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Preface

Polymer science has developed rapidly over the last few decades of the 20" cen-
tury into an exciting area of high-tech materials research. A major contribution to
this transformation has been provided by the infusion of creative ideas from syn-
thetic organic chemists. Until recently, the impact of inorganic chemistry on poly-
mer science has been much more limited in scope and has been primarily re-
stricted to the discovery of highly active olefin polymerization catalysts. This is
mainly a result of the challenging synthetic problems concerning the formation of
long polymer chains containing elements other than carbon. These hurdles are
now being overcome and the tantalizing possibility of exploiting the rich diversity
of structures, properties, and function provided by inorganic elements in the de-
velopment of new macromolecular and supramolecular polymeric materials is
being productively realized. The new hybrid materials being created represent a
welcome addition to the materials science toolbox, and impressively complement
those now accessible using organic chemistry.

This book focuses on the area of metal-containing polymers which, based on the
unique properties of transition elements and main group metals, exhibit particular
promise, The work is organized to provide interested researchers in Universities and
Industry with a critical review of the state of the art, and to help stimulate fundamen-
tal and applied research in the future. An overview of key concepts in polymer science
and background to the challenges and motivations for the development of metal-con-
taining polymers is provided in the introductory Chapter 1. Chapters 2-8 cover the
different structural types of metallopolymer currently available with an emphasis on
well-characterized materials, properties, and applications. Chapter 2 focuses on poly-
mers with metals in the side group structure, Chapters 3-7 discuss the various
classes of metallopolymer with transition or main group metals in the main
chain. Dendritic and hyperbranched metallopolymers are described in Chapter 8.
The structural diversity of the materials now available is impressive, as is the range
of function. The extensive list of uses includes applications as catalysts, electrode
mediators, sensors, and as stimuli responsive gels; as photonic, conductive, photo-
conductive, and luminescent materials; as precursors to magnetic ceramics and na-
nopatterned surfaces; and as bioactive materials and metalloenzyme models.

The creation of this book has been accomplished with the help of many other
individuals. I would like to express my deep appreciation to a number of my grad-
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uate students and postdocs who generously volunteered their talents and help
with various aspects of this work. I would like to thank in particular Sara C.
Bourke who provided exceptional help and valuable critique throughout the var-
ious stages of putting the manuscript together. I also wish to acknowledge the ef-
forts of Katie Porter, Dr. Paul Cyr, Alex Bartole-Scott, Dr. Zhuo Wang, Dr. Xiao-
song Wang, Sebastien Fournier, Keith Huynh and Fabio di Lena who helped with
the correction and proof-reading of the various chapters. I would also like to
thank my wife Deborah O’Hanlon-Manners for helpful comments, proof-reading,
and very useful advice.

Finally, I would like to dedicate this book to the people from my personal life
whose encouragement over the years has always been essential — my wife Deborah
and children Hayley and Chris, my mother Jean D. Manners and late father Derek
S. Manners, and my late grandmother Daisy M. Manners.

[an Manners
Toronto, November 2003
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1
Introduction

1.3
Metal-Containing Polymers

Carbon is not a particularly abundant terrestrial element, ranking 14™ among
those in the Earth's crust, oceans, and atmosphere. Nevertheless, carbon-based or
organic macromolecules form the basis of life on our planet, and both natura]
and synthetic macromolecules based on carbon chains are ubiquitous in the world
around us. Organic polymers are used as plastics, elastomers, films, and fibers in
areas as diverse as clothing, food utensils, car tires, compact discs, packaging
materials, and prostheses [1]. Moreover, with the additional impetus provided by
the Nobel prize winning discovery of electrical conductivity in doped polyacetylene
in the mid-1970s, exciting new applications in electroluminescent and integrated
optical devices and sensors are also now under development [2-6). The remark-
able growth in the applications of organic polymeric materials in the latter half of
the 20™ century can mainly be attributed to their ease of preparation, and the use-
ful mechanical properties and unique propensity for fabrication that are character-
istic of long-chain macromolecules. Their ease of preparation is a consequence of
the highly developed nature of organic synthesis, which, with its logical functional
group chemistry and ready arsenal of metal-catalyzed reactions, allows a diverse
range of carbon-based polymers to be prepared from what are currently plentifully
available and cheap petroleum-derived monomers [7, 8]. In the late 20™ century,
organic polymer science has been further advanced by the creation of remarkable
polymer architectures such as block copolymers, star polymers, and tree-like mole-
cules or dendrimers, which are attracting intense attention.

