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ORGANYL(CHLOR0ETHYL) SUISHIDES, ORGANYL(CHIDR0VINYL) SULPHIDBS 
AND lBLATED PROBrlKarrs 

A.N.  Mirskova, M.G. Voronkov, A.V. Nartynov and N.V.Lutskaya 

Institute of Organic Chemistry 
Siberian Division of the USSR Academy of Sciences 

664033 Irkutsk, USSR 

Organyl (B, B-dichloroviny1)- and organyl(a(, B, B-trichloro- 
vinyl) sulphides, CC12=CHSR, CC12=CC1SR, (CC12=CHS) 2R, have been 
obtained by dechlorination and dehydrochlorination of o(, 13, B,8- 
tetrachloroethylorgaylsulphides and by reactions of tri- and 
tetrachloroethylenes with mono- and dithiols of the aliphatic 
and aromatic series in the presence of radical initiators. 

the reactions of organyl(13, B-dichloroviny1)sulphides with mer- 
captides lead to cis- and trans-d, B-bis(organy1thio)-B-chloro- 
ethenes, bis(organylthio)acetylenes, tris(organy1thio)ethenes. 
Dehydrochlorination of organyl (B, B-dichlorovinyl) sulphides has 
permitted to prepare for the first time organyl(chloroetbyny1)- 
sulphides which react readily with trialkylphosphites, Li-  and 
Mg-organic compounds to give organylthioethynylphsphonates, 
RSCSCP(0) (OR)*, and thioethynyl ethers, RSCECR, respectively. 

The reactions of organyl(chloroethyny1)sulphides with 
alcohols and mercaptans in the presence of. their sodium deriv- 
atives involve the CSC and C-C1 bonds depending on the reaction 
conditions and the nature of the reactants. Propyl alcohol 
and propylmercaptan regeospecifically add to the propyl(ch1oro- 
ethyny1)sulphide triple bond with the nucleophile attacking the 
carbon atom bound to sulphur in the first case and the carbon 
atom attached to chlorine in the second case. 

The lability of chlorine atoms in the gem-dichlorovinyl 
group increases in going from organyl(f3, B-dichlorovinylwphides 
to the corresponding sulphones. The reaction of the latters with 
aromatic amines o,n-X-C6H4NH2 (X = H,P, Br, OCH ) forms N , N  -di- 
arylorganylsulphonylacetamidines (I) and 2-organylsulphonyl- 
methylbenzazols (11) when o-aminophenol and o-phenylenediamine 

Depending on the reactant ratio and the reaction conditions 
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are the case. 

RS02CH2C (NHC&B4-X-o,n)=NC6H4-X-o,n RSO 

I 
A 

I1 
11: X = 0,  NH 

Organyl(B,B-dichloroviny1)sulphones react with alkylxantho- 
genic acid salts to give previously unknown 2-orga~ylsulphonyl- 

I , 3-dithiols (111) ,S-CH 
RsO2CII=C, 11 I11 

S-C-SOZB 

A similar reaction with organyl (6, B-dichloroviny1)ketones 
leads to the formation of two types of products. These are 
2-acylmethylene-Lcacyl-I, 3-dithiols (IV) and 2,kbis-acyl- 
methylene-1,3-dithioethanes (V) 

S-CH S 
RCOCET=C’ 11 R C O C E C  ’ \C=CHCOR 

S-C-COR ‘S’ \ 
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