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Abstract

We have established the optimal conditions for the Wittig reaction for synthesizing α-bromoacrylates with a high selectivity, and developed a simple and efficient one-pot procedure for preparing various conjugated acetylenic carboxylates in moderate to high yields.
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Typical Procedure: To a mixture of Ph3P (1.31 g, 5 mmol) and Br3CCO2Et (0.81 g, 2.5 mmol) in THF (6 mL) under argon was added a solution of p-nitrobenzaldehyde (0.19 g, 1.25 mmol). After heating at reflux for 3 h, the reaction mixture was cooled to r.t. A mixture of NaNH2 (0.78 g, 1.88 mmol) and t-BuOK (0.21 g, 1.88 mmol) in THF (3 mL) was added to the reaction mixture. After stirring at r.t. for 2 h, the mixture was diluted with Et2O, washed with brine, and dried over anhyd MgSO4. After evaporation of the solvent, the residue was separated by column chromatography on silica gel (hexane-EtOAc, 9:1) affording the product in 82% yield; mp 122-123 °C (lit.
   [3d]
  120-121 °C). 1H NMR (300 MHz, CDCl3): δ = 8.31 (d, J = 9.0 Hz, 2 H), 7.78 (d, J = 9.0 Hz, 2 H), 4.37 (q, J = 7.0 Hz, 2 H), 1.38 (t, J = 7.0 Hz, 3 H).
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