This article was downloaded by:

On: 30 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

1
4
g

s ey ) s g

VT e Y S

Phosphorus, Sulfur, and Silicon and the Related Elements

Publication details, including instructions for authors and subscription information:

Phosphorus,

gﬁ!?{lj:‘; and http://www.informaworld.com/smpp/title~content=t713618290

and the Related Elements

R HYDROSILYLATION OF UNSATURATED SULPHIDES AND
RISy MERCAPTANS

N. N. Vlasova?; S. A. Bolshakova*;, M. G. Voronkov?
* Siberian Division of the USSR Academy of Sciences, Institute of Organic Chemistry, Irkutsk, USSR

Editatan Chiel. Wariin 0. Fasdd —
Uuregmsn [dier Spestasin Ksaghigest ) i P

To cite this Article Vlasova, N. N. , Bolshakova, S. A. and Voronkov, M. G.(1979) 'HYDROSILYLATION OF
UNSATURATED SULPHIDES AND MERCAPTANS', Phosphorus, Sulfur, and Silicon and the Related Elements, 6: 1, 323

To link to this Article: DOI: 10.1080/03086647908080435
URL: http://dx.doi.org/10.1080/03086647908080435

PLEASE SCROLL DOWN FOR ARTICLE

Full terns and conditions of use: http://wwinformaworld.coniterns-and-conditions-of-access. pdf

This article nmay be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, |loan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or nmake any representation that the contents
will be conplete or accurate or up to date. The accuracy of any instructions, formul ae and drug doses
shoul d be independently verified with primary sources. The publisher shall not be liable for any |oss,
actions, clains, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this nmaterial.



http://www.informaworld.com/smpp/title~content=t713618290
http://dx.doi.org/10.1080/03086647908080435
http://www.informaworld.com/terms-and-conditions-of-access.pdf

Downl oaded At: 13:21 30 January 2011

Phosphorus and Sulfur © Gordon and Breach Science Publishers Ltd., 1979
1979, Vol. 6, p. 323 Printed in Great Britain

HYDROSILYILATION OF UNSATURATED SULPHIDES AND MERCAPTANS
N.N, Vlasova, S.A. Bolshakova, M.G. Voronkov

Institute of Organic Chenmistry
Siberian Division of the USSR Academy of Sciences
664033 Irkutsk, USSR

Some features of the hydrosilylation reaction of unsatur-
ated sulphur-containing compounds such as divinylsulphidex,
diallylsulphide, ethylvinylsulphide and allylmercaptan with
triethyl~ and triethoxysilanes catalyzed by H2Pt016'6H20,
(PhBP)RhCl, (Ph3P)3Rh(CO)H, 002(00)3, (PhCN)ZPdCl2 Ph3P have
been studied for the first time.

The hydrosilylation process of the compounds studied is
not regeoselective, as a rule, to give a mixture of isomer
adducts according and opposite to Farmer's rule.

Together with a number of normal side processes such as
redox reactions, disproportionation of the starting hydro-
silanes, dehydrocondensation, hydration and polymerization of
olefines, the hydrosilylation is accompanied by first recogn-
ized S-C bond cleavage specific for unsaturated sulphur-
containing compounds.

The cleavage reaction of S~-C bonds is common to conjugated
systems where mainly S--CVin bonds are cleaved. The substitution
of platinum and rhodium catalysts by the palladium one intreases
regeoselectivity of the process, decreases the number of side
reactions not excluding the S-CVin.cleavage. The use of freshly
prepared Speier's catalyst containing no reduced platinum (Pt",
Pt°) causes polymerization of unsaturated sulphides.

The possible mechanism of the process investigated is
discussed.

* Divinylsulphide was prepared by the method developed by
B.A.Trofimov and S.V.Amosova (U.S.Patent 3887623, 1975) who
kindly gave the reagent to the authors.
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