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LE ITTI 4

1,5-SIGMATROPIC SHIFT OF PROTON BY 1,3-DIPOLAR
CYCLOADDITION FIVE MBERED RINGS OF o-KETONITRONES

b b

J. Kuruc %, L. L. Rodina °, I. K. Korobitsyna

a) Chemical Institute Comenius' University, Mlynska doli-
na CH-1, 81650 Bratislava, Czechoslovakia.

b) Leningrad State University. Faculty of Chemistry, De-
partment of Organic Chemistry. 199164 Leningrad, USSR.

By interaction of E- and Z-isomers of 4-N-methylnitro-
no-2,2,5,5-tetramethyltetrahydrofuran-3-on (I-E,Z) with
DMEADA (2) formation of adduct (3) - 2-methyl-4,5-dicarbo-
methoxy-A‘-spiro-4(2,2,5,5-tetramethyltetrahydrofuran-3-
-on occurs. The Z-isomer exhibits much more reactivity in
this reaction.
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Lower react1v1ty of the E isomer was explained by ste-
ric hindrances for 1,3-cycloaddition process due to methyl
groups in o-position toward nitrono group.

The E-2-N-methylnitronoindan-1l-on (4-E) reacted with
DMEADA (2 ), however. according to the spectral characte-
ristic the reaction product (7) and not awaited adduct (5)
was isolated:
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1,3-cycloaddition must be accompanied with 1,5-sigma-
tropic shift of proton in thise case to explain the for-
mation of dimethyl ester 2-[3-(1-N-methylisoquinolonil) ]-
oxobutandionic acid (8).



