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The 1,3=Dipolar Cycloaddition of N-a-Hydroxybenzylidene-N’-phenylhydrazine 
Inner Salt 

By NAZAR SINGH,* SURESH MOHAN, and J. S. SANDHU 
(Department of Chemistry, Punjabi University, Patiala, India)  

DIPOLAR cycloadditions of nitrile imines to multiple bonds 
of many kinds have been rep0rted.l We report on the 
dipolar cycloaddition of nitrile imines to conjugated imines. 
N-a-Hydroxybenzylidene-N’-phenylhydrazine inner salt 

(I) was prepared in situ by the action of triethylamine 
on N-a-chlorobenzylidene-N’-phenylhydrazine and was 
treated with an equivalent quantity of cinnamylideneaniline 
(11) in dry benzene a t  room temperature for 20 hr. Tri- 
ethylamine hydrochloride separated and was filtered off, 
and the residue left on removal of the solvent was crystal- 
lized from benzene-hexane (1 : 1) to give a 1 : 1 addition 
product (yellow crystals m.p. l l O o )  in 75% yield. The 
structure of the adduct as the A2-1,2,4-triazoline (111) is 
supported by elemental analysis, i.r., n.m.r., (60 Mc./sec.), 
and mass spectra. The nitrile imine (I) added preferenti- 
ally to the C = N  rather than the C=C bond of the con- 
jugated imine. The presence of the trans-HC=CH bond 
in the cyclo-adduct (111) is indicated in the i.r. spectrum at  
877, 895, 915, and 975crn.4 (975 cm.-f band being the 
strongest) and by the two olefinic proton signals in the 
n.m.r. sDectrum in the region T 3.2-3.6 as these are in the 

same region in the conjugated imine (11). The mass 
spectrum of the adduct (111) gave a base peak at  m / e  401 
(calc. 401) and other major fragment-ion peaks including 
the ions a t  m / e  324 (401 - C,H,),  310 (401 - C,H,N), and 
298 (401 - CgH,). 

Ph?: N S - P h  + PhCH: CHaCH: NPh 

(11) I 

We thank Prof. C .  R. Kanekar of the Tata Institute of 
Fundamental Research, Bombay, for the n.m.r. spectrum, 
and Dr. J. H. Bowie of the University of Adelaide, for the 
mass spectrum. 

(Received, February 17th, 1969; Corn. 218.) 

1 R. Huisgen, M. Seidel, G. Wallbillich, and H. Knupfer, Tetrahedron, 1962, 17, 3 ;  R. Huisgen, R. Grashey, M. Seidel, H. Knupfer, 
and R. Scltevilf, Annalen, 1962 658, 169; R. Huisgen, R. Grashey, H. Knupfer, and M. Seidel, Chem. Bey., 1964,97, 1085. 


