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in the frans complex and/or to the rate of an hypothetical intramolecular cis-frans
isomerisation. The same behaviour is found in the SnCl,-Me,O system, but with
faster exchange rates.
We acknowledge the support of ithe Fonds National Swisse de la Recherche Scientifique, throngh
grant 2.0490.73.
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(24. 1.75)

Zusammenfassung. In der vorliegenden Mitteilung wird erstials cin Zugang zu frans-N-
Aey), N-alkyl-1-amino-1, 3-butadiencn 4, sowic zu #ens-N-Acyl, N-aryl-1-amino-1, 3-butadicnen 4
beschrieben. Deprotonicrung von N-substituierten 1-Imino-2-butenen 2 fithrt vermutlich zu den
nicht isolierten delokalisierten Anionen 3, dic anschlicssend regioselektiv am Stickstoffatom
acyliert werden.

In order to achieve the stereocontrolled synthesis of substituted decahydro
quinolines [1] a general approach to trans-N-acyl, N-alkyl-1-amino-1,3-butadiencs?)
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) A mt}lﬁ step preparation of an endocycelic N-acyl-1-amino-4-cyano-1,3-butadicne has been
described in connection with the synthesis of anthramycin [2].
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was required. Direct acylation of N-alkyl-1-imino-2-butenes 2, readily prepared
from crotonaldehyde 1 and primary amines, with carboxylic acid anhydrides in the
presence of triethylamine or sodium acetate?) failed to give the desired dienamides 4.

However, treatment of the conjugated azomethines 2 with strong bases, such as
sodium methylsulfinylmethide or sodium hexamethyldisilazane at —40° to —60°
in toluene, followed by the addition of a 1,25 equivalent of acyl chloride furnished
stereoselectively the #rans-N-acyl-l-amino-butadicnes 4 (Sckeme) in good yields.
Typical spectral data and product yields are shown in Table 1.

The reaction scquence 2 — 4 presumably involves prior abstraction of a proton
Hy by the base to give a delocalized anion 3, which subscquently is acylated regio-
selectively at the nitrogen atom. The obscrved stereoselectivity accords with the
W-conformation®) of the intermediate anion 3.

In- contrast to the relatively unstable N,N-diethyl-1-amino-1,3-butadienc {7]
the dienamides 4 described here did not decompose on chromatography, distillation
and storage over several months in the freezer. However they may undergo elimination
to give 5 at temperatures greater than 200°. Thus, the diene 4 (R' = cyclohexyl,
R? = OCHj) at 215°/18 h in toluene (5%, solution) was converted to the urethanc 5
(R! = cyclohexyl, R2? = OCHj,) |8] (50, yield).

The class of compounds exemplified by 4 presumably could serve as valuable
diene component for both inter- and intra-molecular Diels-Alder-additions |1] [9].

Financial support of this work by Sandoz Ltd, Basle, is gratefully acknowledged.
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) Under thesc conditions azomethines are converted effectively to N-acyl-enamines [3].
%) For evidence concerning the W-shape of the pentadienyl carbanion see [6).




