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gtaudingor and Kupfer' reported that l,l-dipbenylbydrasine and chloroform interacted 

in ethanolic potassium hydroxide to form a solid vbich they described as bensopbenone. 

Recently, Koga and Anselme3 have identified the substance as dipbenylomine; to explain its 

formation, they suggested an interaction of dichlorocarbene and the hydrasine as an initial 

step. Ke confirm the corrected identification and present here the results of our 

independent investigation which, however, do not permit us to assign any significant role 

to dicblorocarbene in the conversion. 

men air is not excluded, 1,1-dipbenylhydrasine in rtrm (aSo) ethanolic potassim 

hydroxide, 4 with or without chloroform, affords dipbenylamine -_- in about 60% yield. 

Dipbenylbydrazine with chloroform and etbanolic alkali under a nitrogen atmosphere is -_ 

largely unchanged; the only product (8% yield) containing the diphenylsmino frament is 

the dipbenylhydrazone of acetaldehyde, the aldehyde resulting frcm oxidation of the 

solvent by dichlorocarbene. 
5 

During the course of autoridations in ethanol at 25' or in benzene, z-nitrosodipbenyl- 

mine can be detected by thin-layer chromatography as an intermediate. Because the warm 

alcoholic alkali cleaves only trace amounts of the nitrosamine, saponification can 

account for no substantial amount of diphenylamine. Infrared spectroscopy revealed that 

the autoridation mixture liberates nitrous oxide, although the evolution is visually 

imperceptible. Confirming our speculation, we shored that dipheuylbydrazine and +itroso- 

dipbenylcmine in vans etbanolic alkali under nitrogen form dipbenylamine (75$ yield) and 

nitrous oxide. 
6 
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The following echeme is connietent with our obeervationer 

P$N-N4 + O2 oa', pbeN-N=O + 40 

Ph2N-NE2 + Ph2N-N=O .&+ Ph$-NM- -NPh2 - Ph2N-NR-N-O + Ph2N- % 

Fh#-NE-N=0 # l'h2N-N=NOli 
2s _F20. ph2NGWWO - Ph2N- + N20 

Pb2N- + Ii20 # Ph2NR + OE- 

Like 3-nitro-E-nitroeocarbaaole,' g-nitrorodipbenflarine aervee ae a nitroeating agent 

and convert8 the hydraeine into the nitrOaO&dmuine, which ie tantomeric with the bydroq- 

triazene. IiydroxJlemine and g-nitroeodipbenylamine, rational starting material6 for the 

lrydroqtriazene, in methanolic potaeeium hydroxide yield diphenyloaine and nitroue oxide. a 

We found that tetrapbenyl-2-tetrasene, becauee of ite etability in ethanolic alkali, cannot 

be an intermediate. 

Prcm our experimentel evidence, we conclude that the conversion of l,l-diphegl- 

wdrarine into diphenylemine in ethanolic potaaeiu hflroxide ia a complex procese with an 

essential autosidation step. When chloroform ir preeent, only a very minor role, at beet, 

can be assigned to dicblorocarbene in the transformation. 
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