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We find that pyrolysis of a number of keten-N-t-butylimines produces
isobutene and a nitrile. Thus, heating a solution of phenylmethoxycarbonyl-
keten-N-t-butylimine (lg)lin deuteriochloroform to 145-160° gives methyl
phenylcyanoacetate (gg); similarly, keeping a benzene solution of bis(trifluoro-
methyl)keten-N-_t_-bu’cylimine2 at 145° for one hour results in complete conversion

to isobutene and bis(trifluoromethyl)acetonitrile.3 Thermal decomposition of
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(trifluoromethyl)[tris(trifluoromethyl)eyclopropenyl Jketen-N-t-butylimine ( 1lc )4
in the gas phase at 450° under reduced pressure in a flow system results in
formation of 3,3,3—tr1f1uoro—2~[tris(trifluoromethyl)cyclopropenyl]propionitrile
(%g) in 64% yield; %SS has b.p. 62° (90 mm); m/e 351; ir max (CClu) 1905 cm-l;
1H—nmr (neat) quartet at Tt 5.9, J = 7 cps; 19F—nmr multiplets of equal
intensities at 6 + 61.3, 62.0, 69.9 and 70.8 (from external Freon® 11).
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Preliminary investigatlons show that the dlsappearance of lg followuws
first-order kinetics, the reaction 1z -> 23 having an activation energy of
30 kcal/mole and an activation entropy of -8 e.u. The latter parameter
indicates that the reaction 1s concerted; 1t could thus be considered to be
analogoug to the reversal of an ene reaction6 in which 2 is the ene and
isobutene the enophile. Models indicate that a cyclic six-membered transltion

state as depicted in the scheme is essentially strain J‘.‘ree.7’8
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