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DIENAMINES AS DIELS-ALDER DIENES. A NOVEL BENZANNULATION SEQUENCE.

*
Roger L. Snowden and Manfred Wist

Firmenich SA, Research Laboratories, 1211 Geneva 8, Switzerland

Abstract: Diels—-Alder reaction between (E)-dienamines 1 - 7 and methyl propiclate followed by
elimination of MeZNH from the intermediate cycloadducts III affords the aromatic methyl esters
8 - 14 in good yield.

The preceding Letter] describes an efficient sequence for the cycichexannulation of cyclo=
alkanones I using, as the key step, a Diels-Alder reaction between (E)-dienamines II and methyl
acrylate. We now report an analogous benzannulation sequence, I - IVZ, which involves the regio=
selective [4+2]cycloaddition of I1 (R'=H) with methyl propiolate and subsequent elimination of

MeZNH from the intermediate cycloadduct III3 (ef. Scheme). Accordingly, reaction of dienamines
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1 - 7 with methyl propiolate (1.5 mole equiv.) in toluene (10% solution) at 259 or 50° (ef.
Table) followed by treatment with silica gel at 60° during 2 h afforded the methyl esters 8 - 14
in good yield. This one-pot procedure thus allows the efficient construction of aromatic car=

boxylic esters IV from (E)-dienamines II with complete regiochemical contr014.
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Cond. o m.p(°C)
b
1 1 (n=1)| 25%sh o §8 (n=1) | 89 | 180 - 182°
2 (@\/\ 2 (n=2) | 25°/24h ( oMe 9% (n=2) | 76 | 152 - 155%°
3 & NMe, 3 (n=3) 25%/5h 10 (n=3) | 78 | 174 - 175°
4 e) "4 (n=8) | 50%24h (m.p. 113-5% 11 (n=8) | 52 | 181 - 182°
CO,Me
5 74[:::l\¢/\\ 5 50%/5h 74[:::[:::r/ 12 81 | 203 - 205°
CXthﬂe
6 6 50%/24h 13 83 | 144 - 146°
8s X ~CO,Me
7 7 25%/24h 3 14 82
NMe, 5 (m.p.31-3°), 179 - 181°
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