
1,3-DIPOLAR CYCLOADDITION REACTION 

OFDIMETHYLACETYLENEDICARBOXYLATEWITHHYDRAZONES 

I ,3-Dipolar cycloaddition of aldehyde hydrazones(3) with dimethyl acetylenedi- 

ca rboxyla te (D~C)  without solvent gives r i s e  to  dimethyl 1,3-diphenylpyrazole-4,5- 

dicarboxylates(4), and in  some c a s e s  trimethyl 1 -phenylpyrazole-3,4,5-tricarboxyl- 

ate(5) as a by-product. In the c a s e  of p c h l o r o -  and p-rnethoxy-benaaldehyde 

phenylhydrazones, dimethyl 1 -phenyl-3-(psubstituted-phenyl)-pyrazolines(6c , d )  

are formed. In dimethylformamide as a solvent, the reaction gives the same product 

in  a similar yield, but when ethanol is used a s  a solvent,  only a small amount of 

the product is formed. 

In the presence of a la rge  excess  of DAC, the d i rec t  reaction of 2 , 4  : 3,5-di- 

0-benay1idenea1dehydo-D-riboseq-nitropheny1hydraaone(8) afforded th ree  products; - = 

C-glycosyl nucleoside, l-p-nitrophenyl(l , 3  : 2,4-di-2-benaylidene-Fribo-tetra- - 

hydroxybutyl)pyraaole-4, 5-dicarboxylate(9), 1 -p~itrophenylpyrazole-4,5-dicar- 

hoxylate(l0) and 2-methoxy-3,4,5-tricarbomethoxyfuran(l1), the l a t t e r  is formed 

on intermolecular thermal reaction of DAC. 

A photochemical reaction of phenylhydrazone(3b) and DAC afforded the same 

pyrazole(4b) and pnitrobenzophenone phenylhydrazone(l 2) and 1 -2-nitrobenzoyl- 

2-phenylhydraaine(l3). 



HETEROCYCLES, Val. 2, No. 2, 1914 



H,COOC COOCH, 


