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The lack of thermal stability of N-chlorinated arosmtic amines has been well estab- 
2-4 

lished. In view of the utility of N-chlorcanillnes as nitrenium ion5 pecursars in the 
6 7 

synthesis of substituted anilines and of derivatives of 2,5_cyclohexadienones, we sought 

to prepare storable derivatives of N-chlorosnilines which might serve as useful intermediates 

in organic synthesis. We now wish to report that N-chloroanilines react readily with diallcyl 
s-10 

sulfides to poduce azasulfonium salts (I__). In addition we wish to report on the ther- 

molysis and base-catalyzed rearrangement of these interesting intermediates. 

Treatment of enilines (22 with calcium hypochlorite, followed by dimethyl sulfide re- 

sulted in the formation of salts of general forsmla 1 _' When X was methyl, hydrogen, or 

X 

n 

c 

a) X = CH3 

b)X=H 

c) x = Cl 

1 

chlorine the yields were 76, 80, and 5996, respectively. After ihermolysis at 100' in di- 

methylformamide for 2 hr, the azasulfcnium salt, 12, was completely reacted and a mixture of 
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2 (3@), 5 (@I, & (3% and 22 (3@) ~6 famed. Similar thermolysis of lagave 58$ of 2 
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and of 22, while thermlysis of 6_gave 3% of 1 and 4i$ of 22 
11,13 

+ 
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-. 
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Treatment of the asasulfonium salts with base at room temperature results in the vir- 

tually instantaneous conversion of la, 12, and 12 into lOa, lob, and 10~ in 95, 95, and 8% -- - 

yields, respectively. Both methanolic sodium hydroxide and diethylamine facilitate this 

transformation. We presume that base removes one of the protons frcm the methyl group to give 
14 

the ylid, g, which rearranges to give 9 in a Sonmmlet-hauser type rearrangemsnt. 
15 

FToton 

shift and accompanying rearcmatization would transform 9 into 10. - In addition to r?mking com- 

compounds such as 10 readily available, - this process provides a simple route to specifically 
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o-alkylated aromatic smines, since I_& 12, and 12-e readily ccmverted to lla, lib, and -- 

N-C('&)z - 

+ 
2, Cl- 

C&t ‘=3 1 &p 
2 CHz I I &SCHe 

CH&He 

llc in high yield by catalytic reduction over W-2 Raney nickel. Since these results indi- - 

cate the potential of azasulfonium salts in the synthesis of specifically substituted aro- 

matic amines, we plan to ccmtinue to investigate their umny possible synthetic applications. 

Am We are indebted to the National Cancer Institute of the Public Health 

Service for Grant CA-07110 which supported this investigation. 
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