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(presumed (E)) when purified by vpc (Carbowax 

perature removal of the benzene under reduced 

20M at 120') although room tem- 

pressure caused no isomerization.6 

hv 
Pyrex 

HO 

4 5a I_ 5b -._ 

The structure of the initial azine 5a was established by treatment of the azine __ 

with acetone hydrazone in benzene solution. The resulting diazine 6' (stereo- 

chemistry undetermined) which was purified by vpc (10% SE-30 at 140') , was syn- 

thesized by treatment of pyruvaldehyde dihydrazone 9' with acetone. All spectra 

of the two samples of diazine 6, purified by vpc (10% SE-30 at 140') , were 

identical.g 

5a _-, 
Photolysis of 2,3-diazabicyclo[3.1.O]hexenes 1 by n,r* 

H,N 
#N 

9 

excitation of 

as0 group" causes cleavage of the weak C-N bonds. In the rearrangement of 

the 

epoxide 4 to azine 5, these bonds are actually strengthened, and the reaction 

seems to be dominated by a vinylagous epoxide-carbonyl rearrangement, the same 

as found when cyclopentadiene monoepoxide thermally rearranges to pentadienal." 

Strikingly, the uv maximum at 357 nm for epoxide 4 is similar to that for 3,5,5- 

trimethylpyrazolenine in EtOH, 355 nm (E 260). Contrastingly, azo compounds 1 

in hexane or ethanol have a maximum at 328-334 nm (E 149-335),larb similar to 

that for 3,3,5_trimethylpyrazoline at 325 nm (E 371) in MeOH.12 We therefore 

believe that in epoxide 4, there is substantial resonance between the epoxide 

group and the pi system of the azo moiety. As such, n,T* excitation weakens 

the epoxide bonds and initiates the well-known epoxide-carbonyl rearrangement. 

Thermolysis of epoxide 4 leads to a >90% yield of mesityl oxide.'" No 
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azine 5a-b was formed: _-. _ 

arranged to 5b and was --_ 

ground state manifold, 

reaction course. Such 

where the cyclopropane 
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a control experiment showed that at 175', azine 5a re- __ 

sufficiently stable to be detected if formed. In the 

the fragmentation of the weak C -N bonds dominates the 

is found in the thermal and photochemistry of compounds 1 

and azo groups weakly interact. 
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