from unpublished 

experiments such as X-ray diffraction, biocompatibility, shape memory behavior, and 
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long term environmental exposure t esting. All data and figures presented in this chapter 

are solely of my own creation.   
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Chapter 2. Mechanically Robust, Biocompatible 
Polymers Literature Review 

The proceeding brief  literature review  and discussion is focused on recent efforts 

to bolster the mechanical properties of various polymeric  biomaterials through 

intelligent control of structure-property relationships. In the context of this discussion,  

the term polymeric biomaterial refers to  any material that is composed of many 

repeating chemical compounds (i.e. polymers) and either has shown biocompatibility 

(by one or more of the widely accepted measures of biocompatibility) or has the 

potential to be proven biocompatible. However, due to the exhaustive nature of the 

×ÏÙÈÚÌɯɁ×ÖÓàÔÌÙÐÊɯÉÐÖÔÈÛÌÙÐÈÓɂȮɯÛÏÐÚɯÓÐÛÌÙÈÛÜÙÌɯÙÌÝÐÌÞɯÞÐÓÓɯÙÌÚÛÙÐÊÛɯÐÛÚÌÓÍɯÛÖɯÛÞÖɯÊÓÈÚÚÌÚɯÖÍɯ

biocompatible polymers: thiol -enes networks and hydrogels.2 In light of Chapters 3 -5 

each containing a focused discussion on literature relevant to their specific aims, 

particular emphasis in  this chapter is placed on derivation and interpretation of 

hydrogel fracture toughness to better describe the complex phenomena. 

2.1 Employing Structure-Property Relationships to Tune 
Mechanical Performance of Biocompatible Polymers 

Many living tissues display remarkable mechanical properties; that they do so 

while often containing over 50% water content by weight is nothing short of incredible. 

                                                      

2 Note that a material may be both a thiol -ene and a hydrogel; however, for ease of discussion, thiol-ene will 

refer to bulk polymers formed by polymerization of thiol -containing monomers and unsaturated carbon-

carbon containing monomers such as alkenes, (meth)acrylates, norbornenes, etc., and hydrogel shall refer to 

any polymer material designed to operate while swollen with water.  



 

6 

As researchers, one of the challenges we face is to replicate or outperform these 

benchmarks using synthetic materials that are more readily available and easier to 

process. However, nature has proven to be an excellent architect and uses a 

sophisticated array of tricks to reinforce her creations; examples such as the anisotropy 

of the epidermi s and the hierarchical bundling of collagen fibers show how natural 

polymers make economic use of their materials to maximize mechanical benefits.[2, 3] 

Contrarily, many synthetic polymeric materials are traditionally simplistic in their 

design, often following the motif of carbon -carbon linkages in the backbone, with 

optional pendant or branch molecules and/or crosslinking between chain s to prevent 

plastic flow above the glass transition temperature. Today, materials with the most 

promise for impressive mechanical performance  under a variety of environmental 

conditions imposed by physiological systems display unique synergy in their 

composition, architecture across several length scales (for example at the nanometer, 

micrometer, and centimeter scale), or both. In particular, tough polymers are often 

designed to incorporate interpenetrating networks, thermomechanical damping, (semi -

)crystallinity, composite composition, or intermolecular forces such as hydrogen 

bonding or ionic bonding in solution. These mechanisms are discussed in more detail to 

elucidate current strategies in making robust  hydrogels and bulk  polymers, with a focus 

on using biocompatible materials.  
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2.1.1 Design of Robust Hydrogels 

As has been alluded, hydrogels are comprised of hydrophilic polymer networks 

which well upon contact with water or aqueous solutions such as saline. Because of their 

high water content, hydrogels  present a natural choice to replace or augment damaged 

soft tissues due to mechanical similarity. Biological hydrogels such as tendons and 

muscles are simultaneously highly swollen, highly extensible, tough, and have a 

relatively low modulus (one example ÉÌÐÕÎɯÏÌÈÙÛɯÔÜÚÊÓÌɀÚɯÔÖËÜÓÜÚɯÖÍɯÈ××ÙÖßÐÔÈÛÌÓàɯ

10-500kPa).[4, 5]  However, synthetic hydrogels are often brittle and have low toughness 3 

due to the stress of swelling on the network, as well as the low density of load -bearing 

structures (i.e. polymer chains) relative to the total volume of the material. Much of the 

recent research involving hydrogels, especially concerning those designed for tissue 

engineering or other biomedical purposes, focuses on enhancing the mechanical 

properties to more closely match living tissues. Several of these strategies are discussed 

below. 

2.1.1.1 Interpenetrating Polymer Network  Hydrogels  

One of the most successful methodologies for producing tough hydrogels has 

been the development of the interpenetrating polymer networ k, or IPN, hydrogel. An 

IPN hydrogel consists or two or more polymer networks that are entangled such that 

                                                      

3 A typical synthetic hydrogel will have a f racture toughness of approximately 10 Jm-2 or less. Articular 

cartilage has a fracture toughness of roughly 1,000 J m-2.[6]  
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they cannot be separated unless chemical bonds are broken. This does not mandate they 

be covalently bonded to one another (though they may be), however; instead it is helpful 

to view the construct as multiple interlacing mesh networks. An example of how an IPN 

hydrogel may be formed is shown below. Initially, a primary gel network is formed in 

solution. Next, monomers of a secondary network are soaked into the gel and 

polymerized in situ to form a secondary network cohabitating with the first.  

 

Figure 1: Formation of an IPN Hydrogel.  

The most effective IPN hydrogels have been those in which one network is much 

more loosely crosslinked than the other, and this effect is compounded when the looser 

network is much more prevalent (10 -50X) than the more tightly crosslinked network [7]. 

The reasoning for this is simple; as a crack grows and begins to propagate through the 

material, the more tightly crosslinked network will be fully stretched at the crack tip. 

These chains begin to break as the crack advances and in doing so they dissipate energy 

and retard further crack propagation. In their wake, the second and more loosely 

crosslinked network continues to bridge the void and further absorb energy  as these 

chains extend further.[5] 3ÏÌɯÙÌÚÜÓÛɯÐÚɯÈÕɯÌÕÏÈÕÊÌËɯɁËÈÔÈÎÌɯáÖÕÌɂɯÚÜÙÙÖÜÕËÐÕÎɯÛÏÌɯÊÙÈÊÒɯ
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whose thickness has a linear relation with ÈɯÔÈÛÌÙÐÈÓɀÚɯÍÙÈÊÛÜÙÌɯÛÖÜÎÏÕÌÚÚ.[8] An example 

of the damage zone and its relation with fracture toughness is shown in Figure 2. 

 

Figure 2: Hydrogel fracture behavior. A. Damage zone of an IPN hydrogel. B. 

Relation of thickness, h, to fracture toughness.  Reprinted with permission from [8]. 

Copyright 2009 American Chemical Society.  

IPN hydrogels subjected to multiple load -unload cycles demonstrate significant 

hysteresis within their first load -unload cycle but not during subsequent cycles.[9] 

Furthermore, the proceeding load-unload cycles reveal a smaller modulus that the first 

cycle. What this says about the material is that the shorter chains of the more highly 

crosslinked network stretch and break at the crack tip during the first load -unload 

waveform, resulting in an immediate depreciation of mechanical integrit y and an 

inability to recover from damage.  



 

10 

2.1.1.2 IPN Hydrogels Incorporating Reversible Crosslinking  

The irreversible damage inflicted upon dual network hydrogels composed of 

two covalently -bonded polymer networks has led researchers in recent years to turn to 

systems with mixed crosslinking mechanisms .[10] Chief among these are strategies 

incorporating a blend of reversible and irreversible linkages. Examples of reversible 

linkages are physical crosslinks, ionic-bridge crosslinks in aqueous solution, ligand -

receptor crosslinks in natural polymers such as proteins, and domain transformation 

such as protein folding or crystalline domains. One particularly exciting strategy has 

been to blend a covalently crosslinked, hydrophi lic polymer network (often PEGDA or 

polyacrylamide, PAAm) with brown sodium alginate (BSA), a polysaccharide derived 

from seaweed.[11, 12] In these materials, negatively charged regions along the backbone of 

BSA4 are crosslinked across divalent cations such as Ca2+.  Swollen with water, these IPN 

hydrogels are commonly also referred to as dual network (DN) hydrogels to indicate 

two polymer networks held together by different crosslinking mechanisms.   

These systems are attractive in large part because the aqueous environment of 

the hydrogel dissipates applied mechanical energy through the breaking and reforming 

of the ionic bonds in the BSA network, while the PEGDA or PAAm network maintains 

the overall shape and elasticity of the network. Once the external load is removed, the 

covalent network acts as a restorative force and the BSA chains recruit Ca2+ back to 

                                                      

4 This is discussed in more detail in Chapter 3. 
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reform the broken linkages. It has been shown that the mechanical properties of DN 

hydrogels are tunable through controlling the molar ratio of the two networks as well as 

their respective crosslinking densities; a more larger (referring to the molecular weight 

of the constituent chains), more loosely crosslinked covalent network synergizes best 

w ith a shorter, more highly crosslinked ionic network to achieve the most robust 

hydrogels .[8, 13, 14]  

While PAAm -BSA networks have demonstrated superior mechanical properties 

over PEGDA-BSA, poor cell-encapsulation of the network and cytotoxicity of 

acrylamide monomers restrict the usage of this material for tissue engineering 

applications .[15] In contrast, PEGDA hydrogels are omnipresent in cell encapsulation 

studies, and the photopoly merization of the PEGDA network lends itself much more 

readily to 3D printing than the chemically -induced polymerization of PAAm .[12, 16, 17] 

Furthermore, prepolymerized PEGDA oligomers of various molecular weights ranging 

from 500 to 35,000 Da are readily available from commercial sources, which offer a 

convenient and facile avenue of control over one of the crosslink density of one of the 

networks. 5 Given the state of the field, PEGDA-BSA was the DN hydrogel selected for 

the research described in Chapter 3. 

                                                      

5 BSA molecular weight was not controlled in the work in Cha pter 3, but varies between 80 and 120 kDa. 
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2.2 Evaluating the Mechanical Integrity of Hydrogels via Fracture 
Energy  

 Because hydrogels often display nonlinear deformation behavior, a commonly 

used metric to evaluate their integrity is fracture energy, which measures the energy 

required to absorb a propagating defect such as a void or crack one unit area; it is 

measured in J/m2.[10] To accurately determine fracture energy, two hydrogels of identical 

thickness t, width w, and height h should be created such that w >>h>>t. This is to 

ensure that the stress field of a propagating void is primarily locat ed at the crack tip, and 

area behind the advancing crack tip is smooth gradient from fully loaded to fully 

relaxed. One sample shall have a notch cut of approximately 0.5w in length and located 

at 0.5h (halfway between tensile grips on the sample). It is then subjected to controlled 

tensile strain, and a critical strain parameter, sc, is measured as the strain at which the 

notch begins to propagate through the material. The second, unnotched sample of 

identical dimensions is then subjected to the same tensile regimen as the stress-strain 

response is measured. The fracture energy is then calculated by:  

Ὁ Ὤz ᷿ „Ὠί 

Here, Ef ËÌÕÖÛÌÚɯÍÙÈÊÛÜÙÌɯÌÕÌÙÎàȮɯϦɯÐÚɯÛÏÌɯÚÛÙÌÚÚɯÔÌÈÚÜÙÌËɯÍÙÖÔɯÛÏÌɯÜÕÕÖÛÊÏÌËɯÚÈÔ×ÓÌȮɯÏɯ

is the initial gauge length (height) of the unnotched sample, and sc is the critical strain 

determined from the notched sample.   

Furthermore, fracture energy may be broken down into two constituent parts, 

intrinsic energy and mechanical dissipation energy. Therefore 

(2.2.1) 

(2.2.2) 
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Ὁ  Ὁ Ὁ  

with fracture energy, Ef, is equal to intrinsic energy, EI, plus dissipation energy, ED. 

Intrinsic en ergy is derived from the Lake -Thomas rubber theory, [18] and is a measure of 

the energy required to break polymer chains lying in the plane of the propagating crack. 

Thus 

Ὁ Ὁ ὲz 

 in which intrinsic energy, EI, is equal to the energy required to break a single polymer 

chain, Ep, multipl ied by the number of chains in the crack plane, n. Common elastomers 

described by this equation have an intrinsic energy of roughly 50Jm -2, and for a hydrogel 

of approximately 80% water, this would equate to 10Jm-2. 

 The second portion of fracture energy, mechanical dissipation energy, is 

concisely explained by Zhao,[10] whose work is summarized briefly here. Several less 

relevant, finer points of toughening such as domain transformations  are outside the 

scope of this review and thus left for the reader to pursue at his or her desire. While 

most hydrogels get their mechanical dissipation from deformation and relaxation in the 

process zone, the shell of material running along the side of a propagating crack, fiber 

reinforced or filled hydrogels also benefit from contribution of dissipation at the 

bridging zone (tip of the crack) as these reinforcing agents are disrupted from their 

matrix. In the bridge zone, dissipation energy can be understood as: 

Ὁͺ  ςz ὃᶻ᷿ ὝὨό
ᶻ

 

(2.2.3) 

(2.2.4) 
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Here, 2u represents the crack opening, 2u* is the opening at the edge of the bridging 

zone (shown in the figure below), T is normal stress on the fibers or reinforcing fillers, 

and A is the area fraction of the filling agents.  

 The process zone also contributes a substantial portion of the mechanical 

dissipation energy. This contribution takes the form  

Ὁͺ ςὠᶻ ύὨώ 

where ED_P, the dissipation energy of the process zone, is a function of V, the volume 

fraction of the hydrog el in the process zone, the width of the process zone in the 

reference (undeformed) state, wD is the volume-normalized dissipation energy, and y is 

the vertical coordinate of the hydrogel element. Furthermore, w D is calculated as the 

summation of the path integrals around the hysteresis loop in all three principle 

directions. That is to say 

ύ  В ḂίὨ‗  

 si ÙÌ×ÙÌÚÌÕÛÚɯÛÏÌɯ×ÙÐÕÊÐ×ÓÌɯÚÛÙÌÚÚɯÈÕËɯϞi is the strain in the three principle directions. The 

above two equations rely on knowledge o f all hydrogel elements, and thus are often 

solved using numerical methods such as finite element methods or phase field 

analysis.[19-22] Putting it all together gives the complete expression for fracture energy of a 

hydrogel which incorporates intrinsic energy, dissipation energy at the bridge site, and 

dissipation energy in the process zone: 

Ὁ  Ὁ Ὁͺ Ὁͺ  

(2.2.5) 

(2.2.6) 

(2.2.7) 
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Ὁ ὲz ςz ὃᶻ ὝὨό
ᶻ

ςὠᶻ ίὨ‗

 

Ὠώ  

The above equation is more easily visualized in the figure below . 

 

Figure 3: Illustration of Fracture Energy via Intrinsic, Dissipation from  Bridge 

Zone, and Dissipation from Process Zone Contributions . Reproduced with 

permission from  [10]. Copyright 2013 Royal Society of Chemistry.  

Here it is easy to see the individual contributions of both polymer chains and 

macroscopic fibers in the bridging zone, the loading and unloading hysteretic 

dissipation of the hydrogel in the process zone, and any potential surface interactions of 

the dangling or broken chains at the crack surface. Note that the hysteresis loop may be 

present at only the first load -unload cycle (indicating a fatigue -prone material), or it may 

display recovery behavior between successive load-unloading cycles, as is the case with 
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fatigue-resistant materials that incorporate recoverable bonding into the ir structure as 

detailed in Section 2.1.1.2. 

2.3 Thiol-ene Click Chemistry 

Thiol -ene reactions are not a new discovery; on the contrary, first understood 

over 100 years ago with investigations of the reactions occurring  as ÌÈÙÓàɯÈÚɯÛÏÌɯƕƝƗƔɀÚȭ[23] 

Under the definition given by Sharpless in 2001, the polymerization of thiols with 

ÈÓÒÌÕÌÚɯÔÈàɯÉÌɯÊÏÈÙÈÊÛÌÙÐáÌËɯÈÚɯÈɯɁÊÓÐÊÒɂɯÙÌÈÊÛÐÖÕ.[24] Briefly, a click reaction is one 

which displays the following characteristics:  

¶ Facile reaction conditions (mild or no solvents involved)  

¶ Quantitative or near quantitative yields  

¶ Few byproducts (if any) which are easily removable and inoffensive  

¶ Robust reaction that can be carried out in atmospheric conditions (e.g. in 

the presence of moisture and oxygen) 

Due to the above characteristics, as well as a delayed gelation point (resulting in 

heterogeneous network), thiol -ene polymerizations result in materials with extremely 

sharp glass transition temperature windows, usually on the order of 30 -50°C as 

compared to several hundred degrees of range in heterogeneous networks such as 

(meth)acrylate homopolymerization .[25] The gel point may be calculated by the following 

equation :[26] 

‌  ρȾὶὪ ρ Ὢ ρ Ȣ (2.3.1) 
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'ÌÙÌȮɯÛÏÌɯÎÌÓɯ×ÖÐÕÛȮɯϔȮɯÐÚɯËÌÛÌÙÔÐÕÌËɯÉàɯÛÏÌɯÛÏÐÖÓȯÌÕÌɯÍÜÕÊÛÐÖÕÈÓɯÎÙÖÜ×ɯÔÖÓÈÙɯÙÈÛÐÖɯ

r, as well as the functionality of the thiol and ene species, ft and fe, respectively. If several 

thiol and -ene species are used then their functionality is a weighted average of each 

ÊÖÔ×ÖÕÌÕÛɀÚɯÐÕËÐÝÐËÜÈÓɯÍÜÕÊÛÐÖÕÈÓÐÛàȭɯThe sharp transition resulting from a late gel 

point is widely used for intelligent material design for applications such as shape 

memory polymers ,[27, 28] mechanically superior materials ,[29] and flexible electronic 

applications  such as softening intracortical electrodes.[30-32] 

Thiol -ene reactions can broadly be divided into two reaction mechanisms: 

radical-mediated photopolymerization and nucleophilic, Michael addition activated 

enes.[33] Because this thesis focuses on photopolymerizable polymers and their 

processing via photo-3D printing methods, it is left to the reader to pursue base-

catalyzed reactions at their leisure. The reaction scheme of thiol-ene 

photopolymerization is outlined below. To begin, a photoinitiator is exposed to light to 

generate a radical pair. This radical abstracts the thiol hydrogen to form a thiyl radical. 

Thiyl radicals do not further react with thiol functional groups, and therefore break the 

unsaturated C=C bond of the alkene species. It is here that the reaction may split down 

one of two paths: if the ene is self-reactive (as is the case for acrylates and 

methacrylates), it may undergo a chain-growth process wherein the ene radical attacks a 

C=C bond, or it can participate in the step-growth chain transfer process by circling back 
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to abstract a thiol hydrogen. Termination of the reaction occurs v ia two radical coupling 

(in lieu of disproportionation).   

 

Scheme 1: Mixed Kinetics of Thiol -ene polymerization . 

Radical-mediated photopolymerization of thiol -enes is a fairly fast and efficient 

process, with the majority of functional groups converting (engaging in the 

polymerization process) within seconds to minutes of reaction initiation .[34] The kinetics 

of the reaction are dependent on the chemical structure of both the ene and thiol species, 

of which the ene hierarchy of reactivity is better understood. In particular, norbornenes 

> vinyl ethers > propenyl > alkenes ~vinyl ester in terms of reaction speed.[34] As a 

general rule, functional groups that are more sterically available (terminal vinyl b onds 

or sulfurous hydrogens) react faster and more efficiently. Today, radical thiol -ene 

reactions are being used for a wide variety of applications such as lithography, high 
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impact coatings, optical applications, surface modification  of nanoparticles, dru g 

delivery, and 3D printing .[35]  

2.3.1. Spiroacetal Molecules 

One subset of enes that has been understudied is spiroacetal molecules, which 

are a subset of spiro molecules. A spiro molecule is one in which two neighboring, 

strained rings are joined via a shared atom such as a tetrahedral carbon. Similar to thiol-

ene reactions, spiro molecules have had an on-and-off history of investigation dating 

back to the early 1910s.[36-38] Spiroacetals are spiro molecules with acetal linkages in their 

rings, and have been understood to exhibit crystallinity and act as fiber forming 

molecules.[39] Furthermore, spiroacetal polymers demonstrate high transparency (when 

non-crystalline), heat and water resistance, have the potential to be synthesized via 

renewable pathways, and have impressive mechanical properties.[40, 41] The high rigidity 

exhibited  from spiroacetals led researchers as early as 1960s and 1970s to suggest flexible 

thioether linkages as a perfect complement to spiroacetal units to enhance their 

notoriously poor processability and increase their mechanical integrity .[38, 39, 42] More 

recent studies have focused on using spiroacetals such as 3,9-divinyl -2,4,8,10-

tetraoxaspiro[5.5]undecane (DVTU) for drug delivery applications .[43-46] Despite the 

tremendous promise for a multitude of applications offered by spiroacetal polymers, 

there are few groups focusing on these materials, and fewer still are investigating the 

thermomechanical properties of polymers with spiroacetal units. It is for this reason th at 
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the work of Chapter s 4 and 5 use 3,9-divinyl -2,4,8,10-tetraoxaspiro[5.5]undecane 

exclusively as the -ene of interest.  
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Chapter 3. Three-Dimensional Printing of Highly 
Stretchable and Tough Hydrogels into Complex, 
Cellularized Structures 

3.1 Aims and Summary of Completed Research on Robust, 
PEGDA-BSA  Hydrogels 

While tough hydrogels are being intensively developed as robust scaffolds in 

biological research and biomedical engineering,[7, 15, 47-49] the application of these 

hydrogels is often severely limited by their incapability to encapsulate viable cells or 

form functional three -dimensional (3D) structures. Here, a new alginate-poly (ethylene 

glycol) hydrogel with designed, bimodal chain -length distributions  and hybrid 

crosslinking that can achieve high stretchability (>500%), toughness (>1500 Jm-2), and 

encapsulation of human mesenchymal stem cells (hMSCs) with high viability (>80%) is 

described. Using biocompatible nanoclays to tune the viscosity of pre-gel solutions, the 

ability to  print the tough and stretchable hydrogel into a wide variety of complex 

structures that can act as a structural scaffold to host cells is demonstrated.  Owing to its 

simple one-step synthesis and facile 3D printing, it is expected that the new hydrogel 

will find broad and important applications; for example, to develop cellularized 

constructs that can withstand high stretching, or to mechanically stimulate hMSCs at 

high strains in 3D hydrogel scaffolds in vitro  or in vivo for controlled differen tiation or 

tissue regeneration. 

Living tissues usually have high fracture toughness in order to withstand 

substantial internal and external mechanical loads.[50] This challenges researchers to 
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design hydrogels capable of achieving similar toughness in order to withstand 

physiological mechanical loads.[51] Despite recent success in developing tough 

hydrogels ,[10, 11, 15, 47, 52-57] the fabrication of these hydrogels often involves toxic chemicals 

and/or harsh reactions, limiting their capability to encapsulate cells. In addition, it is 

desirable to fabricate cell-embedded hydrogels with macroporous architecture 

conducive to generation of complex tissues. While 3D printing offers rapid 

prototyping [16, 58-61] and can print hydrogels into complex 3D structures for functions such 

as vascular networks[59, 60, 62] and aortic valves,[63, 64] it has not been able to print tough 

hydrogels with complex geo metry other than simple and flat structures such as dog-

bone samples due to the difficulty of controlling pre -ÎÌÓɯÚÖÓÜÛÐÖÕÚɀɯÝÐÚÊÖÚÐÛà.[16]  

3.2 Results of PEGDA-BSA Investigations 

Here, we chose the biocompatible materials brown sodium alginate and poly 

(ethylene glycol) diacrylate (PEGDA ) to constitute an interpenetrating netw ork as 

shown below in  Figure 4. PEGDA  and alginate polymers are covalently and ionically 

crosslinked through UV exposure and Ca 2+, respectively. As the hydrogel is deformed, 

the alginate chains are detached from the reversible ionic crosslinks and mechanical 

energy is dissipated. Once the hydrogel is relaxed from deformation, it regains its 

original configuration since the covalently crosslinked PEG network maintains the 

elasticity of the hydrogel. Over time, the ionic crosslinks in the alginate network can 

reform in the deformed and relaxed hydrogel.  



 

23 

 

Figure 4: Biocompatible and tough hydrogel , which can reversibly stretch and relax 

while maintaining toughness . 

 The resultant hydrogel of covalently crosslinked PEG DA  and ionically 

crosslinked alginate possesses high fracture toughness and allows cell encapsulation 

(Figure 9 and Figure 10). Detailed formulation of the hydrogel is described in the 

Methods and Materials Section. We hypothesized that the toughening of this 

biocompatible hydrogel relies on a combination of two mechanisms: the reversible Ca 2+ 

crosslinking of alginate dissipates mechanical energy, while the covalently crosslinking 

of PEGDA  maintains elasticity under large deformations ( Figure 4). To test this 

hypothesis, we varied the molecular weight of PEG (6,000 Da to 20,000 Da) and the 

concentrations of Ca2+ (25 µl of either 0M or 1M CaSO4 solution added per 1 mL of the 

pre-gel PEG-alginate mixture) in the hydrogels, and used pure -shear tests to measure 

the fracture energies of the resultant hydrogels.[18] The pure-shear test is shown below in 

Figure 5. As illustrated , we separately stretched two identical samples with the same 

thickness 0T , width 0W , and initial gauge length 0L , where 000 TLW >>>> . One sample 

was notched with a crack with length of 05.0~ W  and the other was un-notched. The 

notched sample was stretched to a critical distance cL (length at which crack 
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propagation began), while the un -notched sample was stretched to measure the force-

displacement curve. The fracture energy of the gel can be calculated by
00

0

TW

Fdl
cL

Lñ
=G . 

 

Figure 5: Pure Shear Test Schematic to Determine Fracture Toughness . A. Tensile 

deformation of a notched sample gives critical strain, L c. B. Area under curve of 

tensile graph of an unnotched hydrogel through L c gives fracture toughness.  

As shown in Figure 6a, the fracture energies of hydrogels without Ca 2+ are 

consistently low (below 211 Jm-2) and they display negligible stress-strain hysteresis 

(Figure 6b). Introducing reversible Ca 2+ crosslinking into the hydrogels significantly 

increases their fracture energies. It is also evident that increasing the molecular weight of 

the PEGDA (that is, the length of polymer between acrylate crosslink sites), leads to 

increasing ultimate tensile strain and fracture toughness. The increase in fracture energy 

is also accompanied by significant increase in stress-strain hysteresis, which indicates 
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mechanical dissipation in the hydrogels under deformation ( Figure 6b). In addition, the 

fracture energy of calcium-containing hydrogels increases drastically with the molecular 

weight of PEG, because the longer polymer chains of PEG allow for higher stretchability 

of the hydrogel ( Figure 6b and c). These results validate the hypothesis that the 

combined mechanisms of mechanical energy dissipation and high elasticity are critical 

to the toughening of the PEG-alginate hydrogels.  To further test the hypothesis, we 

made a set of pure PEG hydrogels with different molecular weights and concentrations 

of PEG and measured their fracture energies. From Figure 6b and c, it is evident that the 

fracture energies of pure PEGDA  hydrogels are significantly lower tha n the 

corresponding PEGDA-BSA hydrogels with Ca 2+, further validating the proposed 

toughening mechanism. 

 

Figure 6: Effect of Ca2+ Concentration and PEGDA Molecular Weight on Various 

Mechanical Properties. A. Fracture Energy. B. Hysteresis. C. Ultimate Tensile 

Strength.  

By further optimizing the concentrations of polymers and photo initiators 

(Figure 7 andFigure 8), the resultant hydrogel , with 20 wt % PEG and 2.5 wt % alginate, 

can reach a maximum fracture energy of ~1,500 Jm-2, which is higher than the value of 



 

26 

human articular cartilage .[6] First, the effect of PEG concentration on fracture energy of 

the hydrogel was investigated. Various concentrations of PEG-diacrylate (molecular 

weight 20,000Da) were mixed with a fixed concentration of alginate (2.5 wt%) in the pre -

gel solutions. As shown in Figure 7, higher concentrations of PEG increase the fracture 

energy of the hydrogel. We chose 20 wt% PEG for the pre-gel solutions of PEG-alginate 

hydrogels in the current study, since the corresponding hydrogel readily exhibits 

fracture energy values surpassing 1,000 Jm-2. As a control study, we also measured the 

fracture energy of hydrogels made from PEG-diacrylate (molecular weight 20,000Da) 

without alginate . 

 

Figure 7: Fracture Toughness as a Function of PEGDA Concentration . 

Higher concentrations of PEGDA above 25 wt% proved fruitless as the viscosity 

of the gel began to prevent homogenous mixing of polymer powder and water during 

synthesis, and therefore 20 wt% was chosen as the optimum balance between facile 
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processing and properties. This was then chosen as the baseline material composition 

used to optimize photoinitiator concentration, Irgacure 2959 (I -2959). As shown below in 

Figure 8, a concentration of I-2959 of .0007 wt/vol%1 was found to produce the material 

with the highest fracture toughness.  

 

Figure 8: Fracture toughness of PEGDA -BSA as a Function of I -2959 

Concentration . 

Furthermore, we used a digital image correlation technique[65]to measure the 

stress field around the tip of a crack in the hydrogel under pure shear tests. As shown in 

Figure 9, the crack in the hydrogel becomes highly blunted and the principal 

stress/strain at the crack tip before crack propagation reaches approximately the 

                                                      

1 Irgacure 2959 is found to be biologically safe at concentrations of approximately 0.5wt/vol% or less. 
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ultimate tensile strength/strain of the same, unnotched hyd rogel under pure -shear 

tension. This indicates that the alginate-PEG hydrogel is indeed a tough, soft material.[65] 

 

Figure 9: Mechanical Properties of Optimized PEGDA -BSA Hydrogel . A. 

Image correlation illustrates crack tip blunting. B. Failure st ress and strain of 

comparison of notched and unnotched gels. C. Recovery effect on stress -strain 

through 400% stretching. D. Recovery effect on fracture energy.  

In addition, since the mechanical energy dissipation in the PEGDA -BSA 

hydrogel relies on reversible crosslinking, the dissipative property of the hydrogel is 

partiall y recoverable after deformation .[15] We illustrated this point by stretching a 

hydrogel sample with the optimized composition to a strain of 400%, followed by 

relaxation of the sample.  The relaxed sample was then kept in a humid chamber at 37 

ʁ"ȮɯÈÕËɯÞÌɯÙÌ×ÌÈÛÌËɯÛÏÌɯÚÛÙÌÛÊÏ-relax tests after 30 minutes and 24 hours of storage. 
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Figure 9c ÚÏÖÞÚɯÛÏÈÛɯÈÍÛÌÙɯÚÛÖÙÈÎÌɯÈÛɯƗƛɯʁ"ɯÍÖÙɯƖƘɯÏÖÜÙÚȮɯÛÏÌɯËÌÍÖÙÔÌËɯÏàËÙÖÎÌÓɯÊÈÕɯ

achieve 58.9% of the hysteresis in the first loading -unloading cycle, indicating partial 

recovery of the dissipative properties due to reversible crosslinking of Ca 2+.  

The recovery of ionic crosslinking responsible for energy dissipation contributes 

to the maintenance of relatively high fracture en ergy of the hydrogel after deformation .[7, 

15] To demonstrate this, we stretched a set of hydrogels to different strains, ranging from 

0% to 500%, under uniaxial tension. The fracture energies of the pre-deformed hydrogels 

were measured either right after the pre-strain or after storage in a humid chamber at 37 

ʁ"ɯÍÖÙɯƖƘɯÏȭɯ3ÏÌɯÔÌÈÚÜÙÌËɯÍÙÈÊÛÜÙÌɯÌÕÌÙÎÐÌÚɯÖÍɯÏàËÙÖÎÌÓÚɯÜÕËÌÙɯËÐÍÍÌÙÌÕÛɯ×ÙÌ-strains are 

given in Figure 9d. It can be seen that pre-strained hydrogels have drastically reduced 

fracture energies if tested immediately after deformation, since the dissipative ionic 

crosslinks do not have enough time to reform. On the other hand, if pre -strained 

hydrogels are ÚÛÖÙÌËɯÈÛɯƗƛɯʁ"ɯÍÖÙɯƖƘɯÏÖÜÙÚȮɯÛÏÌàɯÊÈÕɯÙÌÊÖÝÌÙɯÔÖÚÛɯÖÍɯÛÏÌÐÙɯÏÐÎÏɯÍÙÈÊÛÜÙÌɯ

energy. For example, a hydrogel subjected to a large strain of 500% and then stored at 37 

ʁ"ɯÍÖÙɯƖƘɯÏÖÜÙÚɯÙÌÊÖÝÌÙÌËɯƛƔȭƙǔɯÖÍɯÛÏÌɯÍÙÈÊÛÜÙÌɯÌÕÌÙÎàɯÖÍɯÛÏÌɯÜÕËÌÍÖÙÔÌËɯÎÌÓȭɯ2ÜÊÏɯ

retention of fracture toughness after deformation is critical to the design of anti -fatigue 

hydrogels .[10, 47] 

Both PEG and alginate are widely known to be biocompatible and have been 

extensively used in biomedical applications .[66, 67] We hypothesized that the tough PEG-

alginate hydrogel can be used to encapsulate cells while maintaining high viability of 
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the encapsulated cells for biomedical applications. To test this hypothesis, human 

mesenchymal stem cells (hMSCs) encapsulated in the hydrogels were monitored for 

viability. Before encapsulation, 2 mL of PEG-alginate mixture was prepared, and the 

hMSC suspension was centrifuged at 1000 rpm for 5 minutes. The cell pellet was re-

suspended with 70 µL of I -2959 (1%, w/vol in H2O) and mixed with PEGDA -alginate 

solution to seed a final cell density of 3×106 cells/mL. Then, 50 µL of CaSO4·2H2O slurry 

was thoroughly mixed into the hydrogel, which was then transferred to a glass mold 

and exposed to 365 nm UV light for 10 minutes to crosslink the solution into PEG-

ÈÓÎÐÕÈÛÌɯÏàËÙÖÎÌÓȭɯ3ÏÌɯÏàËÙÖÎÌÓɯÞÈÚɯÐÔÔÌÙÚÌËɯÐÕɯϔ-minimum essential medium with 

20% fetal bovine serum and 1% penicillin/streptomycin. Liv e/dead assays were used to 

determine cell viability in the hydrogel over the course of 7 days.  From Figure 10a, it 

can be seen that high cell viability, ranging from 86.0 ± 3.8% to 75.5 ± 11.6%, was 

maintained over seven days of culture. The result indicates that the current synthesis of 

the PEG-alginate hydrogel is a benign, cell-friendly process and the resultant hydrogel 

allows for nutrient diffusion and waste transport to support viable cell culture over 

extended periods of time. 

Because the PEG-alginate hydrogel is highly stretchable and tough, t he hMSCs 

encapsulated in this 3D extracellular matrix can be highly deformed by stretching the 

hydrogel. To illustrate this point, the hydrogel with encapsulated hMSCs was stretched 

to various strains from 0% to 300%, and then fixed on a clean glass slide. The stretched 
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gels were imaged under a Zeiss LSM 510 inverted confocal laser microscope. As shown 

in Figure 10b, both the actin-filament network and nuclei are highly  deformed together 

with the gel. Consequently, the ratio between two axes of cell bodies and nuclei 

drastically increased with applied strains, as shown in Figure 10c. 

 

Figure 10: Biocompatibility of PEGDA -BSA and its capability to stretch encapsulated 

cells. A. Cell viability through one week. B. Stained cells stretch in parallel to 

hydrogel deformation. C. Nucleus versus actin stretching insi de cells. 

Next, we demonstrate the capability of printing the PEG -alginate hydrogels into 

various complicated 3D structures that can also be cellularized. Controlling the viscosity 
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of the pre-gel solution is critical to the success of printing 3D structure s of hydrogels.[16, 

59, 68] It is usually desirable for the pre -gel solution to have relatively low viscosity at high 

shear rate but much higher viscosity at low shear rate, so that the pre-gel solution can 

easily flow out of the printer but maintain its shape once printed .[63, 64, 69] Here, we chose 

to use bio-compatible nanoclay (Laponite XLG, BYK Additives, Inc., TX) to control the 

viscosity of the pre-gel solution  by incorporating it into the PEG/alginate hydrogel. [70] 

The nanoclay particles physically crosslink both with themselves, as well as with the 

polymer networks of the PEG and alginate to increase the viscosity of the pre-gel 

solution .[71, 72] A cone and plate rheometer (TA Instruments, New Castle, DE) was used to 

confirm the increase in viscosity of the pre-gel solution as a function of nanoclay content, 

while maintaining its ability to shear thin and flow under the high shear rates present in 

the extrusion needle (Figure 11).  
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Figure 11: PEGDA -BSA Viscosity as a Function of Shear Rate and Nanoclay 

Concentration . 

