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Herein we report conditions for the enantioselective conjugate addition of trialkylaluminium reagents to cyclic vinyl epoxides

catalysed by copper salts and chiral phosphorus-based ligands. Both opening products (SN2 and SN2
0 pathways) were obtained with

good enantioselectivity and moderate to good regioselectivity.
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Epoxidation with tert-butylhydroperoxide of chalcones catalyzed by DD-glucose-based crown ethers 1 yielded the (2R,3S)-products in

81–92% ee.
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The chemoenzymatic preparation of several substituted phenyl oxiranes is described. Both electronic and geometric effects of

substituents are considered.
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The synthesis of rhodiooctanoside 1 was achieved by the coupling reaction of 2,3,4-tri-O-acetyl-a-LL-arabinopyranosy bromide 2 and

n-octyl b-DD-glucopyranoside congener 3, which was obtained based on enzymatic b-glucosidation between DD-glucose and 1,8-

octanediol.
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The synthetic procedure allowed us to obtain all stereoisomers, depending on the experimental conditions. Ee up to 94% (chiral

HPLC). Absolute configuration: NOESY experiments.
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