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Nitroxides react with a variety of oxidizing agents including the halogens', 

silver oxide2, SbCl 43, nitrogen dioxide4 and mineral acids5 to produce brightly 

colored oxoamnonium ions, 1, which can be isolated as stable salts or further 

transformed under the reaction conditions. 

R2 91k + 
N 

This report describes the oxidation of nitroxides by m-chloroperbenzoic 

acid (MCPA) and discusses the chemistry of the oxoamnonium ions produced by 

this process. 

Nitroxides of the piperidine series, 2, or their amine precursors, when 

added to MCPA in methylene chloride produce brightly colored solutions whose 

properties suggest the presence of oxoamnonium ions. For example, oxoarmsonium 

ions oxidize alcohols to their respective carbonyl compounds6. While neither 

nitroxides nor peracids alone react appreciably with alcohols, a mixture of the 

two oxidizes alcohols readily7". Additional evidence for the generation of 

oxoassnonium ions in the peracid-nitroxide system is derived from the chemistry 

of keto-nitroxide, &. Treatment of &with excess MCPA in methylene chloride 

produces the nitro compound, 1. [J: mp 41-42'; ir 5,92(&-O) and 7.40P(vN02); 

nmr (CDC13) 66.00(m,l,vinyl C-H),, 3 ~O(S,~,COCH~)~, 2.09(d,3,vinyl-CH3,Ja,,= 

1.2 Hz),, 1.85(d,3.vinyl-CH J 

spectrum 11&185(M+,O.4%), 

3, a d=l.2 Hz)d and 1.65 ppm(s,6,gemdiMe), mass 

138(t&HN02,1.4%), 123(1.5%), 110(2.8%), 83(100%), 
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