Because nanoclay significantly enhances the viscosity of the pre-gel solution and 

also increases its shear-thinning properties, we chose the PEG-alginate-nanoclay system 

as the ink of our 3D printer (Fab@Home Model 3, Seraph Robotics, Inc., NY). The 

printing process is described in the Methods section. In Figure 13, we show that the 

PEG-alginate-nanoclay hydrogels can be printed into diverse shapes such as a hollow 

cube, hemi-sphere, pyramid, twisted bundle and physiologically -relevant shapes such as 

human nose and ear models. Printed objects may also be composed of multiple 

materials, which is illustrated in the two -color mesh in Figure 13b. The mesh consists of 

alternating layers of PEG-alginate-nanoclay that either contains red or green food dye to 

demonstrate this concept. The spatial resolution of the printed objects depends on 
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factors such as precision of the printer, the pre-gel viscosity and extrusion needle 

diameter, and is approximately 500 µm with the current printer. This resolution is 

consistent with previous reports on hydrogel structures printed with the same t ype of 

printer (i.e., Fab@Home).[63, 64] Tough hydrogel structures of higher resolution may be 

achieved by using the PEG-alginate-nanoclay system with a 3D printer of higher 

precision.   

To investigate the biocompatibility of the printed tough hydrogel with 

incorporated nanoclay, human embryonic kidney (HEK) cells were encapsulated into a 

type 1 rat tail collagen solution (Corning Inc., Corning, NY), which then gelled 

throughout the interc onnected pores of the printed PEG-alginate-nanoclay mesh to form 

a composite hydrogel as shown in Figure 12: Illustration of  Collagen/PEGDA-BSA 

Composite Gel. Cell-containing collagen is shown in gold, while the PEGDA -BSA 

scaffold is tan.. The encapsulated HEK cells were seeded at a concentration of 3×106 

cells/mL of collagen gel, and maintained high viability (~95%) over the course of 7 days 

of culture (Figure 13c and d).  
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Figure 12: Illustration of  Collagen/PEGDA -BSA Composite Gel. Cell -containing 

collagen is shown in gold, while the PEGDA -BSA scaffold i s tan. 

The printed hydrogel structures are also highly deformable and tough, 

demonstrating that the added nanoclay does not significantly affect the superior 

mechanical qualities of the hydrogel. As shown in  Figure 13e, a printed mesh of the 

hydrogel was uniaxially stretched to 300% of its undeformed length, held for one 

minute, and allowed to relax to its initial state. The mesh experienced very little 

permanent deform ation, since the long-chain PEG network maintains the high elasticity 

of the hydrogel. Figure 13f show a printed pyramid that undergoes 99% compressive 

strain and regains 97% of its original height within 5 minutes of unloading.  
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Figure 13: 3D Printed Constructs of PEGDA -BSA. A. Printed geometries, ear and nose 

models (simp lified). B. Printed multi -layer mesh. C. Cell staining indicates high 

viability. D. Quantified viability through one week. E. Printed meshes sustain 300% 

strain. F. Printed constructs withstand up to 99% compressive strain with minimal 

permanent deformatio n. 

3.3 Conclusion and Discussion 

In conclusion, we have created a tough hydrogel comprised of PEG and sodium 

alginate that can be used for cell encapsulation. The hydrogel can endure high stress in 

both tension and compression and has a fracture toughness above 1,500 Jm-2, making it 

tougher than natural cartilage and yet with water content (~77.5 wt %) that is tunable 
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and within the physiologically acceptable range.  The reversible crosslinking of the 

alginate dissipates mechanical energy under deformation and the long-chain PEG 

network maintains high elasticity of the hydrogel; these phenomena combine to result in 

a robust, tough hydrogel. Encapsulated cells showed high viability over 7 days, 

averaging 75.5 ± 11.6% in the PEG-alginate hydrogel and 95% in in filtrated collagen 

between the pores of a printed PEG-alginate-nanoclay mesh. In addition, we were able 

to print the tough hydrogel into complicated 3D structures by using nanoclay to control 

the pre-ÎÌÓɯÚÖÓÜÛÐÖÕɀÚɯÝÐÚÊÖÚÐÛàȭɯ3ÖɯÖÜÙɯÒÕÖÞÓÌËÎÌȮɯÛÏÐÚɯÚÛÜËàɯÐs the first to demonstrate a 

hydrogel that is not only tough and 3D -printable, but suitable for long-term cell culture 

as well. 

Despite the successes of these investigations, several critical shortcomings were 

discovered throughout the investigation, which  ultimately led to a pivot in the focus of 

this dissertation to the thiol -ene system highlighted in the following chapters. In 

particular, maintaining the strength of the ionic crosslinks between alginate chains, 

oxygen inhibition of the photoinitiated cov alent crosslinking of PEGDA, and an inherent 

tradeoff between cell viability and high toughness emerged as fundamental roadblocks 

to the progress of this technology out of the laboratory and into widespread usage. To 

understand how the ionic crosslinks los e their strength, it is important to consider the 

structure of alginate polysaccharides. As shown below, alginate is composed of (1,4)-

ÓÐÕÒÌËɯϕ-D-ÔÈÕÕÜÙÖÕÈÛÌɯȹ,ȺɯÈÕËɯϔ-L-guluronate (G) residues.[73] In solution, the 
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negatively -charged G blocks are pulled in proximity to one another via the divalent 

positive Ca2+ ions. 

 

Figure 14: Two Alginate Chains in Proximity via Ca 2+ ions. Reproduced with 

permission from  [15]. Copyright 2012 Nature Publishing Group.  

It was found that the optim al concentration of calcium was approximately 75 

millimolar, which is far in excess of the ~1.15mmol concentration of free calcium found 

in blood plasma.[74] Thus, the amount of ionic crosslinking seen by the alginate chains 

would greatly diminish in vivo as the hydrogel equilibrates in a physiological 

environment. In a similar manner, monovalent cations that are present in serum, such as 

sodium and potassium, would complex with G blocks of single a lginate chains and 

interfere with the calcium acting to pull two chains together. While these problems are 

circumvented by using d eionized water, this also fails upon immersion in cell culture 

media or serum once the fluids reach equilibrium concentrations . Additionally, it leads 

to high cell death via lysis if the culture is encapsulated in a hydrogel whose base 

solvent is pure water. Thus, one is left with a choice: either design the hydrogel for 

excellent mechanical performance by using deionized water, or replace pure water with 

saline or cell media to sustain cell life. While a compromise was found by incorporating 
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a secondary collagen gel (with a base solvent of cell media) throughout the pores of a 

PEGDA-BSA network (whose base solvent was DI water), the relatively brittle collagen 

gel would fail before the PEGDA -BSA scaffold, and thus render the robust scaffold 

irrelevant. Building off of this, it was also found that the PEGDA -BSA hydrogel 

exhibited significant swelling beyond its initial water conten t, up to 3.3X its as-cast 

volume upon immersion in a water or saline bath. The high hydrophilicity of the 

PEGDA recruits additional water into the network, causing a reduction in mechanical 

properties via the increased strain on the PEGDA chains between crosslinking sites, as 

well as by reducing the percentage of solid material per volume. 2 

Oxygen inhibition is another limiting factor to the system. It has long been 

established that O2 is a radical scavenger to form peroxyl radicals, [75] which are not 

reactive with the vinyl bond found in acrylate functional groups. Thus, acrylate 

polymerization is plagued by premature termination whenever a growing chain  

encounters an oxygen radical. This problem is circumvented by incorporating thiol 

moieties, which overcome oxygen inhibition via abstraction of the sulfurous hydrogen 

atom.[76] The research in Chapter 4 leverages the ability of thiol -ene reactions to 

overcome oxygen inhibition, and is one of the motivating factors for the change in 

material system covered in this thesis. 

                                                      

2 Since free water molecules cannot bear load, and there is now more water in the network, the result is 

reduced ultimate stress, toughness, and ultimate strain due to the pre-stretched nature of the chains. 
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3.4 Methods and Materials 

3.4.1 PEGDA-BSA hydrogel fabrication 

PEG powder was purchased from Sigma Aldrich and modified into poly 

(ethylene glycol) diacrylate (PEGDA) according to previously published protocols  and 

dissolved in deionized water (DI, 40 wt %). [77] Brown sodium alginate solution (5 wt %) 

was mixed with 40% PEGDA solution. After degassing the solution in a vacuum 

chamber, Irgacure 2959 (I-2959) and calcium sulfate slurry (1M CaSO4·2H2O) were added 

as photo initiator for PEGDA and ionic crosslinker for alginate, respectively. The 

mixture was then carefully poured into a glass mold and cured under ultraviolet light 

(365nm wavelength) for 10min. PEGDA chains covalently crosslink via radicals 

generated from the photo initiator (I -2959) when exposed to UV and form a covalent, 

ductile network capable of large deformation. In  contrast, alginate is ionically 

crosslinked in the presence of divalent cations (such as Ca2+) and imparts stiffness into 

ÛÏÌɯÕÌÛÞÖÙÒȭɯ3ÏÌÚÌɯÐÖÕÐÊɯÉÖÕËÚɯÙÌÝÌÙÚÐÉÓàɯÍÖÙÔȮɯÉÙÌÈÒȮɯÈÕËɯÙÌÍÖÙÔɯÐÕɯÛÏÌɯÏàËÙÖÎÌÓɀÚɯ

aqueous environment and enable fast recovery after deformation. As the network is 

stretched, the ionically crosslinked alginate chains release entrapped divalent cations 

and dissipate applied mechanical energy while covalently crosslinked PEGDA 

elastically deforms in the direction of the load. When the h ydrogel is released from 

stress, alginate recovers its crosslinking by recombining the calcium cations.  After 
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curing, mechanical tests were performed at room temperature using a dynamic 

mechanical analyzer (RSA III, TA instruments, DE). 

3.4.2 Digital Image Correlation 

 As is illustrated by  Figure 15, digital image correlation is a non -contact optical 

technique that allows full -field strain measurement on a surface under deformation .[78] A 

random speckle pattern was generated on the surface of a sample via spray painting. 

Images of speckle patterns at both the reference state and deformed state were recorded 

by a standard video camera during the pro cess of the deformation. Based on the video, 

the commercial software VIC-2D (Correlated Solutions Inc., Columbia, SC) was applied 

to measure strain mapping of the deformed sample. Essentially, both images were 

transformed to grayscale matrices. To track the surface displacements of deforming 

materials, a mathematically well -defined correlated function was applied to match 

digitalized images before deformation and after deformation : 

 ὶὼȟώ ρ  
В ȟ ȟzᶻ

В ȟ В ȟzᶻ
Ȣ    (3.4.2.1) 

ὃὼȟώ is the gray level at the location of ὼȟώ at reference state, 

ὄὼᶻȟώᶻ represents the gray level at the location of ὼᶻȟώᶻ at deformed state. The 

relation between ὼᶻȟώᶻ  and ὼȟώ can be related as: 

ὼᶻ ὼ ό  Ўὼ  Ўώ

ώᶻ ώ ὺ  Ўὼ  Ўώ
     (3.4.2.2) 
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Where ό and ὺ respectively represent the displacements in the directions of ὼ 

and ώ. The displacements can be determined by minimizing the correlation 

function ὶὼȟώ. 

 

Figure 15: Digital Ima ging Correlation Technique for Spatial Distribution of 

Strain . 

3.4.3 Details of Cell Culture 

 Bone-marrow -derived hMSCs were provided by Tulane University Health 

2ÊÐÌÕÊÌÚɯ"ÌÕÛÙÌɯÈÕËɯÊÜÓÛÜÙÌËɯÐÕɯϔ-minimum essential medium supplemented with 20% 

fetal bovine serum and 1% penicillin/streptomycin at 37 °C and 5% CO2. The 4ɬ7th 

passages of hMSCs were used in this study. HEK -293 cell line was obtained from ATCC 

(Manassas, VA) and cultured in Dulbecco's modified eagle medium (high glucose) with 

10% fetal bovine serum and 1% penicillin/streptomycin. Cells were trypsinized with 

0.25% Trypsin-EDTA (Life Technologies, Grand Island, NY) before being counted and 

mixed with the gel precursor solution.   
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3.4.4 Encapsulated Cell Viability Testing  

To perform viability testing, the samples were washed in 1X Dulbecco's 

phosphate buffered saline before soaking in 2µM Calcein AM (Sigma-Aldrich, St. Louis, 

MO) and 5µM propidium iodide (Sigma -Aldrich, St. Louis, MO) solution for 30 min. 

Fluorescent images were taken using Zeiss LSM 510 inverted confocal microscope 

provided by Duke University Light Microscopy Core Facility.  

3.4.5 Collagen gel preparation for cell encapsulation 

Type 1 rat tail collagen (Corning Inc., Corning, NY) was diluted with 0.6% acetic 

acid (Sigma-Aldrich, St. Louis, MO)  to a final collagen concentration of 2mg/ml. This 

solution was neutralized with 5M NaOH ( Sigma-Aldrich, St. Louis, MO) ȮɯÈÕËɯƕƔ7ɯϔ-

minimum essential media ( Sigma-Aldrich, St. Louis, MO)  was added to a final 

concentration of 1X. HEK cells were added, and the solution formed a gel over the 

course of 30 minutes of incubation at room temperature. 

3.4.6 Cell staining for stretch testing 

The samples were fixed with 4% paraformaldehyde (Electron Microscopy 

Sciences, Hatfield, PA) for 30 min before staining with Alexa Fluor® 488 Phalloidin for 

the actin-filament network (Life Technologies, Grand Island, NY) and DAPI for the 

nucleus (Sigma-Aldrich, St. Louis, MO) for 1 hour. The samples were washed with PBS 

for three times before being mounted on a glass slide for imaging. 
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3.4.7 3D Printing PEG-alginate-nanoclay hydrogel  

PEGDAɬalginate mixture was  prepared as described above, but Laponite XLG 

(final concentration 5 wt %) was first dissolved into deionized water, followed by 

PEGDA. This gel was allowed to homogenize and settle overnight, after which it was 

mixed in a 1:1 ratio with the 5 wt% alginat e solution and allowed to equilibrate for one 

additional day. After degassing, I -2959 and CaSO4 solution were added to the pre -gel 

solution. The PEGDA-alginate-nanoclay pre-gel solution was then loaded into extrusion 

cartridges, which were placed on the pr inting carriage of 3D printer for extrusion 

through a 15G-20G flat tip needle. During printing, the pre -gel solution experienced 

shear thinning inside the extrusion needle, and quickly regained its viscosity upon 

exiting. Following extrusion, the flat prin ted shapes were encased in glass slides and 

placed in the UV chamber to complete covalent crosslinking of the PEGDA polymer 

chains. Three-dimensional shapes were crosslinked in a sealed, nitrogenous 

environment under a 100mWcm -2 UV source with emission peaks centered on 365nm. 

Since the viscosity of hydrogel was enhanced by adding nanoclay, it was able to be 

printed into various shapes free from vertical limitation ( Figure 13a). Controlling the 

concentration of nanoclay in the gel permits the viscosity to be optimized for extrusion -

based printing while still maintaining three dimensional structures without requiring 

support material ( Figure 11). 
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Chapter 4. Thermomechanical Properties of Spiroacetal-

based Thiol-ene Polymers 

4.1 Introduction 

While the thiol -ene reaction between thiols and unsaturated alkene compounds 

has been understood since the early 1900s,[79] it has only been within the past two 

decades that thiol-ÌÕÌɯɁÊÓÐÊÒɂɯÊÏÌÔÐÚÛÙàɯÏÈÚɯËÌÝÌÓÖ×ÌËɯÐÕÛÖɯÈɯÔÈÛÜÙÌɯÈÕËɯËÐÝÌÙÚÌɯÍÐÌÓËɯÖÍɯ

study. Much of t his is attributed to the high interest in click chemistry as a method of 

synthesis, which is characterized by near quantitative yields of highly specific 

compounds under facile conditions. [80] Belonging to this category, thiol -ene 

polymerization is desirable for its fast reaction kinetics, [81] homogenous network 

formation, [82] and ability to control polymer backbone chemistry, functionality, and 

crosslink density. [83] In recent years, several groups have used thiol-ene click reactions to 

synthesize materials for a wide variety of applications, including low -shrinkage dental 

fillings, [84, 85]  shape-memory materials, [86] neurological probes,[87, 88] photopatterned 

surfaces,[89] microfluidic devices, [90-92] films and coatings, [81, 93] and optical networks that 

exhibit liquid crystalline behavior. [88, 94-96] However, despite its many advantages, several 

limitations have been noted, including poor thermo -mechanical properties caused by 

flexible and nonpolar thioether linkages, strong odor of small thiol molecules, and a 

limited library of affordable and commercially available thiol monomers. [81, 97]  
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As a result, much research has focused on incorporating different alkene moieties 

such as (meth)acrylates,[81, 97] urethanes,[98-101] and norbornenes[102] along the polymer 

backbone to achieve desired material properties such as stiffness, elongation, and 

strength.[89, 97, 98, 102] Tough thiol -enes have proven particularly elusive; the vast majority 

of thiol -ene polymers suffer from both low failure strain, caused by large amounts of 

crosslinking, and anemic stress-strain behavior due to a lack of energy dissipation 

present in the network. The toughest reported thiol -ene photopolymers have been 

thiourethanes and thiol -isocyanates,[101, 103, 104]  which harness a large amount of 

interchain hydrogen bonding to d issipate energy under deformation and improve 

mechanical performance, especially when polymerized into thermoplastics or 

elastomers that enable large deformation. Even tougher thiopolymers, which are 

unsurprisingly also thiourethanes, have been polymerized  using non-photo techniques 

such as melt polymerization [99, 100, 105] and Michael-addition .[101] Outside of thiourethanes, 

however, there is an unmet need to expand the limited chemical library of thiol -ene 

materials with substantial mechanical robustness. To accentuate this, the toughest non-

urethane thiol -ene photopolymer we found reported in the literature [106] has a toughness 

near 12 MJ·m-3, which is approximately 33 -50% that of the thiourethane photopolymers.  

One molecular structure that is increasingly used for high performance 

applications are spirocyclic compounds, also known as spiranes. A spirocyclic polymer  

is one which contains two or more rings that share one common atom, which is most 
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frequently a tetrahedral carbon. [107] The twisted ring nature of spiranes has been noted to 

result in polymers possessing high strength, toughness, and thermal stability. [108] In 

particular, spirane compounds containing acetal linkages, or spiroacetal polymers, are  

eliciting investigation as stimuli -responsive materials,[109, 110] hydrogels, [111] and drug 

delivery platforms. [112, 113] The high rigidity and crystallinity demonstrated by pure 

spiropolymers makes them difficult to process with heat or solvent s, however, and 

therefore one approach is to balance these rigid segments with more flexible linkages to 

increase their workability as well as mechanical performance. [114] To this end, we harness 

the precision and efficiency of thiol -ene polymerization to create tough, semicrystalline 

polymers from a neat monomer mixture using only ultraviolet light and photoinitiator 

to begin the reaction. Here we describe polymers made from a spiroacetal molecule, 3,9-

divinyl -2,4,8,10-tetraoxaspiro[5.5]undecane (DVTU), and several linear and crosslinking 

thiol monomers. Further more, we investigate the interplay of polymer chemistry and 

crosslink density to better understand their influence on crystallinity and thermo -

mechanical properties of these systems. 

4.2 Materials and Methods 

4.2.1 Materials 

We obtained Tetrahydrofuran (TH F) ( 99.9%), 1,6-'ÌßÈÕÌËÐÛÏÐÖÓɯȹȁƝƚǔȺɯȹ'#3ȺȮɯ

1,3-Propanedithiol (99%), Trimethylolpropane tris(3 -ÔÌÙÊÈ×ÛÖ×ÙÖ×ÐÖÕÈÛÌȺɯȹȁƝƙǔȺɯ

(TMPTMP), 2,2-Dimethoxy -2-phenyl -acetophenone (DMPA), and 3,9-Divinyl -2,4,8,10-
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tetraoxaspiro[5.5]undecane (98%) monomers from Sigma Aldrich and used each as 

received with no further purification. DMPA acted as the ultraviolet (365 nm) 

photoinitiator and was added to monomer mixtures at a 0.1 wt% concentration. 

Monomer and photoinitiator structures are shown in Figure 16: Select thiol and alkene 

monomers 

 

Figure 16: Select thiol and alkene monomers . 

4.2.2 Methods 

Sample Preparation. All polymers contained an  equivalent amount of thiol and ɬ

ene functional groups to maximize polymerization efficiency, and were made following 

a previously described protocol. [89] In brief, we mixed liquid monomers with 

photoinitiator in a clean glass vial and warmed the mixture to 75°C in an oven to melt 

the crystalline DVTU, which has a melting temperature of approximately 45°C. We cast 

the monomer mi xture between parallel glass slides separated by 1mm thick rubber 

spacers and held in place by clips. Prior to casting, we cleaned glass slides with acetone 

and buffed them with Rain -X® twice to accommodate a clean release from the polymer. 

After casting, a UVL UL -1000 ultraviolet chamber irradiated the monomer mixture with 
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365 nm light for 60 minutes. We observed some crystallization had occurred 

immediately following photopolymerization of thermoplastic and lightly crosslinked 

samples, as evidenced by the DSC heating scans shown in Figure 17: DSC heating curves 

of samples with varying crosslink density immediately after photopolymerization. . The 

early appearance of the high temperature endotherm is attributed to larger lamella  

crystallite formation, while the low temperature endotherm is attributed to thinner 

lamella that form during secondary crystallization over time. More crosslink content 

slows the kinetics of crystallization, which masks the endotherm(s) from appearing in 

these samples immediately post photopolymerization, as shown by the 20 tmol% curve 

in red. Finally, polymer samples entered a postcure oven at 85°C for 24 hours to finish 

polymeriz ation, remove any crystallinity that formed during the photopolymerization, 

alieve internal shrinkage stress, and release unreacted monomers from the bulk. 

Following postcure, we shut off the oven and allowed it to slowly cool back to room 

temperature accoÙËÐÕÎɯÛÖɯ-ÌÞÛÖÕɀÚɯ+ÈÞɯÖÍɯ"ÖÖÓÐÕÎȯ 

Ὕὸ  Ὕ Ὕ Ὕ Ὡ       (4.2.2.1) 

where T(t) is the internal oven temperature at t minutes, T a is the room 

temperature (22°C) surrounding the oven, T 0 is the initial internal oven temperature 

(85°C), and k is the oven-specific cooling constant, which was found to be -0.0107 min-1. 
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Figure 17: DSC heating curves of samples with varying crosslink density 

immediately after photopolymerization.  

Samples annealed at 22°C after removal from the oven to allow crystallinity to 

reach equilibrium. Equilibrium ensured that maximum energy dissipation was achieved 

for each composition of HDT -TMPTMP-DVTU. Below, Figure 18: Optical 

characterization of semicrystalline morphology i n HDT -TMPTMP-DVTUs. illustrates the 

compositions of HDT -TMPTMP-DVTUs considered here and the effect crosslinker 

concentration has on opacity: Increasing concentration of crosslinker leads to decreasing 

opacity. Ratios above samples indicate chain-builder thiol to crosslinking thiol monomer 

proportions . 
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Figure 18: Optical characterization of semicrystalline morphology i n HDT -

TMPTMP -DVTUs.  

Polymer Imaging and FTIR Analysis. Mid infrared spectroscopy quantified 

extent of polymerization by way of peak area comparison. In an ABB FTLA2000 ATR-

FTIR, 5 µl of monomer solution or 5  mg of polymer contacted the attenuating crystal and 

underwent scans from 4000 cm-1 to 1000 cm-1 at 4 cm-1 resolution at 22°C for 400 scans. To 

eliminate intensity differences arising from varying contact of liquid monomer and solid 

polymer to the attenuating crystal, we normalized absorbance to the 1160-1210 aliphatic 

ester stretching vibration, which is unchanged during the polymerization process. We 

then calculated the extent of polymerization as 

ὴέὰώάὩὶὭᾀὥὸὭέὲ Ϸ ρ  ρzππ    (4.2.2.2) 
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where A m and A p are the areas under the thiol and alkene peaks of the monomer 

solution and polymer disk, respectively. Peaks used in the calculations were the -SH 

stretching vibration at 2550-2590 cm-1 and terminal methylene group stretching in vinyl 

alkenes at 3075-3095 cm-1.[115] Functional group conversion reported is the mean of a 

minimum of 3 samples.  

We confirmed spherulite crystal presence using transmitted polarized light 

microscopy on a Zeiss Axio Imager Z2 Upright Microscope with a differential 

interference contrast analyzer and Axiocam 506 color camera. We examined films with 

crosslinking compositions ranging from 0% to 20% after subjecting them to the postcure 

and annealing procedure previously described. Following this, we imaged the films at 

600X in oil at 22°C.  

Thermo -mechanical Analysis. We performed differential scanning calorimetry 

using a TA Instruments Discovery DSC. We pressed polymer disks of approximately 

7mg into aluminum pans and subjected them to a heat-cool-heat thermal analysis 

between -50°C and 120°C at 10°C per minute under nitrogen. We calculated glass 

transition temperature (T g) on the second heating ramp as the midpoint between the 

onset and endset transition temperatures, which are defined as intersection 

temperatures between lines tangent to the steady state and transition slopes. We 

calculated mass-normalized enthalpy fusion as the integral of the melting peaks relative 

ÛÖɯÚÈÔ×ÓÌÚɀɯÉÈÚÌÓÐÕÌÚɯËÜÙÐÕÎɯÛÏÌÐÙɯÍÐÙÚÛɯÏÌÈÛÐÕÎɯÙÈÔ×ȭɯ 
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~15mg discs of HDT-TMPTMP-DVTUs of all compositions acted as samples for 

gel fraction analysis. We immersed each sample in 20ml of pure THF solvent for 3 days 

at room temperature to swell the network and wash out all solids content 

unincorporated in the crosslinked network; following this, we removed the samples 

from the THF and boiled off al l absorbed solvent at 70°C for 3 additional days. Gel 

fraction, g, of the materials is recorded as  

Ὣ           (4.2.2.3) 

where mo and ms are the mass of the disc before and after THF exposure and drying, 

respectively. 

A TA Instruments Q800 DMA su bjected rectangular thiol -ene samples 

measuring 1 mm by 3 mm in cross-section to a strain of 0.1% at 1 Hz while heating from 

-40°C to 120°C at 3°C/min. We report glass transition temperature as the maximum of 

ÛÏÌɯÛÈÕϗɯÝÌÙÚÜÚɯÛÌÔ×ÌÙÈÛÜÙÌɯ×ÓÖÛɯȹFigure 24ȯɯ3ÈÕϗɯÊÜÙÝÌÚɯÖÍɯ'#3-TMPTMP-DVTUs.), 

and glassy and rubbery moduli as the maximum and minimum recorded moduli, 

respectively. We averaged a minimum of three samples of each for thermal transition 

data.  

We measured stress-strain behavior on a TestResources 830 Axial Torsion System 

equipped with a 440N load cell by straining ASTM D638 Type V dogbone samples in 

tension at a rate of 5 mm·min -1 at 22°C. For screening purposes, we computed strain 

using crosshead displacement divided by initial gage length; we then assessed strain of 
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select compositions with an Imetrum non -contact video and software package to 

understand their stress-strain response more thoroughly. Briefly, a vid eo capture system 

tracked the strain of markers made inside the dogbone gage length; this ensured only 

deformation within the homogenous region was recorded. We calculated toughness as 

ÛÏÌɯÈÙÌÈɯÜÕËÌÙɯÛÏÌɯϦ-ϘɯÊÜÙÝÌɯȹÜÕÐÛÚɯÖÍɯÝÖÓÜÔÌÛÙÐÊɯÌÕÌÙÎàɯÈÉÚÖÙ×ÛÐÖÕȮɯ)ɇm-3); discussion of 

toughness throughout this article implies the same, and so excludes different metrics of 

toughness, such as results of Charpy or Izod tests, which report planar or linear energy 

absorption (J·m-2 or J·m-1) under different testing conditions .[116] Engineering strain and 

stress were used in all calculations. 

4.3 Results 

4.3.1 Functional Group Conversion 

We analyzed samples of HDT-DVTU, TMPTMP -DVTU, and PDT-DVTU 

polymers to assess the effect of holding samples at 85°C for 24 hours on degree of 

polymerization following ultraviolet -initiated radical polymeri zation. Consistent with 

previous reports in thiol -ene literature, all polymer samples exhibited high conversion 

( 91%) of their constituent monomers, with modestly higher alkene conversion. [81, 82, 117, 

118] Alkene monomers with dipole moments near their terminal vinyl bonds, as is the 

case with (meth)acrylates, are known to homopolymerize during radical polymerization. 

However, we determined that DVTU underwent no measureable homopolymerization 

when we compared the characteristic peaks in the monomer and photoinitiator mixture 
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before and after UV exposure. Furthermore, exposing the mixture to postcure conditions 

for 24 hours also did not cause any self-reaction. In general, we found that all polymer 

samples reached high conversion upon exposure to UV light; this is further indication 

that the polymerization proceeds in a step-growth fashion and benefits from a delayed 

gelation point, which permits mass transfer of oligomers and facilitates high conversion 

of their functional groups. Upon treatment of 24hr, 85°C postcure, the samples exhibited 

a modestly increased thiol conversion. We believe that increased thermal agitation of the 

polymer network allows small, unreacted thiol molecules to escape from the bulk and 

therefore slightly increases their measured conversion. Figure 19 shows a representative 

IR spectrum for HDT -TMPTMP-DVTU -7.5, and Table 9 in Appendix C summarizes 

extent of polymerization data for three thiol -alkenes and one thiol-thiol -alkene. 
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Figure 19: Representative IR spectrum for HDT -TMPTMP -DVTU -7.5. A. Full 

IR scan. B. Close-up of region of interest.  
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4.3.2 Crystallinity and Thermal Transitions 

Figure 20 illustrates the crystallization of HDT -TMPTMP-DVTU -7.5 following 

ÛÏÌɯÓÈÛÛÌÙɯ×ÖÙÛÐÖÕɯÖÍɯÛÏÌɯÊÓÈÚÚÐÊɯ ÝÙÈÔÐɯɁ2ɂɯÊÜÙÝÌȮɯÐÕɯÞÏÐÊÏɯÈÕɯÌÈÙÓàɯ×ÌÙÐÖËɯÖÍɯÙÈ×ÐËɯ

nucleation and growth is followed by sma ll increases in crystalline content via 

secondary crystallization and enthalpic relaxation as the chains adapt their lowest free 

energy conformations. [119, 120] As Figure 20a and Figure 20c exemplify, crystallinity of 

HDT -TMPTMP-DVTUs increases steadily over time with annealing at 22°C until 

equilibrium is reached and maintained for all longer time points. The increasing 

population of crystallites increases opacity over time ( Figure 20b), as well as broadening 

and raising the glass transition range during initial DSC heating ramps. Endotherms 

reach steady state by day 4 of annealing. Annealing at higher temperature shifts the 

lower endotherm upwards as lamella grow, while the more stable lamella responsible 

ÍÖÙɯÛÏÌɯÏÐÎÏÌÙɯÌÕËÖÛÏÌÙÔɯÙÌÔÈÐÕɯÜÕÈÍÍÌÊÛÌËȭɯ ɯɁÚÏÌÓÍɂȮɯÐÕËÐÊÈÛÐÝÌɯÖÍɯÓÈÔÌÓÓÈɯÌÐÛÏÌr still 

growing or at their original thickness, is present between the low temperature 

endotherm from 22°C annealing and the low temperature endotherm of the same 

material as it has anneals at 30°C. 
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Figure 20: Crystallization behavior of HDT -TMPTMP -DVTUs over time.  A. 

Material reaches equilibrium within three days. B. As -made versus annealed shows 

opacity increasing alongside crystallinity. C. DSC stacks over time show increasing 

melting endotherms and T g broadening. D. Effect of elevated annealing temperature 

on thermal behavior.  

We detected spherulites by polarized light microscopy (PLM) for HDT -

TMPTMP-DVTU samples containing up to 12.5 thiol mol% (t mol%) TMPTMP. Maltese 

ÊÙÖÚÚÌÚɯÊÖÜÓËÕɀÛɯÉÌɯÚÌÌÕɯÐÕɯÚÈÔ×ÓÌÚɯÞÐÛÏɯÏÐÎÏÌÙɯÊÙÖÚÚÓÐÕk density; however, samples 

with crosslink density as high as 20 tmol% still exhibited semicrystalline characteristics 

such as opacity and endothermic valleys in DSC heating curves. Qualitative analysis of 
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polarized images (Figure 21) revealed a spherulite size roughly 10µm in diameter for 

HDT -DVTU and HDT -TMPTMP-DVTU -5, and ~5µm for HDT -TMPTMP-DVTU -10. 

Furthermore, polymers below 10% TMPTMP content exhibited clear exti nction patterns 

within the Maltese crosses, while HDT -TMPTMP-DVTU -10 showed less regularity and 

appeared less spherical. This suggests that crosslinking starts to reach a critical density 

at 10 tmol% TMPTMP and severely disrupt spherulite formation, result ing in fewer, 

smaller lamella and more amorphous volume.  
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Figure 21: Polarized images of HDT -TMPTMP -DVTUs reveal characteristic 

Maltese cross patterns of spherulite crystals. A. HDT -DVTU  B. HDT -TMPTMP -

DVTU -5. C. HDT -TMPTMP -DVTU -10. 
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We used DSC to elucidate the effect of crystallinity and crosslink density on glass 

transition temperature, enthalpy of fusion, and melting temperatures of crystalline 

domains in the semicrystalline polymers. Figure 22 shows stacked representative 

heating curves of HDT-TMPTMP-DVTU polymers at equilibrium crystallinity and 

summarizes the endotherm temperatures, glass transition temperature, and mass-

normaliz ed enthalpy of fusion. We found that the glass transition temperature of HDT -

TMPTMP-DVTUs generally increased with higher crosslink density, except between 

17.5% TMPTMP and 20% TMPTMP, where the Tg decreased by approximately 1.1°C. We 

believe that this small decrease is caused by the large reduction of crystallinity in the 

polymer at this crosslink density, thereby suppressing physical crosslinks from the 

material and reducing T g.  

We attribute the two endotherms in Figure 22 to populations of lamella of 

varying thickness in the bulk polymer. The low temperature endotherms reflect the 

presence of relatively thin, less-perfect lamella, and the higher temperature endother ms 

indicate species of more stable, thicker lamella. Thicker lamella commonly form early in 

many annealed, semicrystalline polymers such as polyamides,[121] polyethylene, [121, 122] 

polycaprolactone, [123] ethylene/vinyl acetate copolym ers,[124] and poly(aryl ether ether 

ketone),[125-127] and are followed by the formation of thinner lamella during secondary 

crystallization over longer annealing times. Our findings indicate that the spiroacetal 

thiol -enes described herein act exactly in this manner. The high temperature endotherms 
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are initially more present immediately following polymerization of thermoplastic and 

lightly crosslinked samples ( Figure 17), and while both endotherms grow in intensity 

with anneal ing time ( Figure 20c), only the lower temperature endotherm shifts to a 

higher temperature when we raise the annealing temperature to 30°C (Figure 20d). By 

examining HDT -TMPTMP-DVTU -7.5 over multiple time points, we show the 

population of thin lamella growing and elevating their endotherm by an average of 6 -

8°C, which corroborates with literature reports of lower endotherm presence 5 -25°C 

above annealing temperature.[121, 122, 125, 126] The high endotherms shift to lower 

temperatures and also become shallower with higher crosslink content, which suggests 

that increasing TMPTMP concentration increases the relative amount of amorphous 

volume in the networks and reduces the average size of the crystals formed. Xue et al 

reported that the crystal melting point depression is inversely proportional to the crystal 

radius in the relationship, [128] 

ЎὝ Ὕ Ὕ  
Ў

       (4.3.2.1) 

where T0, T, r, Ϧ, Vm and ЎὌ  are the melting point of the bulk crystal, the melting point 

of a crystal with radius r, surface tension, molar volume, and molar heat of fusion, 

respectively. The melting point depression of the secondary endotherm of HDT -

TMPTMP-DVTUs generally fits the above relationship, and reinforces the results from 

PLM that average crystal radius decreases with increasing crosslinking. We believe the 

lower temperature endotherm would similarly be reduced in temperature at sufficiently 
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high crosslinking, but the continued reduction in endotherm magnitude during DSC 

heat scans that accompanies more TMPTMP content inhibits our ability to measure this 

effect. Furthermore, the data in Figure 22 suggests that the initial small additions of 

crosslinker (i.e. the transition from 0 to 2.5 and 2.5 to 5 tmol% TMPTMP) have the largest 

effect on reducing crystallite size. This agrees with the intuition that early additions of 

crosslinking have the biggest effect on limiting chain mobility by introducing covalent 

anchor points throughout the network.  For visual clarity, E1, E2, Ef, and Tg in Figure 

22b denote low temperature endotherm, high temperature endotherm, mass -normalized 

enthalpy of fusion, and glass transition temperature, respectively.  
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Figure 22: DSC curves and data for various HDT -TMPTMP -DVTU 

compositions. A. DSC heating curves of HDT -TMPTMP -DVTU compositions, labeled 

by tmol% TMPTMP. B. Thermal properties of HDT -TMPTMP -DVTUs as a function 

of crosslink concentration.   

