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5-Aryl-2-lZ,1-dinifrophenyl-DNPltetrorole~ 1 have been ore- 
oared in excellent yields by treating the nppropriate 5 -~ ry l -  
tetrmoler with I-fluoio~2.4~dinitiobbbbbbb in acetonelNEts at 
mom temperalure. 
Due lo the electron offrosting DNP rubdituent cornooundr 1 
ore thermally much more lobile fhon other 2.5-diovltefrode3. 
They decompose cie.n1y with nitrogen avoiution on heating in 
boiling benzene yielding nitrilimine intermedioler 2. Anempted 
13-dipolar cyclooddifion$ of 2 and dimethyl ocetylenedisarbo. 
xylafe or dielhyl maleate failed. A loafer intramolecular r m -  
bilizotion reoclion leads to I-oroyiox~-6-nilrobenzottiiiiI11 3 
or the fino1 produslr in yields over 93%. Theimolpis of 1 at  
higher tempemture. did not o1ter this reaction pafhway and in 
no sore products ariring from oitrilimine iragrnenta8on. ArCN 
and X6)-nitrobenrofurox.n. formed rim either intramolecular 
r.3.diooiar cycloaddition or onchimeric asrirted lorr of ArCN, 
have been found. 

The mechonirm of this tranrformufion Tnvolvin i n h  1.7-di- 
polar electrosyclis ring closure, will b s ' d i r c u d  Ar an exam- 
ple for the use of the reaction in heterocyclic synthelir the 
mod" formation of condenred 8-azopuriner 1 from 46-dichloro- 
-5-nitropyrimidine will be described. Some of the tetrmoler 1 
0" exploliver. 
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Reaction of o-chlorbenroyl acetonitrile Mth carbon dirvlfide 
oocvied in the presence of rodivm hydride and lollowing olkyl- 
ation to give i-fhiochromoner 1. A mechanism for the sscliso. 
tion ir dircvrred. The cornpoundr I are rvitoble rubr lncer for 
the synfhe$k of thienol2.3.bll-thiochromones 2 by nitrile cysli. 
mtion. 
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SOME HETEROCYCLIC DIAZOKETONS 
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Heterocyclic dioro compounds are impomof rjnfhons lor the 
~repwof ion of different heterocyclic wrtemr and in amtransfer 
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Some other thermal ond photochemical Lmnslorrnofions will be 
dissvrred. 
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. . 
Funhermore. an extention of this method was made to the ryn. 
therir of benzolnchnar of five. six and reven membered rings 
under . similar condition (4-5). 




