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The widely accepted data on the p roper t i e s  of t r imethyle thylene  sulfide (I) (bp 145-150~ d4 ~ 0.927; 
for example,  see [1]), which is obtained in 60% yield by thiocyanation of 2 ,3-d ibromo-2-methylbutane  by 
means of NH4CNS and subsequent t rea tment  with Na~S~., r a i s e  doubts in connection with the anomalously 
high boiling point of I in the homologous s e r i e s  of methyl-subst i tuted episulfides,  Our at tempts to obtain 
episulfide I by the method in [2] (even when the reac t ion  conditions were  changed) were  unsuccessful  be-  
cause of side reac t ions  that occur  even during the thiocyanation of 2,3-dihaloalkanes [3]. 

We were  able to obtain I [bp 106-108, 53 ~ (100 mm), d425 0.8842] only by reac t ion  of t r imethyle thylene  
oxide with KCNS via a modified method [4]. 

Episulfide I po lymer izes  via an ionic mechanism to give s t e r eo regu la r  po lymers  only on anionic cata l -  
ysis .  

E X P E R I M E N T A L  

Trimethyle thyleue  Sulfide (I). A 24.1-g i0.28 mole) sample of t r imethyle thylene  oxide [5] (bp 75 ~ d42~ 
0.8204, n 2 ~  1.3834) and a solution of 27.2 g (0.28 mole) of KCNS in 40 ml of 50% ethanol were  maintained 
in a sealed ampoule at constant rotat ion in the ver t ica l  position for 50 h. The upper l ayer  was separa ted ,  the 
same amount of the KCNS solutions was added, and the mixture  was s t i r r e d  for 24 h. The upper l aye r  was 
then separa ted  and dr ied with calc ium chloride in a r e f r i g e r a t o r .  Vacuum disti l lat ion with a fract ionat ing 
column (normal disti l lation is accompanied by decomposit ion of D gave 14.6 g (51%) of co lor less  episulfide 
I (91% pure according to gas - liquid chromatography with bp 53 ~ (100 mm), nD 25 1.4644, and d42~ 0.8842. UV 
spec t rum (in heptane): )~max 263 nm, e 32.3 IR spec t rum (thin layer ) :  2980, 2995 cm - t  (vC-H of the 
methylidyne group of the episalf ide ring),  950, 972 cm - I  (eptsulfide r ing bands). The split t ing of the band 
at 1375 cm - I  indicates the p resence  of a gem-dimethyl  group. PMR spec t rum (of the pure substance):  8 
1.50 (doublet, J = 5  Hz), 1.54 and 1.56 (singlets), 2.76 (quartet). Found: C 58.8; H 9.8; S 31.4%. C5HI~S. 
Calculated: C 58.8; H 9.8; S 31.4%. 

1. 
2. 
3. 

4. 
5. 
6. 

L I T E R A T U R E  C I T E D  

E. E. Reid, Organic Chemis t ry  of Bivalent Sulfur, Vol. 3, New York (1960), p. 89. 
C. Galtngaert ,  Bull. Soc. Chim. Belge,  31, 109 (1922). 
N. N. Mel'nikov and N. D. Sukhareva, Reactions and Methods for the Investigation of Organic Com- 
pounds [in Russian],  Vol. 8, Moscow (1959), p. 16. 
H. R. Snyder and I. M. Stewart,  J.  Amer .  Chem. Soc., 69, 2674 (1947). 
M. M. Movsumzade, Izv. Az. Fil.  Akad. Nauk SSSR, 5, 61 (1942). 
E. Vandenberg, J. Pol.  Sci. ,  5, 61 (1972). 

A. V. Topchiev Institute of Pe t rochemica l  Synthesis,  Academy of Sciences of the USSR, Moscow. 
Trans la ted  f r om Khimiya Geterots ik l icheskikh Soedinenii, No. 6, p. 854, June,  1974. Original a r t ic le  sub- 
mitted March 26, 1973; rev is ion  submitted September  10, 1973. 

�9 19 75 Plenum Publishing Corporation, 22 7 West 17th Street, New York, N.Y. 10011. No part o f  this publication may be reproduced, 
stored in a retrieval system, or transmitted, in any form or by any means, electronic, mechanical, photocopying, microfilming, 
recording or otherwise, without written permission o f  the publisher. A copy o f  this article is available from the publisher for $15.00. 

743 