Shown in Figure 22a, the fusion enthalpy of the high temperature endotherm is 

initially significantly larger than that of the low one, but is definitively smaller once 
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TMPTMP concentration reaches 10 tmol%. This is because crosslinks act to disrupt larger 

lamella at lower concentrations than they do small ones. Thus, higher crosslinking 

drives the dominant population of crystallites to smaller sizes in parallel to reducing 

overall crystallinity. We found that the largest decrease in total melting enthalpy occurs 

at crosslink concentrations between 10 and 12.5 tmol%, between which the mass-

normalized enthalpy of fusion dropped from approximately 22 J/g to 17 J/g. This 

supports our findings from PLM, which located the critical threshold of crosslink 

concentration at ~10 tmol%. Crosslinker concentrations between 12.5 and 20 tmol% further 

reduced enthalpy of fusion, and samples with 50 and 100 tmol% TMPTMP did not exhibit 

any measurable melting enthalpy, which indicates a sufficiently densely crosslinked 

network to complet ely remove all crystallinity. Furthermore, the glass transition regime 

was more clearly defined in samples containing larger amounts of crosslinker, which 

arises in more homogenous networks with less crystal content and shorter average chain 

lengths between crosslinks. 

For comparison, a heating curve of PDT-DVTU (no chemical crosslinker) is 

stacked above the HDT-TMPTMP-DVTU curves in Figure 22a. It is clear that the 

presence of propanedithiol segments in the alternating copolymer significantly decrease 

its crystallinity, as evidenced by a single shallow endotherm and a sharply defi ned glass 

transition region. Because PDT has a lower mass per mole of thiol functional groups 

than HDT (54.12 g/mol versus 75.16 g/mol of terminal -SH moieties), PDT-DVTU 
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polymer contains more DVTU by weight than HDT -DVTU; therefore it appears that the 

increased spacing between DVTU molecules in HDT-DVTU increases crystallinity more 

so than higher DVTU content. We attribute this observation to the greater flexibility of 

each polymer chain in HDT -DVTU, which enables more chain realignment into 

organized lamella during the cooling from postcure and annealing at room temperature. 

Enthalpy of fusion, melting endotherms, and glass transition temperatures for all 

compositions of HDT -TMPTMP-DVTUs, as well as for PDT-DVTU and crystalline 

DVTU monomer, can be found i n Table 6: Enthalpy of fusion, crystalline melting 

temperatures, and glass transition temperatures of various compositions of PDT- and 

HDT -TMPTMP-DVTU polymers as measured by DSC. 

4.3.3 Thermo-mechanical Behavior 

As illustrated in Figure 23, we investigated HDT -TMPTMP-DVTU samples of 

TMPTMP content ranging from 0 to 100 tmol% by dynamic mechanical analysis to better 

understand how crosslinking and crystallinity interact to affec t thermo-mechanical 

properties in the glassy, transition, and rubbery temperature regimes. At glassy 

temperatures, the stiffness of every composition of HDT -TMPTMP-DVTU copolymers 

ranged between 1.1-2.3 GPa, which is comparable to most amorphous and 

semicrystalline polymers. [129] The glassy modulus for samples with 15 tmol% TMPTMP or 

less was consistently above 2 GPa, while all samples with greater than 15% TMPTMP 

were softer than 2 GPa.  We believe the decreasing glassy modulus results from both 
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diminishing crystallinity and reduced spiroacetal content (by weight) in specimens with 

higher TM PTMP content. Samples without crosslinking melted completely at 

temperatures beyond the high-temperature endotherm from DSC, and the first sample 

to exhibit a rubbery plateau beyond the glass transition temperature was HDT -

TMPTMP-DVTU -5, which occurred beyond Figure 5 truncation. This agrees with the gel 

fraction data in Table 7, which indicates that substantial network formation does not 

occur until 5 t mol% TMPTMP, and increases with further crosslinking. Samples 

containing 2.5 tmol% TMPTMP deformed until the strain limit on the DMA was reached, 

which prevented us from obtaining a rubbery modulus. In samples with a rubbery 

plateau, the rubbery modulus was found to in crease with increasing crosslinking 

content, following a well understood relationship, [129, 130] 

Ὁ  θ         (4.3.3.1) 

where Er is the rubbery plateau modulus, R is the universal gas constant, T is the 

absolute temperature of the polymer, Ϥ is polymer density, and M c is the molar mass 

between crosslinks. Furthermore, the higher gel percentage of polymer found at higher 

TMPTMP concentrations also contributes to raising the rubbery modulus, since greater 

network incorporation allows for a highe r fraction of the material to stretch elastically 

instead of flowing beyond the melting temperature.  
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Figure 23: DMA scans of HDT -TMPTMP -DVTUs, listed by t mol% TMPTMP. 

Tensile testing temperature (22°C) is demarcated by a vertical  dashed line.  

While the glassy and rubbery behavior of HDT -TMPTMP-DVTU polymers is 

fairly straightforward, their thermo -mechanical behavior is more nuanced throughout 

the transition temperature region (approximately 10 °C to 100°C). Samples having 15 
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tmol% 3,/3,/ɯÌßÏÐÉÐÛɯÛÞÖɯɁÚÏÖÜÓËÌÙÚɂɯÐÕɯÛÏÌÐÙɯÔÖËÜÓÜÚɯÝÌÙÚÜÚɯÛÌÔ×ÌÙÈÛÜÙÌɯÊÜÙÝÌÚȯɯÛÏÌɯ

low temperature shoulder occurs approximately at 47 °C and is independent of 

crosslinker density, and the higher temperature shoulder appears to shift from 80 °C in 

HDT -DVTU down  to 60°C in HDT -TMPTMP-DVTU -15. The occurrence of both 

shoulder regions, as well as the downward trend of the high temperature bend with 

increasing crosslinker, corroborate the DSC results from the previous section and 

correspond to thermal transitions lin ked to crystal melting. HDT -TMPTMP-DVTU -17.5 

and HDT -TMPTMP-DVTU -20 only exhibit the low temperature shoulder; this suggests 

that while there may still be thicker lamella presence detectable by DSC, the population 

of these crystallites is too small to appreciably reinforce material modulus above 47°C. 

The low temperature shoulder disappears beyond HDT -TMPTMP-DVTU -20 and 

supports the concept that the network crosslinks are too dense to permit significant 

chain rearrangement into crystalline morphologies.  

As shown in Figure 24 and the data of Table 7, clear trends in the thiol -ene 

thermomechanical behavior as a function of crosslink concentration emerge. The first is 

increasing homogeneity with increasing crosslinking, which is demonstrated by the full 

width at half -ÔÈßÐÔÜÔɯȹ%6',ȺɯÖÍɯÛÏÌɯÛÈÕϗɯÊÜÙÝÌɯËÌÊÙÌÈÚÐÕÎɯÈÚɯ3,/3,/ɯÊÖÕÛÌÕÛɯ

rises. Assuming random dispersion of TMPTMP monomers during polymerization, a 

higher concentration naturally causes a smaller distribution of chain lengths between 

crosslinks, and therefore a more narrow temperature range over which these segments 
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relax. Addition ally, the reinforcing presence of crystals diminishes as crosslinking 

increases, which is illustrated by the large decrease in Tg and FWHM between samples 

containing 12.5 and 20 tmol% TMPTMP. At 50 tmol% TMPTMP, the networks are highly 

crosslinked, amorphous, and homogenous; because of this, additional crosslinking has 

no noticeable effect on FWHM. Last, the high gel fraction of these tightly crosslinked 

networks suppresses the broadening effect unincorporated polymer loops and chains 

have on the FWHM and so further sharpen their softening temperature range by nearly 

eliminating soluble content inside the networks of high crosslink compositions.  

 

Figure 24ȯɯ3ÈÕϗɯÊÜÙÝÌÚɯÖÍɯ'#3-TMPTMP -DVTUs.  
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 A second observable trend is the monotoniÊɯËÌÊÙÌÈÚÌɯÖÍɯ8ÖÜÕÎɀÚɯÔÖËÜÓÜÚɯÈÛɯ3g 

with increasing crosslinking. Because crosslinks act to disrupt and reduce crystallinity in 

the thiol -enes, more crosslinking steadily reduces the stiffening effect of rigid crystalline 

domains at Tg. Further, the largest decrease in modulus occurs between 12.5 and 15 tmol% 

3,/3,/ȰɯÞÌɯÍÐÕËɯÛÏÐÚɯÐÕɯÈÎÙÌÌÔÌÕÛɯÞÐÛÏɯ#2"ɯÈÕËɯ/+,ɯÙÌÚÜÓÛÚɯÐÕɯÐËÌÕÛÐÍàÐÕÎɯÈɯɁÊÙÐÛÐÊÈÓɯ

ËÌÕÚÐÛàɂɯÖÍɯÊÙÖÚÚÓÐÕÒÚɯÕÌÈÙɯƕƔ-15 tmol%, beyond which crystallinity is severely reduced. 

Tabulated values for glassy modulus, rubbery modulus, T g determined via tanϗɯ×ÌÈÒ, as 

well as the maximum intensity of tan ϗɯÝÈÓÜÌÚɯÈÙÌɯÍÖÜÕËɯÐÕɯ2Ü××ÓÌÔÌÕÛÈÓɯ3ÈÉÓÌɯƖȭ 

In Figure 25, glass transition temperatures are plotted as a function of TMPTMP 

content for both DSC and DMA measurements. For comparison, the predictions of the 

Fox equation for each dataset are plotted as well.[131] The Fox equation describes the Tg of 

a polymer blend or copolymer as  

          (4.3.3.2) 

where Tg, Tg1, and Tg2 are the glass transitions of the blend, component 1 (HDT-

DVTU), and component 2 (TMPTMP -DVTU), respectively, and w 1 and w 2 are the weight 

fractions of (HDT -DVTU) and (TMPTMP -DVTU), respectively. While the Fox equation 

is typically employed to understand the glass transiti on behavior of statistical 

copolymers and polymer blends, McNair et al successfully demonstrated its ability to 

accurately model the Tgs of crosslinked, ternary thiol -ene networks due to similar 

reactivities of constituent monomer species and relatively fa st polymerization 
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kinetics.[117] The Fox equation tracked closely with the DSC results, especially for both 

very low and very high TMPTMP concentrations, while mildly underestimating T g for 

moderate crosslink densities of 7.5-17.5 tmol%. In general, the Fox calculation extrapolates 

intermediate T g values based on the weight fraction of boundary cases (pure 

thermoplastic and complete thermoset, respectively for HDT -DVTU and TMPTMP -

DVTU).  As a consequence, materials containing modest crosslink densities exhibit a Tg 

higher than predicted due to the combined effects of crystallinity and crosslinking. Each 

component used in the calculation, however, is missing one of these Tg-raising factors; 

namely, HDT -DVTU has no crosslinking effects and TMPTMP-DVTU is devoid of 

crystallinity - the result is a theoretical prediction which mildly undershoots the 

compositions that benefit from both factors in concert.   
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Figure 25: A comparison of T gs as a function of crosslinker density in HDT -

TMPTMP -DVTUs between DSC and DMA techniques, with the Fox equation used as 

a theoretical baseline.  

Tg by DMA, in similar fashion to T g by DSC, closely matches the Fox equation for 

low TMPTMP concentrations (0-5 tmol%) and mildly exceeds calculated values for 

moderate densities of 7.5-12.5 tmol%. Curiously , however, experimental DMA T g drops 

significantly below the predicted T g for TMPTMP concentrations of 15-20 tmol%. We 

hypothesize this is due to crystallites having a larger effect on DMA T g (maximum 

mechanical damping at the peak of the tanϗɯÝÌÙÚÜÚɯÛÌÔ×Ìrature curve) than TMPTMP 

crosslinks. Thus, samples with significant crystalline content (samples with  12.5 tmol% 

TMPTMP) have a higher Tg, and the diminished presence of these factors drops the 

transition temperature ~10°C between HDT-TMPTMP-DVTU -12.5 and HDT -TMPTMP-

DVTU -20.  Not until TMPTMP content is increased to 50 tmol% does the Tg of the polymer 
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rise back above that of HDT-TMPTMP-DVTU -12.5. Thus, while the Fox equation is 

helpful in approximating the glass transition temperature of many amorphous 

thermoplastic and thermoset polymers, the glass transition temperatures of these 

semicrystalline thiol -ene networks appear to depend on both chemical composition and 

morphology, and presents an opportunity for future work to determine a more rigorous 

Tg prediction model incorporating crystal parameters such as average grain size and/or 

crystalline volume fraction.  

4.3.4 Tensile Deformation Behavior 

To better understand how crystallinity and crosslink density affect the 

mechanical behavior of PDT- and HDT -TMPTMP-DVTUs, we strained samples of 

varying TMPTMP content in tension at room temperature until failure and plotted the 

results in Figure 26. Both HDT-DVTU and PDT-DVTU are brittle and exhibit higher 

yield strength and lower failure strain than any crosslinked variations. We attribute low 

failure strain to the absence of TMPTMP monomers; these thermoplastic materials 

cannot deform significantl y before fracture and thus demonstrate poor toughness. 

Additionally, we believe the high crystallinity found in the thermoplastic HDT -DVTU 

contributes to early failure of the material by crack propagation between crystal 

boundaries; during testing we observed that these samples broke prior to any necking 

behavior and had a rough and jagged fracture pattern, whereas crosslinked samples 

failed after significant necking and with a qualitatively smoother fracture. The high 
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yield strength is a result of the rein forcing effect of crystallinity; in fact, yield strength 

directly correlates with the relative crystal content for HDT -TMPTMP-DVTUs. Previous 

investigations have identified crystallinity as one of the primary influencing factors on 

yield strength ;[129, 132, 133] therefore, as we expected, the largest drop in HDT-TMPTMP-

DVTU yield strength occurs between 10 and 12.5 tmol% crosslinker, because the transition 

between these two TMPTMP concentrations is where crystallinity decreases most 

significantly.  

Samples with higher crystallinity also exhibited larger upper -to-lower yield 

stress ratios, defined as the difference in stress between the yield point and lowest 

recorded stress at strains beyond the yield point. This phenomenon suggests that 

spherulite presence is the most significant barrier to early plastic deformation in the 

thiol -enes, even more so than crosslink density or Tg of the polymer.  A high ratio of 

upper to lower stress indicates large early resistance to plastic deformation, but once this 

deformation is activated, the material offers relatively little resistance is to resist further 

chain motion. Ideally, then, the toughest material s would have both a high yield point 

and a small ratio, which would describe substantial early resistance to deformation as 

well as continued energy dissipation at higher strains. [133] While yield stress and yield 

ratio were directly coupled in PDT - and HDT -TMPTMP-DVTUs, it is possible that even 

tougher materials could be made by incorporating additional energy dissipation 

mechanisms along the polymer backbone such as motifs that partake in significant 
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hydrogen bonding to hinder chain motion and thus limit the early decrease in stress 

after the yield point.  

 

Figure 26: Stress-strain curv es for HDT -TMPTMP -DVTUs. Samples are 

labeled to indicate t mol% thiol monomers attributed to TMPTMP.  

As crosslink density increases, failure strength, ultimate tensile strength, and 

toughness climb until reaching their peak values at 7.5 tmol% TMPTMP; these metrics 

regress with additional increments of TMPTMP. Early additions of TMPTMP (2.5, 5, and 
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7.5 tmol%) reinforce the network by distributing applied loads more homogenously 

across all connected polymer chains while minimally disrupting lam ella and spherulite 

formation. Furthermore, as these samples stretch, they transition from opaque to 

translucent; this demonstrates the disruption of spherulite crystals under strain, which 

dissipates the applied strain energy and explains much of the tough behavior of the 

thiol -ene networks. When we examine Figure 26 in conjunction with the DSC data of 

Figure 22b and the tanϗ curves of Figure 24, the synergy of crystallinity and crosslinking 

in this system becomes apparent. While samples with low TMPTMP concentration (2.5 

and 5 tmol%) are mechanically reinforced by their high crystallinity and transition 

temperatures near testing temperature (22°C), their low gel fraction and crosslink 

content results in a loose network with fewer covalent anch or points to resist chain 

motion and strengthen the polymer beyond the yield point. Materials with 7.5, 10, and 

12.5 tmol% crosslinker also have Tgs near 22°C and therefore benefit from maximum 

thermo-mechanical damping, but polymers with 12.5 tmol% TMPTMP have a fraction of 

the crystallinity present in less crosslinked materials, and therefore do not receive nearly 

the amount of mechanical reinforcement. Samples with more TMPTMP distribute 

applied loads more evenly between individual crystals throughout t heir network and 

require more covalent linkages be broken by a propagating crack tip, which are likely 

contributing reasons for the higher failure strains of HDT -TMPTMP-DVTU -12.5 through 

HDT -TMPTMP-20 compared to materials with less TMPTMP. Furthermore, samples 
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with 7.5% and 10% TMPTMP achieve the highest ultimate tensile stress resulting from 

the synergy of their physical and covalent crosslinking, and these elevated stresses likely 

contribute to network failure at smaller strains. At first, the notion tha t more 

crosslinking permits larger rather than smaller failure strains is a counterintuitive result, 

ÈÕËɯÖÕÌɯÌß×ÓÈÕÈÛÐÖÕɯÊÖÜÓËɯÉÌɯÛÏÈÛɯ×ÖÓàÔÌÙÚɀɯÔÌÊÏÈÕÐÊÈÓɯÉÌÏÈÝÐÖÙɯÐÚɯÏÐÎÏÓàɯËÌ×ÌÕËÌÕÛɯ

on their testing temperature relative to their T g.[83, 129] For example, a polymer stretched at 

a temperature much higher than its T g reaches higher failure strain but lower stress than 

the same polymer tested at or below Tg. Intermediately crosslinked HDT -TMPTMP-

DVTU materials with 15 -20 tmol% crosslinker (which have significantly depressed T gs as 

measured by DMA) would strain further by this effect. However, while more 

crosslinked samples reach higher strains, the additional strain cannot fully compensate 

for the loss of dissipative energy of the physical crosslinks. Thus, the increased 

crosslinking mutes the effects of spiroacetal presence in the polymer, and the greatly 

reduced crystallinity in these materials results in overall reduced toughness and 

strength. Both of the highly crosslinked materials, HDT -TMPTMP-DVTU -50 and 

TMPTMP-DVTU, have substantially poorer mechanical properties than all formulations 

except HDT-DVTU, which gives credence to the idea that a small amount of crosslinker 

compliments the properties of a polymer containing spiroacetal units along the 

backbone, while too much crosslinking negates these synergies. Plots of failure strain, 

yield and ultimate tensile strength, and failure strain versus TMPTMP concentration is 
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shown in Figure 27 to illustrate the effect of crosslinking on the performance of the 

material. 
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Figure 27: Several relationships between crosslinker content and mechanical 

properties. Samples were tested at 0, 2.5, 5, 7.5, 10, 12.5, 15, 17.5, 20, 50, and 100 tmol% 

TMPTMP . A. Failure strain B. Ultimate tensile stress and yield stress C. Toughness. 
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The inset of Figure 26 shows several benchmark compositions of PDT-TMPTMP-

DVTUs for comparison to those of HDT -TMPTMP-DVTUs. All samples tested were 

substantially less tough and achieved lower ultimate - and failure strengths than their 

HDT -TMPTMP-DVTU counterparts. Curiously, while PDT -DVTU mirrored the 

behavior of HDT -DVTU in breaking shortly after the initial yield peak, and both PDT - 

and HDT -TMPTMP-DVTU -20 follow classic thermoset stress-strain behavior, PDT- and 

HDT -TMPTMP-DVTU -7.5 differ quite dramatically. PDT -TMPTMP-DVTU -7.5 has a 

large strain to failure and a very low, flat stress response until high strain is reached. It 

does not contain the early yield peak or the large stresses at moderate-to-high strains 

present in HDT -TMPTMP-DVTU -ƛȭƙȮɯ ÞÏÐÊÏɯ ÞÌɯ ÈÛÛÙÐÉÜÛÌɯ ÛÖɯ ÛÏÌɯ ÔÈÛÌÙÐÈÓɀÚɯ ÓÈÊÒɯ ÖÍɯ

crystallinity. The reduced st ress on the network means fewer crosslinks are required to 

maintain network integrity and therefore more damage can be sustained, which results 

in higher strain prior to failure. In addition, extensive deformation outside of the 

dogbone gage length was observed for PDT-TMPTMP-DVTU -7.5, which inflates its 

failure strain as computed using grip displacement. A summary of the mechanical 

properties for PDT- and HDT -TMPTMP-DVTUs can be found in Table 8. 

After determining HDT -TMPTMP-DVTU -7.5 to be the toughest thiol-ene, we 

assessed its stress-strain response using a non-contact video extensometer to better 

understand its behavior during deformation. As shown in Figure 28, the stress-strain 

curve can roughly be divided into three sections: early yield behavior, crystal dissipation 
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and chain untangling, and chain alignment to f ailure; these regions are labeled 1, 2, and 

3, respectively. As shown in Figure 28a, the video extensometer emphasized regions 1 

and 2 as compared to grip strain (strain computed using grip displacement divided by 

initial grip separation) because it only measures deformation inside the homogenous 

region of the dogbone. Grip strain, shown in Figure 28b, includes deformation both 

inside and outside of the gage length, and so underreports strain for samples with both 

high crystallinity and sufficient crosslinking (the case for samples with 7.5 and 10 t mol% 

TMPTMP), and overreports str ain for thiol -enes with insufficient crystallinity (  12.5 

tmol% TMPTMP) or crosslinking (2.5 and 5 tmol% TMPTMP) to prevent large deformation 

outside of the gage. The graph on Figure 28c depicts the ratio between video strain and 

grip strain; each region has a distinct relationship and it is clear that most deformation 

inside the gage length is completed by the end of region 2 (where video strain surpasses 

grip strain  by as much as 225%). The video to grip strain ratio approaching unity 

throughout region 3 indicates that sample deformation occurs increasingly outside of 

the gage. The stress-strain curve of Figure 28a should be considered a more accurate 

ÙÌ×ÙÌÚÌÕÛÈÛÐÖÕɯÖÍɯÛÏÐÚɯÔÈÛÌÙÐÈÓɀÚɯËÌÍÖÙÔÈÛÐÖÕɯÉÌÏÈÝÐÖÙȮɯÈÚɯÐÛɯÌÔ×ÏÈÚÐáÌÚɯÛÏÌɯÐÔ×ÖÙÛÈÕÊÌɯ

of crystallinity in increasing toughness during stretching. HDT -TMPTMP-DVTU -7.5 

stress-strain data using the video extensometer may be found at the bottom of Table 8. 
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Figure 28: HDT -TMPTMP -DVTU -7.5 stress-strain behavior from video - and 

grip strain measurement techniques.  A. Stress-video strain. B. Stress-grip strain. C. 

Video/g rip strain ratio during tensile testing.  
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4.4 Conclusion 

We synthesized a new system of thiol-ene photopolymers to contain spiroacetal 

alkene units periodically along the polymer backbones. The semicrystalline networks are 

some of the toughest thiol-ene photopolymers yet reported, and are the toughest of the 

subset to not include urethane linkages. Controlling the amount of crosslinking present 

in the samples provided a method to tune morphological and mechanical properties 

such as crystallinity and the stress-strain behavior of the polymers. We found that a 

lightly crosslinked network composed of 7.5 t mol% TMPTMP resulted in a polymer 

capable of achieving ~36 MJ/m3 toughness.  This material represents a unique, new 

photopolymer that derives its toughness at room temperature from a combination of 

crosslinking, crystallinity, spiroacetal chemistry, and the thermo -mechanical damping 

resulting from proximity to its glass transition temperature. More broadly, this work 

identifies spirocycles, molecules containing atom-sharing organic rings, as moieties that 

may be incorporated into traditionally weak polymers like thiol -enes to tune and 

improve their mechanical performance. We believe materials incorporating 

spirochemistry hold great promise for demanding applicati ons such as load-bearing 

polymers and robust 3D printing resins.  
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Chapter 5. A Tough, Stable Spiroacetal Thiol-ene Resin 
for 3D Printing 

The work of Chapter 4 successfully identified and optimized a thiol -ene platform 

that relies on spirochemical moieties for impressive thermomechanical properties. The 

final aim of this dissertation therefore builds off of this system, taking the optimal HDT -

TMPTMP-DVTU -7.5 formulation (henceforth referred to as HTD7 for brevity) and 

furthering our understanding and contro l of the material in order to demonstrate its 

suitability as a robust, printable resin platform. To this end, the work of the penultimate  

chapter applies a heat treatment study to HTD7 to better understand how to best control 

and optimize its semicrystalline morphology, tweaks the formula to polymerize under 

visible light, and provides proof of concept that the thiol -ene resin can be printed using 

commercially -available DLP technology and provides mechanics on par with or 

exceeding many traditional printing materials such as (meth)acrylate resins, PLA, and 

ABS. 

5.1 Introduction 

Despite being understood for well over a century, [79] thiol -ene polymerization has 

seen an explosion of industrial and academic interest in the previous two decades for a 

wide variety of applications, such as 3D printing, [116, 134-136] shape memory materials,[86] 

impact resistant materials and coatings,[81, 98, 137] and biomedical implants such as dental 

restoratives and neurological probes.[32, 84, 85, 87, 116] This expansion largely coincides with 

ÛÏÌɯËÌÝÌÓÖ×ÔÌÕÛɯÖÍɯɁÊÓÐÊÒ-ÊÏÌÔÐÚÛÙàɂȮɯÈɯÙÌÈÊÛÐÖÕɯÊÈÛÌÎÖÙàɯÛÏÈÛ includes thiol -ene 
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polymerizations and was broadly categorized by Sharpless et al to describe reactions 

which have high yields, produce readily removable by -products, are stereoselective, and 

are easily conducted in the presence of little or mild solvent. [80] The thiol -ene reaction 

proceeds in an anti-Markovnikov manner through either Michael addition, in which a 

carbon nucleophile is linked to an ϔ,ϕ-unsaturated carbonyl compound via 1,4-addition 

reactions, or free-radical addition, which progresses in a series of propagation and chain 

transfer steps (step growth), as well as chain growth by alkene homopolymerization for 

appropriate alkene chemistries such as (meth)acrylates.[81] The present work proceeds 

only by step growth free -radical addition, and a generalized reaction is illustrated in  

Figure 29. Importantly, thiol -ene free-radical addition polymerization has several 

advantages over traditional radical reactions, including increased material homogeneity 

resulting from a delayed gel point, low shrinkage, and resistance to the radical 

quenching capability of mole cular oxygen by generating a thiyl radical via chain 

transfer.[81] These qualities make thiol-ene chemistry an excellent candidate for 3D 

×ÙÐÕÛÐÕÎɯÈ××ÓÐÊÈÛÐÖÕÚȮɯÌÚ×ÌÊÐÈÓÓàɯÈÚɯÛÏÌɯÊÏÌÔÐÚÛÙàɀÚɯÉÐÎÎÌÚÛɯËÙÈÞÉÈÊÒÚɯȹÕÈÔÌÓàȮɯÖËÖÙɯÈÕËɯ

limited s helf-life) are addressable through appropriate choice of monomers and 

stabilizers.[82, 138-140] 
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Figure 29: Ideal thiol -ene reaction proceeds only via step -growth to produce a 

tailored polymer backbone.  

Invented in 1984,[141] 3D printing has matured as a manufacturing choice and field of 

active research. Today, additive manufacturing is possible with every class of material 

and is increasingly used across fields as diverse as tissue engineering,[142-144] 

prototyping, [145, 146] microfluidics, [91, 92] medical and dental engineering, [147-149] aerospace 

and automotive design, [145, 150] and electronics.[151, 152] Early iterations of 3D printing 

suffered from poor mechanical properties as a result of limited material libraries and 

interlayer adhesion issues, but recent years have seen these problems addressed through 

an increasing diversity of suitable materials and improvements to the layer -by-layer 

technique that underlies all 3D printing. [153] Of particular interest here is the recent 

improvement in printable polymers, whose properties can be tailored to suit their 

intended application by tuning crosslink density and molecular weight and 

incorporating energy dissipation mechanisms such as interchain hydrogen bonding, 
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aqueous ionic bonds in hydrogels, semi-crystallinity, sliding crosslinks, interpenetrating 

polymer networks , and the addition of filler material. Further, many polymers such as 

tough polycarbonate urethane thermoplastics, [154, 155] self-healing polymers and 

composites,[156-158] and high-strain semi-crystalline polymers [159] also benefit from heat 

treatment during or post -printing to control phase -separation, increase or activate new 

polymerization, and tune morphology, thereby improving their mechanical profile.  

We previously found the spiroacetal polymer described herein, HTD7, crystallizes at 

ambient temperature, reaches equilibrium crystallinity within 3 days at 22 °C, and 

presents dual-melting behavior indicative of a bimodal crystallite size distribution. [121, 123, 

160] Additionally, it possesses extraordinary tensile properties for a thiol -ene 

photopolymer, which is attributable to its sem i-crystallinity and spirochemistry. Spiro 

compounds contain adjacent chemical rings that share one atom, giving the moieties a 

three-dimensional, twisted conformation that is responsible for many unique properties. 

Their homopolymers are characterized by high rigidity, temperature resistance, and 

crystallinity, [108, 161, 162] qualities which simultaneously make the materials hard to process 

with traditional heat - or solvent-based processing techniques and give them excellent 

thermo-mechanical properties as fiber-forming and load -bearing polymers. [40, 163, 164] 

Frequently found in natural compounds derived from plants, amphibians, and marine 

sponges,[165, 166] they have medicinal applications as diuretics, [167] anti-fungals,[168] and 

anti-tumor compounds. [165, 169, 170] Yet while spirocyclic small molecules draw more 
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investigation, intentional study of their  effects in polymers has been more limited, with a 

few reports describing spiroacetal polymers used for drug delivery, [43, 112] stimuli 

responsivity, [110, 113] and hydrogels. [111]  

This work systematically investigates the resin stability, photokinetics, and effect of 

various heat treatments on the thermomechanical behavior of a semicrystalline, 

spiroacetal-containing thiol -ene polymer network. The most effective annealing regimen 

is applied to samples 3D printed from the stable thiol -ene resin formula to improve its 

tensile properties. 3D printing did not appreciably alter the morphology of HTD7 but 

did reduce its tensile perform ance, which we attribute to diminished interlayer adhesion 

in printed samples as compared to cast ones. This research provides a fundamental 

understanding of the structure and properties of these polymers, and demonstrates the 

potential of spirochemistry t o improve the traditionally poor mechanical properties of 

printed parts and expand the available set of high -performance printable materials.  

5.2 Experimental Details 

5.2.1 Materials 

ȁƝƚɯǔɯ1,6-Hexanedithiol (HDT), ȁ95 % Trimethylolprop ane tris(3-

mercaptopropionate) (TMPTMP), 2,2-Dimethoxy -2-phenyl -acetophenone (DMPA), 97 % 

Diphenyl(2,4,6-trimethylbenzoyl)phosphine oxide (BAPO), ȁ98 % 3,9-Divinyl -2,4,8,10-

tetraoxaspiro[5.5]undecane, ȁƝƝǔɯPyrogallol (PYG), and ~90% Diisooctylphosphinic acid 

(DIPA) were obtain ed from Sigma Aldrich and used as received. We added DMPA or 
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BAPO to the resins as UV-Vis photoinitiator s at a 0.5 wt  % concentration to achieve 

smooth, repeatable photopolymerization profiles. PYG and DIPA stabilizers were used 

at 9mM and 90mM concentrations, respectively. The structures of all materials used in 

this study are shown in  Figure 30. 

 

Figure 30: Materials used in this investigation.  
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5.2.2 Polymer Synthesis 

We made all thiol -ene resins according to a previously described protocol.[160] 

Each resin contained a stoichiometric balance of thiol and vinyl functional groups in the 

monomer mixture, while also holding crosslinker (TMPTMP) concentration constant 

such that 7.5% of all thiol functional groups belong  to TMPTMP. After mixing all 

monomers together in a clean glass vial, we warmed the mixture to 75 °C to expedite the 

mixing of crystalline DVTU monomers with the liquid thiols. When appropriate, we 

then added photoinitiator and stabilizer molecules, follow ed by additional warming, 60 

seconds of vortexing, and 10 minutes of sonication to remove dissolved gasses from the 

resin. Samples for the heat treatment investigation were cast as ASTM D638 Type V 

dogbones between clean glass slides separated by 1 mm rubber spacer dogbones and 

contained DMPA photoinitiator to match the 365 nm light of the UVL UL -1000 

ultraviolet chamber. All cast samples were irradiated for 60 minutes to achieve full 

polymerization. In lieu of DMPA, photo -DSC and 3D printing samples contained BAPO 

photoinitiator, whose absorption profile extends appreciably into the visible spectrum 

and to match the light output from the DLP projector described in the 3D Printing 

section. 

5.2.3 DSC and Photo-DSC 

DSC data was acquired with a TA Instruments D iscovery DSC. Polymer discs 

weighing approximately 8 mg were pressed into aluminum pans and subjected to a 
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heating ramp from -50 °C and 120 °C at 10 °C min -1 under nitrogen gas. Tg was 

calculated as the midpoint between onset and endset temperatures, themselves taken to 

be the intersection temperatures between lines tangent to the steady state and transition 

slopes of the heat flow versus temperature plots. Fusion endotherm temperatures were 

recorded to be either the temperature at which heat flow was local ly minimized. When a 

true local minimum was not present, the temperature was taken as the intersection 

between tangent lines of the heat flow curve immediately preceding and following the 

transition region. Mass-normalized enthalpy of fusion was taken to b e the integral of the 

melting peaks against their steady state heat flow baselines. 

The working environment of the printer was emulated by positioning a Vivitek 

D912HD DLP projector above the DSC cell at working distance and illuminating the cell 

at the lowest brightness setting with white light; this produced a light intensity of 17 -18 

mW cm -2. Resin samples of 5-15 mg were placed in open-face aluminum pans and 

exposed to the light at 22 °C for the photopolymerization curves; each cured sample was 

then re-exposed to light for the same period of time to establish a baseline heat flow. 

Experiments were conducted at 22 °C with the cell covered by a transparent quartz 

window to modulate nitrogen flow and permit visible and near UV light transmittance.  

5.2.4 Rheology 

Resin viscosity was determined using an ARES-G2 rotational rheometer 25 mm 

and cone-and plate system in which 75 µl of material was sheared at a shear rate of 300 
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s-1 with a truncation gap of 49 µm at 22 °C. Samples were held in sealed glass jars in a 

dark, room -temperature environment at all times prior to testing. Deionized water 

(literature viscosity of 0.9544 mPa at 22°C) was obtained from a MilliporeSigma MilliQ 

water filtration system and used as an external standard to correct any systemic errors in 

the rheometer. 

5.2.5 Stress-Strain Behavior 

The stress-strain response of ASTM D638 Type V dogbones was investigated 

with a TestResources QController tensile test frame outfitted with a 440N load cell. 

Strain was measured using an Imetrum video extensometer and software package to 

track the separation of opaque markers inside the dogbone gage as samples were 

stretched at a rate of 10 mm min-1. All samples were equilibrated to the ambient 

temperature of 22 °C prior to being pulled in tension to failure. Tensile toughness was 

calculated as the integral of the stress-strain curve, and is reported as volumetric energy 

dissipation with units of J m -3. Yield strength was taken as the early local maximum in 

the stress-strain curve, and the yield streng th of samples without such local maximum 

was taken to be the stress at the yield strain obtained by extrapolating the yield strain 

versus annealing temperature curve from samples which did have a directly observable 

yield point.  
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5.2.6 3D Printing 

We built a custom 3D printer in a top -down orientation using a Vivitek D912HD 

DLP projector as the light source and a Thorlabs 150mm Linear Translation Stage to 

control printed layer height. We printed custom resin vats and stage arms using a 

Carbon3D CLIP printer with PR25 prototyping resin and a UltiMaker with polyvinyl 

alcohol filament according to their prescribed protocols. A custom MATLAB script, 

adapted from Thorlabs, controlled the projector and translation stage in concert to cure 

the resin one cross-section at a time. Printing parameters default to the following, unless 

otherwise noted: layer thickness = 100 µm; layer exposure time = 20 s; layer overshoot = 

2mm; resin equilibration delay = 10 s. 

