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FORMATION OF NITRONES FROM TERTIARY NITROALKANES
Walter Huggenberg and Manfred Hesse¥*
Organisch-chemisches Institut der Universitat zirich, Winterthurer-
strasse 190, CH-8057 Zirich

Summary: In the presence of KOtBu/THF the nitrcesters 5 - 8 cyclize to
the nitrones 9 - 12.

The aim of this investigation was to prepare ring enlarged carbocyclic
compounds. Starting with the nitroesters 5 - & it was expected1 to get
expansions by three carbon atoms. The nitroesters 5 - 8 were formed by al-
kylation of the 2-nitrocycloalkanones2 1 - 4 with ethyl (l-methoxycar~
bonylprop-z—enyl)carbonate3 in the presence of (Ph,P),Pd in THF® followed
by the hydrogenation (H,/10% Pd-C) with yields: 5 (76%), 6 (89%), 7 (88%),
8 (98%)6. Main experiments were done with the twelve-membered ring com-
pound 8. Without success was its treatment with Bu,NF and with lithium
2,2,6,6-tetramethylpiperidineamide, both in THF (main compbnent: 8). The
treatment of 8 with KOtBu in THF gave the nitrone 12, (67%). The structure
elucidation was done by X-ray analysis7. The analogues 9, 107, and 11 were
prepared too, (see Table).

By crystallization of the chromatographical pure products partly decompo-
sition occurred, which lead to significant lower yields of the pure pro-
ducts given in the Table. The eight-membered 11 could not be isolated in
pure form, it was registered in an unseparated mixture with other pro-
ducts. - The lower homologues of 5 - 8 with a C,;-side chain do not form
nitrones.

The nitrone formation is explained by a nucleophilic attack of the carb-
anion in a-position to the ester group at the nitrogen atom 8, followed by
loss of water. It is not clear whether the ester hydrolysis happened du-
ring the ring closure or by the work up.

The formation of nitrones from tertiary nitroalkanes seems to be a

hitherto unknown processg.
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28 1 141.6°P) | 1728 159.4 88.0| (5) (27) (100)
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a -
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