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We have observed a new t ransannular  react ion with the part icipation of sulfoxide sulfur and a double 
bond to give sulfonium salts.  

The action of bromine in CCI 4 on 13- thiabicyclo[8 .2 .1]-c is-5- t r idecene (I) gave a quantitative yield 
of 1-thionium-6-bromotricyclo[8.2.1.01,7]tr idecane bromide S-oxide (II) with mp 213-214 ~ Found: C 38.7; 
H 4.9; Br 43,2; S 8.5~. C12H20Br2OS. Calculated: C 38.7; H 5.2; Br 43.0; S 8.6~0. 

A s imi la r  t ransformat ion  also occurs  in the action of hydrochloric  acid on I to give 1-thioniumtri-  
cyclo[8.2.1.01,7]tridecane chloride S-oxide (III) with mp 129-132 ~ (in 90~0 yield). 
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The absence of a double bond in II and HI, as proved by the IR and PMR spectra,  the presence  of 
ionically bonded chlorine and bromine,  as confirmed by mercu rome t r i c  titration, and the high solubility 
in water  indicate the salt  s t ructure  of these compounds. 

The absence in the products  of the react ion of I with HC1 of a salt  with s t ructure  V, the formation 
of which through intermediate IV [1] might be assumed, was proved by alternative synthesis .  Salt V, ob- 
tained by the action of chlorine on 13-thiabicyclo[8.2.1]-5-tr idecene (VI), differs f rom salt HI with respect  
to melting point, spec t ra l  data, and e lementary  analysis .  

The format ion of s t ructure  III is also confirmed by alkaline hydrolysis ,  which gives a sulfoxide. 

1. 

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

H. Ruis, D. B. McCormik, and L. D. Wright, J. Org. Chem., 32, 2010 (1967). 

Institute of Chemis t ry ,  Bashkirsk  Branch, Academy of Sciences of the USSR, Ufa. Translated f rom 
Khimiya Geterotsiklicheskikh Soedinenii, No. 6, p. 861, June, 1973. Original ar t icle  submitted November 
29, 1972. 

�9 19 75 Plenum Publishing Corporation, 227 West 17th Street, New York, 3[. 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. 

797 


