
 

 

PLEASE SCROLL DOWN FOR ARTICLE

This article was downloaded by:
On: 28 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

Phosphorus, Sulfur, and Silicon and the Related Elements
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t713618290

New Chemistry of α-Silyl Vinylsulfides
Bianca F. Bonini; Mauro Comes-Franchini; Mariafrancesca Fochi; Germana Mazzanti

To cite this Article Bonini, Bianca F. , Comes-Franchini, Mauro , Fochi, Mariafrancesca and Mazzanti, Germana(1997)
'New Chemistry of α-Silyl Vinylsulfides', Phosphorus, Sulfur, and Silicon and the Related Elements, 120: 1, 451 — 452
To link to this Article: DOI: 10.1080/10426509708545593
URL: http://dx.doi.org/10.1080/10426509708545593

Full terms and conditions of use: http://www.informaworld.com/terms-and-conditions-of-access.pdf

This article may 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 form to anyone is expressly forbidden.

The publisher does not give any warranty express or implied or make any representation that the contents
will be complete or accurate or up to date. The accuracy of any instructions, formulae and drug doses
should be independently verified with primary sources. The publisher shall not be liable for any loss,
actions, claims, 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 material.

http://www.informaworld.com/smpp/title~content=t713618290
http://dx.doi.org/10.1080/10426509708545593
http://www.informaworld.com/terms-and-conditions-of-access.pdf


Phosphorus, Sulfur, andSilicon, 1997, Vol. 120 &. 121, pp. 451-452
Reprints available directly from the publisher
Photocopying permitted by license only

© 1997 OPA (Overseas Publishers Association)
Amsterdam B.V. Published in The Netherlands

under license by Gordon and Breach Science Publishers
Printed in Malaysia

New Chemistry of a-SHyl Vinylsulfides

BIANCA F. BONINI, MAURO COMES-FRANCHINI, MARIAFRANCESCA
FOCHI, GERMANA MAZZANTI

Dipartimento di Chimica Organica "A. Mangim", Universita di Bologtia, Viale
Risorgimento, 4 40136 Bologna, Italy .

a-Silyl Vinylsulfides, obtained in a stereoselective manner through enethiolizable
silyl thioketones, can be used for the synthesis of vinylsulfides and vinylsilane with
a specific geometry, and for the preraration of bicyclic and open chain
thiofunzionalized enones.

KEY WORDS: a-silyl vinylsulfides, vinylsulfides, vinylsilane, cyclopentanones, enones.

Several silylthioketones1 have been synthetized and their chemistry investigated.The

aliphatic derivatives 1 containing an cc-hydrogen atom undergo enethiolization to Z a-

silyl enethiols 2.We found that 2 with R = (CH2)nX, (X = Halogen) undergoes ring

closure to give cyclic Z-a-silyl vinylsulfides 3 for a range of ring sizes2. Compounds 2

with R = alkyl or aryl, react with a variety of halides R2X to give open chain a-silyl

vinylsulfides 4. Protiodesilylation of 3 and 4 was achieved upon treatment with fluoride

ion to give respectively cyclic vinylsulfides 5 and Z-vinylsulfides 6, in good to

quantitative yields.

R.

(CH2)nX

base

R SH

SiMe2R'

R '=Ph,Me

n = 2, 3,4, 5,9, 11

R = Alk, Ar

R

SiMe,R'

SR2 R SR2

6

R2= CHV CH2CO2Et, CH2Ph,
(CH2)2CO2Et, CH2CH=CH2
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Reaction of 4 with Grignard reagents, in the presence of an appropriate nickel catalyst,

results in a series of vinylsilanes 7 with a definite geometry.

R'MgX
3
= Me,Et,Bu

NiCl2(PPh3)2

7

In a-silyl vinylsulfides 3 and 4, the silyl and the thioether groups exert an opposed

polarization on the olefinic bond.3a>b It is therefore of interest to study their reactions

with electrophilic reagents. Compounds 3 (R1 = Me), by treatment with p,P-

dimethylacryloyl chloride in the presence of AgBF4, gave bicyclic a,P-unsaturated

ketones 8 in very good yields.
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Compounds 4, when reacted with acylchlorides in the presence of A1C13, gave

thiofunctionalized a,P-unsaturated ketones 9. The formation of compounds 9 can be

tentatively rationalized with an attack of the electrophile in the P-position, followed by

desilylation assisted by the A1C13 coordinated with the carbonyl group cis to the silicon.

R SR2 R SMe
RJCOC1 \ / \ /

o x e ĉi J o

In conclusion the reaction of cyclic and acyclic a-silyl vinylsulfides with electrophiles is

controlled by the sulfur in agreement with other results reported in the literature.3a-b
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