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This review describes the various types and synthetic strategies for the production of siloxanes. A
description is given of the various synthetic methods for the production of organic compounds with
silicon—-oxygen bonds. The different types of siloxane are described, with the emphasis being on
their structural aspects. Copyright © 2004 John Wiley & Sons, Ltd.
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INTRODUCTION

Siloxanes are compounds containing silicon—oxygen (Si—O)
bonds. Generally, the term siloxane is concerned with their
day-to-day uses as plastic materials. However, the Si-Obond,
also being a constituent of the Earth’s crust, has major scope
for studies. In organic chemistry, the Si—O bond is frequently
used as a protective group for alcohols and phenols.!~5 The
importance for synthetic chemistry thus stems from both
easy formation and cleavage of the Si—O bond. The role of
the Si—-O bond in sol-gel synthesis®~®
catalysis® 1!
bonded compounds are used to construct supramolecular
architectures.!? The lithographic properties of Si-O-bonded
compounds are well documented.’® Siloxanes also play
key roles in photoimaging!* and nanotechnology.’>=* Over
and above these, aluminosilicate chemistry and the closely
allied field have gained interest with regard to the
production of novel advanced materials.!® Thus, the synthetic

and heterogeneous
is indispensable. Weak interactions of Si—-O-

methodologies at the junction of inorganic and organic
chemistry are valuable and are a focus of present research.
The chemistry of Si—O bond formation is interesting, as there
is the possibility of involvement of silicon d-orbitals and the
low-lying o* orbitals for hydrolytic cleavage. The Si—O bond
can also be formed from a weakly bonded Si-H or Si-Si
bond. The possibility of expanding coordination to five or
six results in easy nucleophilic substitution reactions at the
silicon centre. Thus, synthetic methodology and the types of
silicon-bonded compounds go hand in hand.

*Correspondence to: Jubaraj Bikash Baruah, Department of Chem-
istry, Indian Institute of Technology, Guwahati 781 039, India.
E-mail: juba@iitg.ernet.in

SYNTHETIC METHODS FOR SI-O BOND
FORMATION

There are several methods for Si—-O bond formation. The
six types of reaction that are commonly encountered in the
synthesis of target molecules and polymeric materials are as
follows.

(1) The reaction of silicon halides with alcohols (Eqn (1)) to
give the corresponding silylether is the most common Si-O
bond-forming reaction. These reactions are generally carried
out in the presence of bases like pyridine, imidazole, tertiary
amine, etc.21?

Me Me
Et;N
Me —Si—Cl + ROH Me—Si—OR
THF, 25°C / @
Me Me

The disadvantage of this reaction is that an acid scavenger is
required for removal of the liberated acid, which otherwise
can cleave an Si—O bond. Water can hydrolyse a siloxy group,
so aqueous work-up is generally not used for silyl chloride
alcoholysis. This results in the need to remove the ammonium
salts formed in the reaction. However, owing to limited
synthetic methodology, this reaction is generally used, but
with a nonaqueous work-up procedure. The reaction of tri-
isopropylsilylchloride with alcohols in dimethylformamide
in the presence of imidazole or pyridine is a commonly used
reaction for alcohol protection:?

N

Imidazole or pyridine
>Si—Cl + ROH by >—Si—O0R ()

The presence of bulky isopropyl substituents on the
silicon lowers the rate of reaction compared with other
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conventionally used silylating agents, such as trimethylsi-
lylchloride or t-butyldimethylsilylchloride. Another advan-
tage of using tri-isopropylsilylchloride as a silylating agent is
that it selectively silylates primary alcohols even in the pres-
ence of a secondary alcohol. The reaction of silyltriflates with
alcohols also leads to silylether.* Equation (3) is an example
of such a reaction involving the retention of an optical active
centre:

OR' OH

R= t-butyldimethylsilyl
R;= triethylsilyl

OR' OR
. o

2,6-lutidine

OR OR
+ y 0

N

3

o

1: 1 ratio

(2) Another widely studied method of Si—-O bond formation
is the dehydrogenative coupling reactions of silanes with
alcohols in the presence/absence of a catalyst:*>~>

R R
\ atalvs \

R—SH + ROH catalyst _ RSISOR + H ()
R R

The dehydrogenative coupling reaction is advantageous over
other reactions owing to the ease of product isolation and the
possibility of continuous processing. A large number of metal
complexes can act as catalyst for this reaction. The activation
of Si-H bond be achieved by metal powders.?

