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The ability of certain alcohols to form thioethers with thiols in strongly acidic medium 
1 

has led to the recognition that allylic and benzylic alcohols can be 

into the corresponding sulfides 2,3 or selenides 
4 
when reacted with 

the presence of Briinsted 
2 
or Lewis 3'4 acids (Eq. 1). 
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For our work on selenium stabilized ally1 cationic systems we needed 3-hydroxyvinyl sele- 

nides 1 and 1,3-bis(seleno)-propenes 2. The latters may also be considered as useful formyl - - 
5 

vinyl anion equivalents or 
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We therefore examined 

herein we report the most 

6,7 selenoallyl anion precursors . 
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transformation of 1 into 2 via the above mentioned reaction and - 

salient features of the results we obtained (SchemeI). Substitution 

of the hydroxyl group proceeds in good yield in all cases which shows that the reported reac- 

tions 
4 
are not limited to unfunctionalized ally1 alcohols. In many cases however two main 

products are formed, the desired 1,3-bis(seleno)-propenes 2 and I,l-bis(seleno)-2-propenes 3. - 
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Scheme I 
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The structure of these products and the geometrical configuration of 2 are closely connected 

to and depend on the intimate mechanisms of the allylic nucleophilic substitution reactions 

involved. Inspiteof the tremendous amount of work devoted to the latter subject 
8 
it is 

hardly possible to make predictions about the precise nature of the products to be expected 

from such novel substrates as 1 and under heterogeneous conditions. Indeed, the sensitivity 
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We are currently investigating the generality of the last two observations as well as 
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the role played by the above mentioned 1,3-sigmatropic rearrangement in the regio-and 

stereochemical outcome of these allylic substitution reactions. 

All the compounds (1, 2 and 2) discussed in this paper have been properly characterized 

by spectroscopic ('HNMR, IR, Mass) and combustion analytical means 
14 
. 

Acknowledgement 

We thank I.R.S.I.A. (Belgium) for a fellowship to one of us (M.R.) and F.N.R.S. (Belgium) 

for financial support. 

1) 

2) 
3) 
4) 
5) 
6) 
7) 

8) 
9) 

W. 

Pa 
M. 
Y. 
M. 

References and Notes 

Takagi in "Organic Chemistry of Sulfur" Ed. by S. Oae, Plenum Press, New York, 1977, 
233 and references cited. 
Micha-Screttas and C. Screttas, J. Org. Chem., 62, 1462 (1977). 
Guindon, R. Frenette, R. Fortin and J. Rokach, J. Org. Chem., 48, 1357 (1983). 
Clarembeau and A. Krief, Tetrahedron Lett., 3625 (1984). 

H.J. Reich, M.C. Clark and W.W. Willis,Jr., J. Org. Chem.,47, 1618 (1982). 
Y. Yamamoto, H. Yatagai, Y. Saito and K. Maruyama, J. Org.-Chem., 2, 1096 (1984). 
n-Butyllithium cleavage of the allylic C-Se bond of type 2 compounds also leads to 
seleno-ally1 anions; K.M. Nsunda, M. Renard and L. Hevesi; to be published. 
For a review see : R.M. Magid, Tetrahedron, 2, 1901 (1980), Report No 87. 
T. Di Giamberardino, S. Halazy, W. Dumont and A. Krief, Tetrahedron Lett., 313 (1983) 
and references cited. 

10)-C. Georgoulis and G. Ville, J. Chem. Research (S), 248 (1979); J. Chem. Research (M), 

11) 

12) 

13) 
14) 

3344 (1978). 
This reaction could not be performed in ether or in THF, presumably because of too strong 
inactivation of ZnC12 by these solvents. 
For example : R.M. Magid and R.D. Gandour, J. Org. Chem., 35, 269 (1970); R.M. Magid, 
E.C. Nieh and R.D. Gandour, J. Org. Chem., 2, 2069 (1971). 
K. Marqama and Y. Ysmamoto, J. Am. Chem. Sot., 99, 8068 (1977). 
Details on the preparation of these compounds win be given in a forthcoming full paper. 

(Received in UK 30 January 1985) 


