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Ring ftranspositions of heterocycles have been a topic of current interest L
As a continuation of our investigations of the fragmentation of hetercaryl N-
n1trenes,2 we have oxidized H—phenyl—l,2—d1am1n01m1dazole(1)3 and now report our
results briefly

Oxadation of I 1n penzene at reflux for 7 hrs witn freshly prepared manganese
dioxide gave 1in addition to tarry products, 5-phenyl-3-amino-1,2,4-triazine(II)
and 4-phenvl-1,2,3-triazole(III) 1n 22% and 20% yields respectively, in dioxane
at room temperature for 24 hrs, the yields of II and III were 15% and 34% Com-
pounds II and III were 1dentified by comparison with authentic samples No pro-

duct traceable to the fragmentation of a putative N-nitrene could be 1solated.
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While 1t 15 posszible to ascribe the formation of II to diazene-hydrazone
type rearrangement,u we prefer to postulate the formation of a C-nitrene (or
nitrenoid) as suggested by Takimoto and wewault 5 The ring opening of C-nitrene
IV to the cyanoimine hydrazine V followed by recyclization tce 5-phenyl-3-amino-
1,2,4~triazine(II) also finds precedent in the previously cited work > Further
oxi1dation of V to the diazoalkane VI followed by cyclization could yield 5-

phenyl-l-cyano-1,2,3-triazole
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hermes and Farsh™ had shown thas many a-diazo

~eyanoimines exist in tauto-

meric eguilibrium with oo

nding k-cyanotriazoles, The cyanation of 4-(5-)-

yielded what appears t©o be

wnilch was found to be surprisingly stable

indings suggest that V cyclizes di-

11t tle or no involvement & The o-
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diaro=N-ayanoimine VI. The scope of this reaction is currently under investiga-

tion
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