These reactions are also catalysed by alkoxide and amines.
The use of catalytic amounts of potassium hydroxide with
18-crown-6 ether in dichloromethane® in mild conditions
demonstrates an example of supramolecular catalysis in the
synthesis of a silylether (Eqn (5)). A wide variety of silylethers
are prepared by this method.

KOH, 18-crown-6 ether
ROH +

s RO—Si/— + H,
/ N\
®
(3) Siloxy ethers of dihydroxy aromatic compounds can
be prepared by the reductive disilylation of quinones by

disilanes. Such reactions are catalysed by palladium and

Copyright © 2004 John Wiley & Sons, Ltd.
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rhodium catalysts.’!

Me;Si-SiMe;  +

(6)
PdCl,(PPhs),

Me;Si — OOO —SiMes

Equation (6) depicts the palladium-catalysed disilylation
of 1,4-benzoquinones with hexamethyldisilane. In a rel-
atively recent study, such a methodology is extended
to a co-polymerization reaction of hydrosilanes with 1,4-
benzoquinone to give Si-O-bonded oligomers:*?

(0]

RiR,SiH, +

PdCl,(PEt3), 7)

[
OOO_Si + 2H,

| n

Rl

(4) Another method of Si—O bond formation reaction is by
the acid-catalysed condensation of silanols:*

H* /

This reaction is widely used for the synthesis of vari-
ous macromolecular siloxane architectures, such as linear
siloxane, silsesquioxane and silica networks and glasses.34
However, the use of strong acid in these reactions causes
equilibration of the reaction.?

(5) Unsaturated silicon-containing compounds, such as
silenes and disilenes, are very reactive and react efficiently
with alcohols to give addition products®® Nucleophilic
addition of alcohols and water to disilene®”*® (Eqn (9))
requires slightly elevated temperatures in the absence of
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a catalyst, but the reactions are much slower than the
nucleophilic addition reactions of silenes (Eqn (10)).3%40

R /R' T, IT.
Si=Si\ + ROH —>= R'—Si—Si—R'
R R OR H

R' = Mesityl group
&)

Me
Me

Na: .
/SI=CH2 + MeOH —= MeO—Si—CH;, (10)
Me |

Me

(6) Si—N bonds are relatively unstable: they can be easily
converted to silylethers, and such reactions are used for
preparations of silylethers attached to a phenolic group
through an intervening carbon atom:*!

Ri NMe, Ri o
. .
SI\R ROH SI\R + HNMCZ
_ 2 Reflux _ 2
OH OH

an
All the above reactions are useful in the preparation of
selective Si—-O-bonded compounds having less complicated
structures. However, there are many cyclic and acyclic
networks of Si—O-bonded compounds that require an
understanding of structure to apply these principal reactions.
Thus, in the following, the different types of siloxane
involving the application of Si—-O bond formation are
discussed.

TYPES OF SILOXANE

Metallasiloxanes

Metallasiloxanes are siloxanes having some of the sili-
con atoms replaced by an appropriate metal. Incorpora-
tion of metal into a siloxane framework can lead to two-
and three-dimensional or linear networks. Metallasilox-
ane can be derived from silanediols, disilanol, silanetri-
ols and trisilanols (Eqn (12)). For example, the transes-
terification reaction of Ti(O-'Pr); with sterically hindered
silanediol {(t-BuO-);SiO},Si(OH), gives cyclic siloxane (I).
Similarly, cyclic dihalotitanasiloxanes [t-Bu,Si(O)OTiX,]»
(X=Cl, Br, I) can be prepared by the direct reac-
tion of titanium tetrachloride with t-Bu,Si(OH),.#? Such
compounds are made of eight-membered rings hav-
ing composition Ti,Si;O4 (II). Both silicon and titanium
atoms in the molecule exhibit regular tetrahedral geome-
try. Analogously, the corresponding zirconium compound
[t-Bu,Si(O)OZrCl,], was also prepared from the reaction

Copyright © 2004 John Wiley & Sons, Ltd.
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between the dilithium salt of t-Bu,Si(OH), and ZrCly
(Eqn (13)).8

