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Typical procedure represented by entry 1 of Table 1: Into
a
dry vial was loaded dichloromethane (5.0 ml), benzaldehyde (0.10 ml, 1.0 mmol) and S-ethyl thioacrylate (139 mg, 1.2 mmol). The resulting mixture was protected by nitrogen gas and cooled down to 0 °C. A solution of diethylaluminium iodide (25 wt% in toluene, 1.0 ml, 1.0 mmol) was then added into the mixture dropwise via a syringe within the period of 5 minutes.  The resulting yellow mixture was stirred for 7 h at 0 °C.  The reaction was finally quenched by saturated aqueous NaHSO3 (2.0 ml). The dichloromethane layer was separated and the aqueous layer was extracted with dichloromethane (3 x 8.0 ml).  The combined organic layers were dried over anhydrous magnesium sulfate and concentrated. Purification was carried out by column chromatography (ethyl acetate/hexane = 1:8, v/v) to give the product 1, 142 mg (64 % yield) as a colorless oil. 

1. 1H NMR (500 MHz, CDCl3): 1.23 (t, J = 7.5Hz, 3H), 2.89 (qd, J = 7.5, 1.5Hz, 2H), 5.61 (s, 1H), 5.83 (d, J = 1.0 Hz, 1H), 6.28 (d, J = 0.5 Hz, 1H), 7.27-7.32 (m, 1H), 7.33-7.38 (m, 4H); 13C NMR (125 MHz, CDCl3): 14.4, 23.2, 73.4, 123.8, 126.6x2, 127.9, 128.5x2, 140.8, 149.6, 194.0. 2. 1H NMR (500 MHz, CDCl3): 1.24 (t, J = 7.5Hz, 3H), 2.89 (q, J = 7.5 Hz, 2H), 2.97 (s, 1H), 5.57 (s, 1H), 5.83 (d, J=1.0Hz, 1H), 6.28 (s, 1H), 7.27-7.36 (m, 4H); 13CNMR (125 MHz, CDCl3): 14.4, 23.3, 72.8, 124.0, 128.0x2, 128.6x2, 133.7, 139.4, 149.3, 194.0. 3. 1H NMR ( 500 MHz, CDCl3): 1.23 (t, J=7.5Hz, 3H), 2.88 (qd, J=7.5, 1.5Hz, 2H), 5.59 (s, 1H), 5.83 (d, J=1.0Hz, 1H), 6.28 (d, J=0.5Hz, 1H), 6.98-7.08 (m, 2H), 7.29-7.38 (m, 2H); 13C NMR (125MHz, CDCl3): 14.4, 23.3, 72.8, 115.2, 115.4, 123.8, 128.3, 128.4, 136.6, 136.7, 149.5, 161.4, 163.4, 194.0. 4. 1H NMR (500 MHz, CDCl3): 1.23 (t, J=7.5Hz, 3H), 2.34 (s, 3H), 2.88 (qd, J=7.5, 2.5Hz, 2H), 5.58 (s, 1H), 5.85 (d, J=1.5Hz, 1H), 6.28 (d, J=0.5Hz, 1H), 7.12-7.18 (m, 2H), 7.22-7.26 (m, 2H); 13CNMR (125MHz, CDCl3): 14.4, 21.1, 23.2, 73.2, 123.6, 126.6x2, 129.2x2, 137.6, 137.9, 149.7, 193.9.  5. 1H NMR (500 MHz, CDCl3): 1.23 (t, J=7.5Hz, 3H), 2.75 (s, 1H), 2.88 (m, 2H), 3.80 (s, 3H), 5.57 (s, 1H), 5.85 (d, J=1.0Hz, 1H), 6.27 (d, J=0.5Hz, 1H), 6.84-6.91 (m, 2H), 7.26-7.31 (m, 2H); 13C NMR (125MHz, CDCl3): 14.4, 23.2, 55.2, 72.9, 113.9x2, 123.3, 128.0x2, 133.0, 149.9, 159.3, 193.9. 6. 1H NMR (500 MHz, CDCl3):  1.23 (t, J = 7.5Hz, 3H), 2.88 (qd, J = 7.5, 1.5Hz, 2H), 5.79 (s, 1H), 5.87 (d, J=1.0Hz, 1H), 6.32 (d, J = 0.5Hz, 1H), 7.40-7.54 (m, 3H), 7.77-7.91 (m, 4H); 13C NMR (125 MHz, CDCl3): 14.4, 23.3, 73.5, 124.1, 124.5, 125.6, 126.1, 126.2, 127.6, 128.1, 128.3, 133.0, 133.2, 138.2, 149.6, 194.1. 7. 1H NMR (500 MHz, CDCl3): 0.93 (d, J=6.5Hz, 3H), 0.94 (d, J=7.0Hz, 3H), 1.28 (t, J=7.5Hz, 3H), 1.36-1.60 (m, 2H), 1.73-1.86  (m, 1H), 2.87 (q, J=7.5Hz, 2H), 4.51 (dd, J=9.0, 4.5Hz, 1H), 5.82 (d, J=1.0Hz, 1H), 6.14 (s, 1H); 13CNMR (125MHz, CDCl3): 14.5, 21.8, 23.2, 23.3, 24.8, 45.4, 70.2, 122.2, 150.9, 194.4.  8. 1H NMR (500 MHz, CDCl3): 0.89 (s, 9H), 1.26 (t, J=7.5Hz, 3H), 2.90 (q, J=7.5Hz, 2H), 4.31 (d, J=1.0Hz, 1H), 5.76 (d, J=1.0Hz, 1H), 6.21 (s, 1H); 13C NMR (125 MHz, CDCl3): 14.5, 23.3, 25.8x3, 35.9, 79.5, 124.6, 149.0, 195.6.