5.3 Results and Discussion 

5.3.1 Resin Stability 

Thiol -ene resins have widely varying shelf -life stability, from under a few hours 

to several months.[82] In addition to dependence on the structure of the ɬene moiety, 

resin shelf-life can be reduced by dark reactions such as thiol to ɬene Michael addition, 

impurities or peroxides generating radical species to induce polymerization, and 

ground -state charge transfer complexes formed between thiol and ɬene groups.[82, 140, 171, 

172] Many groups have studied the efficacy of hydrogen -donating phenolic radical 

scavengers in combination with neutralizing or acidic co -stabilizers to prevent 

premature polymerization , with some of the most effective results obtained by  Edler et 
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al using a combination of 9 mM Pyrogallol and 90mM Diisooctylphosphinic  acid.[140] 

They found this combination effectively prevented premature dark polymerizations 

without suppressing photopolymerization. In polymerizations p roceeding via radical 

propagation, it is important that the radical scavenging species is only present at the 

minimally effective concentration to avoid suppression of chain growth during 

polymerization. An additional consideration is that the acidic condi tions enhanced by 

DIPA co-stabilizer have the potential to hydrolyze acetal linkages of the spiroacetal 

units. We found that 90 mM of DIPA did not alter the pH of the base resin from 

approximately 4.5, which has been shown to not degrade the molecule over long time 

periods.[108] The acid-stability of DVTU is consistent with previous literature rep orts that 

cyclic acetals have small, negative entropies of hydrolysis that reduce their degradation 

rate up to 35 times slower than acyclic acetals.[173, 174] For these reasons, we investigated 

the ability of 90mM DIPA and 9 mM PYG co -stabilizers to maintain a low resin viscosity 

under dark conditions over long storage times.  

As shown in  Table 1, we found no significant difference between the changes in 

viscosity of resins containing inhibitors PYG and DIPA and those without. We found 

that all formulations experienced less than a 10% increase in viscosity after two months 

at 22 °C and retained their fluidity. We tested samples with both DMPA AND BAPO 

photoinitiators and found that while BAPO resulted in a slightly more viscous resin, it 

remained sufficiently fluid for printing purposes. The addition of stabilizers did not 
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have a meaningful impact on the immediate thiol -ene viscosity nor viscosity up to 2 

months of storage. Though longer time points may elucidate a more pronounced benefit 

from the incorporation of stabilizers, our results indicate that the naturally mild acidic 

conditions of the resin, in addition to the absence of ɬene homopolymerization of DVTU, 

make this thiol -ene formulation naturally stable under dark, room temperature storage 

conditions.  

Table 1: Resin viscosity over time shows stability  with both photoinitiators  

Resin 

Contents 

0 Days 

(mPa) 

5 Days 

(mPa·s) 

10 Days  

(mPa·s) 

15 Days  

(mPa·s) 

20 Days 

 (mPa·s) 

30 Days 

 (mPa·s) 

45 Days 

(mPa·s) 

60 Days 

(mPa·s) 

0.5 wt% 

DMPA 

8.62 ± 

0.12 

8.31 ±  

0.25 

8.98 ± 

0.08 

8.83 ±   

0.15 

9.03 ± 

0.16 

10.23 ± 

0.28 

8.77 ±  

0.44 

9.23 ±  

0.55 

0.5 wt% 

BAPO 

9.68 ± 

0.30 

10.20 ± 

0.07 

9.88 ± 

0.58 

9.07 ±   

0.40 

10.59 ± 

0.51 

9.45 ± 

0.97 

11.04 ± 

1.22 

9.72 ±  

1.49 

0.5 wt% 

BAPO  

9 mM 

PYG 

90mM 

DIPA 

9.20 ± 

0.30 

9.77 ±  

0.42 

8.90 ± 

0.51 

9.91 ±   

0.27 

9.77 ± 

0.42 

8.07 ± 

0.30 

8.44 ±  

0.23 

8.72 ± 

0.13 

5.3.2 Kinetics of Photopolymerization 

Because most DLP and stereolithography 3D printers operate using light in the 

visible and near-UV spectrum, resins must incorporate photoinitiators with appropriate 

absorption profiles to initiate polymerization at in an efficient manner. Photoinitiators 

are generally found in commercial resins at concentrations ranging from 0.1 -3 wt% to 

sustain a critical radical population for initiation while avoiding problems associated 

with excess radicals such as polymer aging, side reactions, and overly fast and 
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uncontrollable polymerization kinetics. [175] The rate of initiation, R i, is equivalent to the 

change in initiator species over time according to the following relationship: [176] 

Ὑ   ÌÎρπὪ‐ὍὍὨ                  (5.3.2.1)   

Here, Ὅ is the concentration of photoinitiator, Ὅ is incident light intensity 

(power per volume), ‐ is the initiator molar absorptivity coefficient, Ὢ is the radical 

generation efficiency of the initiator, and Ὠ is the curing film thickness. In applications 

like 3D printing, initiator concentration is low and layers are thin (approximately 100 

µm); this allows Equation 5.3.2.1 to be rewritten as essentially independent of cure depth 

for the thin layers as:[177, 178] 

Ὑ   
 
                 (5.3.2.2) 

Equation 5.3.2.2 allows the rate of initiation to be expressed in terms of more 

ÈÊÊÌÚÚÐÉÓÌɯÝÈÙÐÈÉÓÌÚɯÓÐÒÌɯ ÝÖÎÈËÙÖɀÚɯÕÜÔÉÌÙɯȹὔȺȮɯ/ÓÈÕÊÒɀÚɯÊÖÕÚÛÈÕÛɯȹὬ), the speed of 

light (ὧ), and incident light intensity in power per area ( Ὅ). While these equations are 

useful for fundamental understanding of photocurable resins, it is difficult to obtain and 

use accurate values of Ὢ and ‐ when incident light occurs across a spectrum of 

wavelengths instead of monochromatically. Thus, it is often more instructive to report 

key metrics such as maximum heat flow (h), exposure time required to reach maximum 

heat flow (t max), and total enthalpy of polymerization ( Hͅ) to summarize the 

photopolymerization kinetics of a resin. [138, 140] These parameters directly correlate to 

several controllable variables that are important to successful DLP printing. In 
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particular, a higher value of h indicates more drastic he at gradients throughout the resin 

as the monomers release energy during polymerization; if constrained, the 

corresponding rise in local temperature can cause internal stresses due to thermal 

expansion and contraction. Other important considerations include  layer exposure time, 

which is influenced by the speed of reaction, tmax, and the need to achieve a high extent 

of polymerization (fraction of total Hͅ) [179] for each layer to maintain its shape while 

simultaneously leaving enough unreacted functional groups on the surface to bond  to 

the following layer and create strong interlayer adhesion.  

Though previous reports have shown that thiol -ene reactions may proceed 

without photoinitiator under appropriate conditions, [81, 180, 181] the DLP projector used in 

this study was incapable of producing sufficiently high energy ( i.e. short wavelength) 

UV light to induce polymerization in initiator -free resin mixtures. This is evidenced by 

the flat curve corresponding to the heat flow behavior of the initiator -free resin shown in 

the inset of Figure 31b. We found that illuminating this resin for as long as 30 minutes 

produced heat flow curves that were indistinguishable from their respective baselines. 

Incorporating DMPA at 0.5 wt% enabled us to fully polymerize the thiol -ene while 

maintaining a modest heat flow of less than 2.5 Wg-1. However, because the efficiency of 

DMPA decreases dramatically in the near UV-Vis wavelengths, tmax was over 215 

seconds and the corresponding FWHM of the heat flow versus time curves was 

approximately 3 minutes. To address this, we replaced DMPA with 0.5 wt% BAPO, a 
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photoinitiator with an absorbance profile that extends to wavelengths in the mid-400s of 

nanometers. The resulting resins had a much shorter tmax of 11.1 seconds and FWHM of 

9.3 seconds. These values are much more amenable to 3D printing and avoid the 

potential issue of overly l ong print times for objects taller than a few millimeters.  

 

Figure 31: Heat flow of resins under light from DLP positioned above DSC cell 

at operating distance. A. 10 min exposure. B. 1 min exposure. Solid: BAPO 

photoinitiator. Dashed: BAPO photoinitiator, 9 mM PYG, 90 mM DIPA. Dash -dots: 

DMPA photoinitiator. Dots: No photoinitiator.  

We also examined the effect of co-stabilizers PYG and DIPA on the kinetics of 

HTD7 photopolymerization. With respect to the non -stabilized formulas,  resins with 
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PYG and DIPA showed little change in their Hͅ,  tmax, and FWHM.  The modest 

damping of maximum heat flow in the stabilized resins may be attributed to the 

hydrogen -donating PYG species, which acts to quench radicals and competes with the 

ongoing polymerization. PYG neutralizes radicals in proportion to their concentration 

and therefore is most effective early in photopolymerization. Ultimately, its ability to 

scavenge radicals is exhausted, and the polymerization proceeds in a manner similar to 

stabilized thiol -ene formulations reported in the literature. [138, 140] Although reducing 

maximum heat flow is beneficial, the on ly heat-generating mechanisms are the thiol-ene 

radical transfer and the cleavage of photoinitiator molecules, and therefore the reduction 

of Hͅ that also accompanies the presence of PYG and DIPA likely indicates that fewer 

thiol -ene bonds are formed and a less cohesive network is created. Thus, the resin 

formula we chose for mechanical testing and 3D printing was free of stabilizers and 

contained 0.5 wt% BAPO photoinitiator. Representative heat flow curves are illustrated 

in Figure 31, and the values of tmax, h, FWHM, and ͅ'ɯÈÙÌɯÎÐÝÌÕɯÐÕ Table 2. 

Table 2: Photo-DSC parameters for various resin formulations exposed to DLP 

projector above DSC cell at working distance.  

Photoinitiator PYG (mM) DIPA 

(mM) 

tmax 

(seconds) 

h 

(mW mg
-1
) 

FWHM 

(seconds) 

ȹH 

(J g
-1
) 

- - - - 0.16 ± 0.01 - - 

0.5 wt% DMPA - - 
216.97 ± 

20.32 
2.19 ± 0.16 182.60 ± 9.36 

410.64 ± 

4.70 

0.5 wt% BAPO - - 11.1 ± 3.33 37.83 ± 4.21 9.26 ± 1.41 
435.22 ± 

2.53 

0.5 wt% BAPO 9 90 9.97 ± 1.00 28.91 ± 3.22 11.69 ± 1.88 
403.18 ± 

4.53 
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5.3.3 Heat Treatment 

In a previous publication, we reported HTD7 as having  a spherulitic microstructure 

that anneals passively at room temperature and exhibits dual endotherm behavior. [160] 

Though there a wide variety of underlying causes giving rise to multiple melting 

endotherms in polymers, the most common explanations are multiple crystallite 

sizes,[182] multiple crystal s tructures, [183, 184] as well as melting and re-crystallization of 

crystalline regions in the polymer. [185, 186] Our prior research found the cause of HTD7 

dual endotherms to be multiple crystal sizes, which was supported by the tunability of 

the lower temperature endotherm and the independence of the melting temperatures on 

heating speed during DSC scans. Because of this, we performed a comprehensive heat 

treatment study by annealing samples at temperatures ranging from -20 °C to 60 °C for 

periods as long as 3 weeks in duration to tune its morphology and understand the 

structure-property relationships of the semicrystalline thiol -ene. 

5.3.3.1 Thermal Behavior 

Figure 32 illustrates the thermal behavior of HTD7 via DSC heating scans from -40 

°C to 120 °C. Shown in Figure 32a, samples that were quenched from the postcure 

temperature of 85 °C and held below the glass transition temperature, Tg, underwent no 

appreciable crystallization through all time points. This a grees with the consensus 

understanding that temperatures below T g do not provide enough thermal energy for 

chain relaxation and rearrangement into their lowest energy, crystalline 
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configuration. [187] The glass transition region of the samples held at -20 °C did not 

noticeably change in position or breadth with increasing exposure times, which stands 

in contrast to all samples annealed at temperatures higher than Tg. Samples held at -20 

°C displayed melting endotherms around 34 and 68 °C; both are slightly lower in 

temperature and significantly smaller than those of HTD7 annealed at 22 °C. We 

attribute their diminutive size and presence to a small amount of crystallization that 

occurs both during the quenching process from 85 °C to -20 °C in air, as well as the 

minutes the sample spends at temperatures above its Tg of approximately -3 °C during 

DSC heating scans. The larger size of the upper temperature endotherm in the non-

annealed samples is consistent with primary/secondary crystallization theory, which 

states that larger grain boundaries in polymers cooling from melt state form first a nd are 

followed by smaller crystal formation via secondary crystallization. [188] Larger crystals 

are known to have a higher melting temperature, which was quantified by Xue et al in 

the following relationship: [128] 

ЎὝ  Ὕ Ὕ  
Ў

                             (5.3.3.1.1) 

in which T0 and T are the melting point of theoretical bulk crystal and the melting point 

of a crystal with radius r, respectively, and ů, Vm and ЎὌ  are the surface tension, molar 

volume, and molar heat of fusion of r-radius crystals, respectively. 
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Figure 32: DSC heating curves at various annealing tempratures over time. A. -20 °C 

anneal. B. 22 °C anneal. C. 30 °C anneal. D. 40 °C anneal. E. 50 °C anneal. F. 60 °C 

anneal. 
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Figure 32b-f demonstrates that all temperatures between 22 °C and 60 °C cause 

HTD7 to increase in crystallinity, as evidenced by the rising and broadening of their 

glass transition regions (a result of the random physical crosslinks crystallites create) 

and the deepening of their meltin g endotherms to a maximum fusion enthalpy of 

approximately 20.5-21.5 J g-1. However, the precise thermal behavior of the material 

depends heavily on the annealing temperature. We found that two distinct local minima 

were generally found between 40 and 80 °C, with both rising in temperature at higher 

annealing temperatures and longer annealing times. This phenomenon conforms to 

reports of crystals formed at higher temperatures melt at correspondingly higher 

temperatures of approximately 5 -25 °C above the annealing temperature. [121, 122, 125, 126]  

 

Figure 33: Temperature difference between low - and high -temperature melting 

endotherms as a function of annealing temperature over time.  

We also found the temperature difference between the two endotherms 

decreased with both increasing annealing temperature and time. Figure 33 plots the 

temperature difference between the lower- and upper -endotherm temperatures (E1 and 



 

105 

E2, respectively) for the various heat treatments. We interpret the trend of decreasing 

temperature difference between endotherms in the context of crystallite size and growth. 

Specifically, higher annealing temperatures increase the minimum nucleating size of a 

crystallite and have a larger effect on increasing the melting temperatures of the small 

lamella responsible for E1 than they do on the larger, primary crystals. For example, we 

found that raising th e annealing temperature from 22 °C to 40 °C increased the melting 

temperature of E1 almost exactly 18 °C. In contrast, E2 only rose by a modest 5.5 °C 

across the same annealing temperature increase, which agrees with the intuition that 

primary crystal size  is predominantly established during cooling from the melt state. We 

found the exception to this rule was between 50 °C and 60 °C groups, due to 60 °C being 

so near the melt temperature that E2 and E1 were difficult to distinguish. Because DSC 

scans of samples annealed at 50 °C and 60 °C did not always have a true local minimum 

for E2, and in these cases we computed E2 as the intersection of tangent lines drawn 

ÐÔÔÌËÐÈÛÌÓàɯÉÌÍÖÙÌɯÈÕËɯÈÍÛÌÙɯÛÏÌɯɁÚÏÖÜÓËÌÙɂɯÖÍɯÛÏÌɯÛÏÌÙÔÈÓɯÊÜÙÝÌȭɯ2ÈÔ×ÓÌÚɯÈÛɯƚƔɯ°C were 

also the only group of annealed samples that did not achieve fusion enthalpy greater 

than 20 J g-1, instead reaching only 18.5 J g-1 through the three week experimental 

endpoint. We hypothesize that the 60 °C sample group would have reached similar 

melting enthalpy  with additional time, but the slower kinetics of crystallization at such a 

high temperature prevented it from doing so in our experimental window. Values for T g 
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breadth, E1, E2, and enthalpy of fusion for each annealing temperature group are plotted 

in Figure 48 through Figure 53, with tabulated data located in Table 10 through Table 15. 

5.3.3.2 Mechanical Behavior 

Figure 34 contains representative monotonic tensile curves from HTD7 dogbones 

annealed at the previously described time-temperature combinations. Generally 

speaking, the dogbones that were stored below their Tg achieved higher failure strains 

but lower failure stresses than their annealed counterparts, which is consistent with the 

mechanical effects of increasing crystallinity in semi -crystalline polymers. [129] The -20 °C 

stress-strain curves in Figure 34a consistently remain at low stress through 300% strain, 

and lack the crystalline alignment and dissipation region that is present in all annealed 

samples at intermediate strains between the yield point and the onset of coil stretching. 

Without crystalline reinforcement in the bulk, these samples suffer from a greatly 

reduced ability to bear load at moderate elongations, and so are considerably less tough 

than heat-treated samples of identical chemistry. In accordance with the DSC results that 

indicated no detectable morphology change with time, the -20 °C sample group also did 

not show any consistent trends in their mechanical properties such as toughness, yield 

stress, failure stress, or failure strain as a function of time through three weeks.  
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Figure 34: Effect of heat treatment at various temperatures on the mechanical behavior 

of cast dogbones made from base composition. A. -20 °C exposure. B. 22 °C anneal. C. 

30 °C anneal. D. 40 °C anneal. E. 50 °C anneal. F. 60 °C anneal. 
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As depicted in Figure 34b-f, annealing at every temperature above Tg consistently 

resulted in yield stre ss, toughness, and failure stress increasing over time, while failure 

strain decreased with additional annealing; all of these behaviors are consistent with 

previous reports discussing the relationship of semi -crystalline polymer mechanical 

properties and crystalline content. [129, 131, 132, 189-191] In addition,  we found that the upper -to-

lower yield difference (UY -LY), defined as the stress difference between the local 

maximum of the yield point and the lowest recorded stress at strains beyond the yield 

point, generally increased over time for all temperatures i n which it was present, but 

was smaller or nonexistent in thiol -ene samples annealed at higher temperatures. We 

also found the appearance of UY-LY required longer annealing times at higher 

temperatures. Tough materials ideally have high yield strength, whi ch indicates large 

resistance to plastic deformation, as well as a small UY-LY, which is the case for 

materials that continue to dissipate and absorb substantial deformation energy after the 

yield point. [133]  

Figure 35a-c plots UY-LY against annealing time, enthalpy of fusion, and E2-E1, 

respectively, for all annealing temperatures and times in which it was present. We show 

in Figure 35a Figure 35c that UY-LY generally grows with time and is larger in the 

polymers that were annealed at lower  temperatures. Further, Figure 35b illustrates that 

UY-LY was only consistently present in HTD7 samples having a total enthalpy of fusion 

exceeding 18 J g-1. However, we found no correlation between enthalpy and UY -LY in 
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the polymers meeting this crystallinity threshold. Thu s, as E1 approaches E2 in 

temperature and they begin to meld into a single continuous endotherm, their 

corresponding UY-LY decreases. This relationship between these two phenomena shows 

that the loss of strength immediately following the yield point can be  mitigated by 

annealing the secondary crystallites larger to impose a more homogenous crystallite size 

distribution throughout the bulk of the polymer.  In contrast to UY-LY, absolute yield 

strength of all annealed HDT7 samples correlates highly with total enthalpy of fusion in 

a power law relationship ( Figure 35d). The fit curve predicts a theoretical yield stress of 

0.19 MPa in completely amorphous polymer and has an adjusted coefficient of 

determination, R 2, of 0.83 to the experimental data. 
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Figure 35: Yield behavior HTD7. A. UY -LY vs annealing duration. B. UY -LY vs 

enthalpy of fusion. C. UY -LY vs E2-E1. D. Yield stress vs enthalpy of fusion.  

By maintaining a constant chemistry, we isolate the relationship between degree of 

crystallinity in HTD7 and tensile prope rties of the thiol -ene. Figure 36a-c depicts yield 

stress, toughness, and failure strain versus annealing time, respectively. It is well known 

that crystalline regions in semi -crystalline polymers grow in a manner described by the 

JMAK (Avrami) equation:  

ὠ ρ ÅØÐ ὑ ὸz                                   (5.3.3.2.1) 
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in which the crystalline volume fraction,  ὠ , grows as a function material 

constants K and n over time t.[192-194] Previous reports have reported have indicated that 

crystallization occurs more slowly at temperatures just below the T m as well as just 

above Tg.[195, 196] This is because high temperatures require a larger critical nucleating 

particle size to survive increased high thermal agitation of the polymer chains and low 

temperatures reduce chain rearrangement into lower free energy configurations ( i.e. 

crystalline morphology) by providing less thermal energy. The plots of Figure 34 indeed 

follow this trend; the tight clustering of successive tensile curves in the 30 °C and 40 °C 

groups indicates that this temperature range is ideal for annealing HTD7 material to 

equilibrium most efficiently. Despite this qualitative trend, we did not observe sizable, 

consistent differences in the yield strength or toughness of samples annealed at 

temperatures between 22 °C and 50 °C, and therefore grouped them together for the 

presentation and analysis of Figure 36a and Figure 36b. Similarly, we found little 

difference in the failure strains of the annealed groups and therefore present their 

averages in data of Figure 36c to emphasize the general effect of any annealing. In this 

spirit, we fit the yield and toughness data of the annealed samples in Figure 36a and 

Figure 36b to a modified Avrami equation:  

ὖ ὥz ρ ὦz ÅØÐὑ ὸz                 (5.3.3.2.2) 

with P corresponding to the property of interest (yield or toughness), a representing the 

maximum average value of that property, K conserved from the previous equation, b 
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acting as a fit-optimization parameter, and by setting n in Equation 5.3.3.2.1 equal to 1, 

which describes materials heterogeneously crystallized perpendicu lar to a nucleating 

surface such as the glass slides used in casting the dogbones. By doing so, we obtained 

good fits to the experimental data, with adjusted R 2 values of 0.86 and 0.89 for the 22-50 

°C and 60 °C toughness data, respectively, and values of 0.96 and 0.94 to their 

corresponding yield strength averages. In light of this result, we posit that modified 

Avrami equations such as Equation 5.3.3.2.2 are powerful and useful tools for predicting 

not only crystallization kinetics, but several of their t ime- and heat-dependent 

mechanical properties as well.  
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Figure 36: Mechanical behavior of HTD7 through 21 days of annealing . A. Yield 

stress. B. Tensile toughness. C. Failure strain. Yield and Toughness data for 22 -60 °C 

groups are fit to a modified Avrami relationship. Linear fit curves for -20 °C samples 

are not intended as prescriptive and instead are included for visual clarity.  
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After examining the mechanical behavior of Figure 36, in conjunction with the 

time-temperature combination data of Table 16 through Table 21, we determined that 

intermediate temperature annealing beyond 120 hours continued to raise yield stress 

and reduce failure strain, but did not further affect average tensile toughne ss. We 

therefore identified 120 hours at 40 °C as a heat treatment regimen that provides ideal 

mechanical properties, and investigated its effect on DLP-printed dogbones. 

5.3.4 3D Printing 

After identifying the most promising HTD7 resin and optimizing its heat 

treatment, we set out to determine the feasibility of DLP printing. Early experiments 

with standard printers in a bottom -up configuration were unsuccessful due to the high 

tackiness of the thiol-ene, which excessively polymerized to transparent print windows 

and were damaged during inter -layer motion of the print bed. Therefore, we built the 

DLP printer described in the Materials section in a top -down orientation to bypass the 

need for a window interface altogether. We printed the resin under atmospher ic 

conditions; because thiol-ene polymerization circumvents O 2 inhibition through 

hydrogen abstraction of thiols, thiol -ene resins may be printed without the need for an 

inert environment. While we did not attempt to optimize the printing resolution in thi s 

proof -of-concept, we estimate the XY feature size to be on the order of a few hundred 

microns due to light diffusion and reflection from the print bed, and the Z resolution to 

be approximately 85 µm as a result of resin viscosity and surface tension effects. 
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Moreover, most of the light reflection effect took place at early layers, which was 

ÙÌÔÖÝÈÉÓÌɯÜÚÐÕÎɯÈɯÙÈáÖÙɯÉÓÈËÌɯÐÕɯÈɯÔÈÕÕÌÙɯÚÐÔÐÓÈÙɯÛÖɯɁ×ÙÐÕÛɯÚÒÐÙÛÚɂɯÜÚÌËɯÉàɯÔÈÕàɯ

current printers. This gives us confidence that print resolution can be improved with the 

appropriate inclusion of dyes and light filters. Informed by the photo -DSC results, we 

found successful prints used layer exposure times of 20 seconds, which equates to an 

extent of reaction around 80% as measured by total heat of polymerization. Using 

ÚÌÝÌÙÈÓɯÚÐÔ×ÓÐÍÐÌËɯÔÖËÌÓÚɯÖÍɯÎÌÓÈÛÐÖÕɯÚÜÊÏɯÈÚɯ%ÓÖÙàɀÚɯÚÛÈÛÐÚÛÐÊÈÓɯÛÏÌÖÙàȮɯ"ÈÙÖÛÏÌÙɀÚɯÛÏÌÖÙàȮɯ

and the Bethe Lattice model,[129, 187] we calculate that network formation of HTD7 does 

not occur until extent of reaction reaches 96.5-98.8%, which occurs at approximately 74 

seconds in this system. Thus, the layers formed at 20 seconds of exposure are not single-

networks, but a loosely connected collection of branched chains further capable of 

bonding to successive layers. Examples of printed objects, such as ASTM dogbones and 

an open-faced hollow cube, are presented in Figure 37. 
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Figure 37: Printed HTD7 parts. A. An ASTM D638 Type V dogbone mid -print. B. 

Annealed versus non -annealed printed dogbones. C. Printed hollow cube.  

After p rinting the dogbones of Figure 37, we compared the thermo-mechanical 

behavior of both annealed and non-annealed printed dogbones to their cast analogues. 

As shown in Figure 38a, we found very few the rmal differences between the two 

methods of manufacture. Non -annealed dogbones were indistinguishable from cast ones 

with respect to Tg, E1 and E2, and crystallinity measured by enthalpy of fusion. 

Interestingly, we found that annealing printed parts led t o greater diversion from the 

properties established using cast samples. For example, the breadth of the glass-

transition region of printed HTD7 was found to be approximately 10 °C wider than cast 
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HTD7, which indicates a more heterogeneous material morpholo gy. This stands in 

contrast to the non-annealed samples that have no distinct differences in their thermal 

transition behavior.  

 

Figure 38: Characterization of printed parts and comparison to their non -printed 

analogues. A. DSC heating curves. B. Tensile stress-strain behavior.  
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We hypothesize increased heterogeneity is a direct result of the layer-by-layer nature 

of DLP printing. While the 100 µm slice thickness of printed parts is sufficiently large to 

permit the formation of both  crystallite populations and effectively conserves the 

volume fraction of crystallizable polymer, thin discontinuities at layer interfaces likely 

act as disruptive boundaries that weaken printed parts. Their effect is visualized in the 

stress-strain comparison plot of Figure 38b, in which printed dogbones demonstrate 

significantly reduced failure strain and strength than their cast counterparts. Non-

annealed prints achieved failure strains over 350%, and annealed samples failed at 108% 

strain; both groups, and especially the annealed materials, consistently underperformed 

relative to the cast dogbones. We propose that such a drastic stress and strain reduction 

results from the layer-discontinuity phenomena. Because each layer leaves fewer free 

functional groups to polymerize in the Z -direction than cast material, the interlayer 

boundaries are the likely failure points under load and explain why no increase in 

ultimate st rength occurred between the annealed and non-annealed printed parts. In 

fact, average ultimate strength actually decreased with annealing. This unintuitive result 

is probably due to crystallization -induced shrinkage within each layer, which would 

create voids and increase stress on the chains that connect the printed cross-sections. 

Thermal and mechanical data for printed HTD7 is located in Table 3 and Table 4, 

respectively. 
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Table 3: Thermal data from 3D printed annealed and non -annealed parts. 

Sample Group Tg  

(°C) 

Tg Breadth 

(°C) 

Endotherm 1 

(°C) 

Endotherm 2 

(°C) 

Enthalpy of 

Fusion (J g
-1
) 

Printed 

-20 °C 

120 hrs 

-0.86 ± 0.73 7.10 ± 1.06 36.91 ± 1.24 67.64 ± 2.04 1.71 ± 1.00 

-20 °C 

120 hrs 
-2.40 ± 0.34 6.43 ± 0.25 34.39 ± 1.46 70.50 ± 2.18 1.45 ± 0.35 

Printed 

40 °C 

120 hrs 

 

-3.81 ± 3.95 

 

15.00 ± 3.27 

 

59.49 ± 1.08 

 

69.28 ± 1.46 

 

19.74 ± 1.61 

40 °C 

120 hrs 
0.81 ± 0.30 5.21 ± 0.36 59.23 ± 0.52 66.04 ± 1.39 16.41 ± 2.29 

 

Table 4: Tensile data from 3D printed annealed and non -annealed parts. 

Sample 

Group 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm mm
-

1
) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm mm
-1
) 

Ultimate 

Stress 

(MPa) 

Ultimate 

Strain 

(mm mm
-1
) 

Toughness 

(MJ m
-3
) 

Printed  

-20 °C 

120 hrs 

0.30 ± 

0.10 
0.22 

5.55 ±    

3.74 

3.72 ±   

0.59 

5.58 ±      

3.75 

3.71 ±     

0.60 

5.90 ±   

2.51 

-20 °C 

120 hrs 

0.29 ± 

0.07 
0.22 

14.84 ± 

2.57 

4.80 ±   

0.43 

14.98 ±    

2.78 

4.80 ±     

0.44 

12.13 ± 

1.16 

Printed 

40 °C 

120 hrs 

5.86 ± 

0.67 

0.20 ±   

0.05 

4.20 ±    

0.71 

0.64 ±   

0.24 

5.86 ±      

0.67 

0.20 ±     

0.05 

3.31 ±   

1.57 

40 °C 

120 hrs 

6.84 ± 

0.29 

0.36 ±   

0.05 

24.07 ±  

1.87 

3.91 ±   

0.17 

24.07 ±    

1.87 

3.91 ±     

0.17 

46.04 ± 

4.75 

 

5.4 Conclusions 

 In this report, we have described a photo-printable thiol -ene resin with 

impressive mechanical properties that result from its chemistry and morphology. This 

resin is stable when stored under dark, room-temperature conditions. The morphology 

and crystalliz ation kinetics of HTD7 are tunable by controlling the post -production heat 
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treatment regimen, which effects the bimodal distribution of crystallite sizes present in 

the material. In turn, control of the material structure makes it possible to tune the thio l-

ÌÕÌɀÚɯÛÌÕÚÐÓÌɯÉÌÏÈÝÐÖÙȭɯ6ÌɯËÌÛÌÙÔÐÕÌËɯÛÏÈÛɯÈÕÕÌÈÓÐÕÎɯÚÈÔ×ÓÌÚɯÈÛɯƘƔɯ°C for 120 hours is 

an optimal balance between efficiency and improved mechanical properties like yield 

strength and toughness. Because HTD7 polymerizes in a rapid, controlled manner when 

exposed to white light, we compared DLP -printed samples to cast ones to better 

understand the effect of 3D printing on the morphology and mechanics of the 

spiroacetal resin. While we found crystallinity to be relatively unaffected by printing, 

interlayer boundaries act to make the material more heterogeneous and introduce 

failure points that cause early failure under tension; this problem could be addressed 

using a more continuous print method such as that pioneered by the DeSimone 

group. [153] Our results prove that spirochemistry holds promise as a motif that may be 

incorporated into the backbone of traditionally weak polymers to improve their 

performance.
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Chapter 6. Conclusions 

Chapters 3-5 have focused on two respective material systems, namely, a 

PEGDA-BSA IPN hydrogel and photoinitiated, semi crystalline thiol -ene bulk polymer 

networks. The research in Chapter 3 successfully demonstrated a robust, biocompatible 

system that could be 3D printed via extrusion -deposition. However, several 

fundamental limitations in the work discouraged further examination and catalyzed a 

shift in the material platform of interest. In brief, these limitations stemmed from the 

high degree of swelling of the hydrogel; the extreme hydrophilicity of the PEGDA 

resulted in 3X volumetric swelling, which placed a high internal stress on the covalent 

network and therefore reduced extensibility and load -bearing capacity. Furthermore, the 

calcium concentration required for optimal ionic bonding of the secondary network, 

brown sodium alginate, was determined to be far in excess of equilibrium calcium 

concentrations found throughout human physiology. Ionic bonding was also 

determined to be hampered by monovalent ions present in cell media or saline such as 

sodium and potassium. 

The work in Chapter s 4 and 5 addresses the shortcomings of Chapter 3 through 

the use of different polymer toughening and strengthening mechanisms. Instead of 

relying upon reversible ionic dissipation in an aqueous environment, the focus becomes 

using thermomechanical damping (operating near the glass transition point of the 

polymer), crystalline domains, and an open and modular chemistry that facilitates a 
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wide variety of backbone structures. The results are encouraging, and show the potential 

of a robust and tunable material platform. Further, the resin was successfully 3D 

printed, wit h impressive tensile behavior that exceeds many commercially available 

options. Furthermore, the effect of heat treatment on the material morphology and 

mechanical profile has been elucidated. This has implications on the morphology of the 

thiol -ene, and therefore a more thorough understanding of the crystal structure(s) 

present in the material is advised. The biocompatibility of thiol -spiroacetal alkene 

materials should be verified in vitro  to confirm that the copolymer is equally benign as 

its individual components have demonstrated in previous literature reports .[44] Last, 

because this material is being considered for long term use inside of the human body as 

an implant material, an understanding of how  this material performs and withstands the 

environment (elevated temperature, aqueous environment filled with salts, acidic or 

basic pH dependent on the locale, etc.) should  be pursued. Some of these proposed 

investigations are detailed more precisely in t he following subsections, supplemented 

with preliminary data to add to the discussion . 

6.1 Future Studies and Initial Findings 

6.1.1 Biocompatibility Assays 

As has been previously stated, many thiols and alkenes are biocompatible and 

therefore of interest for their incorporation in medical implants. In fact, hexanedithiol is 

currently used as an additive in many food products, and 3,9 -divinyl -2,4,8,10-
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tetraoxaspiro[5.5]undecane has shown biocompatibility as a drug carrier when 

polymerized with hydroxyethyl methacrylate (HEMA) .[43-45] However, all novel material 

combinations are subject to increased scrutiny from the FDA before they are approved 

for biomedical applications, and therefore it is important to begin this process by 

investigating HDT -TMPTMP-#534ɀÚɯËÌÎÙÌÌɯÖÍɯÊàÛÖÛÖßÐÊÐÛàȭɯ3Ö begin, we collected 

effluent from HTD7 by immersing it in culture media supplemented with 10% bovine 

calf serum (BCS) for 120 hours at 37 °C in a sterile environment. Following this, we 

cultured mouse fibroblast (3T3) cells in the presence of the extract for 5 days in a serial 

dilution from 1:1 through 1:32 dilution according to ASTM F619 and ISO 10993 and 

assayed their viability using  LIVE/DEAD analysis with  Calcein AM and propidium 

iodide . Although we used a photoinitiator known to be biocompatible, Irga cure 2959, we 

tested both 1 wt% and 0.1 wt% photoinitiator to determine if there is a concentration -

dependency of cell viability. The results of both 5 day viability tests are shown below.  In 

general, we found high viability with both photoinitiator concen trations; this suggests 

good biocompatibility of spiroacetal thiol -enes. We believe the reduction of viability at 

lower dilutions in the low -PI populations of Figure 39A is a result of overseeding the 

initial cell density and not representative of increased toxicity at lower extract 

concentration. Further, the 1:16 dilution group was contaminated and therefore is not 

shown. All population groups were also scored for qu alitative viability and health on a 

1-4 scale in a double-blind, randomized fashion by 5 trained, independent researchers. 
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Every group received a score of 2 or lower, which is generally accepted to describe non-

toxic material.  

