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The formation of diethyl furoxan-3,4_dicarboxylate, 3b (46 %), could be achieved 

however, and at room temperature, by inco.rporating a mot equivalent of pyridine into 

the reaction. Since the ester methylene is more acidic that the amide methylene it 

was clear that the relative acidities of the methylene groups in the nitroacetate and 

nitroacetamides could not be the factor allowing the latter to react easily, and 

without the need for added base. We suggest that the amide reactivity can be 

explained (Scheme 2) by an initial interaction of the reagent with amide carbonyl, 

followed by intramolecular delivery of sulfur to nitro-group oxygen. This would 

produce an intermediate 4 with a sufficiently acidic central methylene to obviate the 

need for added base to produce 5. One may then visualise an electrocyclic loss of 

sulphur dioxide from 5 leading on to the nitrile oxide and thence the furoxan. 

Scheme 2 

Tvoical Procedure 

Z-Nitro-I-phenylethanone (227 mg) was dissolved in thionyl chloride (15 ml) and the 

solution stirred at room temperature for 16 h (most reactions were complete after 

0.5 h; overnight reaction caused no deterioration in quality or yield of product). 

Evaporation of the thionyl chloride under reduced pressure, addition of aqueous NaHC03 

and extraction of product with CHCl3 gave pure furoxan, 3a (163 mg; 80%), as a 

colourless oil which crystallised, m.p. 80-85oC (87oC6b). 
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Our interest in this halide was a potential precursor to MeNH(MeS)C:CHN02, an 

intermediate useful for the synthesis of ranitidine, It was reported14 that the 
iminochloride will react directly with appropriate amine to afford ranitidine. 

The iminochloride has been reported14 only once, in the Patent literature, 
existing as its enamine tautomer, MeNH(CI)C:CHN02, and synthesised by 
reaction of 2,2_dichloronitroethene with methylamine. We are grateful to Dr. A. 
Alcaide for sending us details for its preparation. 
A. Alcaide and L. J. 0. Martinez, Span. ES 506, 422 &hem. A&., 1983, 98, 
179197). 
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