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In a continuation of an investigation of the competitive binding of nucleophilic anions 
in reactions involving carbonium ions [i], we studied the chlorino!ysis of alkyl aryl sul- 
fides [2, 3] in the presence of lithium perchlorate. 

The reactions of B-chloroalkyl aryl sulfides (I) and (IIl) which contain an ArS group 
at a secondary carbon atom with chlorine in the presence of lithium perchlorate in ether 
or ethyl acetate proceed at 0~ over 1-2 h to give B-chloroalkyl perchlorate (II) in 30-40% 
yield and perchlorate (IV) in 60-70% yield. These products were separated by column 
chromatography on silica gel and identified by the agreement of their spectral and physical 
indices with those reported in our previous work [4]. 
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R = n-CsH~l. Ar = 2-NO2C6H~, 2,4-(NO2)~C6Ha. 

The c h l o r i n o l y s i s  o f  a l k y l  a r y l  s u l f i d e s  (V) c o n t a i n i n g  a t h i o a r y l  g roup  a t  a p r i m a r y  
c a r b o n  a tom p r o c e e d s  much more  s l o w l y  and i s  a c c o m p a n i e d  by t h e  f o r m a t i o n  o f  a complex  m i x -  
t u r e .  T h i s  m i x t u r e  y i e l d e d  5-7% of  a p r o d u c t  a s s i g n e d  t h e  s t r u c t u r e  of  d i h a l o p e r c h l o r a t e  
( V I ) .  T h i s  p r o d u c t  i s  an e x p l o s i v e  o i l ,  Rf 0 .45  (on s i l i c a  g e l  w i t h  h e x a n e  e l u e n t ) .  IR 
s p e c t r u m  ( v ,  cm -~ ) :  1275,  1250,  1235.  PMR s p e c t r u m  (8 ,  ppm):  5 .8  d (CHCIOC103), 4 .05  m 
(CHC1), 2 . 1 - 0 . 9  m ( C s H ~ ) .  

Thus, these reactions revealed new directions for the chemical transformations of 
chlorosulfonium salts, which are intermediate species in desulfurizatlon by the action of 
chlorine [2, 3], and obtain covalent perchlorates. The possibility of the formation of 
such perchlorates in these reactions was not considered previously [5]. These examples open 
new possibilities in both the preparative syntheses of perchlorates and in the study of the 
mechanism for desulfurizatlon of sulfides by chlorine. 
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