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As a l r e a d y  repor ted  by us [1], the pe rch lo ra t e  anion, which is cons idered  to be a superweak  nucleophile, 
can combine with ca rbon ium ion in termedia tes  in Ad E reac t ions  in the p r e sence  of other s t ronge r  nucleophiles.  
This phenomenon induced us to study the poss ib i l i ty  of fo rmat ion  of covalent pe r ch lo ra t e s  in other  carbonium 
ion p r o c e s s e s ,  in pa r t i cu la r ,  dur ing the  oxidative decomposi t ion  of alkyl  iodides [2]. The reac t ion  was ca r r i ed  
out by adding the oxidizing agent  [Ox], for  example  C12 (-78~C), m-C1C6H4CO3H (25~ or HhIO G (50~ to a 
solut ion of n-a lkyl  iodide in an apro t ic  solvent  (Et20 , AcOEt, o r  CHCI 3) in the p r e s e n c e  of 1-5 equiv. LiC104 or 
(C4Hg)tNC104, Af ter  dis t i l la t ion or  ch roma tog raphy  on a SiC 2 column, in al l  ca ses  n-a lkyl  pe rch lo ra t e s  (I) were  
i so la ted  as the main products  

[o• 
CHa(CH2)nl + MCI04 �9 CH3(CH2)~OCI0a 

M = Li, (C4Hg)~N n = 0--5 (I) 

The structure of (I) was confirmed by IR and PMR spectra (cf. [31). The yields of the perchlorates 
depend on the nature of the oxidizing used and the salt added, reaching 50-70% in the reactions with chlorine. 

The results obtained show a high nucleophilie reactivity of the CIO 4- anion, which can take part in the 
concluding stage of the carbonium ion processes even in the presence of much more nueieophilic moieties, e.g., 
Cl-, H20 , etc., in the reaction mixture. The reaction can serve as a simple and convenient method for the syn- 
thesis of covalent organic perchlorates. 
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