2Ti(0-! ;
2(RO),Si(OH), 2hO-p SiQ

2 t-Bu,Si(OR), + 2MCl, —= Si

Cyclopentadienyl-substituted titanasiloxane [t-Bu,Si(O)
OTiCpCl], (III) can be prepared directly (Eqn (14)) by the
reaction of CpTiCl, with t-Bu,Si(OLi),. The reaction of the
silanediol Ph,Si(OH), with the zirconium amido derivative
Zr(NEt,), leads to the formation of the dianonic tris-chelate
metallasiloxane [NEtgHz]z[(Ph;;Sleg,)g,ZI’] (IV), (qu’l (15))
In this reaction, the silanediol, prior to coordination to
zirconium, is converted into disilanol by condensation of
two molecules through elimination of water. In the case of
zirconocene, the central zirconium atom is coordinated by six
oxygen atoms in a distorted octahedral geometry.*

21-Bu,Si(OR), + 2CpTiCl

Cp = cyclopentadienyl

Cp
c1\Ti o a6
VRS
~Bu o) O\SA/I—Bu
? 1
Si VAR
+-Bu \o\ P t-Bu
Ti
RN
cl Cp
11 |
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Ph,Si(OH), + Zr(NEt,),

o
N,/ ! (15)
[NEt,H,1, >

v

Disilanols are also used as building blocks for a variety of
metallasiloxanes.”® The disilanols are capable of chelating to
form six-membered rings containing the central metal. The
reactions leading to Group 4 metallasiloxanes from disilanols
are described in Eqns (16) and (17).

Si—OH
Pyridine
0\ + TiCl, ———
Si —OH
AN
(16)
P|h Ph
Ph / Ph
Si o—Si
A0 s \0
o) Ti
Nee o N7
/Sl—o O —Si—Ph
Ph | \
Ph Ph
Si—OH
0\ +  Zr(CH,SiMe;), — =
Si —OH
/N
17)
Ph Ph
\S_/
VIO CHSiMey
Zr
Si— O CH,SiMe;
< ;
pn/ Ph

In a similar manner, metallasiloxane derivatives of Group

5, Group 7, Group 9 and Main Group metals can be
prepared from disilanols. Some interesting structures of such

compounds are shown in V, VI and VIL

Copyright © 2004 John Wiley & Sons, Ltd.
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THF
THF\L /
7’ 1\
Ph._Ph 77~ Ph S Ph
; o i
/Sl 0 ~ N
0 . 0
Ng PN S
Si—o 0 —Si
\ N /
Ph Ph  ~y;” Ph Ph
/ N\
THF  THF
THF = Tetrahydrofuran
\
Ph 0 Ph
t-Bu /t—Bu \S./ \S/
1—
Si—OReO;  PhT ] M
/ EAN i/ O\ /O\ / Y
0 Ao v O\
\ Py (6] O cl
Si— OReO Ph . I_Ph
YOS 3 S SK
t-Bu” “t-Bu 2N O/ Ph

Py = pyridine
VI vil

Reactions of simple silanediol and disilanols with titanium
halides or titanium amides give cyclic titanasiloxanes. Three-
dimensional titanasiloxanes can be prepared by the reaction
of the titanium amide with silanol or silanediol. Such
reactions serve as a synthetic pathway for preparation
of model compounds for titanium-doped zeolites.*® Cubic
titanasiloxanes can be prepared by a single-step synthesis
from the reaction of titanium orthoesters and silanetriols.*
The driving force for formation of zeolite-like structures is
the elimination of the corresponding alcohol, which results in
the subsequent assembly of the three-dimensional Si—O-Ti
frameworks (Eqn (18)).

4RSi(OH); + Ti(OR,),
R OR
~ Vam
/Sl/o T
oy )
RO~y ~siZ~ 0
0 "R (18)
Rlo\' 0 _Si
0] Ti___ / R
\ o o}
/Si\ Ti/
R o— .
OR,

R = (2,4,6-Me;CgH,)N(SiMe5)
R,= isopropyl, ethyl

In an analogous manner, the three-dimensional networks
of aluminiumosiloxane, indiumsiloxane, galliumsiloxane, etc.
can be prepared from the reaction of trisilanols and MMej
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where M = Al, In, Ga, etc. In all these networks, cubic
metallasiloxanes, MSi;O1, polyhedrons, are present.®® The
sides of the cubic framework comprise six M,5i,0, eight-
membered rings, which adopt an approximate C; crown
conformation. The O-Si-O angles in all compounds remain
close to a tetrahedral geometry.

