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DIMETHYLCHLOROMETHYLENEAMMONIUM chloride (II), readily available by reaction 

of phosgene or thionyl chloride with dimethylformamide, 192 is a highly 

reactive compound which has proved a versatile reagent in many fields of 

organic synthesis.3-8 The recently developed method for the preparation of 

acid chlorides by treatment of carboxylic acids or their salts with in- 

organic acid halides in the presence of catalytic amounts of dimethyl- 

formamide gives an interesting illustration of the action of (II) as a 

chlorinating reagent. This property of dimethylchloromethyleneammonium 

chloride (II) has also been exploited in the preparation of chlorinated 

derivatives of 1,3,5-triazine and of quinazoline. 8 

We have now found that compound (II) will also react with a number of 
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further heterocyclic systems containing the grouping -CO.NH-, for instance 

with nucleosides in which the sugar moiety has been acylated to protect it 

against the formylating action 5,6,9 of dimethylchloromethyleneammonium 

chloride (II). In the case of 2’,3’,5’-tri-O-benzoyl-6-azauridine lo (I) 

we have been able to direct reaction with the compound II along two distinct 

courses. Reaction of (I) with less than one equivalent of (II) - by treat- 

ment with thionyl chloride in boiling chloroform in the presence of a 

catalytic amount of dimethylformamide - readily gives a practically quanti- 

tative yield of the chloro derivative III, m.p. 149.5’-151.5’ (Found: C, 

60.70; H, 3.77;~ Cl, 5.90; N, 7.42. Ca1c.z C, 60.47; H, 3.85; Cl, 6.16; 

N, 7.30). On the other hand, treatment of the tribenzoyl derivative (I) 

with more than one equivalent of the reagent (II) in boiling chloroform 

leads to an interesting reaction resulting in a high yield of the dimethyl- 

amino derivative (IV), m.p. 177’-179’, undepressed on admixture of the 

product obtained by the action of dimethylamine on the chloro compound III 

(Found: C, 63-43; H, 4.77; N, 9.56; Calc.: C, 63.69; H, 4.82; N, 9.58). 
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TI= [(CH& N=CH-CC]+CC- R = c&CO - 
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The chlorine in (III) is very reactive. Thus the compound reacts with 

ammonia at low temperature to give a practically quantitative yield of 

2’,3’,5’-tri-O-benzoyl-6-azacytidine, m.p. 218’ (Found: C, 62.77; H, 4.51; 

N, 10.07. Calc.: C, 62.58; H, 4.35; N, 10.07). Removal of the benzoyl 

groups afforded 6-azacytidine, m.p. 222’-224’ (decomp.), undepressed on 

admixture of an authentic sample. 
10 

This procedure offers considerable 

advantages over the current method 
10-12 

for the preparation of L-amino 

derivatives of the pyrimidine nucleosides through the corresponding thio 

compounds. 

The reaction of dimethylchloromethyleneammonium chloride (II) with 

further heterocyclic systems is being examined, as is the detailed course 

of the reaction and the possibility of using the products in other syntheses. 
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