 

Figure 39: 3T3 Viability. A. HTD7 Extract with 0.1 wt% PI. B. HTD7 Extract 

with 1 wt% PI.  
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Because initial biocompatibility testing yielded such positive results, the next steps are 

cell culture experiments in contact with HTD7 surface, leachant testing, and in vivo 

testing in a mice model. 
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6.2 Polymer Crystallinity 

Though the work of Chapter s 4 and 5 illustrates the relationship s between heat 

treatment, crosslinking, crystallinity, and thermomechanical properties of thiol -ene 

materials containing spiroacetal monomers in the backbone, it does not identify the 

specific nature of crystal domains of the material in any appreciable. Therefore, further 

studies are required to better understand the fundamental structure of the material. To 

this end, preliminary investigations have been conducted using a light microscope on 

the surface of several of the HDT-TMPTMP-DVTU compositions studied. It has been 

found that low concentrations of crosslinking can result in distinct crystal domains on 

the order of 50-200µm, as depicted in Figure 21 and Figure 40. 

 

Figure 40: Spherulite Presence in HDT -TMPTMP -DVTU (200X Magnification)  
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Samples with crosslinking concentrations greater than 12.5 tmol% do not depict 

this morphology , and even within samples of similar TMPTMP concentration it can be 

more of an art than science in obtaining a quality picture of the crystal domains . To 

supplement light microscopy, I have run x -ray diffraction (XRD) scans of HDT -

TMPTMP-DVTU as well as DVTU monomer  using the /ÈÕÈÓàÛÐÊÈÓɯ7ɀ/ÌÙÛɯ/1.ɯ,1#ɯ'1ɯ

X-Ray Diffraction System in the Duke SMiF facility . The scans of the polymer and 

monomer are depicted in the figures below.  

 

Figure 41: DVTU Monomer X -ray Diffraction  
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Figure 42: HDT ɬDVTU X -ray Diffraction Spectrum
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Figure 43: HDT -TMPTMP -DVTU -50 X-ray Diffraction Spectrum  
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It is clear from Figure 41that while DVTU monomer adopts many crystallite 

ÍÖÙÔÚȮɯÖÕÓàɯÛÏÖÚÌɯÕÌÈÙɯƖϛɯǻɯƕƜ-22° and 82° are conserved in the lightly crosslinked 

polymer networks. Diffraction peaks in the 18 -22° range correspond to d-spacing of 4-5 

Å, while the peak at 82° has a d-spacing of 1.17 Å. The Scherrer Equation:  

Ὓς—                (6.2.1) 

is useful in determining crystallite size. Here  ÛÏÌɯÊÙàÚÛÈÓÓÐÛÌɯÚÐáÌȮɯ2ȹƖϛȺȮɯÐÚɯÌØÜÈÓɯÛÖɯÛÏÌɯ

Scherrer constant, K, multiplied by the wavelength of X -ÙÈàɯÜÚÌËȮɯϞȮɯËÐÝÐËÌËɯÉàɯpeak full 

ÞÐËÛÏɯÈÛɯÏÈÓÍɯÔÈßÐÔÜÔȮɯ+ȮɯÈÕËɯÛÏÌɯÊÖÚÐÕÌɯÖÍɯÛÏÌɯ!ÙÈÎÎɯÈÕÎÓÌȮɯϛȭɯ4ÚÐÕÎɯÛÏÌɯÌØÜÈÛÐÖÕɯÈÕËɯ

setting K to 1, we found that crystalli tes in HDT-TMPTMP-DVTUs ranged in size from 

approximate ly 11.6-20.3 nm. 

Higher crosslinking, as shown in Figure 43, suppresses the individual peaks and 

results in an amorphous microstructure. In addition, unpublished work by collaborator 

Dr. David Tavakoli has shown that these peaks do not shift with increasing temperature; 

this is further indication that the dual -endotherm behavior described in Chapters 4 and 

5 is a result of two distinct crystal size distributions and not  multiple crystal structures.  

6.4 Environmental Effects and Long Term Material Performance 

In theory, the thiol -ene materials discussed herein have the potential to perform 

in a soft tissue-augmenting or replacing role. However, f urther study is required to 

determine their  potential for  use as artificial cartilage, which is an attractive potential  

application  due to the relatively avascular and acellular nature of load -bearing 
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cartilage.[6] The first step in determining  the fitness of these thiol-enes for long term 

applications begins in understanding how protracted exposure to body -like conditions 

affects key characteristics of the materials. For example, it has been shown in 

(meth)acrylate systems that absorbed water acts as a plasticizing agent on the network 

and depresses the glass transition temperature of the material.[29] Furthermore, water 

absorption can disrupt intermolecular interact ions such as hydrogen bonding and cause 

significant internal stress via swelling of the network .1 Therefore, a long term study has 

been conducted to determine several of these effects on an appropriate selection of thiol-

ene materials. Specifically, samples were immersed in phosphate buffered saline at 37°C 

for 30 days, after which time s tensile testing and swelling measurements were 

performed  to elucidate how key performance metrics are affected by simulated  in vivo 

conditions.  

As shown in the figure below , HDT-TMPTMP-DVTU -10 swelled by 

approximately 1 wt% at 30 days immersion in PBS and 2% at 60 days. We believe that 

the hydrophobic nature of the thiol -ene (which was found to be approximately 85 

degrees as measured by water contact analysis), combined with the high packing 

density of semi-crystalline polymers, contributes to the  thiol -ÌÕÌɀÚ reduced swelling of 

polar fluids such as saline. Low swelling, especially in comparison to many amorphous 

                                                      

1 This was seen in the work of Chapter 2 to be particularly true when the solution contains dissolved ionic 

species. 
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(meth)acrylate networks, [29] is a good indication that long term immersion in body -like 

conditions will not have a pronounced effect on polymer morphology or properties.  

 

Figure 44: HDT -TMPTMP -DVTU -10 Swelling Behavior.  

In addition to minimal swelling, we fo und that tensile behavior was also 

relatively unchanged for both 30 and 60 day immersion tests in PBS. Yield strength, 

ultimate strength and strain, as well as toughness all remained consistent between 

control and test groups, as shown below in the representative curves. 
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The preceding tests have all evaluated material performance  under relatively 

short-term testing conditions; however, factors such as creep, dislocation movement, 

polymer scission, crack propagation and more all work to degrade polymeric material 

performance over extended periods of time. While the thiol -ene system under current 

ÐÕÝÌÚÛÐÎÈÛÐÖÕɯÐÚÕɀÛɯÊÓÈÚÚÐÍÐÌËɯÈÚɯÈɯɁÚÌÓÍ-ÏÌÈÓÐÕÎɂɯÔÈÛÌÙÐÈÓɯÐÕɯÛÏÌɯÚÌÕÚÌɯÛÏÈÛɯÛÏÌÙe are 

designed mechanisms to repair damage over time, it does benefit for a unique 

thermomechanical effect that may increase the longevity of the material under extended 

loading. This effect, as shown in the work of Chapter 4, is that all compositions of H DT-

TMPTM -DVTU (i.e. materials spanning from thermoplastic to highly crosslinked 

network) are above their T g but below the first crystal melting peak  at room 

Figure 45: Stress-Strain Behavior After PBS Immersion.  
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temperature. This indicates that the materials anneal their crystals in conditions 

requiring nothin g further than a shelf to store them.[197, 198] Therefore, further testing for 

shape memory effects and sustained load-bearing are also being considered as we move 

forward with the material platform.  
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Appendix A: Synthesis of 3,9-divinyl-2,4,8,10-

tetraoxaspiro [5.5] undecane (DVTU) 

DVTU is synthesized through a series of protonation, deprotonation, and n euclophilic 

attack reactions between the tetrafunctional alcohol pentraerythritol and the aldehyde  

acrolein. A schematic outlining  the reaction is shown on the following pages .  
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Scheme 2: Synthesis of DVTU molecule, Part 1.  
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Scheme 3: Synthesis of DVTU molecule, Part 2.  
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Appendix B: Structures and Names of Select Thiols, 

Alkenes, and (Meth)Acrylate Monomers 

Figure 46: Thiol and Alkene Monomers Sc reened 



 

 

1
3

9 

 

 

Figure 47: (Meth) Acrylate Monomers  and Oligomers  Screened 
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Appendix C: Various Tabulated Data 

Table 5: Thiol and Alkene Conversion via ATR -FTIR 

 

 

 

 

 

 

 

 

  

Material  Thiol 

conversion 

(UV only) 

Thiol conversion 

(UV + postcure) 

Alkene 

conversion 

(UV only) 

Alkene conversion 

(UV + postcure) 

HDT-DVTU 91.1 ± 0.7 91.6 ± 0.5 97.3 ± 0.3 97.3 ± 0.5 

TMPTMP -DVTU 92.5 ± 0.4 92.7 ± 0.2 96.7 ± 0.6 97.1 ± 0.9 

HDT-TMPTMP -

DVTU-7.5 

93.0 ± 0.5 93.6 ± 0.9 97.8 ± 0.4 98.0 ± 0.6 

PDT-DVTU 94.4 ± 0.8 95.0 ± 0.2 97.7 ± 0.2 97.4 ± 0.7 
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Table 6: Enthalpy of fusion, crystalline melting temperatures, and glass 

transition temperatures of various compositions of PDT - and HDT -TMPTMP -DVTU 

polymers as measured by DSC.  

TMPTMP                   

(tmol%) 

Total 

enthalpy of 

fusion (J/g) 

Temperature of 

primary melting 

endotherm (°C) 

Temperature of 

secondary melting 

endotherm (°C) 

Glass transition 

temperature 

(°C) 

0 27.0 ± 0.5 46.1 ± 0.3 80.4 ± 0.4 -6.3 ± 0.2 

2.5 25.5 ± 0.6 47.2 ± 0.1 75.2 ± 0.6 -5.0 ± 0.5 

5 23.9 ± 0.6 46.7 ± 0.1 69.1 ± 0.2 -3.9 ± 0.1 

7.5 22.4 ± 0.5 46.5 ± 0.1 65.9 ± 0.1 -1.1 ± 0.1 

10 21.9 ± 0.4 47.0 ± 1.3 65.1 ± 0.1 -0.8 ± 0.2 

12.5 17.1 ± 0.9 48.1 ± 0.3 60.0 ± 0.4 0.4 ± 0.1 

15 15.4 ± 0.4 46.7 ± 0.1 56.3 ± 0.4 1.4 ± 0.4 

17.5 12.3 ± 0.2 46.3 ± 0.2 N/A 3.0 ± 0.2 

20 7.7 ± 1.4 46.4 ± 0.2 N/A 1.9 ± 0.2 

50 N/A N/A N/A 9.2 ± 0.2 

100 N/A N/A N/A 20.8 ± 0.1 

PDT-DVTU 0.8 ± 0.1 59.9 ± 0.1 N/A 8.9 ± 0.5 

PDT-

TMPTMP -

DVTU-7.5 

N/A N/A N/A 9.4 ± 0.3 

PDT-

TMPTMP -

DVTU-20 

N/A N/A N/A 11.7 ± 0.4 

DVTU 

Monomer 

96.5 ± 3.1 46.7 ± 0.3 N/A N/A 
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Table 7: DMA and gel fraction data for HDT -TMPTMP -DVTUs reported as 

mean ± one standard deviation.  

TMPTM P 

(tmol%)  
Glassy 

Modulus 

(MPa) 

Rubbery 

Modulus 

(MPa) 

Youngôs 

Modulus 

at Tg 

(MPa) 

Tg via 

tanŭ (ÁC) 

Peak tanŭ FWHM  

(°C) 

Gel 

Fraction 

(%)  

0 2089 ± 76 N/A 535.01 ± 

20.23 

19.05 ± 

0.72 

0.22 ± 0.01 27.52 ± 

0.53 

N/A 

2.5 2129 ± 107 N/A 451.48 ± 

62.70 

20.53 ± 

1.69 

0.27 ± 0.03 25.34 ± 

0.30 

N/A 

5 2157 ± 189 0.20 ± 0.02 447.85 ± 

20.19 

19.15 ± 

0.19 

0.29 ± 0.03 24.61 ± 

1.06 

40.42 ± 

4.33 

7.5 2160 ± 83 0.73 ± 0.04 423.99 ± 

38.29 

21.66 ± 

1.27 

0.29 ± 0.01 23.44 ± 

0.96 

75.00 ± 

4.39 

10 2212 ± 54 0.91 ± 0.06 369.48 ± 

17.89 

23.28 ± 

0.77 

0.36 ± 0.02 21.10 ± 

0.15 

74.60 ± 

1.44 

12.5 2230 ± 92 1.73 ± 0.13 326.88 ± 

28.47 

24.08 ± 

0.77 

0.38 ± 0.02 21.22 ± 

0.54 

83.19 ± 

4.71 

15 2031 ± 34 2.45 ± 0.07 208.41  ± 

23.06 

19.12 ± 

1.70 

0.52 ± 0.02 20.04 ± 

0.52 

74.99 ± 

4.02 

17.5 1406 ± 581 2.98 ± 0.11 146.41 ± 

65.42 

15.74 ± 

1.55 

0.90 ± 0.12 13.45 ± 

1.85 

73.55 ± 

9.27 

20 1136 ± 121 2.43 ± 0.12 131.14 ± 

19.36 

14.07 ± 

1.54 

0.95 ± 0.09 13.07 ± 

1.18 

89.25 ± 

2.09 

50 1696 ± 186 4.41 ± 0.08 32.80 ± 

3.17 

24.71 ± 

1.71 

1.78 ± 0.07 10.74 ± 

0.27 

94.69 ± 

1.27 

100 1712 ± 311 6.38 ± 0.12 42.18 ± 

2.59 

34.79 ± 

0.50 

1.58 ± 0.01 10.88 ± 

0.29 

95.57 ± 

0.61 

 
 
 
 
 
 
 
 
 
 
 
 
 
 
 



 

143 

Table 8: Toughness and mechanical properties as a function of crosslink 

density in HDT -TMPTMP -DVTUs and PDT -TMPTMP -DVTUs at 22°C. 

TMPTMP 

(tmol%) 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm/mm) 

UTS         

(MPa) 

Strain at 

UTS 

(mm/mm) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm/mm) 

Toughness 

(MJ/m3) 

0.0 8.34 ± 0.93 0.08 ± 0.02 8.34 ± 0.93 0.08 ± 0.02 7.75 ± 0.89 0.10 ± 0.03 0.91 ± 0.46 

2.5 6.58 ± 0.23 0.10 ± 0.01 10.63 ± 

1.19 

3.37 ± 0.56 9.92 ± 1.15 3.42 ± 0.56 24.99 ± 

5.67 

5.0 6.32 ± 0.19 0.11 ± 0.01 11.95 ± 

0.51 

3.73 ± 0.25 11.63 ± 

0.53 

3.77 ± 0.25 29.01 ± 

3.34 

7.5 7.23 ± 0.17 0.13 ± 0.02 15.50 ± 

0.72 

3.57 ± 0.23 15.45 ± 

0.72 

3.62 ± 0.26 35.45 ± 

3.67 

10.0 5.74 ± 2.74 0.15 ± 0.08 14.32 ± 

2.66 

3.23 ± 0.59 14.20 ± 

2.77 

3.25 ± 0.61 28.72 ± 

4.81 

12.5 1.01 ± 0.10 0.03 ± 0.00 12.47 ± 

0.46 

4.09 ± 0.06 12.47 ± 

0.46 

4.09 ± 0.06 22.14 ± 

0.92 

15.0 0.61 ± 0.02 0.04 ± 0.01 13.52 ± 

1.82 

4.21 ± 0.06 13.52 ± 

1.82 

4.21 ± 0.06 18.94 ± 

1.74 

17.5 0.45 ± 0.06 0.05 ± 0.00 13.81 ± 

2.12 

4.12 ± 0.24 13.81 ± 

2.12 

4.12 ± 0.24 17.65 ± 

2.19 

20.0 0.46 ± 0.04 0.05 ± 0.01 7.41 ± 0.82 4.32 ± 0.34 7.37 ± 0.81 4.32 ± 0.34 13.27 ± 

2.20 

50.0 0.35 ± 0.03 0.07 ± 0.00 1.91 ± 0.35 0.82 ± 0.17 1.91 ± 0.35 0.82 ± 0.17 0.95 ± 0.35 

100.0 0.64 ± 0.03 0.04 ± 0.01 9.71 ± 1.27 1.25 ± 0.04 9.71 ± 1.27 1.25 ± 0.04 5.09 ± .063 

7.5, Video 

strain 

7.35 ± 0.15 0.16 ± 0.01 15.33 ± 

1.31 

4.05 ± 0.19 15.31 ± 

1.31 

4.06 ± 0.20 35.97 ± 

3.96 

PDT-

DVTU 

0.80 ± 0.02 0.08 ± 0.01 0.80 ± 0.02 0.08 ± 0.01 0.72 ± 0.04 0.13 ± 0.03 0.27 ± 0.06 

PDT-

TMPTMP -

DVTU-7.5 

0.15 ± 0.07 0.51 ± 0.06 0.28 ± 0.14 

 

7.22 ± 0.25 0.27 ± 0.14 7.28 ± 0.27 1.06 ± 0.56 

PDT-

TMPTMP -

DVTU-20 

0.12 ± 0.02 0.06 ± 0.01 1.60 ± 0.26 2.82 ± 0.11 1.59 ± 0.25 2.82 ± 0.11 2.33 ± 0.36 
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Table 9: Conversion of thiol and alkene functional groups in HDT -TMPTMP -

DVTU -7.5 reveals no significant differences between all photoinitiator 

concentrations.  

PI (wt%)  Thiol conversion (%) Alkene conversion (%) 

0.1 93.6 ± 0.9 98.0 ± 0.6 

1.0 93.9 ± 0.6 98.5 ± 0.4 

3.0 92.6 ± 2.2 97.2 ± 1.6 

 

 

Table 10: Glass Transition and Crystalline Melting Data for HTD7 annealed at  

-20 °C through three weeks.  

-20°C 

Isothermal 

(Hours) 

Tg (°C) Tg Breadth (°C) Endotherm 1 

(°C) 

Endotherm 2 

(°C) 

Enthalpy of 

Fusion (J g
-1
) 

0 -2.28 ± 0.07 6.25 ± 0.43 33.79 ± 1.32 67.51 ± 1.22 2.77 ± 1.03 

24 -2.59 ± 0.73 5.40 ± 0.70 33.65 ± 1.94 69.75 ± 1.20 2.17 ± 1.81 

48 -2.88 ± 0.53 6.64 ± 0.45 34.90 ± 1.53 68.00 ± 1.45 2.48 ± 0.47 

72 -3.75 ± 0.09 6.55 ± 0.38 35.72 ± 0.89 69.53 ± 2.33 1.56 ± 1.03 

120 -2.40 ± 0.34 6.43 ± 0.25 34.39 ± 1.46 70.50 ± 2.18 1.45 ± 0.35 

168 -3.68 ± 0.11 6.78 ± 0.25 35.09 ± 1.14 70.42 ± 1.05 2.79 ± 0.50 

240 -2.67 ± 0.20 6.26 ± 0.19 31.68 ± 0.56 69.73 ± 0.99 1.59 ± 0.33 

336 -3.49 ± 0.87 5.85 ± 0.37 35.79 ± 1.39 69.03 ± 1.79 1.36 ± 1.15 

504 -3.65 ± 0.43 5.95 ± 0.52 34.02 ± 1.05 68.54 ± 0.81 2.23 ± 0.75 
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Table 11: Glass Transition and Crystalline Melting Data for HTD7 annealed at 

22 °C through three weeks.  

22°C 

Isothermal 

(Hours) 

Tg  

(°C) 

Tg Breadth (°C) Endotherm 1 

(°C) 

Endotherm 2 

(°C) 

Enthalpy of 

Fusion (J g
-1
) 

24 -4.00 ± 0.24 6.04 ± 0.41 39.37 ± 0.15 65.75 ± 0.85 11.92 ± 1.21 

48 -3.01 ± 0.39 7.24 ± 1.26 39.87 ± 0.18 63.85 ± 1.04 15.26 ± 1.51 

72 0.24 ± 0.31 9.48 ± 0.29 41.22 ± 0.15 65.00 ± 0.88 21.30 ± 0.13 

120 -0.26 ± 0.44 10.12 ± 1.04 41.53 ± 0.38 63.92 ± 1.58 20.90 ± 1.28 

168 0.683 ± 0.34 9.50 ± 0.88 41.78 ± 0.32 61.98 ± 1.35 19.94 ± 1.28 

240 0.24 ± 0.49 8.82 ± 0.48 42.35 ± 0.33 62.40 ± 0.71 20.76 ± 0.40 

336 1.45 ± 0.67 10.67 ± 0.44 43.55 ± 0.82 63.56 ± 1.56 21.15 ± 1.17 

504 0.99 ± 0.18 10.03 ± 0.31 43.55 ± 0.25 63.56 ± 0.71 21.16 ± 2.09 

 

 

Table 12: Glass Transition and Crystalline Melting Data for HTD7 annealed at 

30 °C through three weeks.  

30°C Isothermal 

(Hours) 

Tg (°C) Tg Breadth (°C) Endotherm 1 

(°C) 

Endotherm 2 

(°C) 

Enthalpy of 

Fusion (J g
-1
) 

24 -0.87 ± .38 4.90 ± 0.15 47.96 ± 0.14 63.91 ± 0.51 11.44 ± 2.01 

48 0.14 ± 0.37 5.08 ± 0.64 47.90 ± 0.66 63.52 ± 0.89 16.76 ± 0.94 

72 1.01 ± 0.75 4.81 ± 1.06 49.24 ± 0.02 62.88 ± 0.21 18.58 ± 0.7 

120 1.61 ± 0.32 6.53 ± 1.06 50.27 ± 0.44 62.57 ± 1.41 19.23 ± 1.56 

168 1.58 ± 0.29 6.22 ± 0.77 51.12 ± 0.27 62.35 ± 0.11 20.06 ± 0.46 

240 1.60 ± 0.27 6.41 ± 0.21 50.73 ± 0.39 63.09 ± 0.21 20.02 ± 0.44 

336 0.93 ± 0.41 7.90 ± 0.27 51.01 ± 0.20 63.30 ± 0.82 20.79 ± 0.86 

504 1.93 ± 0.57 8.33 ± 0.60 52.74 ± 0.16 64.08 ± 0.63 19.98 ± 0.79 
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Table 13: Glass Transition and Crystalline Melting Data for HTD7 annealed at 

40 °C through three weeks.  

40°C Isothermal 

(Hours) 

Tg (°C) Tg Breadth (°C) Endotherm 1 

(°C) 

Endotherm 2 

(°C) 

Enthalpy of 

Fusion (J g
-1
) 

24 -0.41 ± 0.10 4.54 ± 0.28 55.22 ± 0.45 66.81 ± 0.70 8.89 ± 1.48 

48 0.14 ± 0.24 4.96 ± 0.55 56.17 ± 0.63 66.83 ± 1.23 10.23 ± 4.81 

72 0.38 ± 0.48 5.31 ± 0.82 57.05 ± 1.06 66.42 ± 0.97 15.73 ± 2.40 

120 0.81 ± 0.30 5.21 ± 0.36 59.23 ± 0.52 66.04 ± 1.39 16.41 ± 2.29 

168 1.36 ± 0.55 6.60 ± 0.43 60.71 ± 0.45 69.30 ± 0.44 19.69 ± 2.38 

240 1.21 ± 0.32 9.04 ± 1.20 59.14 ± 0.09 68.43 ± 0.61 21.69 ± 0.77 

336 2.10 ± 0.65 8.91 ± 0.23 60.86 ± 0.73 68.90 ± 0.79 20.29 ± 0.58 

504 0.77 ± 0.03 8.73 ± 0.57 61.05 ± 0.03 69.00 ± 0.21 22.16 ± 0.17 

 

Table 14: Glass Transition and Crystalline Melting Data for HTD7 annealed at 

50 °C through three weeks.  

50°C Isothermal 

(Hours) 
Tg (°C) Tg Breadth (°C) Endotherm 1 

(°C) 

Endotherm 2 

(°C) 

Enthalpy of 

Fusion (J g
-1
) 

24 -0.47 ± 0.13 4.56 ± 0.43 62.39 ± 0.36 69.01 ± 1.39 11.38 ± 4.14 

48 -0.38 ± 0.10 4.37 ± 0.35 63.10 ± 0.09 69.92 ± 0.26 12.16 ± 0.05 

72 0.73 ± 0.12 5.75 ± 0.62 65.15 ± 0.13 70.32 ± 0.48 17.44 ± 1.21 

120 0.76 ± 0.09 4.40 ± 0.05 67.21 ± 1.49 72.31 ± 0.21 17.29 ± 0.12 

168 0.52 ± 0.20 5.18 ± 0.44 68.09 ± 0.72 73.36 ± 0.73 19.25 ± 1.29 

240 0.22 ± 0.09 7.49 ± 0.47 66.30 ± 1.46 71.98 ± 0.05 20.66 ± 0.82 

336 1.06 ± 0.25 7.80 ± 0.26 66.87 ± 0.66 73.36 ± 0.18 20.54 ± 0.25 

504 0.64 ± 0.13 7.52 ± 0.42 64.91 ± 1.07 72.03 ± 0.34 21.34 ± 0.82 

 



 

147 

Table 15: Glass Transition and Crystalline Melting Data for HTD7 annealed at 

60 °C through three weeks.  

60°C 

Isothermal 

(Hours) 

Tg (°C) Tg Breadth (°C) Endotherm 1 

(°C) 

Endotherm 2 

(°C) 

Enthalpy of 

Fusion (J g
-1
) 

24 -0.44 ± 0.36 4.56 ± 0.41 73.07 ± 0.29 80.72 ± 0.21 11.25 ± 2.63 

48 -0.69 ± 0.11 4.49 ± 0.07 72.04 ± 0.67 79.44 ± 0.59 11.47 ± 1.81 

72 -0.39 ± 0.20 4.44 ± 0.18 72.98 ± 0.71 79.58 ± 0.35 9.14 ± 2.83 

120 0.04 ± 0.45 4.76 ± 0.52 71.97 ± 0.30 77.97 ± 0.48 12.13 ± 3.11 

168 -0.18 ± 0.48 4.40 ± 0.56 72.09 ± 0.61 78.27 ± 0.26 15.38 ± 2.39 

240 -0.62 ± 0.21 4.70 ± 0.26 74.64 ± 3.75 79.79 ± 0.41 10.93 ± 3.40 

336 0.29 ± 0.53 5.87 ± 0.07 76.55 ± 3.82 80.60 ± 0.63 13.96 ± 2.66 

504 0.79 ± 0.36 6.34 ± 0.36 73.33 ± 0.44 78.70 ± 0.50 18.54 ± 0.74 

 

Table 16: Room Temperature Tensile Data for HTD7 annealed at -20 °C 

through three weeks.  

-20°C 

Isothermal 

(Hours) 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm mm
-1
) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm mm
-1
) 

Ultimate 

Stress 

(MPa) 

Ultimate 

Strain 

(mm mm
-1
) 

Toughness 

(MJ m
-3
) 

0 0.27 ± 0.06 0.22 
11.70 ± 

3.76 
4.78 ± 0.32 

11.73 ± 

3.76 
4.77 ± 0.32 9.60 ± 3.28 

24 0.29 ± 0.02 0.22 
14.94 ± 

2.81 
5.03 ± 0.30 

14.94 ± 

2.81 
5.03 ± 0.30 

12.74 ± 

2.96 

48 0.23 ± 0.03 0.22 
11.54 ± 

4.26 
4.69 ± 0.31 

11.61 ± 

4.21 
4.66 ± 0.30 9.73 ± 3.82 

72 0.27 ± 0.08 0.22 
11.87 ± 

1.35 
5.01 ± 0.52 

12.48 ± 

1.29 
5.00 ± 0.52 

11.26 ± 

2.01 

120 0.29 ± 0.07 0.22 
14.84 ± 

2.57 
4.80 ± 0.43 

14.98 ± 

2.78 
4.80 ± 0.44 

12.13 ± 

1.16 

168 0.30 ± 0.10 0.22 
10.67 ± 

2.95 
4.94 ± 0.41 

10.67 ± 

2.94 
4.94 ± 0.40 9.57 ± 2.11 

240 0.36 ± 0.08 0.22 
14.98 ± 

2.93 
4.61 ± 0.29 

15.07 ± 

3.05 
4.61 ± 0.30 

11.79 ± 

2.10 

336 0.26 ± 0.05 0.22 
11.92 ± 

0.54 
4.82 ± 0.19 

12.28 ± 

0.42 
4.83 ± 0.21 

10.19 ± 

0.90 

504 0.29 ± 0.03 0.22 9.03 ± 1.50 5.11 ± 0.31 9.15 ± 1.63 5.10 ± 0.30 8.24 ± 1.41 
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Table 17: Room Temperature Tensile  Data for HTD7 annealed at 22 °C through 

three weeks. 

22°C 

Isothermal 

(Hours) 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm mm
-1
) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm mm
-1
) 

Ultimate 

Stress 

(MPa) 

Ultimate 

Strain 

(mm mm
-1
) 

Toughness 

(MJ m
-3
) 

24 1.47 ± 0.22 0.22 
13.89 ± 

2.69 
4.18 ± 0.27 

14.10 ± 

2.53 
4.16 ± 0.30 

17.29 ± 

3.01 

48 2.22 ± 0.43 0.22 
18.60 ± 

1.90 
3.95 ± 0.13 

18.60 ± 

1.90 
3.95 ± 0.13 

23.64 ± 

2.97 

72 5.28 ± 0.83 0.22 ± 0.03 
21.21 ± 

1.26 
4.23 ± 0.14 

21.21 ± 

1.26 
4.23 ± 0.14 

39.61 ± 

4.94 

120 5.83 ± 0.24 0.23 ± 0.03 
22.14 ± 

3.40 
4.01 ± 0.22 

22.14 ± 

3.40 
4.01 ± 0.22 

37.91 ± 

4.53 

168 6.02 ± 1.11 0.22 ± 0.01 
22.18 ± 

1.38 
3.92 ± 0.15 

22.18 ± 

1.38 
3.92 ± 0.15 

37.00 ± 

4.83 

240 6.10 ± 0.96 0.21 ± 0.01 
24.55 ± 

2.47 
3.81 ± 0.39 

24.55 ± 

2.47 
3.81 ± 0.39 

39.33 ± 

7.16 

336 8.04 ± 1.22 0.19 ± 0.01 
21.90 ± 

5.07 
3.44 ± 0.33 

22.00 ± 

4.94 
3.42 ± 0.33 

37.44 ± 

9.26 

504 7.32 ± 0.30 0.19 ± 0.03 
20.53 ± 

2.03 
3.67 ± 0.18 

20.61 ± 

2.02 
3.67 ± 0.17 

35.22 ± 

2.79 

 

Table 18: Room Temperature Tensile Data for HTD7 annealed at 30 °C through 

three weeks. 

30°C 

Isothermal 

(Hours) 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm mm
-

1
) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm mm
-

1
) 

Ultimate 

Stress 

(MPa) 

Ultimate 

Strain 

(mm mm
-

1
) 

Toughness 

(MJ m
-3
) 

24 
2.34 ± 

0.21 
0.27 

17.13 ± 

2.21 

3.62 ± 

0.14 

17.13 ± 

2.21 

3.62 ± 

0.14 
20.10 ± 3.35 

48 
3.71 ± 

0.46 

0.28 ± 

0.02 

20.23 ± 

2.12 

3.61 ± 

0.13 

20.24 ± 

2.12 

3.61 ± 

0.13 
27.45 ± 3.59 

72 
5.34 ± 

0.26 

0.26 ± 

0.04 

24.52 ± 

0.34 

3.68 ± 

0.08 

24.54 ± 

0.34 

3.68 ± 

0.08 
37.53 ± 1.91 

120 
5.75 ± 

0.06 

0.28 ± 

0.02 

23.55 ± 

0.80 

3.60 ± 

0.02 

23.55 ± 

0.80 

3.60 ± 

0.02 
36.07 ± 0.36 

168 
5.85 ± 

0.51 

0.26 ± 

0.03 

22.58 ± 

2.82 

3.52 ± 

0.11 

22.58 ± 

2.82 

3.52 ± 

0.11 
34.07 ± 2.32 

240 
7.49 ± 

0.21 

0.26 ± 

0.03 

25.79 ± 

2.02 

3.91 ± 

0.04 

25.79 ± 

2.02 

3.91 ± 

0.04 
44.26 ± 2.51 

336 
7.09 ± 

0.34 

0.24 ± 

0.01 

23.33 ± 

1.46 

3.55 ± 

0.13 

23.33 ± 

1.46 

3.55 ± 

0.13 
37.78 ± 3.07 

504 
8.12 ± 

0.33 

0.25 ± 

0.02 

25.01 ± 

5.14 

3.63 ± 

0.36 

25.03 ± 

5.10 

3.62 ± 

0.37 
42.03 ± 8.40 
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Table 19: Room Temperature Tensile Data for HTD7 annealed at 40 °C through 

three weeks. 

40°C 

Isothermal 

(Hours) 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm mm
-1
) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm mm
-1
) 

Ultimate 

Stress 

(MPa) 

Ultimate 

Strain 

(mm mm
-1
) 

Toughness 

(MJ m
-3
) 

24 3.66 ± 0.96 0.33 
22.86 ± 

1.21 
3.88 ± 0.05 

22.86 ± 

1.21 
3.88 ± 0.05 

31.11 ± 

4.60 

48 4.47 ± 0.62 0.35 
24.76 

±1.72 
3.76 ± 0.20 

24.77 ± 

1.72 
3.76 ± 0.20 

35.93 ± 

5.90 

72 5.62 ± 0.35 0.36 
23.58 ± 

2.55 
3.65 ± 0.14 

23.61 ± 

2.52 
3.65 ± 0.15 

37.48 ± 

4.51 

120 6.84 ± 0.29 0.36 ± 0.05 
24.07 ± 

1.87 
3.91 ± 0.17 

24.07 ± 

1.87 
3.91 ± 0.17 

46.04 ± 

4.75 

168 7.53 ± 0.16 0.31 ± 0.03 
21.23 ± 

1.47 
3.69 ± 0.10 

21.22 ± 

1.48 
3.69 ± 0.1 

41.33 ± 

2.12 

240 7.82 ± 0.46 0.26 ± 0.03 
20.23 ± 

2.18 
3.71 ± 0.31 

20.23 ± 

2.18 
3.70 ± 0.31 

41.32 ± 

4.38 

336 7.64 ± 0.95 0.31 ± 0.04 
18.19 ± 

4.24 
3.58 ± 0.31 

18.19 ± 

4.24 
3.58 ± 0.30 

37.19 ± 

9.17 

504 9.65 ± 1.32 0.28 ± 0.02 
22.24 ± 

4.18 
3.72 ± 0.47 

22.28 ± 

4.15 
3.77 ± 0.43 

48.73 ± 

9.87 

 

Table 20: Room Temperature Tensile Data for HTD7 annealed at 50 °C through 

three weeks. 

50°C 

Isothermal 

(Hours) 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm mm
-1
) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm mm
-1
) 

Ultimate 

Stress 

(MPa) 

Ultimate 

Strain 

(mm mm
-1
) 

Toughness 

(MJ m
-3
) 

24 3.18 ± 0.84 0.41 
18.09 ± 

1.25 
3.64 ± 0.15 

18.09 ± 

1.25 
3.64 ± 0.15 

24.92 ± 

3.59 

48 4.58 ± 0.45 0.41 
18.92 ± 

3.86 
3.36 ± 0.20 

18.93 ± 

3.85 
3.36 ± 0.20 

27.57 ± 

4.38 

72 5.82 ± 0.67 0.41 
22.08 ± 

0.89 
3.54 ± 0.07 

22.08 ± 

0.89 
3.54 ± 0.07 

33.76 ± 

5.02 

120 5.99 ± 0.47 0.41 
23.70 ± 

2.95 
3.72 ± 0.19 

24.72 ± 

2.65 
3.69 ± 0.16 

42.60 ± 

6.58 

168 6.71 ± 0.51 0.41 
22.06 ± 

3.39 
3.77 ± 0.18 

22.06 ± 

3.39 
3.77 ± 0.18 

42.16 ± 

5.40 

240 7.85 ± 0.47 0.36 ± 0.04 
19.54 ± 

1.89 
3.72 ± 0.19 

19.54 ± 

1.89 
3.72 ± 0.19 

42.08 ± 

5.30 

336 7.39 ± 1.03 0.38 ± 0.06 
16.26 ± 

2.60 
3.55 ± 0.43 

16.33 ± 

2.55 
3.53 ± 0.46 

35.52 ± 

6.46 

504 8.23 ± 0.87 0.32 ± 0.03 
17.98 ± 

2.55 
3.78 ± 0.14 

18.08 ± 

2.62 
3.76 ± 0.14 

41.12 ± 

5.62 
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Table 21: Room Temperature Tensile Data for HTD7 annealed at 60 °C through 

three weeks. 