Silsesquioxanes

The hydrolysis of silicon trichlorides is a complicated
process and usually does not lead to the expected
trihydroxy compounds. Instead this gives polycondensations
in solution, resulting in the formation of three-dimensional
silsesquioxanes having networks of closo cubic geometry.
Such compounds have the empirical formula RSiOs),.
Incompletely condensed polyhedral silsesquioxanes can be
isolated by carefully controlling the steric parameters for the
R groups and the reaction conditions.**%

Silsesquioxanes formed from cross-linked Si—O networks,
having simple or functional organic residues on every silicon
atom are common.’®?! Silsesquioxanes can have different
structures, such as random structures, ladder structures,
cage structures and partial cage structures. They are also
sometimes termed ormosils (organically modified siloxanes).
A representative silsequioxane (IX) is shown below.

R’f, R
Si—O0—Si
7 //
(6] o o
7 /7
R—Si—0+---Si=R

| Rewgicto---si
05 0y SR
si—o0 é'/
R \
R
IX

To prepare mono-substituted silsesquioxane, there are
three conventional synthetic routes.”! (1) Co-hydrolysis of
trifunctional organo- or hydro-silanes. For example co-
hydrolysis of HSiCl; and PhSiCl; results in the formation
of PhH7SigO12 (qu’l (19)):50

H 00—/ -0 _/Ph
540 SS.D/S\I
i~
7HSICl; + PhSiCl; ———» (|) ?I H cl)

! H\Si?\ —Si
~Sizo7{ 9" /7 TH
H \O —Siz—~0
H
19)
(2) Substitution reactions at a silicon centre with the
retention of the siloxane cage leads to structural modifications

of silsesquioxane. For this reaction hydrosilylation is a

Copyright © 2004 John Wiley & Sons, Ltd.
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commonly used reaction (Eqn (20)):

H
H O—¢i-0— .-
G081 0= H,C=CH—Ph
o ol'H o P
1 H_L.Q [ Platinium catalyst
L =Sibo—Siw
TR N
07N\ O
Ph (20)
(0] /H CH,—CH
H\Si//o\sro\/s{ 2 2
| \!\Si\H |
0 ol (0]

(3) Silsesquioxanes can also be prepared by corner capping
reactions of functional groups present in the incomplete cage
(Eqn (21)):

PhSiCl; ————=

ey

Silsesquioxane also have three subclasses; they are (1)
functional silsesquioxanes, (2) nonfunctional silsesquioxanes
and (3) bridged polysilsesquioxanes.

Functional silsesquioxanes
Silsesquioxanes having one or more functional groups (e.g.
Si-OH, Si—H) are termed functional silsesquioxanes (X).%!

R

R
O/Ei/o\&/
R / O /O \O
—~Q; —Si
Si o

VR

Functional silsesquioxanes are prepared from silanes having
the formula RSiX3, where R is an organofunctional group

Appl. Organometal. Chem. 2004; 18: 166-175
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and X is an alkoxy or halide, etc. Vinyl, allyl functional,
methacryl-functional, amino-functional and epoxy-functional
sillsesquioxanes are the most important structural themes

from an applications point of view.*

Nonfunctional silsesquioxane
As the name implies, a silsesquioxane without any functional
group is called a nonfunctional silsesquioxane (XI).

Generally, in this type of silsesquioxane, all silicon atoms
are bonded with an alkyl or aryl group.®®®' Examples
of nonfunctional silsesquioxanes are phenylsilsesquiox-
ane, methylsilsesquioxane, substituted phenyl- and benzyl-
silsesquioxanes. There are different possibilities on the struc-
tural features of a nonfunctional silsesquioxane. Based on
the cage structure, they can be prismatic cages having 8, 10
or 12 Si-O bonds and are categorized as Tg, Ty, and T,
respectively.

Bridged polysilsesquioxanes

Bridged polysilsesquioxanes have three-dimensional net-
works. They can be distinguished from other silsesquiox-
anes as they contain an organic fragment as an inte-
gral component of the network. This family of hybrid
organic—inorganic materials is prepared by sol-gel process-
ing of monomers having variable organic bridging groups
and two or more trifunctional silyl groups.>>-* Some impor-
tant monomers (XII, XIII, XIV, XV) that are commonly used
for the preparation of bridged polysilsesquioxane are shown

below.
RO OR Si(OR); Si(OR);
: v
RO—Si—=—S{"—0R
S S
RO OR Si(OR),
XII XIII
. S )
Si(OR)3%©%sl(OR)3 51(011)3—[«_)—]—“51(OR)3
XIvV XV
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A representative structure of a bridged polysilsesquioxane
(XVI) is shown below.