In contrast to the situation in organic chemistry, the ability to chemically manip-
ulate atoms of inorganic elements is generally at a much more primitive stage of
development. Even seemingly simple small inorganic molecules can still be surpris-
ingly elusive, and the formation of bonds between inorganic elements is still often
limited to salt metathesis processes. Inorganic analogues of readily available multi-
ply-bonded organic monomers such as olefins and acetylenes, for example, are gen-
erally rather difficult to prepare. The development of routes to polymer chains of
substantial length constructed mainly or entirely from inorganic elements has there-
fore been a challenge. Indeed, apart from the cases of polysiloxanes (1.1) [9, 10}, poly-

Synthetic Metal-Containing Polymers. lan Manners
Copyright © 2004 Wiley-VCH Verlag GmbH & Co. KGaA
ISBN: 3-527-29463-5
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phosphazenes (1.2) [9, 11-13], and polysilanes (1.3) [9, 14, 15], this area has only
been significantly expanded since the 1980s and 1990s [8].

S B

In the case of polymers based on non-metallic main group elements, the devel-
opment of novel thermal, Lewis acid or base promoted, or transition metal-cata-
lyzed polycondensation strategies that proceed with the elimination of small mole-
cules such as Me;SiOCH,CF3, Me;SiCl, H,, H,0, and CHy, as well as the discov-
ery of ring-opening polymerization (ROP) and related processes, has permitted
improved approaches to existing polymer systems (e.g. 1.2 and 1.3 [16-25] and
access to new materials. Examples of the latter include polyoxothiazenes (1.4) [26],
polythionylphosphazenes (1.5 and 1.6) [27-29], polyphosphinoboranes (1.7) [30),
polyborazylenes (1.8) [31], and other systems that contain boron-nitrogen rings

such as polycyclodiborazanes (1.9) [32].
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Many similar synthetic challenges exist in the area of polymers based on metallic
elements. At the molecular level, metal chemistry is well developed. For example,
the preparation of carefully designed, single-site transition metal catalysts has al-
ready had a dramatic impact on polymer science, particularly for the polymerization
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of alkenes [33]. Inorganic solid-state materials chemistry has also now been devel-
oped to the extent that scientists are able to exploit the vast range of possibilities
arising from the chemical diversity made available throughout the Periodic Table
[34-36]. The creation of high-temperature ceramic superconductors, state-of-the-art
magnetic, electrochromic, or electrooptical materials, and unprecedented catalysts
with controlled porosity, are all consequences of chemists' now highly impressive
ability to organize atoms of inorganic elements in two and three dimensions. In con-
trast, the elaboration of efficient synthetic routes to metal-containing polymers has
been the real roadblock to the development of 1-D analogues of the well-established
2-D layered and 3-D metal-containing solid-state materials. This is particularly the
case if the metal atoms are located directly in the main chain, where they are most
likely to exhibit the most profound influence on the properties of the macromolecu-
lar material. Over the last decade of the 20™ century, there have been clear indica-
tions that this synthetic problem is being productively tackled and a wide variety
of intriguing new polymer systems have emerged. These developments are the sub-
ject of this book, which is written both to review the state-of-the-art and also to
further help stimulate both fundamental and applied research in this exciting area
that is ripe for exploitation and full of future potential.

1.2
Fundamental Characteristics of Polymeric Materials

Polymers exhibit a range of architectures and unique properties, the study of
which represents a major core area of polymer science. Although this book as-
sumes that the reader is familiar with some of the basic concepts of polymer
science, such as the structures of common macromolecular materials (palysty-
rene, polyisoprene, etc.), additional knowledge is certainly desirable for an appre-
ciation of much of the research described and the challenges for the future. In
this section, we briefly cover some key points for the benefit of readers unfamiliar
with the areas that are relevant to the discussions in subsequent chapters, For de-
tailed background material the reader is referred to the many excellent introduc-
tory and advanced books on polymer science and the recent literature cited in this
section [7, 37-42].

1.2.1
Polymer Molecular Weights

Samples of synthetic polymers are generally formed by reactions where both the
start and end of the growth of the macromolecular chain are uncontrolled and are
relatively random events. Even chain-transfer reactions, where, for example, one
polymer chain stops growing and in the process induces another to begin, are pre-
valent in many systems. Synthetic polymer samples, therefore, contain molecules
with a variety of different chain lengths and are termed polydisperse. For this rea-
son, the resulting molecular weight distribution is characterized by an average molec-
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ular weight. The two most common are the weight-average molecular weight, M., and
the number-average molecular weight, M. The quantity M,,/M,, is termed the polydis-
persity index (PDI), which measures the breadth of the molecular weight distribution
and is 2 1. In the case where the polymer chains are of the same length M,,= M, (i.e.
PDI=1), the sample is termed monodisperse. Such situations are rare, except in the
case of biological macromolecules, but essentially monodisperse systems also occur
with synthetic polymers where the polymerization by which they are prepared is
termed living. In such cases, initiation is rapid and no termination or chain-transfer
reactions occur; under such conditions, the polymer chains initiate at the same in-
stant and grow until the monomer is completely consumed, resulting in macromo-
lecular chains of the same length [7]. In practice, living systems are not perfect; for
example, very slow termination reactions generally occur. This leads to polymer sam-
ples which are of narrow polydispersity (1.0<PDI<1.2) rather than perfectly mono-
disperse (PDI=1.0). Living systems are of particular interest because they allow the
formation of controlled polymer architectures. For example, unterminated chains
can be subsequently reacted with a different monomer to form block copolymers.