60°C 

Isothermal 

(Hours) 

Yield 

Stress 

(MPa) 

Yield 

Strain 

(mm mm
-1
) 

Failure 

Stress 

(MPa) 

Failure 

Strain 

(mm mm
-1
) 

Ultimate 

Stress 

(MPa) 

Ultimate 

Strain 

(mm mm
-1
) 

Toughness 

(MJ m
-3
) 

24 1.53 ± 0.74 0.48 
14.73 ± 

1.80 
3.98 ± 0.16 

14.73 ± 

1.80 
3.98 ± 0.16 

16.19 ± 

3.31 

48 1.68 ± 0.19 0.48 
15.46 ± 

2.59 
3.89 ± 0.11 

15.46 ± 

2.59 
3.89 ± 0.11 

17.24 ± 

2.66 

72 1.83 ± 0.41 0.48 
16.33 ± 

3.89 
3.75 ± 0.14 

16.33 ± 

3.89 
3.75 ± 0.14 

17.61 ± 

5.18 

120 2.87 ± 0.73 0.48 
17.97 ± 

0.72 
3.57 ± 0.10 

17.97 ± 

0.72 
3.57 ± 0.10 

21.89 ± 

2.28 

168 4.22 ± 0.71 0.48 
19.44 ± 

1.66 
3.59 ± 0.13 

19.44 ± 

1.66 
3.59 ± 0.13 

29.53 ± 

3.49 

240 5.04 ± 0.56 0.48 
18.98 ± 

2.54 
3.51 ± 0.13 

18.98 ± 

2.54 
3.51 ± 0.13 

31.74 ± 

2.84 

336 4.74 ± 0.72 0.48 
19.50 ± 

1.63 
3.31 ± 0.09 

19.50 ± 

1.63 
3.31 ± 0.09 

29.27 ± 

1.77 

504 6.98 ± 0.28 0.48 
23.49 ± 

1.49 
3.43 ± 0.09 

23.49 ± 

1.49 
3.43 ± 0.09 

40.52 ± 

2.34 

 

 



 

151 

Appendix D: Supplemental Thermal Data for HTD7 
Annealed at Various Temperatures 

 

 

Figure 48: Thermal data over time during -20 °C exposure. 
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Figure 49: Thermal data over time during 22  °C anneal. 
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Figure 50: Thermal data over time during 30  °C anneal. 
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Figure 51: Thermal data over time during 40  °C anneal. 
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Figure 52: Thermal data over time during 50  °C anneal. 
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Figure 53: Thermal data over time during 60  °C anneal.
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ƖƔȭ 9ÏÈÖȮɯ7ȭȮɯ ɯÛÏÌÖÙàɯÍÖÙɯÓÈÙÎÌɯËÌÍÖÙÔÈÛÐÖÕɯÈÕËɯËÈÔÈÎÌɯÖÍɯÐÕÛÌÙ×ÌÕÌÛÙÈÛÐÕÎɯ×ÖÓàÔÌÙɯ

ÕÌÛÞÖÙÒÚȭɯ)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ,ÌÊÏÈÕÐÊÚɯÈÕËɯ/ÏàÚÐÊÚɯÖÍɯ2ÖÓÐËÚȮɯƖƔƕƖȭɯƚƔȹƖȺȯɯ×ȭɯƗƕƝ-ƗƗƖȭ 
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Ɩƕȭ 6ÈÕÎȮɯ7ȭɯÈÕËɯ6ȭɯ'ÖÕÎȮɯ#ÌÓÈàÌËɯÍÙÈÊÛÜÙÌɯÐÕɯÎÌÓÚȭɯ2ÖÍÛɯ,ÈÛÛÌÙȮɯƖƔƕƖȭɯƜȹƗƕȺȯɯ×ȭɯƜƕƛƕ-

ƜƕƛƜȭ 

ƖƖȭ 'ÖÕÎȮɯ 6ȭɯ ÈÕËɯ 7ȭɯ 6ÈÕÎȮɯ ɯ ×ÏÈÚÌ-ÍÐÌÓËɯ ÔÖËÌÓɯ ÍÖÙɯ ÚàÚÛÌÔÚɯ ÞÐÛÏɯ ÊÖÜ×ÓÌËɯ ÓÈÙÎÌɯ

ËÌÍÖÙÔÈÛÐÖÕɯÈÕËɯÔÈÚÚɯÛÙÈÕÚ×ÖÙÛȭɯ)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ,ÌÊÏÈÕÐÊÚɯÈÕËɯ/ÏàÚÐÊÚɯÖÍɯ2ÖÓÐËÚȮɯ

ƖƔƕƗȭɯƚƕȹƚȺȯɯ×ȭɯƕƖƜƕ-ƕƖƝƘȭ 

ƖƗȭ *ÏÈÙÈÚÊÏȮɯ,ȭ2ȭȮɯ ȭ3ȭɯ1ÌÈËȮɯÈÕËɯ%ȭ1ȭɯ,ÈàÖȮɯ"ÖÙÙÌÚ×ÖÕËÌÕÊÌȭɯ)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ2ÖÊÐÌÛàɯ

ÖÍɯ"ÏÌÔÐÊÈÓɯ(ÕËÜÚÛÙàȮɯƕƝƗƜȭɯƙƛȹƗƖȺȯɯ×ȭɯƛƙƖ-ƛƙƘȭ 

ƖƘȭ *ÖÓÉȮɯ'ȭ"ȭȮɯ,ȭ&ȭɯ%ÐÕÕȮɯÈÕËɯ*ȭ!ȭɯ2ÏÈÙ×ÓÌÚÚȮɯ"ÓÐÊÒɯ"ÏÌÔÐÚÛÙàȯɯ#ÐÝÌÙÚÌɯ"ÏÌÔÐÊÈÓɯ

%ÜÕÊÛÐÖÕɯÍÙÖÔɯÈɯ%ÌÞɯ&ÖÖËɯ1ÌÈÊÛÐÖÕÚȭɯ ÕÎÌÞÈÕËÛÌɯ"ÏÌÔÐÌɯ(ÕÛÌÙÕÈÛÐÖÕÈÓɯ$ËÐÛÐÖÕȮɯ

ƖƔƔƕȭɯƘƔȹƕƕȺȯɯ×ȭɯƖƔƔƘ-ƖƔƖƕȭ 

Ɩƙȭ 'ÖàÓÌȮɯ"ȭ$ȭɯÈÕËɯ"ȭ-ȭɯ!ÖÞÔÈÕȮɯ3ÏÐÖÓɬ$ÕÌɯ"ÓÐÊÒɯ"ÏÌÔÐÚÛÙàȭɯ ÕÎÌÞÈÕËÛÌɯ"ÏÌÔÐÌɯ

(ÕÛÌÙÕÈÛÐÖÕÈÓɯ$ËÐÛÐÖÕȮɯƖƔƕƔȭɯƘƝȹƝȺȯɯ×ȭɯƕƙƘƔ-ƕƙƛƗȭ 

Ɩƚȭ )ÈÊÖÉÐÕÌȮɯ  ȭ%ȭȮɯ ÌÛɯ ÈÓȭȮɯ/ÏÖÛÖÊÙÖÚÚÓÐÕÒÌËɯ ÕÖÙÉÖÙÕÌÕÌɬÛÏÐÖÓɯÊÖ×ÖÓàÔÌÙÚȯɯ 2àÕÛÏÌÚÐÚȮɯ

ÔÌÊÏÈÕÐÊÈÓɯ×ÙÖ×ÌÙÛÐÌÚȮɯÈÕËɯÊÜÙÌɯÚÛÜËÐÌÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ ××ÓÐÌËɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌȮɯƕƝƝƖȭɯ

ƘƙȹƗȺȯɯ×ȭɯƘƛƕ-ƘƜƙȭ 

Ɩƛȭ &ÈÓÓȮɯ*ȭȮɯÌÛɯÈÓȭȮɯ3ÏÌÙÔÖÔÌÊÏÈÕÐÊÚɯÖÍɯÛÏÌɯÚÏÈ×ÌɯÔÌÔÖÙàɯÌÍÍÌÊÛɯÐÕɯ×ÖÓàÔÌÙÚɯÍÖÙɯÉÐÖÔÌËÐÊÈÓɯ

È××ÓÐÊÈÛÐÖÕÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ!ÐÖÔÌËÐÊÈÓɯ,ÈÛÌÙÐÈÓÚɯ1ÌÚÌÈÙÊÏɯ/ÈÙÛɯ ȮɯƖƔƔƙȭɯƛƗ ȹƗȺȯɯ×ȭɯƗƗƝ-

ƗƘƜȭ 

ƖƜȭ -ÈÐÙȮɯ#ȭ/ȭȮɯÌÛɯÈÓȭȮɯ/ÏÖÛÖ×ÖÓàÔÌÙÐáÌËɯ3ÏÐÖÓ-$ÕÌɯ2àÚÛÌÔÚɯÈÚɯ2ÏÈ×Ìɯ,ÌÔÖÙàɯ/ÖÓàÔÌÙÚȭɯ

/ÖÓàÔÌÙȮɯƖƔƕƔȭɯƙƕȹƕƝȺȯɯ×ȭɯƘƗƜƗ-ƘƗƜƝȭ 

ƖƝȭ 2ÔÐÛÏȮɯ*ȭ$ȭȮɯÌÛɯÈÓȭȮɯ3ÏÌɯÌÍÍÌÊÛɯÖÍɯÛÏÌɯÎÓÈÚÚɯÛÙÈÕÚÐÛÐÖÕɯÛÌÔ×ÌÙÈÛÜÙÌɯÖÕɯÛÏÌɯÛÖÜÎÏÕÌÚÚɯÖÍɯ

×ÏÖÛÖ×ÖÓàÔÌÙÐáÈÉÓÌɯȹÔÌÛÏȺÈÊÙàÓÈÛÌɯÕÌÛÞÖÙÒÚɯÜÕËÌÙɯ×ÏàÚÐÖÓÖÎÐÊÈÓɯÊÖÕËÐÛÐÖÕÚȭɯ/ÖÓàÔÌÙȮɯ

ƖƔƔƝȭɯƙƔȹƖƕȺȯɯ×ȭɯƙƕƕƖ-ƙƕƖƗȭ 

ƗƔȭ 2ÐÔÖÕȮɯ#ȭȮɯÌÛɯÈÓȭȮɯ ɯÊÖÔ×ÈÙÐÚÖÕɯÖÍɯ×ÖÓàÔÌÙɯÚÜÉÚÛÙÈÛÌÚɯÍÖÙɯ×ÏÖÛÖÓÐÛÏÖÎÙÈ×ÏÐÊɯ×ÙÖÊÌÚÚÐÕÎɯ

ÖÍɯÍÓÌßÐÉÓÌɯÉÐÖÌÓÌÊÛÙÖÕÐÊÚȭɯ!ÐÖÔÌËÐÊÈÓɯ,ÐÊÙÖËÌÝÐÊÌÚȮɯƖƔƕƗȭɯƕƙȹƚȺȯɯ×ȭɯƝƖƙ-ƝƗƝȭ 
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Ɨƕȭ 6ÈÙÌȮɯ3ȭȮɯÌÛɯÈÓȭȮɯ%ÈÉÙÐÊÈÛÐÖÕɯÖÍɯ1ÌÚ×ÖÕÚÐÝÌȮɯ2ÖÍÛÌÕÐÕÎɯ-ÌÜÙÈÓɯ(ÕÛÌÙÍÈÊÌÚȭɯ ËÝÈÕÊÌËɯ

%ÜÕÊÛÐÖÕÈÓɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƖȭɯƖƖȹƕƚȺȯɯ×ȭɯƗƘƛƔ-ƗƘƛƝȭ 

ƗƖȭ 6ÈÙÌȮɯ 3ȭȮɯÌÛɯ ÈÓȭȮɯ3ÏÐÖÓ-ÌÕÌɤÈÊÙàÓÈÛÌɯ ÚÜÉÚÛÙÈÛÌÚɯ ÍÖÙɯ ÚÖÍÛÌÕÐÕÎɯÐÕÛÙÈÊÖÙÛÐÊÈÓɯÌÓÌÊÛÙÖËÌÚȭɯ

)ÖÜÙÕÈÓɯÖÍɯ!ÐÖÔÌËÐÊÈÓɯ,ÈÛÌÙÐÈÓÚɯ1ÌÚÌÈÙÊÏɯ/ÈÙÛɯ!ȯɯ ××ÓÐÌËɯ!ÐÖÔÈÛÌÙÐÈÓÚȮɯƖƔƕƘȭɯ

ƕƔƖȹƕȺȯɯ×ȭɯƕ-ƕƕȭ 

ƗƗȭ /ÖÚÕÌÙȮɯ 3ȭȮɯ!ÌÐÛÙåÎÌɯ áÜÙɯ *ÌÕÕÛÕÐÚÚɯ ËÌÙɯ ÜÕÎÌÚåÛÛÐÎÛÌÕɯ5ÌÙÉÐÕËÜÕÎÌÕȭɯ ((ȭɯ4ÌÉÌÙɯ ËÐÌɯ

 ËËÐÛÐÖÕɯÝÖÕɯ,ÌÙÊÈ×ÛÈÕÌÕɯÈÕɯÜÕÎÌÚåÛÛÐÎÛÌɯ*ÖÏÓÌÕÞÈÚÚÌÙÚÛÖÍÍÌȭɯ!ÌÙÐÊÏÛÌɯËÌÙɯËÌÜÛÚÊÏÌÕɯ

ÊÏÌÔÐÚÊÏÌÕɯ&ÌÚÌÓÓÚÊÏÈÍÛȮɯƕƝƔƙȭɯƗƜȹƕȺȯɯ×ȭɯƚƘƚ-ƚƙƛȭ 

ƗƘȭ 'ÖàÓÌȮɯ"ȭ$ȭȮɯ3ȭ8ȭɯ+ÌÌȮɯÈÕËɯ3ȭɯ1Ö×ÌÙȮɯ3ÏÐÖÓɬÌÕÌÚȯɯ"ÏÌÔÐÚÛÙàɯÖÍɯÛÏÌɯ×ÈÚÛɯÞÐÛÏɯ×ÙÖÔÐÚÌɯ

ÍÖÙɯÛÏÌɯÍÜÛÜÙÌȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌɯ/ÈÙÛɯ ȯɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƔƘȭɯƘƖȹƖƕȺȯɯ

×ȭɯƙƗƔƕ-ƙƗƗƜȭ 

Ɨƙȭ +ÖÞÌȮɯ ȭ!ȭȮɯ3ÏÐÖÓ-ÌÕÌɯɆÊÓÐÊÒɆɯÙÌÈÊÛÐÖÕÚɯÈÕËɯÙÌÊÌÕÛɯÈ××ÓÐÊÈÛÐÖÕÚɯÐÕɯ×ÖÓàÔÌÙɯÈÕËɯÔÈÛÌÙÐÈÓÚɯ

ÚàÕÛÏÌÚÐÚȭɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƕƔȭɯƕȹƕȺȯɯ×ȭɯƕƛ-Ɨƚȭ 

Ɨƚȭ 1ÌÈËȮɯ)ȭȮɯ""7(7ȭ-3ÏÌɯÊÖÕËÌÕÚÈÛÐÖÕɯÖÍɯ×ÌÕÛÈÌÙàÛÏÙÐÛÖÓɯÞÐÛÏɯÈÓËÌÏàËÌÚȭɯ)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ

"ÏÌÔÐÊÈÓɯ2ÖÊÐÌÛàȮɯ3ÙÈÕÚÈÊÛÐÖÕÚȮɯƕƝƕƖȭɯƕƔƕȹƔȺȯɯ×ȭɯƖƔƝƔ-ƖƔƝƘȭ 

Ɨƛȭ 3ÙÌÜÛÐÕÎȮɯ1ȭ&ȭȮɯ -ɯ "'1., 3("ɯ#.4!+$3ɯ.%ɯ2(+(".-ɯ -#ɯ&$1, -(4,ȭɯ

)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ.×ÛÐÊÈÓɯ2ÖÊÐÌÛàɯÖÍɯ ÔÌÙÐÊÈȮɯƕƝƙƕȭɯƘƕȹƛȺȯɯ×ȭɯƘƙƘ-Ƙƙƚȭ 

ƗƜȭ +Ȯɯ*ȭ$ȭɯÈÕËɯ3ȭ6ȭɯ,Ȯɯ,ÌÛÏÖËɯÖÍɯ×ÙÌ×ÈÙÐÕÎɯÊÖÕËÌÕÚÈÛÐÖÕɯ×ÙÖËÜÊÛÚɯÖÍɯ×ÌÕÛÈÌÙàÛÏÙÐÛÖÓɯÈÕËɯ

ÎÓàÖßÈÓȭɯƕƝƙƗȮɯ&ÖÖÎÓÌɯ/ÈÛÌÕÛÚȭ 

ƗƝȭ !Ȯɯ"ȭ#ȭȮɯ+ÐÕÌÈÙɯ×ÖÓàÊàÊÓÖÚ×ÐÙÖÈÊÌÛÈÓÚɯÈÕËɯÔÌÛÏÖËɯÍÖÙɯ×ÙÌ×ÈÙÐÕÎɯÛÏÌÔȭɯƕƝƙƝȮɯ&ÖÖÎÓÌɯ

/ÈÛÌÕÛÚȭ 

ƘƔȭ *ÐÔȮɯ*ȭ-2ȭȮɯÌÛɯÈÓȭȮɯ2àÕÛÏÌÚÐÚɯÈÕËɯ×ÙÖ×ÌÙÛÐÌÚɯÖÍɯÈÙÖÔÈÛÐÊɯ×ÖÓàÈÔÐËÌÚɯÈÕËɯ×ÖÓàÌÚÛÌÙÚɯ

ÊÖÕÛÈÐÕÐÕÎɯÚ×ÐÙÖÈÊÌÛÈÓɯÈÕËɯÚÐÓ×ÏÌÕàÓÌÕÌɯÜÕÐÛÚȭɯ/ÖÓàÔÌÙɯ!ÜÓÓÌÛÐÕȮɯƕƝƝƙȭɯƗƙȹƕȺȯɯ×ȭɯƙƛ-ƚƗȭ 

Ƙƕȭ +ÐÕÎÐÌÙȮɯ2ȭȮɯÌÛɯÈÓȭȮɯ1ÌÕÌÞÈÉÓÌɯÛÏÌÙÔÖ×ÓÈÚÛÐÊɯ×ÖÓàÜÙÌÛÏÈÕÌÚɯÊÖÕÛÈÐÕÐÕÎɯÙÐÎÐËɯÚ×ÐÙÖÈÊÌÛÈÓɯ
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ÔÖÐÌÛÐÌÚȭɯ$ÜÙÖ×ÌÈÕɯ/ÖÓàÔÌÙɯ)ÖÜÙÕÈÓȮɯƖƔƕƙȭɯƛƔȯɯ×ȭɯƖƗƖ-ƖƗƝȭ 

ƘƖȭ 9ÈÓÈÙȮɯ%ȭ5ȭȮɯ ɯ-ÌÞɯ2×ÐÙÖÈÊÌÛÈÓɯ/ÖÓàÔÌÙȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƕƝƛƖȭɯƙȹƙȺȯɯ×ȭɯƙƗƝ-ƙƘƕȭ 

ƘƗȭ -ÐÛÈȮɯ+ȭ$ȭȮɯÌÛɯÈÓȭȮɯ/ÈÛÛÌÙÕÐÕÎɯ×ÖÓàȹÔÈÓÌÐÊɯÈÕÏàËÙÐËÌ-ÊÖ-ƗȮƝ-ËÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-ÛÌÛÙÈÖßÈÚ×ÐÙÖɯ

ȹƙȭƙȺɯÜÕËÌÊÈÕÌȺɯÊÖ×ÖÓàÔÌÙɯÉÐÖÊÖÕÑÜÎÈÛÌÚɯÍÖÙɯÊÖÕÛÙÖÓÓÌËɯÙÌÓÌÈÚÌɯÖÍɯËÙÜÎÚȭɯ(ÕÛÌÙÕÈÛÐÖÕÈÓɯ

ÑÖÜÙÕÈÓɯÖÍɯ×ÏÈÙÔÈÊÌÜÛÐÊÚȮɯƖƔƕƙȭɯƘƝƗȹƕ-ƖȺȯɯ×ȭɯƗƖƜ-ƗƘƔȭ 

ƘƘȭ -ÐÛÈȮɯ +ȭ$ȭȮɯ ÌÛɯ ÈÓȭȮɯ$ÝÈÓÜÈÛÐÖÕɯ ÖÍɯ ÛÏÌɯ ÊÖÕÛÙÖÓÓÌËɯ ÙÌÓÌÈÚÌɯ ÈÉÐÓÐÛàɯ ÍÙÖÔɯ ÛÏÌɯ ×ÖÓàȹƖ-

ÏàËÙÖßàÌÛÏàÓɯÔÌÛÏÈÊÙàÓÈÛÌ-ÊÖ-ƗȮƝ-ËÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-ÛÌÛÙÈÖßÈÚ×ÐÙÖȻƙȭƙȼ-ÜÕËÌÊÈÕÌȺɯ×ÖÓàÔÌÙɯ

ÕÌÛÞÖÙÒɯÚàÕÛÏÌÚÐáÌËɯÐÕɯÛÏÌɯ×ÙÌÚÌÕÊÌɯÖÍɯϕ-ÊàÊÓÖËÌßÛÙÐÕȭɯ)ÖÜÙÕÈÓɯÖÍɯ,ÈÛÌÙÐÈÓÚɯ2ÊÐÌÕÊÌȯɯ

,ÈÛÌÙÐÈÓÚɯÐÕɯ,ÌËÐÊÐÕÌȮɯƖƔƕƖȭɯƖƗȹƙȺȯɯ×ȭɯƕƖƕƕ-ƕƖƖƗȭ 

Ƙƙȭ "ÏÐÙÐÈÊȮɯ  ȭ/ȭȮɯ ,ȭ3ȭɯ -ÐÚÛÖÙȮɯ ÈÕËɯ +ȭ$ȭɯ -ÐÛÈȮɯ Õɯ (ÕÝÌÚÛÐÎÈÛÐÖÕɯ ÖÕɯ ,ÜÓÛÐ-+ÈàÌÙÌËɯ

'àËÙÖÎÌÓÚɯ !ÈÚÌËɯ ÖÕɯ /ÖÓàȹ-Ȯɯ --#ÐÔÌÛÏàÓÈÊÙàÓÈÔÐËÌ-ÊÖ-ƗȮƝ-#ÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-

ÛÌÛÙÈÖßÈÚ×ÐÙÖɯȹƙȭƙȺɯÜÕËÌÊÈÕÌȺȭɯ1ÌÝÜÌɯ1ÖÜÔÈÐÕÌɯËÌɯ"ÏÐÔÐÌȮɯƖƔƕƘȭɯƙƝȹƕƕ-ƕƖȺȭ 

Ƙƚȭ "ÏÐÙÐÈÊȮɯ ȭ/ȭȮɯÌÛɯÈÓȭȮɯ4×ÖÕɯÚàÕÛÏÌÚÐÚɯÖÍɯÈɯ×ÖÓàÔÌÙÐÊɯÔÈÛÙÐßɯÞÐÛÏɯ×'ɯÈÕËɯÛÌÔ×ÌÙÈÛÜÙÌɯ

ÙÌÚ×ÖÕÚÐÝÌÕÌÚÚɯ ÈÕËɯ ÈÕÛÐÖßÐËÈÕÛɯ ÉÐÖÈÊÛÐÝÐÛàɯ ÉÈÚÌËɯ ÖÕɯ ×ÖÓàȹÔÈÓÌÐÊɯ ÈÕÏàËÙÐËÌ-ÊÖ-ƗȮƝ-

ËÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-ÛÌÛÙÈÖßÈÚ×ÐÙÖɯ Ȼƙȭƙȼɯ ÜÕËÌÊÈÕÌȺɯ ËÌÙÐÝÈÛÐÝÌÚȭɯ,ÈÛÌÙÐÈÓÚɯ 2ÊÐÌÕÊÌɯ ÈÕËɯ

$ÕÎÐÕÌÌÙÐÕÎȯɯ"ȮɯƖƔƕƙȭɯƙƔȯɯ×ȭɯƗƘƜ-Ɨƙƛȭ 

Ƙƛȭ 2ÜÕȮɯ3ȭ+ȭȮɯÌÛɯÈÓȭȮɯ/ÏàÚÐÊÈÓɯÏàËÙÖÎÌÓÚɯÊÖÔ×ÖÚÌËɯÖÍɯ×ÖÓàÈÔ×ÏÖÓàÛÌÚɯËÌÔÖÕÚÛÙÈÛÌɯÏÐÎÏɯ

ÛÖÜÎÏÕÌÚÚɯÈÕËɯÝÐÚÊÖÌÓÈÚÛÐÊÐÛàȭɯ-ÈÛɯ,ÈÛÌÙȮɯƖƔƕƗȭɯƕƖȹƕƔȺȯɯ×ȭɯƝƗƖ-ƝƗƛȭ 

ƘƜȭ 8ÐÕȮɯ 'ȭȮɯ ÌÛɯ ÈÓȭȮɯ#ÖÜÉÓÌɯ ÕÌÛÞÖÙÒɯ ÏàËÙÖÎÌÓÚɯ ÍÙÖÔɯ ×ÖÓàáÞÐÛÛÌÙÐÖÕÚȯɯ ÏÐÎÏɯ ÔÌÊÏÈÕÐÊÈÓɯ

ÚÛÙÌÕÎÛÏɯÈÕËɯÌßÊÌÓÓÌÕÛɯÈÕÛÐ-ÉÐÖÍÖÜÓÐÕÎɯ×ÙÖ×ÌÙÛÐÌÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ,ÈÛÌÙÐÈÓÚɯ"ÏÌÔÐÚÛÙàɯ!Ȯɯ

ƖƔƕƗȭɯƕȹƗƔȺȯɯ×ȭɯƗƚƜƙ-ƗƚƝƗȭ 

ƘƝȭ 'ÈØÜÌȮɯ,ȭ ȭȮɯ3ȭɯ*ÜÙÖÒÈÞÈȮɯÈÕËɯ)ȭ/ȭɯ&ÖÕÎȮɯ2Ü×ÌÙɯÛÖÜÎÏɯËÖÜÉÓÌɯÕÌÛÞÖÙÒɯÏàËÙÖÎÌÓÚɯ

ÈÕËɯÛÏÌÐÙɯÈ××ÓÐÊÈÛÐÖÕɯÈÚɯÉÐÖÔÈÛÌÙÐÈÓÚȭɯ/ÖÓàÔÌÙȮɯƖƔƕƖȭɯƙƗȹƝȺȯɯ×ȭɯƕƜƔƙ-ƕƜƖƖȭ 

ƙƔȭ 3ÈàÓÖÙȮɯ#ȭȮɯÌÛɯÈÓȭȮɯ3ÏÌɯÍÙÈÊÛÜÙÌɯÛÖÜÎÏÕÌÚÚɯÖÍɯÚÖÍÛɯÛÐÚÚÜÌÚȭɯ)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ,ÌÊÏÈÕÐÊÈÓɯ

!ÌÏÈÝÐÖÙɯÖÍɯ!ÐÖÔÌËÐÊÈÓɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƖȭɯƚȯɯ×ȭɯƕƗƝ-ƕƘƛȭ 
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ƙƕȭ #ÐÌÒÔÈÕȮɯ!ȭ.ȭȮɯÌÛɯÈÓȭȮɯ"ÈÙÛÐÓÈÎÌɯÛÐÚÚÜÌɯÌÕÎÐÕÌÌÙÐÕÎɯÜÚÐÕÎɯËÐÍÍÌÙÌÕÛÐÈÛÌËɯÈÕËɯ×ÜÙÐÍÐÌËɯ

ÐÕËÜÊÌËɯ×ÓÜÙÐ×ÖÛÌÕÛɯÚÛÌÔɯÊÌÓÓÚȭɯ/ÙÖÊÌÌËÐÕÎÚɯÖÍɯÛÏÌɯ-ÈÛÐÖÕÈÓɯ ÊÈËÌÔàɯÖÍɯ2ÊÐÌÕÊÌÚȮɯ

ƖƔƕƖȭɯƕƔƝȹƘƛȺȯɯ×ȭɯƕƝƕƛƖ-ƕƝƕƛƛȭ 

ƙƖȭ 'ÈÚÚÈÕȮɯ"ȭ,ȭɯÈÕËɯ-ȭ ȭɯ/Ì××ÈÚȮɯ2ÛÙÜÊÛÜÙÌɯÈÕËɯ,ÖÙ×ÏÖÓÖÎàɯÖÍɯ%ÙÌÌáÌɤ3ÏÈÞÌËɯ/5 ɯ

'àËÙÖÎÌÓÚȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƖƔƔƔȭɯƗƗȹƛȺȯɯ×ȭɯƖƘƛƖ-ƖƘƛƝȭ 

ƙƗȭ +ÐÈÖȮɯ(ȭ"ȭȮɯÌÛɯÈÓȭȮɯ"ÖÔ×ÖÚÐÛÌɯ3ÏÙÌÌ-#ÐÔÌÕÚÐÖÕÈÓɯ6ÖÝÌÕɯ2ÊÈÍÍÖÓËÚɯÞÐÛÏɯ(ÕÛÌÙ×ÌÕÌÛÙÈÛÐÕÎɯ

-ÌÛÞÖÙÒɯ'àËÙÖÎÌÓÚɯÛÖɯ "ÙÌÈÛÌɯ %ÜÕÊÛÐÖÕÈÓɯ 2àÕÛÏÌÛÐÊɯ ÙÛÐÊÜÓÈÙɯ "ÈÙÛÐÓÈÎÌȭɯ ËÝÈÕÊÌËɯ

%ÜÕÊÛÐÖÕÈÓɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƗȭɯƖƗȹƘƛȺȯɯ×ȭɯƙƜƗƗ-ƙƜƗƝȭ 

ƙƘȭ 8ÈÕÎȮɯ)ȭȮɯÌÛɯÈÓȭȮɯ2ÐÔ×ÓÌɯÈ××ÙÖÈÊÏɯÛÖɯÙÌÐÕÍÖÙÊÌɯÏàËÙÖÎÌÓÚɯÞÐÛÏɯÊÌÓÓÜÓÖÚÌɯÕÈÕÖÊÙàÚÛÈÓÚȭɯ

-ÈÕÖÚÊÈÓÌȮɯƖƔƕƘȭɯƚȹƕƕȺȯɯ×ȭɯƙƝƗƘ-ƙƝƘƗȭ 

ƙƙȭ 8ÈÕÎȮɯ )ȭȮɯ ÌÛɯ ÈÓȭȮɯ"ÌÓÓÜÓÖÚÌɯ -ÈÕÖÊÙàÚÛÈÓÚɯ ,ÌÊÏÈÕÐÊÈÓɯ 1ÌÐÕÍÖÙÊÌÔÌÕÛɯ ÐÕɯ "ÖÔ×ÖÚÐÛÌɯ

'àËÙÖÎÌÓÚɯÞÐÛÏɯ,ÜÓÛÐ×ÓÌɯ"ÙÖÚÚ-+ÐÕÒÚȯɯ"ÖÙÙÌÓÈÛÐÖÕÚɯÉÌÛÞÌÌÕɯ#ÐÚÚÐ×ÈÛÐÖÕɯ/ÙÖ×ÌÙÛÐÌÚɯÈÕËɯ

#ÌÍÖÙÔÈÛÐÖÕɯ,ÌÊÏÈÕÐÚÔÚȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƖƔƕƘȭɯƘƛȹƕƖȺȯɯ×ȭɯƘƔƛƛ-ƘƔƜƚȭ 

ƙƚȭ +ÐȮɯ)ȭȮɯ9ȭɯ2ÜÖȮɯÈÕËɯ)ȭ)ȭɯ5ÓÈÚÚÈÒȮɯ2ÛÐÍÍȮɯÚÛÙÖÕÎȮɯÈÕËɯÛÖÜÎÏɯÏàËÙÖÎÌÓÚɯÞÐÛÏɯÎÖÖËɯÊÏÌÔÐÊÈÓɯ

ÚÛÈÉÐÓÐÛàȭɯ)ÖÜÙÕÈÓɯÖÍɯ,ÈÛÌÙÐÈÓÚɯ"ÏÌÔÐÚÛÙàɯ!ȮɯƖƔƕƘȭɯƖȹƗƝȺȯɯ×ȭɯƚƛƔƜ-ƚƛƕƗȭ 

ƙƛȭ +ÐÕȮɯ2ȭȮɯ8ȭɯ9ÏÖÜȮɯÈÕËɯ7ȭɯ9ÏÈÖȮɯ#ÌÚÐÎÕÐÕÎɯÌßÛÙÌÔÌÓàɯÙÌÚÐÓÐÌÕÛɯÈÕËɯÛÖÜÎÏɯÏàËÙÖÎÌÓÚɯÝÐÈɯ

ËÌÓÈàÌËɯËÐÚÚÐ×ÈÛÐÖÕȭɯ$ßÛÙÌÔÌɯ,ÌÊÏÈÕÐÊÚɯ+ÌÛÛÌÙÚȮɯƖƔƕƘȭɯƕȯɯ×ȭɯƛƔ-ƛƙȭ 

ƙƜȭ %ÌËÖÙÖÝÐÊÏȮɯ -ȭ$ȭȮɯ ÌÛɯ ÈÓȭȮɯ'àËÙÖÎÌÓÚɯ ÈÚɯ $ßÛÙÈÊÌÓÓÜÓÈÙɯ ,ÈÛÙÐÊÌÚɯ ÍÖÙɯ 2ÒÌÓÌÛÈÓɯ 3ÐÚÚÜÌɯ

$ÕÎÐÕÌÌÙÐÕÎȯɯ 2ÛÈÛÌ-ÖÍ-ÛÏÌ- ÙÛɯ ÈÕËɯ -ÖÝÌÓɯ  ××ÓÐÊÈÛÐÖÕɯ ÐÕɯ .ÙÎÈÕɯ /ÙÐÕÛÐÕÎȭɯ3ÐÚÚÜÌɯ

$ÕÎÐÕÌÌÙÐÕÎȮɯƖƔƔƛȭɯƕƗȹƜȺȭ 

ƙƝȭ *ÖÓÌÚÒàȮɯ#ȭ!ȭȮɯÌÛɯÈÓȭȮɯƗ#ɯ!ÐÖ×ÙÐÕÛÐÕÎɯÖÍɯ5ÈÚÊÜÓÈÙÐáÌËȮɯ'ÌÛÌÙÖÎÌÕÌÖÜÚɯ"ÌÓÓ-+ÈËÌÕɯ3ÐÚÚÜÌɯ

"ÖÕÚÛÙÜÊÛÚȭɯ ËÝÈÕÊÌËɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƘȭɯƖƚȹƕƝȺȯɯ×ȭɯƗƕƖƘ-ƗƕƗƔȭ 

ƚƔȭ ,ÐÓÓÌÙȮɯ )ȭ2ȭȮɯ ÌÛɯ ÈÓȭȮɯ1È×ÐËɯ ÊÈÚÛÐÕÎɯ ÖÍɯ ×ÈÛÛÌÙÕÌËɯ ÝÈÚÊÜÓÈÙɯ ÕÌÛÞÖÙÒÚɯ ÍÖÙɯ ×ÌÙÍÜÚÈÉÓÌɯ

ÌÕÎÐÕÌÌÙÌËɯÛÏÙÌÌ-ËÐÔÌÕÚÐÖÕÈÓɯÛÐÚÚÜÌÚȭɯ-ÈÛɯ,ÈÛÌÙȮɯƖƔƕƖȭɯƕƕȹƝȺȯɯ×ȭɯƛƚƜ-ƛƛƘȭ 
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ƚƕȭ !ÈÙÙàȮɯ1ȭ ȭȮɯÌÛɯÈÓȭȮɯ#ÐÙÌÊÛ-6ÙÐÛÌɯ ÚÚÌÔÉÓàɯÖÍɯƗ#ɯ'àËÙÖÎÌÓɯ2ÊÈÍÍÖÓËÚɯÍÖÙɯ&ÜÐËÌËɯ"ÌÓÓɯ

&ÙÖÞÛÏȭɯ ËÝÈÕÊÌËɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƔƝȭɯƖƕȹƖƗȺȯɯ×ȭɯƖƘƔƛ-ƖƘƕƔȭ 

