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The use of allylsilanes in organic synthesis has developed quite rapidly in recent 

years(i)(2) and the importance of such intermediates has been established. 

Since many years, we have focused our attention on this field and, for instance, 

synthetized e-pinenyl or A-1,7 p-mcnthenyl ketones and nitriles from terpenic allylsilanes 
(3)(4) 

However the introduction of a trialkylsilyl group at an allylic position in rela- 

tively sensitive substrates, as are natural products, is an interesting challenge. 

Reductive silylation of allylic thioethers, readily accessible from ethylenic 

compounds through an ene-reaction, led us easily to such allylsilanes (5) . We now wish to 

report the synthesis of a variety of his-silyl propenyl compounds of the type 3 and 4, 

starting from enones I, through the corresponding vinylic dithiolanncs 2 (6) - 
- ’ following the 

scheme : 

60 + IISWSH 
NeOH 

- 2 - 

Ye.,SiCl/Li/THP 

2 - 
c -5°C 

SiEle3 msire + 'Ie3SiA---_diMe3 

3 
3 4 - - 

The results are summarized in the Table. 

The dithiolannes 2 were always - 

were submitted to reductive 

solvent methanol. 

The formation, in 

real problem since the less 

instance, on treatment with 

formed almost quantitatively from the enones I_, and 

silylation without further purirication after removal of the 

most cases, of a mixture of the two repin-isomers 2 and 4 is no 

stable isomer can be converted into the more stable one, for 
(Ii) 

tetrabutylammonium fluoride . Whichever is the more stable 

isomer, 3 and 4 have at least one Si-C allylic bond which can be cleaved by electrophiles 
- - 

with allylic transposition, as examplified in the following. 
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-TABLE- 



Yn the presence of a half-equivalent of the acetic: acid/boron trifluoride complex 
(15) (A~OH)~P’F~ at -25OC , monoprotodesi lylation occured, yielding either the corresponding 

vinylsilane 5 (from 3) or the corresponding allylsilnne 6 (from it) : - _ - 

I /2 (k0~) ,p~~ 
- 

5b 

3 Q --{l 

Xe Si \ .-- 
i ?le 

4c 3 
- 

When ira and 6a were reacted respectively with OIIP or one half nf an equivalent of - - 
this complex, 3.5.j.-trimethvlcvclohexene (16) was obtained : 

4a 

6a 

Similarly, 3.7-dimethyl octa 1.6-diene was obtained upon treatment of 3f with one 
- 

equivalent of the complex : 

1 (AcOH) ,BF3 

We also showed that 1 .3-bis-silyl propenes i behave, towards acplation reactions, ._ 

as 3-silyl prnpenes, because of the lability of the remaining silyl group on the C-adjacent 

1.0 Lhe introduced carbonyl group (17) Pllr iIISt;,,,~‘e ! 

4d - 



4??!l 

These preliminary results demonstrnLr clearly that the melhod we propose is very 

suitable for the three-steps furlctionnalisation of terpenic skeletons. 

The fllrcher development cri this nletllod and its applications to the synthesis of 

natural products is under current investigation in our 1aboraLories. 
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