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Stereoselective synthesis of (£)-a-bromoacrylate derivatives using our new reagent (Faculty of
Engineering, Gifu University) OSaki Ota, Miki Idota, Kaori Ando

Stereoselective synthesis of trisubstituted alkenes is one of the important problems to be
solved in the synthesis of bioactive natural products and pharmaceuticals. a-Bromoacrylates 1
are important synthetic intermediates because they are converted to various trisubstituted
alkenes with retention by coupling reaction. The reagents, 2a based on Still's reagent, and 2b
based on Ando's reagent, have been developed for their syntheses. These give (£)-1 by the
reaction with various aldehydes with high (E)-selectivity. However, both have problems with
the selectivity, yield, and reproducibility of the monobromination reaction during reagent
synthesis, as well as with the selectivity of some HWE reactions. In this study, we prepared the
reagent 2¢, and studied the HWE reaction of 2¢. 2¢ was obtained by bromination of 3 prepared
from diphenyl phosphite. The bromination gave 2¢ in high selectivity and the reaction
procedure is easy. 2¢ reacted with various aldehydes to give (E)-1 in 89-99 % high selectivity
and high yields, and the selectivity of HWE reaction is higher than that of 2a and 2b, and the
reaction could be carried out at even 0 °C.

Keywords : (E)-a-bromo-o,f-unsaturated esters; Horner-Wadsworth-Emmons reaction;
trisubstituted alkenes, stereoselective synthesis
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