ƚƖȭ 'ÈÕÚÌÕȮɯ"ȭ)ȭȮɯÌÛɯÈÓȭȮɯ'ÐÎÏ-3ÏÙÖÜÎÏ×ÜÛɯ/ÙÐÕÛÐÕÎɯÝÐÈɯ,ÐÊÙÖÝÈÚÊÜÓÈÙɯ,ÜÓÛÐÕÖááÓÌɯ ÙÙÈàÚȭɯ

 ËÝÈÕÊÌËɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƗȭɯƖƙȹƕȺȯɯ×ȭɯƝƚ-ƕƔƖȭ 

ƚƗȭ #ÜÈÕȮɯ !ȭȮɯ ÌÛɯ ÈÓȭȮɯƗ#ɯ !ÐÖ×ÙÐÕÛÐÕÎɯ ÖÍɯ ÏÌÛÌÙÖÎÌÕÌÖÜÚɯ ÈÖÙÛÐÊɯ ÝÈÓÝÌɯ ÊÖÕËÜÐÛÚɯ ÞÐÛÏɯ

ÈÓÎÐÕÈÛÌɤÎÌÓÈÛÐÕɯÏàËÙÖÎÌÓÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ!ÐÖÔÌËÐÊÈÓɯ,ÈÛÌÙÐÈÓÚɯ1ÌÚÌÈÙÊÏɯ/ÈÙÛɯ ȮɯƖƔƕƗȭɯ

ƕƔƕ ȹƙȺȯɯ×ȭɯƕƖƙƙ-ƕƖƚƘȭ 

ƚƘȭ 'ÖÊÒÈËÈàȮɯ+ȭ ȭȮɯÌÛɯÈÓȭȮɯ1È×ÐËɯƗ#ɯ×ÙÐÕÛÐÕÎɯÖÍɯÈÕÈÛÖÔÐÊÈÓÓàɯÈÊÊÜÙÈÛÌɯÈÕËɯÔÌÊÏÈÕÐÊÈÓÓàɯ

ÏÌÛÌÙÖÎÌÕÌÖÜÚɯÈÖÙÛÐÊɯÝÈÓÝÌɯÏàËÙÖÎÌÓɯÚÊÈÍÍÖÓËÚȭɯ!ÐÖÍÈÉÙÐÊÈÛÐÖÕȮɯƖƔƕƖȭɯƘȹƗȺȯɯ×ȭɯƔƗƙƔƔƙ-

ƔƗƙƔƔƙȭ 

ƚƙȭ !ÙÜÊÒȮɯ'ȭ ȭȮɯÌÛɯÈÓȭȮɯ#ÐÎÐÛÈÓɯÐÔÈÎÌɯÊÖÙÙÌÓÈÛÐÖÕɯÜÚÐÕÎɯ-ÌÞÛÖÕ-1È×ÏÚÖÕɯÔÌÛÏÖËɯÖÍɯ×ÈÙÛÐÈÓɯ

ËÐÍÍÌÙÌÕÛÐÈÓɯÊÖÙÙÌÊÛÐÖÕȭɯ$ß×ÌÙÐÔÌÕÛÈÓɯ,ÌÊÏÈÕÐÊÚȮɯƕƝƜƝȭɯƖƝȹƗȺȯɯ×ȭɯƖƚƕ-Ɩƚƛȭ 

ƚƚȭ %ÈÕȮɯ"ȭȮɯÌÛɯÈÓȭȮɯ ɯÛÖÜÎÏɯËÖÜÉÓÌɯÕÌÛÞÖÙÒɯÏàËÙÖÎÌÓɯÍÖÙɯÊÈÙÛÐÓÈÎÌɯÛÐÚÚÜÌɯÌÕÎÐÕÌÌÙÐÕÎȭɯ

)ÖÜÙÕÈÓɯÖÍɯ,ÈÛÌÙÐÈÓÚɯ"ÏÌÔÐÚÛÙàɯ!ȮɯƖƔƕƗȭɯƕȹƗƘȺȯɯ×ȭɯƘƖƙƕ-ƘƖƙƜȭ 

ƚƛȭ 1ÖÜÐÓÓÈÙËȮɯ ȭ#ȭȮɯÌÛɯÈÓȭȮɯ,ÌÛÏÖËÚɯÍÖÙɯ/ÏÖÛÖÊÙÖÚÚÓÐÕÒÐÕÎɯ ÓÎÐÕÈÛÌɯ'àËÙÖÎÌÓɯ2ÊÈÍÍÖÓËÚɯÞÐÛÏɯ

'ÐÎÏɯ"ÌÓÓɯ5ÐÈÉÐÓÐÛàȭɯ3ÐÚÚÜÌɯ$ÕÎÐÕÌÌÙÐÕÎɯ/ÈÙÛɯ"ȯɯ,ÌÛÏÖËÚȮɯƖƔƕƔȭɯƕƛȹƖȺȯɯ×ȭɯƕƛƗ-ƕƛƝȭ 

ƚƜȭ *ÏÈÓÐÓȮɯ2ȭȮɯ)ȭɯ-ÈÔȮɯÈÕËɯ6ȭɯ2ÜÕȮɯ,ÜÓÛÐɪÕÖááÓÌɯËÌ×ÖÚÐÛÐÖÕɯÍÖÙɯÊÖÕÚÛÙÜÊÛÐÖÕɯÖÍɯƗ#ɯ

ÉÐÖ×ÖÓàÔÌÙɯÛÐÚÚÜÌɯÚÊÈÍÍÖÓËÚȭɯ1È×ÐËɯ/ÙÖÛÖÛà×ÐÕÎɯ)ÖÜÙÕÈÓȮɯƖƔƔƙȭɯƕƕȹƕȺȯɯ×ȭɯƝ-ƕƛȭ 

ƚƝȭ "ÏÈÕÎȮɯ1ȭȮɯ)ȭɯ-ÈÔȮɯÈÕËɯ6ȭɯ2ÜÕȮɯ$ÍÍÌÊÛÚɯÖÍɯ#ÐÚ×ÌÕÚÐÕÎɯ/ÙÌÚÚÜÙÌɯÈÕËɯ-ÖááÓÌɯ#ÐÈÔÌÛÌÙɯ

ÖÕɯ"ÌÓÓɯ2ÜÙÝÐÝÈÓɯÍÙÖÔɯ2ÖÓÐËɯ%ÙÌÌÍÖÙÔɯ%ÈÉÙÐÊÈÛÐÖÕɬ!ÈÚÌËɯ#ÐÙÌÊÛɯ"ÌÓÓɯ6ÙÐÛÐÕÎȭɯ3ÐÚÚÜÌɯ

$ÕÎÐÕÌÌÙÐÕÎɯ/ÈÙÛɯ ȮɯƖƔƔƜȭɯƕƘȹƕȺȯɯ×ȭɯƘƕ-ƘƜȭ 

ƛƔȭ "ÏÈÕÎȮɯ"ȭ-6ȭȮɯÌÛɯÈÓȭȮɯ/$&ɤÊÓÈàɯÕÈÕÖÊÖÔ×ÖÚÐÛÌɯÏàËÙÖÎÌÓȯɯÈɯÔÌÊÏÈÕÐÊÈÓÓàɯÙÖÉÜÚÛɯÛÐÚÚÜÌɯ

ÌÕÎÐÕÌÌÙÐÕÎɯÚÊÈÍÍÖÓËȭɯ2ÖÍÛɯ,ÈÛÛÌÙȮɯƖƔƕƔȭɯƚȹƖƔȺȯɯ×ȭɯƙƕƙƛ-ƙƕƚƘȭ 

ƛƕȭ 3ÏÖÔÈÚȮɯ/ȭ"ȭȮɯ!ȭ'ȭɯ"Ð×ÙÐÈÕÖȮɯÈÕËɯ2ȭ1ȭɯ1ÈÎÏÈÝÈÕȮɯ-ÈÕÖ×ÈÙÛÐÊÓÌ-ÊÙÖÚÚÓÐÕÒÌËɯÏàËÙÖÎÌÓÚɯ
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ÈÚɯÈɯÊÓÈÚÚɯÖÍɯÌÍÍÐÊÐÌÕÛɯÔÈÛÌÙÐÈÓÚɯÍÖÙɯÚÌ×ÈÙÈÛÐÖÕɯÈÕËɯÐÖÕɯÌßÊÏÈÕÎÌȭɯ2ÖÍÛɯ,ÈÛÛÌÙȮɯƖƔƕƕȭɯƛȹƕƜȺȯɯ

×ȭɯƜƕƝƖ-ƜƕƝƛȭ 

ƛƖȭ 6ÈÕÎȮɯ )ȭȮɯ ÌÛɯ ÈÓȭȮɯ ɯ 2ÛÙÖÕÎɯ !ÐÖ-(ÕÚ×ÐÙÌËɯ +ÈàÌÙÌËɯ /-(/ ,ɬ"ÓÈàɯ -ÈÕÖÊÖÔ×ÖÚÐÛÌɯ

'àËÙÖÎÌÓȭɯ ÕÎÌÞÈÕËÛÌɯ"ÏÌÔÐÌɯ(ÕÛÌÙÕÈÛÐÖÕÈÓɯ$ËÐÛÐÖÕȮɯƖƔƕƖȭɯƙƕȹƕƝȺȯɯ×ȭɯƘƚƛƚ-ƘƚƜƔȭ 

ƛƗȭ +ÌÌȮɯ*ȭ8ȭɯÈÕËɯ#ȭ)ȭɯ,ÖÖÕÌàȮɯ ÓÎÐÕÈÛÌȯɯ×ÙÖ×ÌÙÛÐÌÚɯÈÕËɯÉÐÖÔÌËÐÊÈÓɯÈ××ÓÐÊÈÛÐÖÕÚȭɯ/ÙÖÎÙÌÚÚɯ

ÐÕɯ×ÖÓàÔÌÙɯÚÊÐÌÕÊÌȮɯƖƔƕƖȭɯƗƛȹƕȺȯɯ×ȭɯƕƔƚ-ƕƖƚȭ 

ƛƘȭ +ÈÙÚÚÖÕȮɯ+ȭɯÈÕËɯ2ȭɯ.ÏÔÈÕȮɯ2ÌÙÜÔɯÐÖÕÐáÌËɯÊÈÓÊÐÜÔɯÈÕËɯÊÖÙÙÌÊÛÌËɯÛÖÛÈÓɯÊÈÓÊÐÜÔɯÐÕɯ

ÉÖÙËÌÙÓÐÕÌɯÏà×ÌÙ×ÈÙÈÛÏàÙÖÐËÐÚÔȭɯ"ÓÐÕÐÊÈÓɯ"ÏÌÔÐÚÛÙàȮɯƕƝƛƜȭɯƖƘȹƕƕȺȯɯ×ȭɯƕƝƚƖ-ƕƝƚƙȭ 

ƛƙȭ 2ÛÜËÌÙȮɯ*ȭȮɯÌÛɯÈÓȭȮɯ.ÝÌÙÊÖÔÐÕÎɯÖßàÎÌÕɯÐÕÏÐÉÐÛÐÖÕɯÐÕɯ45-ÊÜÙÐÕÎɯÖÍɯÈÊÙàÓÈÛÌɯÊÖÈÛÐÕÎÚɯÉàɯ

ÊÈÙÉÖÕɯËÐÖßÐËÌɯÐÕÌÙÛÐÕÎȮɯ/ÈÙÛɯ(ȭɯ/ÙÖÎÙÌÚÚɯÐÕɯ.ÙÎÈÕÐÊɯ"ÖÈÛÐÕÎÚȮɯƖƔƔƗȭɯƘƜȹƕȺȯɯ×ȭɯƝƖ-ƕƔƔȭ 

ƛƚȭ .Ʌ!ÙÐÌÕȮɯ ȭ*ȭȮɯ-ȭ!ȭɯ"ÙÈÔÌÙȮɯÈÕËɯ"ȭ-ȭɯ!ÖÞÔÈÕȮɯ.ßàÎÌÕɯÐÕÏÐÉÐÛÐÖÕɯÐÕɯÛÏÐÖÓɬÈÊÙàÓÈÛÌɯ

×ÏÖÛÖ×ÖÓàÔÌÙÐáÈÛÐÖÕÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌɯ/ÈÙÛɯ ȯɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƔƚȭɯ

ƘƘȹƚȺȯɯ×ȭɯƖƔƔƛ-ƖƔƕƘȭ 

ƛƛȭ -ÌÔÐÙȮɯ2ȭȮɯ'ȭ-ȭɯ'ÈàÌÕÎÈȮɯÈÕËɯ)ȭ+ȭɯ6ÌÚÛȮɯ/$&# ɯÏàËÙÖÎÌÓÚɯÞÐÛÏɯ×ÈÛÛÌÙÕÌËɯÌÓÈÚÛÐÊÐÛàȯɯ

-ÖÝÌÓɯÛÖÖÓÚɯÍÖÙɯÛÏÌɯÚÛÜËàɯÖÍɯÊÌÓÓɯÙÌÚ×ÖÕÚÌɯÛÖɯÚÜÉÚÛÙÈÛÌɯÙÐÎÐËÐÛàȭɯ!ÐÖÛÌÊÏÕÖÓÖÎàɯÈÕËɯ

!ÐÖÌÕÎÐÕÌÌÙÐÕÎȮɯƖƔƕƔȭɯƕƔƙȹƗȺȯɯ×ȭɯƚƗƚ-ƚƘƘȭ 

ƛƜȭ /ÌÛÌÙÚȮɯ6ȭ'ȭɯÈÕËɯ6ȭ%ȭɯ1ÈÕÚÖÕȮɯ#ÐÎÐÛÈÓɯ(ÔÈÎÐÕÎɯ3ÌÊÏÕÐØÜÌÚɯÐÕɯ$ß×ÌÙÐÔÌÕÛÈÓɯ2ÛÙÌÚÚɯ

 ÕÈÓàÚÐÚȭɯ.×ÛÐÊÈÓɯ$ÕÎÐÕÌÌÙÐÕÎȮɯƕƝƜƖȭɯƖƕȭ 

ƛƝȭ /ÖÚÕÌÙȮɯ 3ȭȮɯ!ÌÐÛÙåÎÌɯ áÜÙɯ *ÌÕÕÛÕÐÚÚɯ ËÌÙɯ ÜÕÎÌÚåÛÛÐÎÛÌÕɯ5ÌÙÉÐÕËÜÕÎÌÕȭɯ ((ȭɯ4ÌÉÌÙɯ ËÐÌɯ

 ËËÐÛÐÖÕɯÝÖÕɯ,ÌÙÊÈ×ÛÈÕÌÕɯÈÕɯÜÕÎÌÚåÛÛÐÎÛÌɯ*ÖÏÓÌÕÞÈÚÚÌÙÚÛÖÍÍÌȭɯ$ÜÙȭɯ)ȭɯ(ÕÖÙÎȭɯ"ÏÌÔȭȮɯ

ƕƝƔƙȭɯƗƜȹƕȺȯɯ×ȭɯƚƘƚ-ƚƙƛȭ 

ƜƔȭ *ÖÓÉȮɯ'ȭ"ȭȮɯ,ȭ&ȭɯ%ÐÕÕȮɯÈÕËɯ!ȭɯ2ÏÈÙ×ÓÌÚÚȮɯ"ÓÐÊÒɯ"ÏÌÔÐÚÛÙàȯɯ#ÐÝÌÙÚÌɯ"ÏÌÔÐÊÈÓɯ%ÜÕÊÛÐÖÕɯ

ÍÙÖÔɯÈɯ%ÌÞɯ&ÖÖËɯ1ÌÈÊÛÐÖÕÚȭɯ ÕÎÌÞȭɯ"ÏÌÔȭɯ(ÕÛȭɯ$ËȭȮɯƖƔƔƕȭɯƘƔȹƕƕȺȯɯ×ȭɯƖƔƔƘ-ƖƔƖƕȭ 

Ɯƕȭ 'ÖàÓÌȮɯ"ȭ$ȭɯÈÕËɯ"ȭ-ȭɯ!ÖÞÔÈÕȮɯ3ÏÐÖÓ-$ÕÌɯ"ÓÐÊÒɯ"ÏÌÔÐÚÛÙàȭɯ ÕÎÌÞȭɯ"ÏÌÔȭɯ(ÕÛȭɯ$ËȭȮɯ
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ƖƔƕƔȭɯƘƝȹƝȺȯɯ×ȭɯƕƙƘƔ-ƕƙƛƗȭ 

ƜƖȭ 'ÖàÓÌȮɯ"ȭ$ȭȮɯ3ȭ8ȭɯ+ÌÌȮɯÈÕËɯ3ȭɯ1Ö×ÌÙȮɯ3ÏÐÖÓ-$ÕÌÚȯɯ"ÏÌÔÐÚÛÙàɯÖÍɯÛÏÌɯ/ÈÚÛɯÞÐÛÏɯ/ÙÖÔÐÚÌɯ

ÍÖÙɯÛÏÌɯ%ÜÛÜÙÌȭɯ)ȭɯ/ÖÓàÔȭɯ2ÊÐȭɯ ɯ/ÖÓàÔȭɯ"ÏÌÔȭȮɯƖƔƔƘȭɯƘƖȯɯ×ȭɯƙƗƔƕ-ƙƗƗƜȭ 

ƜƗȭ 2ÈÍÙÈÕÚÒÐȮɯ#ȭ+ȭɯÈÕËɯ*ȭɯ&ÈÓÓȮɯ$ÍÍÌÊÛɯÖÍɯÊÏÌÔÐÊÈÓɯÚÛÙÜÊÛÜÙÌɯÈÕËɯÊÙÖÚÚÓÐÕÒÐÕÎɯËÌÕÚÐÛàɯÖÕɯ

ÛÏÌɯ ÛÏÌÙÔÖ-ÔÌÊÏÈÕÐÊÈÓɯ ×ÙÖ×ÌÙÛÐÌÚɯ ÈÕËɯ ÛÖÜÎÏÕÌÚÚɯ ÖÍɯ ȹÔÌÛÏȺÈÊÙàÓÈÛÌɯ ÚÏÈ×Ìɯ ÔÌÔÖÙàɯ

×ÖÓàÔÌÙɯÕÌÛÞÖÙÒÚȭɯ/ÖÓàÔÌÙȮɯƖƔƔƜȭɯƘƝȹƖƔȺȯɯ×ȭɯƘƘƘƚ-ƘƘƙƙȭ 

ƜƘȭ !ÖÜÓËÌÕȮɯ)ȭ$ȭȮɯÌÛɯÈÓȭȮɯ3ÏÐÖÓ-ÌÕÌ-ÔÌÛÏÈÊÙàÓÈÛÌɯÊÖÔ×ÖÚÐÛÌÚɯÈÚɯËÌÕÛÈÓɯÙÌÚÛÖÙÈÛÐÝÌɯÔÈÛÌÙÐÈÓÚȭɯ

#ÌÕÛÈÓɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƕȭɯƖƛȯɯ×ȭɯƖƚƛ-ƖƛƖȭ 

Ɯƙȭ "ÈÙÐÖÚÊÐÈȮɯ )ȭ ȭȮɯÌÛɯ ÈÓȭȮɯ3ÏÐÖÓ-ÌÕÌɯ ÖÓÐÎÖÔÌÙÚɯ ÈÚɯ ËÌÕÛÈÓɯ ÙÌÚÛÖÙÈÛÐÝÌɯ ÔÈÛÌÙÐÈÓÚȭɯ#ÌÕÛÈÓɯ

,ÈÛÌÙÐÈÓÚȮɯƖƔƔƙȭɯƖƕȯɯ×ȭɯƕƕƗƛ-ƕƕƘƗȭ 

Ɯƚȭ -ÈÐÙȮɯ#ȭ/ȭȮɯÌÛɯÈÓȭȮɯ/ÏÖÛÖ×ÖÓàÔÌÙÐáÌËɯÛÏÐÖÓ-ÌÕÌɯÚàÚÛÌÔÚɯÈÚɯÚÏÈ×ÌɯÔÌÔÖÙàɯ×ÖÓàÔÌÙÚȭɯ

/ÖÓàÔÌÙȮɯƖƔƕƔȭɯƙƕȯɯ×ȭɯƘƗƜƗ-ƘƗƜƝȭ 

Ɯƛȭ 6ÈÙÌȮɯ3ȭȮɯÌÛɯÈÓȭȮɯ3ÏÙÌÌ-#ÐÔÌÕÚÐÖÕÈÓɯ%ÓÌßÐÉÓÌɯ$ÓÌÊÛÙÖÕÐÊÚɯ$ÕÈÉÓÌËɯÉàɯ2ÏÈ×Ìɯ,ÌÔÖÙàɯ

/ÖÓàÔÌÙɯ2ÜÉÚÛÙÈÛÌÚɯÍÖÙɯ1ÌÚ×ÖÕÚÐÝÌɯ-ÌÜÙÈÓɯ(ÕÛÌÙÍÈÊÌÚȭɯ,ÈÊÙÖÔÖÓȭɯ,ÈÛÌÙȭɯ$ÕÎȭȮɯƖƔƕƖȭɯ

ƖƝƛȯɯ×ȭɯƕƕƝƗ-ƕƖƔƖȭ 

ƜƜȭ 6ÈÙÌȮɯ3ȭ'ȭȮɯÌÛɯÈÓȭȮɯ/ÙÖÎÙÈÔÔÈÉÓÌɯ+ÐØÜÐËɯ"ÙàÚÛÈÓɯ$ÓÈÚÛÖÔÌÙÚɯ/ÙÌ×ÈÙÌËɯÉàɯ3ÏÐÖÓɬ$ÕÌɯ

/ÏÖÛÖ×ÖÓàÔÌÙÐáÈÛÐÖÕȭɯ "2ɯ,ÈÊÙÖɯ+ÌÛÛÌÙÚȮɯƖƔƕƙȭɯƘȹƝȺȯɯ×ȭɯƝƘƖ-ƝƘƚȭ 

ƜƝȭ *ÈÚ×ÙáÈÒȮɯ 2ȭ$ȭȮɯ ÌÛɯ ÈÓȭȮɯ/ÏÖÛÖ×ÈÛÛÌÙÕÐÕÎɯ ÖÍɯ 3ÏÐÖÓ-ÌÕÌ- ÊÙàÓÈÛÌɯ "Ö×ÖÓàÔÌÙÚȭɯ)ȭɯ

,ÐÊÙÖÌÓÌÊÛÙÖÔÌÊÏȭɯ2àÚÛȭȮɯƖƔƕƗȭɯƖƖȹƖȺȯɯ×ȭɯƗƗƝ-ƗƘƝȭ 

ƝƔȭ 'ÜÕÎȮɯ +ȭ-'ȭȮɯ 1ȭɯ +ÐÕȮɯ ÈÕËɯ  ȭ/ȭɯ +ÌÌȮɯ1È×ÐËɯ ÔÐÊÙÖÍÈÉÙÐÊÈÛÐÖÕɯ ÖÍɯ ÚÖÓÝÌÕÛ-ÙÌÚÐÚÛÈÕÛɯ

ÉÐÖÊÖÔ×ÈÛÐÉÓÌɯÔÐÊÙÖÍÓÜÐËÐÊɯËÌÝÐÊÌÚȭɯ+ÈÉɯÖÕɯÈɯ"ÏÐ×ȮɯƖƔƔƜȭɯƜȹƚȺȯɯ×ȭɯƝƜƗ-ƝƜƛȭ 

Ɲƕȭ "ÈÉÙÈÓȮɯ )ȭ3ȭȮɯ ÌÛɯ ÈÓȭȮɯ%ÙÖÕÛÈÓɯ /ÏÖÛÖ×ÖÓàÔÌÙÐáÈÛÐÖÕɯ ÍÖÙɯ ,ÐÊÙÖÍÓÜÐËÐÊɯ  ××ÓÐÊÈÛÐÖÕÚȭɯ

+ÈÕÎÔÜÐÙȮɯƖƔƔƘȭɯƖƔȹƖƗȺȯɯ×ȭɯƕƔƔƖƔ-ƕƔƔƖƝȭ 
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ƝƖȭ "àÎÈÕȮɯ 9ȭ3ȭȮɯ ÌÛɯ ÈÓȭȮɯ,ÐÊÙÖÍÓÜÐËÐÊɯ /ÓÈÛÍÖÙÔɯ ÍÖÙɯ ÛÏÌɯ &ÌÕÌÙÈÛÐÖÕɯ ÖÍɯ .ÙÎÈÕÐÊ-/ÏÈÚÌɯ

,ÐÊÙÖÙÌÈÊÛÖÙÚȭɯ+ÈÕÎÔÜÐÙȮɯƖƔƔƙȭɯƖƕȹƜȺȯɯ×ȭɯƗƚƖƝ-ƗƚƗƘȭ 

ƝƗȭ 9ÏÈÕÎȮɯ 0ȭȮɯ ÌÛɯ ÈÓȭȮɯ-ÌÞɯ×ÏÖÛÖ-ÐÕËÜÊÌËɯ ÛÏÐÖÓ-ÌÕÌɯ ÊÙÖÚÚÓÐÕÒÌËɯ ÍÐÓÔÚɯ ÉÈÚÌËɯ ÖÕɯ ÓÐÕÌÈÙɯ

ÔÌÛÏÈÊÙàÓÈÛÌɯÊÖ×ÖÓàÔÌÙɯ×ÖÓàÛÏÐÖÓÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌɯ/ÈÙÛɯ ȯɯ/ÖÓàÔÌÙɯ

"ÏÌÔÐÚÛÙàȮɯƖƔƕƗȭɯƙƕȹƕƗȺȯɯ×ȭɯƖƜƚƔ-ƖƜƚƜȭ 

ƝƘȭ 6ÏÐÛÌȮɯ3ȭ)ȭȮɯÌÛɯÈÓȭȮɯ/ÖÓàÔÌÙÐáÈÛÐÖÕɯ*ÐÕÌÛÐÊÚɯÈÕËɯ,ÖÕÖÔÌÙɯ%ÜÕÊÛÐÖÕÈÓÐÛàɯ$ÍÍÌÊÛÚɯÐÕɯ

3ÏÐÖÓǸ$ÕÌɯ/ÖÓàÔÌÙɯ#ÐÚ×ÌÙÚÌËɯ+ÐØÜÐËɯ"ÙàÚÛÈÓÚȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƖƔƔƛȭɯƘƔȹƘȺȯɯ×ȭɯƕƕƕƖ-

ƕƕƖƔȭ 

Ɲƙȭ 6ÏÐÛÌȮɯ3ȭ)ȭȮɯÌÛɯÈÓȭȮɯ'ÖÓÖÎÙÈ×ÏÐÊɯ×ÖÓàÔÌÙɯËÐÚ×ÌÙÚÌËɯÓÐØÜÐËɯÊÙàÚÛÈÓÚɯȹ'/#+"ÚȺɯÊÖÕÛÈÐÕÐÕÎɯ

ÛÙÐÈÓÓàÓɯÐÚÖÊàÈÕÜÙÈÛÌɯÔÖÕÖÔÌÙȭɯ/ÖÓàÔÌÙȮɯƖƔƔƛȭɯƘƜȹƖƔȺȯɯ×ȭɯƙƝƛƝ-ƙƝƜƛȭ 

Ɲƚȭ 8ÈÕÎȮɯ'ȭȮɯÌÛɯÈÓȭȮɯ,ÐÊÙÖÕ-2ÐáÌËɯ,ÈÐÕ-"ÏÈÐÕɯ+ÐØÜÐËɯ"ÙàÚÛÈÓÓÐÕÌɯ$ÓÈÚÛÖÔÌÙɯ ÊÛÜÈÛÖÙÚɯÞÐÛÏɯ

4ÓÛÙÈÓÈÙÎÌɯ Ô×ÓÐÛÜËÌɯ"ÖÕÛÙÈÊÛÐÖÕÚȭɯ)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ ÔÌÙÐÊÈÕɯ"ÏÌÔÐÊÈÓɯ2ÖÊÐÌÛàȮɯƖƔƔƝȭɯ

ƕƗƕȹƘƕȺȯɯ×ȭɯƕƙƔƔƔ-ƕƙƔƔƘȭ 

Ɲƛȭ 2ÌÕàÜÙÛȮɯ ȭ%ȭȮɯÌÛɯÈÓȭȮɯ3ÌÙÕÈÙàɯ3ÏÐÖÓǸ$ÕÌɤ ÊÙàÓÈÛÌɯ/ÏÖÛÖ×ÖÓàÔÌÙÚȯɷɯ$ÍÍÌÊÛɯÖÍɯ ÊÙàÓÈÛÌɯ

2ÛÙÜÊÛÜÙÌɯÖÕɯ,ÌÊÏÈÕÐÊÈÓɯ/ÙÖ×ÌÙÛÐÌÚȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƖƔƔƛȭɯƘƔȹƕƘȺȯɯ×ȭɯƘƝƔƕ-ƘƝƔƝȭ 

ƝƜȭ +ÐȮɯ0ȭȮɯÌÛɯÈÓȭȮɯ3ÏÐÖÜÙÌÛÏÈÕÌ-ÉÈÚÌËɯÛÏÐÖÓ-ÌÕÌɯÏÐÎÏɯ3ÎɯÕÌÛÞÖÙÒÚȯɯ/ÙÌ×ÈÙÈÛÐÖÕȮɯÛÏÌÙÔÈÓȮɯ

ÔÌÊÏÈÕÐÊÈÓȮɯÈÕËɯ×ÏàÚÐÊÈÓɯ×ÙÖ×ÌÙÛÐÌÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌɯ/ÈÙÛɯ ȯɯ/ÖÓàÔÌÙɯ

"ÏÌÔÐÚÛÙàȮɯƖƔƔƛȭɯƘƙȹƖƖȺȯɯ×ȭɯƙƕƔƗ-ƙƕƕƕȭ 

ƝƝȭ *ÜÓÛàÚȮɯ ȭɯÈÕËɯ ȭɯ/ÜÚáÒÈȮɯ3ÙÈÕÚ×ÈÙÌÕÛɯ×ÖÓàȹÛÏÐÖÜÙÌÛÏÈÕÌ-ÜÙÌÛÏÈÕÌȺÚɯÉÈÚÌËɯÖÕɯËÐÛÏÐÖÓɯ

ÊÏÈÐÕɯÌßÛÌÕËÌÙȭɯ)ÖÜÙÕÈÓɯÖÍɯ3ÏÌÙÔÈÓɯ ÕÈÓàÚÐÚɯÈÕËɯ"ÈÓÖÙÐÔÌÛÙàȮɯƖƔƕƘȭɯƕƕƛȹƗȺȯɯ×ȭɯƕƘƖƛ-

ƕƘƗƝȭ 

ƕƔƔȭ *ÜÓÛàÚȮɯ ȭȮɯ,ȭɯ1ÖÎÜÓÚÒÈȮɯÈÕËɯ2ȭɯ/ÐÒÜÚȮɯ3ÏÌɯÚàÕÛÏÌÚÐÚɯÈÕËɯÊÏÈÙÈÊÛÌÙÐáÈÛÐÖÕɯÖÍɯÕÌÞɯ

ÛÏÌÙÔÖ×ÓÈÚÛÐÊɯ ×ÖÓàȹÛÏÐÖÜÙÌÛÏÈÕÌ-ÜÙÌÛÏÈÕÌȺÚȭɯ)ÖÜÙÕÈÓɯ ÖÍɯ /ÖÓàÔÌÙɯ 2ÊÐÌÕÊÌɯ /ÈÙÛɯ  ȯɯ

/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƔƜȭɯƘƚȹƙȺȯɯ×ȭɯƕƛƛƔ-ƕƛƜƖȭ 

ƕƔƕȭ 2ÏÐÕȮɯ)ȭȮɯÌÛɯÈÓȭȮɯ2ÌÎÔÌÕÛÌËɯ/ÖÓàÛÏÐÖÜÙÌÛÏÈÕÌɯ$ÓÈÚÛÖÔÌÙÚɯÛÏÙÖÜÎÏɯ2ÌØÜÌÕÛÐÈÓɯ3ÏÐÖÓǸ$ÕÌɯ

ÈÕËɯ3ÏÐÖÓǸ(ÚÖÊàÈÕÈÛÌɯ1ÌÈÊÛÐÖÕÚȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƖƔƔƝȭɯƘƖȹƝȺȯɯ×ȭɯƗƖƝƘ-ƗƗƔƕȭ 
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ƕƔƖȭ "ÈÙÐÖÚÊÐÈȮɯ)ȭ ȭȮɯÌÛɯÈÓȭȮɯ3ÏÐÖÓɬÕÖÙÉÖÙÕÌÕÌɯÔÈÛÌÙÐÈÓÚȯɯ ××ÙÖÈÊÏÌÚɯÛÖɯËÌÝÌÓÖ×ɯÏÐÎÏɯ3ÎɯÛÏÐÖÓɬ

ÌÕÌɯ×ÖÓàÔÌÙÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌɯ/ÈÙÛɯ ȯɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƔƛȭɯƘƙȹƖƗȺȯɯ

×ȭɯƙƚƜƚ-ƙƚƝƚȭ 

ƕƔƗȭ ,Ê-ÈÐÙȮɯ .ȭ#ȭȮɯ ÌÛɯ ÈÓȭȮɯ2ÌØÜÌÕÛÐÈÓɯ 3ÏÐÖÓɯ "ÓÐÊÒɯ 1ÌÈÊÛÐÖÕÚȯɯ %ÖÙÔÈÛÐÖÕɯ ÖÍɯ 3ÌÙÕÈÙàɯ

3ÏÐÖÜÙÌÛÏÈÕÌɤ3ÏÐÖÓ-$ÕÌɯ-ÌÛÞÖÙÒÚɯÞÐÛÏɯ$ÕÏÈÕÊÌËɯ3ÏÌÙÔÈÓɯÈÕËɯ,ÌÊÏÈÕÐÊÈÓɯ/ÙÖ×ÌÙÛÐÌÚȭɯ

 "2ɯ ××Óȭɯ,ÈÛÌÙȭɯ(ÕÛÌÙÍÈÊÌÚȮɯƖƔƕƘȭɯƚȯɯ×ȭɯƚƔƜƜ-ƚƔƝƛȭ 

ƕƔƘȭ 2ÏÐÕȮɯ)ȭȮɯÌÛɯÈÓȭȮɯ3ÏÐÖÓ-(ÚÖÊàÈÕÈÛÌ-$ÕÌɯ3ÌÙÕÈÙàɯ-ÌÛÞÖÙÒÚɯÉàɯ2ÌØÜÌÕÛÐÈÓɯÈÕËɯ2ÐÔÜÓÛÈÕÌÖÜÚɯ

3ÏÐÖÓɯ"ÓÐÊÒɯ1ÌÈÊÛÐÖÕÚȭɯ"ÏÌÔȭɯ,ÈÛÌÙȭȮɯƖƔƕƔȭɯƖƖȯɯ×ȭɯƖƚƕƚ-ƖƚƖƙȭ 

ƕƔƙȭ 1ÖÎÜÓÚÒÈȮɯ,ȭȮɯ ȭɯ*ÜÓÛàÚȮɯÈÕËɯ$ȭɯ.ÓÚáÌÞÚÒÈȮɯ-ÌÞɯÛÏÌÙÔÖ×ÓÈÚÛÐÊɯ×ÖÓàȹÛÏÐÖÜÙÌÛÏÈÕÌ-

ÜÙÌÛÏÈÕÌȺɯÌÓÈÚÛÖÔÌÙÚɯÉÈÚÌËɯÖÕɯÏÌßÈÕÌ-ƕȮƚ-ËÐàÓɯËÐÐÚÖÊàÈÕÈÛÌɯȹ'#(Ⱥȭɯ)ÖÜÙÕÈÓɯÖÍɯ3ÏÌÙÔÈÓɯ

 ÕÈÓàÚÐÚɯÈÕËɯ"ÈÓÖÙÐÔÌÛÙàȮɯƖƔƕƗȭɯƕƕƘȹƖȺȯɯ×ȭɯƝƔƗ-Ɲƕƚȭ 

ƕƔƚȭ #ÖÕÖÝÈÕȮɯ!ȭ1ȭȮɯ)ȭ$ȭɯ!ÈÓÓÌÕÈÚȮɯÈÕËɯ#ȭ+ȭɯ/ÈÛÛÖÕȮɯ3ÏÐÖÓɬ3ÙÐÍÓÜÖÙÖÝÐÕàÓɯ$ÛÏÌÙɯȹ3%5$Ⱥɯ