A variety of different experimental techniques exist for the measurement of M,
and M,, [38-41]. Some afford absolute values, while others give estimates that are
relative to standard polymers, such as polystyrene, which are used as references.
One of the simplest techniques for obtaining a measurement of the molecular
weight of a polymer is Gel Permeation Chromatography (GPC) (also known as
Size Exclusion Chromatography, SEC). This method affords information on the
complete molecular weight distribution as well as values of M, and M, (and
hence the PDI). Unfortunately, the molecular weights obtained are relative to that
of the polymer standard used to calibrate the instrument unless special adapta-
tions of the experiment are made or standard monodisperse samples of the poly-
mer under study are also available as references. Light-scattering measurements
are generally time consuming but permit absolute values of M,, to be obtained
and also yield a wealth of other information concerning the effective radii of poly-
mer coils in the solvent used, polymer-solvent interactions, and polymer diffusion
coefficients. The introduction of light-scattering detectors for GPC instruments
has now made it possible for both absolute molecular weights and molecular
weight distributions to be determined routinely. It should also be noted that mass
spectrometry techniques such as Matrix-Assisted Laser Desorption Ionization —
Time of Flight (MALDI-TOF) have now been developed to the stage where they
are extremely useful for analysis of the molecular weights of polymers and can
give molecular ions for macromolecules with molecular weights substantially
greater than 100,000.

Although most polymer samples possess a single molecular weight distribution
by GPC and are termed monomodal, for some the molecular weight distribution
actually consists of several individual, resolvable distributions. In such cases, the
molecular weight distribution is referred to as multimodal. For example, if a high
and a low molecular weight fraction can be distinguished then the distribution is
termed bimodal (Fig. 1.1a). Examples of broad and narrow monomodal molecular
weight distributions are shown in Fig. 1.1b and 1.1¢, respectively.
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a) b)
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Fig. 1.1 Typical GPC traces showing (a} a bimodal molecular weight distribution, (b) a
broad monomodal molecular weight distribution (PD1=2.3), and (c) a narrow monomo-

dal molecular weight distribution (PDI=1.05). The x-axis shows the elution volume for
the GPC instrument with molecular weight increasing from right to left.

1.2.2
Amorphous, Crystalline, and Liquid-Crystalline Polymers: Thermal Transitions

As polymer chains are usually long and flexible, they would be expected to pack ran-
domly in the solid state to give an amorphous material. This is true for many poly-
mers, particularly those with an irregular chemical structure. Examples are the
stereoirregular materials atactic polystyrene (1.10) and atactic polypropylene (1.11),
in which the Ph and the Me substituents, respectively, are randomly oriented.

1.10 R=Ph
1.11 R=Me

However, polymer chains that have regular structures can pack together in an
ordered manner to give crystallites. In general, perfect single crystals are not
formed by long polymer chains for entropic reasons, and such materials are there-
fore often more correctly referred to as semicrpstalline, as amorphous regions are
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Fig. 1.2 Model of a semicrystalline polymer showing
chain-folded crystallites embedded in an amorphous
matrix (Reproduced from [37a]).

also present [43]. At the edges of the crystallites, the macromolecular chains fold
and re-enter the crystal. The manner in which this occurs has been a subject of
much debate in the polymer science community, but a reasonable picture of the
amorphous and crystalline regions of a semicrystalline polymer is shown in
Fig. 1.2. Information on the morphology of polymers is revealed by techniques
such as powder X-ray diffraction (PXRD), which is often called wide-angle X-ray
scattering (WAXS) by polymer scientists, and small-angle X-ray scattering (SAXS).
The crystallites exist in a polymer sample below the melting temperature (Tp,,), an
order-disorder transition, above which a viscous melt is formed.

The presence of crystallites can lead to profound changes in the properties of a
polymeric material. For example, crystallites are often of the appropriate size to scat-
ter visible light and thereby cause the material to appear opaque. They often lead to
an increase in mechanical strength, but also to brittleness. Gas permeability gener-
ally decreases, as does solubility in organic solvents as an additional lattice energy
term must be overcome for dissolution to occur. Examples of crystalline polymers
are the stereoregular materials syndiotactic polystyrene (1.12), in which the orienta-
tion of the Ph groups alternates in a regular manner, and isotactic polypropylene
(1.13), in which the Me groups have the same orientation. This structural regularity
allows the polymer chains to pack together in a regular manner as crystallites.
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