L

aromatic, alkene, alkyne, alkane functionality
XVI

Hybrid organic—inorganic materials can be synthesized
through two routes: via the hydrolytic sol-gel route®~> or
by nonhydrolytic sol-gel routes.®~® Each route has its various
advantages and disadvantages.

Understanding of bridged polysilsesquioxane requires
discussion on hybrid organic-inorganic materials. Hybrid
organic—inorganic materials are of two categories: nanocom-
posites and nanostructured hybrid materials. Nanostructured
materials are generally prepared by hydrolysis and poly-
condensation of mono-component hybrid organic—inorganic
precursors, i.e. the organic unit is an integral part of the com-
ponent (which is generally called the building block unit).5
On the other hand, nanocomposites are the polycondensed
products of an inorganic matrix in the presence of an organic
molecule acting as a host.® Two routes leading to the forma-
tion of nanocomposite and nanostructured hybrid materials
are shown in Scheme 1. Bridged polysilsesquioxanes fall into
the category of nanostructured hybrid organic-inorganic
materials.

Silsesquioxanes can be prepared by the hydrolytic sol-gel
route, in which hydrolysis and polymerization leads to the
desired product. The polymerization process involved in
this kind of reaction is generally catalysed by acid, base or
fluoride ions. The main steps involved in such sol-gel process
are shown in Scheme 1.3 The sol-gel process starts from a
homogeneous solution of precursor in a solvent. This can
lead to the formation of polymers, to colloids or to colloidal
gels. Finally, the xerogel is obtained by the elimination of
solvent by a drying step. Tetraethoxysilane is generally
used as precursor in sol-gel process. Most of the hybrid
organic—inorganic materials are prepared through sol-gel
routes (Scheme 2) from tetraethoxysilane. Changing any one
of these steps shown in Scheme 2 during the formation
of hybrid inorganic and organic materials can change the

Appl. Organometal. Chem. 2004; 18: 166-175
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Multi-component
hybrid materials

Organic host

I
\_5‘5' o e

Hydrolysis/Polycondensation

Nanocomposite
s
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Monocomponent

hybrid mdtendls

| (RO);Si J—_

Bulldmg block

Hydrolysis/Polycondensation

Nanostructured

ot
e b ETT g
Scheme 1.
precursor A porous solid derived from a siloxane [Si—O], network®”
) having an imino bis(N-2-aminoethylacetamide) polysiloxane
Hydrolysis Ohgomer ligand system has been found to be very effective for the
ydroly. ) igand sy y
ﬂ Polymer aggregate uptake of metal ions such as Mn?", Fe*", Co®*, Ni**, Cu®" and
POlyCOHdemathH Zn**. An iodo-functionalized modified siloxane network®
Colloid ([Si—O],) has recently been prepared by polycondensation of

[(sa ] —
Agemg
Drymg

]

Scheme 2.

morphology of these materials. In the case of silica, the size
of the container can have an influence on the final properties
of the materials. In materials science, these types of gel are
described as unstable solids. On the other hand, because
of the high sensitivity towards the experimental conditions,
it is possible to achieve very different textures by simple
modifications of the kinetic parameters, like temperature,
pressure, concentration, solvent, catalyst, nature of leaving
group, etc.

In contrast to the hydrolytic route, there are very few
reports to date on the use of the nonhydrolytic route to prepare
organic-inorganic hybrids.® The nonhydrolytic sol-gel
method has been developed in recent years as an alternative
to the hydrolytic route.®=® The synthesis of inorganic oxides
via nonhydrolytic sol-gel routes involving Si-O bond is
reported.® This involves the reaction of a metal halide with an
oxygen donor, such as an alkoxide, ether, alcohol, etc., under
nonaqueous conditions, as shown in Scheme 3.

Copyright © 2004 John Wiley & Sons, Ltd.

Si(OEt), and (MeO);3Si(CH,)s1. This siloxane network exhibits
high uptake of various di- and tri-valent cations. Hybrid
nanocomposites® containing cross-linked octaaminophenyl
silsesquioxanes have been synthesized recently and these
are proposed as potential advanced material that may have
exceptional material properties.

The utility of hydrolysis of trichlorosilanes having long
aliphatic chains has been successfully utilized to make self-
assemblies having electronic applications.®’ Bilayer within
bilayers®! of silahydroxy compounds can provide nanodi-
mensional confinements. Si—C bond formation reactions are
achieved at the porous silicon surfaces by immobilization®® of
RhCI(PPhs)s. In a more recent report, gold nanoparticles are
used as catalysts for polymerization of alkylsilane to obtain
nanowires, filaments and tubes.

