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AN EFFICIENT ROUTE TO HOMOLOGATED PYRANOSIDIC CONJUGATED ENALS

Catherine BURNOUF, J. Cristobal LOPEZ*Q , Maria de los A. LABORDE, Alain OLESKER
and Gabor LUKACS *

Institut de Chimie des Substance Naturelles du CNRS, 91198 - Gif-sur-Yvette, France

Abstract : Mild acidic treatment of pyranosidic Of-alkoxy vinyl ethers affords homologated conju-

gated enals ready for hetero Diels-Alder reactions and for C-glycoside synthesis.

The use of carbohydrates as chiral building blocks for the synthesis of natural products imp-
lies a choice of the sugar derivativel’2 on the basis of easy accessibility, latent functionalities,
and versatility. Extension of the scope of carbohydrates as suitable building blocks relies on the
development of convenient key intermediates capable of meeting these requirements. In this context,
we have recently reported homologated pyranosidic conjugated enals3 and shown their versatility in
cycloaddition reactions3’4. A recent paper by Lipshutz et al.5 prompts us to report now an additional
methodology allowing simple access to previously unknown homologated pyranosidic conjugated enals

complementing the ones already described3’5.

The method proposed now allows the over-all transformation, as shown below, of a cis-diol6 into

a conjugated enal by taking advantage of the implications of the stannylene procedure7. As expected,
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when subjected to mild acidic treatment, ®-alkoxy vinyl ethers 1 - 5 are readily transformed into
the corresponding homologated conjugated enals 6 - 19? in excellent yields. Access to such pyranosi-
dic o -alkoxy vinyl ethers is provided by a Wittig-Horner reaction of the corresponding of-alkoxy
uloses or by hetero Diels-Alder reaction of former conjugated enal systems3. Compounds 4 and 5 re-
sult from this approachB.

Besides the potential of the new homologated conjugated enals for hetero Diels-Alder reactions,
compounds 9 and 10, containing a 1,5-dicarbonyl system, appear to be interesting building blocks

for alkaloid synthesis and 8 and 9 as starting materials for C-glycosidesg.
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(a): Treatment with pyridinium hydrochloride 0.1 M in pyridine, 25°C, 12 h.
{b): Treatment with 20% AcOH in water , 25°C , 1 h.
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