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This communication presents the fascinating transformation depicted below :
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The structural assignment for II is based on analytical ir, nmr, ms and uv data as well as chemical
studies on samples collected by preparative vpc » The development of the gross structure of the pyrolysis
product to Il, particularly the placing of the functional groups, was beset with apparently impossible
difficulties, Eventually it became possiblc to understand the novel and deep seated I + II change on the
basis of the identification of one of the minor products (v~ 2%) in the pyrolysis of I as S-E_n_d_o-bromo-Z-
bornanone (V) and the discovery of yet another intcresting transformation (III + IV). The formation of v4,
rationalized in terms of fragmentation of 1 to camphor (1)5 followed by bromination, showed the availabi-
lity of brominating species and the III + IV change led to the identification of the probable substrate
involved in the formation of 11, The 2,2-dinitrobornane, mp 107°, reported in the literature® is largely
(> 80%) camphornitrimine containing the desired III as the minor product. Chromatographic separation
could be cleanly effected to give pure III, mp 214°2,7, The high yield (61%) of the nitrile 1v8 in the

1IT + IV change precludes mechanisms based on simultaneous formation of another terpenoid fragment. This
change can be rationalized in terms of the further fragmentation of intermediate VI, which, in tumm,

could arise either by a sequence of free radical reactions leading with 2-nitrobornyl radical or via

nitrosonitrobornane formed by oxygen loss from Illg.
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Extension of the type of fragmentation envisaged above to bromonitrobornane (I) led to the key nitrile

1v, which was then readily linked to Il by sequence involving bromination similar to the I + V change-
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and dehydrobromination :
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The v - II llnk has been estab11shed by treatment of IV w1th Vn% at 140° The organ1c extracts
exh1b1ted ir and uv hlghly d1agnost1c of Illn, Whilst the location of Br in Ills inferred from nmr.
that of CN has been add1t1ona11y :ecured by the II » VIIconverclon. The structural assignment for the
crystall1ne sen1carbazone m 157°, is supported by ir, nmr, ms11 and the typical ms fragmentation

1eading to ions VIII and 1x!? :
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