Ladder siloxanes

Ladder-type polysiloxane have the general formula
(RSiO15),. cis-1,3,5,7-cyclotetrasiloxanetetraol is used as a
versatile precursor for the synthesis of pentacyclic ladder
siloxane.** Such synthesis of pentacyclic ladder siloxane
(XIX) proceeds through three key steps: silylation of
silanol, followed by chlorodephenylation, hydrolysis and
then silylation again (Scheme 4).

60,61

Cyclic siloxanes

Cyclic siloxanes constitute an important class of silicone
precursor. The most practical method for preparing high-
molecular-weight polysiloxanes is via the ring-opening poly-
merization of cyclic monomers.%® Polymerization of hexam-
ethyl cyclotrisiloxane leads to higher molecular weight poly-
mers with low polydispersities. The cyclic dimethylsiloxanes
are usually made by the hydrolysis of dichlorodimethylsilane
(Scheme 5).%6 The formation of a cyclic siloxane is generally

Appl. Organometal. Chem. 2004; 18: 166-175
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+

L M- O —Si=
D
=Si—OR =Si-OR
+ = ®))
L M-X L M-X § . LM-O-ML,
n \ +
L M-0 2R R-X

3)

M = metal L = ligand

LM-O=Si—-X | +

R+

\_/

Scheme 3.
) ) i-pr i-pr i-pr i-pr
i-pr. ipr i-pr
\Si/0\5i< |P Ph’%i/O\gi/O\si/O\Si_ph
/ N\ ‘7 TOH _ [ \
ipr 8 OH ? + Cl Sl Ph pyridine ) O I /O
PN 0— Sii . e
/SI/ \ 1-pr Cl—|31—Ph ph/sl \O/Sll\o/él\O/SI\ Ph
HO OH i-pr i-pr i-pr i-pr i-pr
XVII
i-pr, j-pr i-pr i-pr i-pr i-pr i-pr i-pr
pp— SO0 —§i—O~si—O~gi—pn c—8i— 0 —$i—0—5—-9=s{ —q|
| b AIC;, HCI J J \
—_—.
O\ 0 | /O benzene O\ ) | (I) /O
ph—] —0—"Si~o—$i—o—Si " a7 ~o—Si~o—Pi~o—si—¢
i-pr i-pr i-pr \i—pr i-pr i-pr i-pr i-pr
. o i—pr |1 pr i-pr /i—pr
i-pr i-pr \ /1—pr HO— —0 \SI/O\\Si/O\Si_OH
c—Si— 0 \/ i/O\Si/O\S\i—Cl H,0, pyridine /S 0 | \
/ | EEEea— 0o
o 0 5 0 Et,0 \ , | L. [
\ | [ o HO/T1 \O/S»ll\o/F‘\o/S‘\ on
cl— |1 ~0 /SII\O/ISI\O/ Si i-pr i-pr i-pr i-pr
i-pr i-pr i-pr i-pr
XVIII
. i-pr
1-pr i—pr i-pr i-pr i-pr /P
Ph
idi /
xvo o+ oxvmm PP Q O\ (|) ? (,) /O
h_Sl—O/Sll —o—¥™o /F \O/Sl\\O /Sll\Ph
i-pr i-pr i-pr -pr iepr
i-pr
XIX
Scheme 4.
accompanied by substantial amounts of linear siloxane. The CONCLUSIONS

formation of linear siloxanes can be suppressed by the use of
an organic co-solvent for hydrolysis.®> The reaction between
dimethylsulfoxide and dimethyldichlorosilane leads to the
formation of cyclic siloxane as the major product and linear
siloxanes are not formed.%

Copyright © 2004 John Wiley & Sons, Ltd.

This article shows that though conventional methods are
in use for the synthesis of S5i-O bonds, the emergence of
the applications of Si-O-bonded compounds in advanced
materials invites an in-depth understanding of the structural

Appl. Organometal. Chem. 2004; 18: 166-175

173



174

A. Purkayastha and J. B. Baruah

DMSO, H Si i Si
Mesicl, M0 H0_ a’ o~
7 \Si/ \S'/ \Si/
Si i ~
Cl/ \O/ \O/ \O
Scheme 5.

aspects of the composites under consideration. The need for

reagents able to give specific reactions at a given reaction
condition is a central point in Si—O chemistry.
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