/ÏÖÛÖ×ÖÓàÔÌÙÐáÈÛÐÖÕȯɯ  Õɯ .Õ-#ÌÔÈÕËɯ 2àÕÛÏÌÛÐÊɯ 1ÖÜÛÌɯ ÛÖɯ 2ÌÔÐÍÓÜÖÙÐÕÈÛÌËɯ /ÖÓàÔÌÙɯ

-ÌÛÞÖÙÒÚȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƖƔƕƚȭɯƘƝȹƖƔȺȯɯ×ȭɯƛƚƚƛ-ƛƚƛƙȭ 

ƕƔƛȭ 2ÔÐÛÏȮɯ +ȭ*ȭɯ ÈÕËɯ (ȭ1ȭɯ !ÈßÌÕËÈÓÌȮɯ3ÖÛÈÓɯ 2àÕÛÏÌÚÌÚɯ ÖÍɯ ÕÈÛÜÙÈÓɯ ×ÙÖËÜÊÛÚɯ ÊÖÕÛÈÐÕÐÕÎɯ

Ú×ÐÙÖÊÈÙÉÖÊàÊÓÌÚȭɯ.ÙÎȭɯ!ÐÖÔÖÓȭɯ"ÏÌÔȭȮɯƖƔƕƙȭɯƕƗȯɯ×ȭɯƝƝƔƛ-ƝƝƗƗȭ 

ƕƔƜȭ +ÐÕÎÐÌÙȮɯ2ȭȮɯÌÛɯÈÓȭȮɯ1ÌÕÌÞÈÉÓÌɯÛÏÌÙÔÖ×ÓÈÚÛÐÊɯ×ÖÓàÜÙÌÛÏÈÕÌÚɯÊÖÕÛÈÐÕÐÕÎɯÙÐÎÐËɯÚ×ÐÙÖÈÊÌÛÈÓɯ

ÔÖÐÌÛÐÌÚȭɯ$ÜÙȭɯ/ÖÓàÔȭɯ)ȭȮɯƖƔƕƙȭɯƛƔȯɯ×ȭɯƖƗƖ-ƖƗƝȭ 

ƕƔƝȭ #ÐÈÊÖÕÜȮɯ ȭȮɯÌÛɯÈÓȭȮɯ#ÌÚÐÎÕɯÈÕËɯÚàÕÛÏÌÚÐÚɯÖÍɯÈɯÕÌÞɯ×ÖÓàÔÌÙɯÕÌÛÞÖÙÒɯÊÖÕÛÈÐÕÐÕÎɯ×ÌÕËÈÕÛɯ

Ú×ÐÙÖÈÊÌÛÈÓɯÔÖÐÌÛÐÌÚȭɯ#ÌÚȭɯ,ÖÕÖÔÌÙÚɯ/ÖÓàÔȭȮɯƖƔƕƙȭɯƕƜȹƜȺȯɯ×ȭɯƛƜƔ-ƛƜƜȭ 

ƕƕƔȭ "ÏÐÙÐÈÊȮɯ ȭ/ȭȮɯÌÛɯÈÓȭȮɯ4×ÖÕɯÚàÕÛÏÌÚÐÚɯÖÍɯÈɯ×ÖÓàÔÌÙÛÐÊɯÔÈÛÙÐßɯÞÐÛÏɯ×'ɯÈÕËɯÛÌÔ×ÌÙÈÛÜÙÌɯ

ÙÌÚ×ÖÕÚÐÝÌÕÌÚÚɯ ÈÕËɯ ÈÕÛÐÖßÐËÈÕÛɯ ÉÐÖÈÊÛÐÝÐÛàɯ ÉÈÚÌËɯ ÖÕɯ ×ÖÓàȹÔÈÓÌÐÊɯ ÈÕÏàËÙÐËÌ-ÊÖ-ƗȮƝ-

ËÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-ÛÌÛÙÈÖßÈÚ×ÐÙÖɯ Ȼƙȭƙȼɯ ÜÕËÌÊÈÕÌɯ Ⱥɯ ËÌÙÐÝÈÛÐÝÌÚȭɯ,ÈÛÌÙÐÈÓÚɯ 2ÊÐÌÕÊÌɯ ÈÕËɯ

$ÕÎÐÕÌÌÙÐÕÎɯ"ȮɯƖƔƕƙȭɯƙƔȯɯ×ȭɯƗƘƜ-Ɨƙƛȭ 

ƕƕƕȭ "ÏÐÙÐÈÊȮɯ ȭ/ȭȮɯ,ȭ3ȭɯ-ÐÚÛÖÙȮɯÈÕËɯ+ȭ$ȭɯ-ÐÛÈȮɯ ÕɯÐÕÝÌÚÛÐÎÈÛÐÖÕɯÖÕɯÔÜÓÛÐ-ÓÈàÌÙÌËɯÏàËÙÖÎÌÓÚɯ

ÉÈÚÌËɯ ÖÕɯ ×ÖÓàȹ-Ȯɯ --ËÐÔÌÛÏÈÊÙàÓÈÔÐËÌ-ÊÖ-ƗȮƝ-ËÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-



 

168 

ÛÌÛÙÈÖßÈÚ×ÐÙÖȹƙȭƙȺÜÕËÌÊÈÕÌȭɯ1ÌÝȭɯ1ÖÜÔȭɯ"ÏÐÔȭȮɯƖƔƕƘȭɯƙƝȹƕƕ-ƕƖȺȯɯ×ȭɯƕƔƙƝ-ƕƔƚƜȭ 

ƕƕƖȭ -ÐÛÈȮɯ +ȭ$ȭȮɯ ÌÛɯ ÈÓȭȮɯ$ÝÈÓÜÈÛÐÖÕɯ ÖÍɯ ÛÏÌɯ ÊÖÕÛÙÖÓÓÌËɯ ÙÌÓÌÈÚÌɯ ÈÉÐÓÐÛàɯ ÍÙÖÔɯ ÛÏÌɯ ×ÖÓàɯ ȹƖ-

ÏàËÙÖßàÌÛÏàÓɯÔÌÛÏÈÊÙàÓÈÛÌ-ÊÖ-ƗȮƝ-ËÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-ÛÌÛÙÈÖßÈÚ×ÐÙÖȻƙȭƙȼ-ÜÕËÌÊÈÕÌȺɯ×ÖÓàÔÌÙɯ

ÕÌÛÞÖÙÒɯÚàÕÛÏÌÚÐáÌËɯÐÕɯÛÏÌɯ×ÙÌÚÌÕÊÌɯÖÍɯϕ-ÊàÊÓÖËÌßÛÙÐÕȭɯ)ȭɯ,ÈÛÌÙȭɯ2ÊÐȯɯ,ÈÛÌÙȭɯ,ÌËȭȮɯƖƔƕƖȭɯ

ƖƗȯɯ×ȭɯƕƖƕƕ-ƕƖƖƗȭ 

ƕƕƗȭ -ÐÛÈȮɯ+ȭ$ȭȮɯ ȭ/ȭɯ"ÏÐÙÐÈÊȮɯÈÕËɯ,ȭ3ȭɯ-ÐÚÛÖÙȮɯ4×ÖÕɯÛÏÌɯÌÔÜÓÚÐÖÕɯ×ÖÓàÔÌÙÐáÈÛÐÖÕɯÖÍɯƖ-

ÏàËÙÖßàÌÛÏàÓɯ ÔÌÛÏÈÊÙàÓÈÛÌɯ ÞÐÛÏɯ ƗȮƝ-ËÐÝÐÕàÓ-ƖȮƘȮƜȮƕƔ-ÛÌÛÙÈÖßÈÚ×ÐÙÖȻƙȭƙȼ-ÜÕËÌÊÈÕÌȭɯ

"ÖÓÓÖÐËÚɯÈÕËɯ2ÜÙÍÈÊÌÚɯ ȯɯ/ÏàÚÐÊÖÊÏÌÔȭɯ$ÕÎȭɯ Ú×ÌÊÛÚȮɯƖƔƕƕȭɯƗƜƕȯɯ×ȭɯƕƕƕ-ƕƕƛȭ 

ƕƕƘȭ 9ÈÓÈÙȮɯ%ȭ5ȭȮɯ ɯ-ÌÞɯ2×ÐÙÖÈÊÌÛÈÓɯ/ÖÓàÔÌÙȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƕƝƛƖȭɯƙȯɯ×ȭɯƙƗƝ-ƙƘƕȭ 

ƕƕƙȭ %ÜÙÕÐÚÚȮɯ!ȭ2ȭȮɯÌÛɯÈÓȭȮɯ5ÖÎÌÓɅÚɯ3ÌßÛÉÖÖÒɯÖÍɯ/ÙÈÊÛÐÊÈÓɯ.ÙÎÈÕÐÊɯ"ÏÌÔÐÚÛÙàȭɯƙÛÏɯÌËȭɯƕƝƜƝȮɯ

+ÖÕËÖÕȯɯ+ÖÕÎÔÈÕȭ 

ƕƕƚȭ +ÐÎÖÕ- ÜÌÙȮɯ2ȭ"ȭȮɯÌÛɯÈÓȭȮɯ3ÖÜÎÏÌÕÐÕÎɯÖÍɯ×ÏÖÛÖ-ÊÜÙÈÉÓÌɯ×ÖÓàÔÌÙɯÕÌÛÞÖÙÒÚȯɯÈɯÙÌÝÐÌÞȭɯ

/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƕƚȭɯƛȹƖȺȯɯ×ȭɯƖƙƛ-ƖƜƚȭ 

ƕƕƛȭ ,Ê-ÈÐÙȮɯ.ȭ#ȭȮɯÌÛɯÈÓȭȮɯ'ÐÎÏÓàɯ3ÜÕÈÉÓÌɯ3ÏÐÖÓɬ$ÕÌɯ-ÌÛÞÖÙÒÚɯÝÐÈɯ#ÜÈÓɯ3ÏÐÖÓɯ ËËÐÛÐÖÕȭɯ

,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƖƔƕƗȭɯƘƚȹƕƘȺȯɯ×ȭɯƙƚƕƘ-ƙƚƖƕȭ 

ƕƕƜȭ "ÙÈÔÌÙȮɯ -ȭ!ȭɯ ÈÕËɯ "ȭ-ȭɯ !ÖÞÔÈÕȮɯ*ÐÕÌÛÐÊÚɯ ÖÍɯ ÛÏÐÖÓɬÌÕÌɯ ÈÕËɯ ÛÏÐÖÓɬÈÊÙàÓÈÛÌɯ

×ÏÖÛÖ×ÖÓàÔÌÙÐáÈÛÐÖÕÚɯÞÐÛÏɯÙÌÈÓ-ÛÐÔÌɯÍÖÜÙÐÌÙɯÛÙÈÕÚÍÖÙÔɯÐÕÍÙÈÙÌËȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ

2ÊÐÌÕÊÌɯ/ÈÙÛɯ ȯɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƔƕȭɯƗƝȹƕƝȺȯɯ×ȭɯƗƗƕƕ-ƗƗƕƝȭ 

ƕƕƝȭ $ÊÌÐáÈȮɯ ȭȮɯÌÛɯÈÓȭȮɯ3ÏÌÙÔÖ×ÓÈÚÛÐÊɯ×ÖÓàÜÙÌÛÏÈÕÌɯÌÓÈÚÛÖÔÌÙÚɯÉÈÚÌËɯÖÕɯ×ÖÓàÊÈÙÉÖÕÈÛÌɯËÐÖÓÚɯ

ÞÐÛÏɯËÐÍÍÌÙÌÕÛɯÚÖÍÛɯÚÌÎÔÌÕÛɯÔÖÓÌÊÜÓÈÙɯÞÌÐÎÏÛɯÈÕËɯÊÏÌÔÐÊÈÓɯÚÛÙÜÊÛÜÙÌȯɯ,ÌÊÏÈÕÐÊÈÓɯÈÕËɯ

ÛÏÌÙÔÈÓɯ×ÙÖ×ÌÙÛÐÌÚȭɯ/ÖÓàÔÌÙɯ$ÕÎÐÕÌÌÙÐÕÎɯȫɯ2ÊÐÌÕÊÌȮɯƖƔƔƜȭɯƘƜȹƖȺȯɯ×ȭɯƖƝƛ-ƗƔƚȭ 

ƕƖƔȭ 1àÉÕÐÒâĪȮɯ%ȭȮɯ2ÌÊÖÕËÈÙàɯÊÙàÚÛÈÓÓÐáÈÛÐÖÕɯÖÍɯ×ÖÓàÔÌÙÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌȮɯ

ƕƝƚƔȭɯƘƘȹƕƘƘȺȯɯ×ȭɯƙƕƛ-ƙƖƖȭ 

ƕƖƕȭ 2ÏÈÕȮɯ &ȭ-%ȭȮɯ ÌÛɯ ÈÓȭȮɯ,ÜÓÛÐ×ÓÌɯ ÔÌÓÛÐÕÎɯ ÉÌÏÈÝÐÖÜÙɯ ÖÍɯ ÈÕÕÌÈÓÌËɯ ÊÙàÚÛÈÓÓÐÕÌɯ ×ÖÓàÔÌÙÚȭɯ
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/ÖÓàÔÌÙɯ3ÌÚÛÐÕÎȮɯƖƔƕƔȭɯƖƝȹƖȺȯɯ×ȭɯƖƛƗ-ƖƜƔȭ 

ƕƖƖȭ 2ÏÐȮɯ2ȭȮɯÌÛɯÈÓȭȮɯ1ÌÈÓÐáÐÕÎɯÛÏÌɯÚÐÔÜÓÛÈÕÌÖÜÚÓàɯÐÔ×ÙÖÝÌËɯÛÖÜÎÏÕÌÚÚɯÈÕËɯÚÛÙÌÕÎÛÏɯÖÍ ÜÓÛÙÈ-

ÛÏÐÕɯ++#/$ɯ×ÈÙÛÚɯÛÏÙÖÜÎÏɯÈÕÕÌÈÓÐÕÎȭɯ/ÖÓàÔÌÙȮɯƖƔƕƗȭɯƙƘȹƖƙȺȯɯ×ȭɯƚƜƘƗ-ƚƜƙƖȭ 

ƕƖƗȭ 8ÜȮɯ7ȭȮɯ-ȭɯ6ÈÕÎȮɯÈÕËɯ2ȭɯ+ÝȮɯ"ÙàÚÛÈÓɯÈÕËɯÔÜÓÛÐ×ÓÌɯÔÌÓÛÐÕÎɯÉÌÏÈÝÐÖÙÚɯÖÍɯ/"+ɯÓÈÔÌÓÓÈÌɯÐÕɯ

ÜÓÛÙÈÛÏÐÕɯÍÐÓÔÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ"ÙàÚÛÈÓɯ&ÙÖÞÛÏȮɯƖƔƕƚȭɯƘƗƜȯɯ×ȭɯƕƕ-ƕƜȭ 

ƕƖƘȭ 2ÛÈÙÒȮɯ6ȭɯÈÕËɯ,ȭɯ)ÈÜÕÐÊÏȮɯ(ÕÝÌÚÛÐÎÈÛÐÖÕɯÖÍɯ$ÛÏàÓÌÕÌɤ5ÐÕàÓɯ ÊÌÛÈÛÌɯ"Ö×ÖÓàÔÌÙɯȹ$5 ȺɯÉàɯ

ÛÏÌÙÔÈÓɯÈÕÈÓàÚÐÚɯ#2"ɯÈÕËɯ#, ȭɯ/ÖÓàÔÌÙɯ3ÌÚÛÐÕÎȮɯƖƔƕƕȭɯƗƔȹƖȺȯɯ×ȭɯƖƗƚ-ƖƘƖȭ 

ƕƖƙȭ !ÈÚȮɯ"ȭȮɯ/ȭɯ!ÈÛÛÌÚÛÐȮɯÈÕËɯ-ȭ#ȭɯ ÓÉõÙÖÓÈȮɯ"ÙàÚÛÈÓÓÐáÈÛÐÖÕɯÈÕËɯÔÌÓÛÐÕÎɯÉÌÏÈÝÐÖÙÚɯÖÍɯ

×ÖÓàȹÈÙàÓÌÛÏÌÙÌÛÏÌÙÒÌÛÖÕÌȺɯ ȹ/$$*Ⱥɯ ÖÕɯ ÖÙÐÎÐÕɯ ÖÍɯ ËÖÜÉÓÌɯ ÔÌÓÛÐÕÎɯ ×ÌÈÒÚȭɯ)ÖÜÙÕÈÓɯ ÖÍɯ

 ××ÓÐÌËɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌȮɯƕƝƝƘȭɯƙƗȹƕƗȺȯɯ×ȭɯƕƛƘƙ-ƕƛƙƛȭ 

ƕƖƚȭ 5ÌÙÔÈȮɯ1ȭȮɯ'ȭɯ,ÈÙÈÕËȮɯÈÕËɯ!ȭɯ'ÚÐÈÖȮɯ,ÖÙ×ÏÖÓÖÎÐÊÈÓɯ"ÏÈÕÎÌÚɯËÜÙÐÕÎɯ2ÌÊÖÕËÈÙàɯ

"ÙàÚÛÈÓÓÐáÈÛÐÖÕɯÈÕËɯ2ÜÉÚÌØÜÌÕÛɯ,ÌÓÛÐÕÎɯÐÕɯ/ÖÓàȹÌÛÏÌÙɯÌÛÏÌÙɯÒÌÛÖÕÌȺɯÈÚɯ2ÛÜËÐÌËɯÉàɯ1ÌÈÓɯ

3ÐÔÌɯ2ÔÈÓÓɯ ÕÎÓÌɯ7-ÙÈàɯ2ÊÈÛÛÌÙÐÕÎȭɯ,ÈÊÙÖÔÖÓÌÊÜÓÌÚȮɯƕƝƝƚȭɯƖƝȹƖƘȺȯɯ×ȭɯƛƛƚƛ-ƛƛƛƙȭ 

ƕƖƛȭ 5ÌÙÔÈȮɯ1ȭ*ȭȮɯÌÛɯÈÓȭȮɯ2 72ɯÚÛÜËÐÌÚɯÖÍɯÓÈÔÌÓÓÈÙɯÓÌÝÌÓɯÔÖÙ×ÏÖÓÖÎÐÊÈÓɯÊÏÈÕÎÌÚɯËÜÙÐÕÎɯ

ÊÙàÚÛÈÓÓÐáÈÛÐÖÕɯÈÕËɯÔÌÓÛÐÕÎɯÐÕɯ/$$*ȭɯ/ÖÓàÔÌÙȮɯƕƝƝƚȭɯƗƛȹƖƘȺȯɯ×ȭɯƙƗƙƛ-ƙƗƚƙȭ 

ƕƖƜȭ 7ÜÌȮɯ8ȭȮɯ0ȭɯ9ÏÈÖȮɯÈÕËɯ"ȭɯ+ÜÈÕȮɯ3ÏÌɯ3ÏÌÙÔÖËàÕÈÔÐÊɯ1ÌÓÈÛÐÖÕÚɯÉÌÛÞÌÌÕɯÛÏÌɯ,ÌÓÛÐÕÎɯ

/ÖÐÕÛɯÈÕËɯÛÏÌɯ2ÐáÌɯÖÍɯ"ÙàÚÛÈÓÚȭɯ)ÖÜÙÕÈÓɯÖÍɯ"ÖÓÓÖÐËɯÈÕËɯ(ÕÛÌÙÍÈÊÌɯ2ÊÐÌÕÊÌȮɯƖƔƔƕȭɯƖƘƗȹƖȺȯɯ

×ȭɯƗƜƜ-ƗƝƔȭ 

ƕƖƝȭ 8ÖÜÕÎȮɯ1ȭ)ȭɯÈÕËɯ/ȭ ȭɯ+ÖÝÌÓÓȮɯ(ÕÛÙÖËÜÊÛÐÖÕɯÛÖɯ/ÖÓàÔÌÙÚȭɯƗÙËɯÌËȭɯƖƔƕƕȮɯ!ÖÊÈɯ1ÈÛÖÕȮɯ%+ȯɯ

"1"ɯ/ÙÌÚÚȭ 

ƕƗƔȭ %ÙÐÌËȮɯ)ȭ1ȭȮɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌɯȫɯ3ÌÊÏÕÖÓÖÎàȭɯƖÕËɯÌËȭɯƖƔƔƗȮɯ4××ÌÙɯ2ÈËËÓÌɯ1ÐÝÌÙȮɯ-)ȯɯ

/ÙÌÕÛÐÊÌɯ'ÈÓÓɯ/ÙÖÍÌÚÚÐÖÕÈÓɯ3ÌÊÏÕÐÊÈÓɯ1ÌÍÌÙÌÕÊÌȭ 

ƕƗƕȭ 'ÐÌÔÌÕáȮɯ/ȭ"ȭɯÈÕËɯ3ȭ/ȭɯ+ÖËÎÌȮɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȭɯƖÕËɯÌËȭɯƖƔƔƛȮɯ!ÖÊÈɯ1ÈÛÖÕȮɯ%+ȯɯ

"1"ɯ/ÙÌÚÚȭ 
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ƕƗƖȭ *ÖÕÎȮɯ8ȭɯÈÕËɯ)ȭ-ȭɯ'ÈàȮɯ3ÏÌɯÔÌÈÚÜÙÌÔÌÕÛɯÖÍɯÛÏÌɯÊÙàÚÛÈÓÓÐÕÐÛàɯÖÍɯ×ÖÓàÔÌÙÚɯÉàɯ#2"ȭɯ

/ÖÓàÔÌÙȮɯƖƔƔƖȭɯƘƗȹƕƘȺȯɯ×ȭɯƗƜƛƗ-ƗƜƛƜȭ 

ƕƗƗȭ $ÝÈÕÚȮɯ-ȭ3ȭȮɯÌÛɯÈÓȭȮɯ(Ô×ÈÊÛɯÖÍɯÚÜÙÍÈÊÌɯ×ÖÙÖÚÐÛàɯÈÕËɯÛÖ×ÖÎÙÈ×ÏàɯÖÕɯÛÏÌɯÔÌÊÏÈÕÐÊÈÓɯ

ÉÌÏÈÝÐÖÙɯÖÍɯÏÐÎÏɯÚÛÙÌÕÎÛÏɯÉÐÖÔÌËÐÊÈÓɯ×ÖÓàÔÌÙÚȭɯ)ÖÜÙÕÈÓɯÖÍɯÛÏÌɯ,ÌÊÏÈÕÐÊÈÓɯ!ÌÏÈÝÐÖÙɯÖÍɯ

!ÐÖÔÌËÐÊÈÓɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƚȭɯƙƝȯɯ×ȭɯƘƙƝ-ƘƛƗȭ 

ƕƗƘȭ !ÈÙÒÌÙȮɯ (ȭ ȭȮɯ ÌÛɯ ÈÓȭȮɯ ɯ ÔÐÊÙÖÚÛÌÙÌÖÓÐÛÏÖÎÙÈ×Ïàɯ ÙÌÚÐÕɯ ÉÈÚÌËɯ ÖÕɯ ÛÏÐÖÓ-ÌÕÌɯ ÊÏÌÔÐÚÛÙàȯɯ

ÛÖÞÈÙËÚɯÉÐÖÊÖÔ×ÈÛÐÉÓÌɯƗ#ɯÌßÛÙÈÊÌÓÓÜÓÈÙɯÊÖÕÚÛÙÜÊÛÚɯÍÖÙɯÛÐÚÚÜÌɯÌÕÎÐÕÌÌÙÐÕÎȭɯ!ÐÖÔÈÛÌÙÐÈÓÚɯ

2ÊÐÌÕÊÌȮɯƖƔƕƘȭɯƖȹƘȺȯɯ×ȭɯƘƛƖ-Ƙƛƙȭ 

ƕƗƙȭ .ÌÚÛÌÙÙÌÐÊÏÌÙȮɯ ȭȮɯÌÛɯÈÓȭȮɯ3ÖÜÎÏɯÈÕËɯËÌÎÙÈËÈÉÓÌɯ×ÏÖÛÖ×ÖÓàÔÌÙÚɯËÌÙÐÝÌËɯÍÙÖÔɯÈÓÒàÕÌɯ

ÔÖÕÖÔÌÙÚɯÍÖÙɯƗ#ɯ×ÙÐÕÛÐÕÎɯÖÍɯÉÐÖÔÌËÐÊÈÓɯÔÈÛÌÙÐÈÓÚȭɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƕƚȭɯƛȹƗƖȺȯɯ×ȭɯ

ƙƕƚƝ-ƙƕƜƔȭ 

ƕƗƚȭ +ÌÖÕÈÙËÚȮɯ'ȭȮɯÌÛɯÈÓȭɯ ËÝÈÕÛÈÎÌÚɯÈÕËɯËÙÈÞÉÈÊÒÚɯÖÍɯ3ÏÐÖÓ-ÌÕÌɯÉÈÚÌËɯÙÌÚÐÕÚɯÍÖÙɯƗ#-

×ÙÐÕÛÐÕÎȭɯƖƔƕƙȭ 

ƕƗƛȭ ,Ê-ÈÐÙȮɯ .ȭ#ȭȮɯ ÌÛɯ ÈÓȭȮɯ(Ô×ÈÊÛɯ /ÙÖ×ÌÙÛÐÌÚɯ ÖÍɯ 3ÏÐÖÓɬ$ÕÌɯ -ÌÛÞÖÙÒÚȭɯ "2ɯ  ××ÓÐÌËɯ

,ÈÛÌÙÐÈÓÚɯȫɯ(ÕÛÌÙÍÈÊÌÚȮɯƖƔƕƗȭɯƙȹƖƕȺȯɯ×ȭɯƕƕƔƔƘ-ƕƕƔƕƗȭ 

ƕƗƜȭ $ÚÍÈÕËÐÈÙÐȮɯ /ȭȮɯ ÌÛɯ ÈÓȭȮɯ$ÍÍÐÊÐÌÕÛɯ ÚÛÈÉÐÓÐáÈÛÐÖÕɯ ÖÍɯ ÛÏÐÖÓ-ÌÕÌɯ ÍÖÙÔÜÓÈÛÐÖÕÚɯ ÐÕɯ ÙÈËÐÊÈÓɯ

×ÏÖÛÖ×ÖÓàÔÌÙÐáÈÛÐÖÕȭɯ)ÖÜÙÕÈÓɯÖÍɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌɯ/ÈÙÛɯ ȯɯ/ÖÓàÔÌÙɯ"ÏÌÔÐÚÛÙàȮɯƖƔƕƗȭɯ

ƙƕȹƖƔȺȯɯ×ȭɯƘƖƚƕ-ƘƖƚƚȭ 

ƕƗƝȭ +ÐÎÖÕȮɯ2ȭȮɯÌÛɯÈÓȭɯ ËÝÈÕÊÌËɯ ××ÓÐÊÈÛÐÖÕÚɯÖÍɯ3ÏÐÖÓ-$ÕÌɯ%ÖÙÔÜÓÈÛÐÖÕÚȭɯÐÕɯƖƔƕƘɯ45ɯȫɯ$!ɯ

3ÌÊÏÕÐÊÈÓɯ "ÖÕÍÌÙÌÕÊÌɯ /ÙÖÊÌÌËÐÕÎÚȭɯ ƖƔƕƘȭɯ 1ÖÚÌÔÖÕÛȮɯ (ÓÓÐÕÖÐÚȯɯ 1ÈË3ÌÊÏɯ ƖƔƕƘɯ

(ÕÛÌÙÕÈÛÐÖÕÈÓɯ-ÖÙÛÏɯ ÔÌÙÐÊÈȭ 

ƕƘƔȭ $ËÓÌÙȮɯ,ȭȮɯÌÛɯÈÓȭȮɯ$ÕÏÈÕÊÐÕÎɯÛÏÌɯÚÛÈÉÐÓÐÛàɯÖÍɯ45-ÊÜÙÈÉÓÌɯÛÏÐÖÓɤÝÐÕàÓɯÊÈÙÉÖÕÈÛÌɯÙÌÚÐÕÚȭɯ

)ÖÜÙÕÈÓɯÖÍɯ ××ÓÐÌËɯ/ÖÓàÔÌÙɯ2ÊÐÌÕÊÌȮɯƖƔƕƛȭɯƕƗƘȹƖƘȺȭ 

ƕƘƕȭ 'ÜÓÓȮɯ"ȭ6ȭȮɯ ××ÈÙÈÛÜÚɯÍÖÙɯ×ÙÖËÜÊÛÐÖÕɯÖÍɯÛÏÙÌÌ-ËÐÔÌÕÚÐÖÕÈÓɯÖÉÑÌÊÛÚɯÉàɯÚÛÌÙÌÖÓÐÛÏÖÎÙÈ×ÏàȮɯ

4ȭ2ȭ/ȭÈȭ3ȭɯ.ÍÍÐÊÌȮɯ$ËÐÛÖÙȭɯƕƝƜƚȮɯ4Ý×Ȯɯ(ÕÊȭȯɯ4ÕÐÛÌËɯ2ÛÈÛÌÚȭ 
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ƕƘƖȭ ,ÜÙ×ÏàȮɯ2ȭ5ȭɯÈÕËɯ ȭɯ ÛÈÓÈȮɯƗ#ɯÉÐÖ×ÙÐÕÛÐÕÎɯÖÍɯÛÐÚÚÜÌÚɯÈÕËɯÖÙÎÈÕÚȭɯ-ÈÛɯ!ÐÖÛÌÊÏȮɯƖƔƕƘȭɯ

ƗƖȹƜȺȯɯ×ȭɯƛƛƗ-ƛƜƙȭ 

ƕƘƗȭ 9ÏÜȮɯ6ȭȮɯÌÛɯÈÓȭȮɯƗ#ɯ×ÙÐÕÛÐÕÎɯÖÍɯÍÜÕÊÛÐÖÕÈÓɯÉÐÖÔÈÛÌÙÐÈÓÚɯÍÖÙɯÛÐÚÚÜÌɯÌÕÎÐÕÌÌÙÐÕÎȭɯ"ÜÙÙÌÕÛɯ

.×ÐÕÐÖÕɯÐÕɯ!ÐÖÛÌÊÏÕÖÓÖÎàȮɯƖƔƕƚȭɯƘƔȯɯ×ȭɯƕƔƗ-ƕƕƖȭ 

ƕƘƘȭ 'ÖÕÎȮɯ2ȭȮɯÌÛɯÈÓȭȮɯƗ#ɯ/ÙÐÕÛÐÕÎɯÖÍɯ'ÐÎÏÓàɯ2ÛÙÌÛÊÏÈÉÓÌɯÈÕËɯ3ÖÜÎÏɯ'àËÙÖÎÌÓÚɯÐÕÛÖɯ"ÖÔ×ÓÌßȮɯ

"ÌÓÓÜÓÈÙÐáÌËɯ2ÛÙÜÊÛÜÙÌÚȭɯ ËÝÈÕÊÌËɯ,ÈÛÌÙÐÈÓÚȮɯƖƔƕƙȭɯƖƛȹƖƛȺȯɯ×ȭɯƘƔƗƙ-ƘƔƘƔȭ 

ƕƘƙȭ !ÌÙÔÈÕȮɯ!ȭȮɯƗ-#ɯ×ÙÐÕÛÐÕÎȯɯ3ÏÌɯÕÌÞɯÐÕËÜÚÛÙÐÈÓɯÙÌÝÖÓÜÛÐÖÕȭɯ!ÜÚÐÕÌÚÚɯ'ÖÙÐáÖÕÚȮɯƖƔƕƖȭɯ

ƙƙȹƖȺȯɯ×ȭɯƕƙƙ-ƕƚƖȭ 

ƕƘƚȭ 2ÛÈÙÖÚÖÓÚÒÐȮɯ9ȭ ȭȮɯÌÛɯÈÓȭȮɯ ××ÓÐÊÈÛÐÖÕɯÖÍɯƗ-#ɯ×ÙÐÕÛÐÕÎɯȹÙÈ×ÐËɯ×ÙÖÛÖÛà×ÐÕÎȺɯÍÖÙɯÊÙÌÈÛÐÕÎɯ

×ÏàÚÐÊÈÓɯÔÖËÌÓÚɯÖÍɯ×ÌËÐÈÛÙÐÊɯÖÙÛÏÖ×ÌËÐÊɯËÐÚÖÙËÌÙÚȭɯ/ÌËÐÈÛÙÐÊɯ1ÈËÐÖÓÖÎàȮɯƖƔƕƘȭɯƘƘȹƖȺȯɯ×ȭɯ

Ɩƕƚ-ƖƖƕȭ 

ƕƘƛȭ #ÈÞÖÖËȮɯ ȭȮɯÌÛɯÈÓȭȮɯƗ#ɯ×ÙÐÕÛÐÕÎɯÐÕɯËÌÕÛÐÚÛÙàȭɯ!Ùɯ#ÌÕÛɯ)ȮɯƖƔƕƙȭɯƖƕƝȹƕƕȺȯɯ×ȭɯƙƖƕ-ƙƖƝȭ 

ƕƘƜȭ 5ÌÕÛÖÓÈȮɯ"ȭ+ȭȮɯ,ÌËÐÊÈÓɯ ××ÓÐÊÈÛÐÖÕÚɯÍÖÙɯƗ#ɯ/ÙÐÕÛÐÕÎȯɯ"ÜÙÙÌÕÛɯÈÕËɯ/ÙÖÑÌÊÛÌËɯ4ÚÌÚȭɯ

/ÏÈÙÔÈÊàɯÈÕËɯ3ÏÌÙÈ×ÌÜÛÐÊÚȮɯƖƔƕƘȭɯƗƝȹƕƔȺȯɯ×ȭɯƛƔƘ-ƛƕƕȭ 

ƕƘƝȭ 1ÌÕÎÐÌÙȮɯ%ȭȮɯÌÛɯÈÓȭȮɯƗ#ɯ×ÙÐÕÛÐÕÎɯÉÈÚÌËɯÖÕɯÐÔÈÎÐÕÎɯËÈÛÈȯɯÙÌÝÐÌÞɯÖÍɯÔÌËÐÊÈÓɯÈ××ÓÐÊÈÛÐÖÕÚȭɯ

(ÕÛÌÙÕÈÛÐÖÕÈÓɯ)ÖÜÙÕÈÓɯÖÍɯ"ÖÔ×ÜÛÌÙɯ ÚÚÐÚÛÌËɯ1ÈËÐÖÓÖÎàɯÈÕËɯ2ÜÙÎÌÙàȮɯƖƔƕƔȭɯƙȹƘȺȯɯ×ȭɯ

ƗƗƙ-ƗƘƕȭ 

ƕƙƔȭ /ÌÛÙÐÊÒȮɯ(ȭ)ȭɯÈÕËɯ3ȭ6ȭɯ2ÐÔ×ÚÖÕȮɯƗ#ɯ/ÙÐÕÛÐÕÎɯ#ÐÚÙÜ×ÛÚɯ,ÈÕÜÍÈÊÛÜÙÐÕÎȯɯ'ÖÞɯ$ÊÖÕÖÔÐÌÚɯ

ÖÍɯ.ÕÌɯ"ÙÌÈÛÌɯ-ÌÞɯ1ÜÓÌÚɯÖÍɯ"ÖÔ×ÌÛÐÛÐÖÕȭɯ1ÌÚÌÈÙÊÏ-3ÌÊÏÕÖÓÖÎàɯ,ÈÕÈÎÌÔÌÕÛȮɯƖƔƕƗȭɯ

ƙƚȹƚȺȯɯ×ȭɯƕƖ-ƕƚȭ 

ƕƙƕȭ +ÌÐÎÏȮɯ2ȭ)ȭȮɯÌÛɯÈÓȭȮɯ ɯ2ÐÔ×ÓÌȮɯ+ÖÞ-"ÖÚÛɯ"ÖÕËÜÊÛÐÝÌɯ"ÖÔ×ÖÚÐÛÌɯ,ÈÛÌÙÐÈÓɯÍÖÙɯƗ#ɯ/ÙÐÕÛÐÕÎɯ

ÖÍɯ$ÓÌÊÛÙÖÕÐÊɯ2ÌÕÚÖÙÚȭɯ/+.2ɯ.-$ȮɯƖƔƕƖȭɯƛȹƕƕȺȯɯ×ȭɯÌƘƝƗƚƙȭ 

ƕƙƖȭ ,ÈÊËÖÕÈÓËȮɯ$ȭȮɯÌÛɯÈÓȭȮɯƗ#ɯ/ÙÐÕÛÐÕÎɯÍÖÙɯÛÏÌɯ1È×ÐËɯ/ÙÖÛÖÛà×ÐÕÎɯÖÍɯ2ÛÙÜÊÛÜÙÈÓɯ$ÓÌÊÛÙÖÕÐÊÚȭɯ

($$$ɯ ÊÊÌÚÚȮɯƖƔƕƘȭɯƖȯɯ×ȭɯƖƗƘ-ƖƘƖȭ 














