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Supplementary Information
General Methods: 1H NMR and 13C NMR spectra were recorded on a Bruker AC 300 or Avance 400 instruments; chemical shifts (() are reported in ppm relative to Me4Si; coupling constants (J) are reported in Hz and refer to apparent peak multiplicities. Mass spectra were determined on a Ribermag instrument. High resolution mass spectra were performed on a Varian MAT311 at the Ecole Normale Supérieure (Paris). Elemental analyses were done at the Regional Service of Microanalysis (Université Pierre et Marie Curie). Thin layer chromatography was carried out on silica-gel plates (Merck F254), spots were detected with UV light and revealed with KMnO4 solution. GC analyses were performed on a Agilent 6850 Series instrument equipped with a capillary column HP1 (30 m, Ø = 0.25 (m): program A: 70°C during 1 min then 20°C/min up to 250°C, program B: 150°C during 1 min then 20°C/min up to 250°C.

Baylis-Hilman adducts were prepared according to published procedures.

General procedure for the reaction of arylboronic acid with Baylis-Hillman adducts. A mixture of the Baylis-Hillman adduct (0.5 mmol), arylboronic acid (2 equivalents), [Rh(cod)Cl]2 (1.2 mg, 0.5 mol %) were placed in a flask and then methanol (2 mL) was added at room temperature. The flask was placed in a preheated oil bath at 50-55°C and the mixture was stirred until completion of the reaction (followed by GC analysis). Purification by silica gel chromatography (cyclohexane/ethyl acetate) afforded analytically pure products.

Methyl (E)-2-benzylbut-2-enoate 3a.
 Colorless liquid obtained in 90% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 8/2) Rf 0.67; GC (program A) tR = 6.0 min; 1H NMR (300 MHz, CDCl3):  1.90 (d, J = 7.1 Hz, 3H), 3.69 (s, 2H), 3.70 (s, 3H), 7.06 (q, J = 7.1 Hz, 1H), 7.16-7.29 (m, 5H); 13C NMR (50 MHz, CDCl3):  14.7, 32.0, 51.7, 125.9, 128.2, 128.3, 128.8, 131.9, 138.9, 139.6, 168.0; MS (EI, 70 eV) m/z (%): 190 (35), 158 (85), 130 (100), 115 (56), 91 (68).

Methyl (E)-2-(4-trifluoromethylbenzyl)but-2-enoate. Colorless liquid obtained in 86% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.17; GC (program A) tR = 6.0 min; 1H NMR (300 MHz, CDCl3):  1.89 (d, J = 7.2 Hz, 3H), 3.70 (s, 3H), 3.74 (s, 2H), 7.08 (q, J = 7.2 Hz, 1H), 7.40 (d, J = 7.9 Hz, 2H), 7.51 (d, J = 7.9 Hz, 2H); 13C NMR (75 MHz, CDCl3):  14.7, 31.9, 51.8, 124.2 (q, J = 280 Hz), 125.3 (q, J = 3.5 Hz), 128.3 (q, J = 24 Hz), 128.5, 131.1, 139.6, 147.8, 167.7; MS (CI, NH3) m/z 276 (M+NH4+); Anal. Calcd for C13H13F3O2 (258.24): C, 60.46; H, 5.07. found: C, 60.31; H, 5.27.
Methyl (E)-2-(4-methoxybenzyl)but-2-enoate. Colorless liquid obtained in 97% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.23; GC (program A) tR = 7.4 min; 1H NMR (300 MHz, CDCl3):  1.90 (d, J = 7.2 Hz, 3H), 3.63 (s, 2H), 3.70 (s, 3H), 3.77 (s, 3H), 6.81 (d, J = 8.7 Hz, 2H), 7.02 (q, J = 7.2 Hz, 1H), 7.10 (d, J = 8.7 Hz, 2H); 13C NMR (75 MHz, CDCl3):  14.6, 31.1, 51.7, 55.2, 113.8, 129.1, 131.7, 132.4, 138.4, 157.9, 168.1; MS (CI, NH3) m/z 238 (M+NH4+); Anal. Calcd for C13H16O3 (220.26): C, 70.89; H, 7.32. found: C, 70.71; H, 7.49.

Methyl (E)-2-(naphthalen-1-yl)but-2-enoate. Colorless liquid obtained in 92% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.15; GC (program A) tR = 8.8 min; 1H NMR (300 MHz, CDCl3):  1.82 (d, J = 7.2 Hz, 3H), 3.69 (s, 3H), 4.17 (s, 2H), 7.14 (d, J = 7.2 Hz, 1H), 7.26 (q, J = 7.2 Hz, 1H), 7.37 (t, J = 7.6 Hz, 1H), 7.48-7.59 (m, 2H), 7.72 (d, J = 8.4 Hz, 1H), 7.87 (d, J = 7.5 Hz, 1H), 8.14 (d, J = 8.4 Hz, 1H); 13C NMR (75 MHz, CDCl3):  14.6, 28.6, 51.8, 123.3, 123.8, 125.5, 125.9, 126.7, 128.7, 130.9, 132.1, 133.7, 134.6, 140.4, 168.3; MS (CI, NH3) m/z 258 (M+NH4+); Anal. Calcd for C16H16O2 (240.30): C, 79.97; H, 6.71. found: C, 79.59; H, 6.92.

Methyl (E)-2-(3-trifluoromethylbenzyl)but-2-enoate. Colorless liquid obtained in 77% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.17; GC (program A) tR = 5.9 min; 1H NMR (300 MHz, CDCl3):  1.89 (d, J = 7.2 Hz, 3H), 3.70 (s, 3H), 3.74 (s, 2H), 7.09 (q, J = 7.2 Hz, 1H), 7.35-7.38 (m, 2H), 7.41-7.45 (m, 2H); 13C NMR (75 MHz, CDCl3):  14.7, 31.8, 51.8, 122.9 (q, J = 3.7 Hz), 124.1 (q, J = 300 Hz), 124.9 (q, J = 3.6 Hz), 130.7 (q, J = 32 Hz), 131.2, 131.6, 139.6, 140.6, 167.7; MS (CI, NH3) m/z 276 (M+NH4+); Anal. Calcd for C13H13F3O2 (258.24): C, 60.46; H, 5.07. found: C, 60.31; H, 5.23.

Methyl (E)-2-(naphthalen-2-yl)dodec-2-enoate. Colorless liquid obtained in 92% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.25; GC (program B) tR = 10.8 min; 1H NMR (300 MHz, CDCl3):  0.94 (t, J = 7.5 Hz, 3H), 1.25-1.43 (m, 12H), 1.45-1.55 (m, 2H), 2.35 (app. q, J = 7.3 Hz, 2H), 3.72 (s, 3H), 3.90 (s, 2H), 7.07 (t, J = 7.5 Hz, 1H), 7.37-7.53 (m, 3H), 7.64 (s, 1H), 7.77-7.90 (m, 3H); 13C NMR (75 MHz, CDCl3):  14.1, 22.7, 28.8, 29.1, 29.3, 29.5, 31.9, 32.5, 51.8, 125.2, 125.8, 125.9, 126.2, 127.1, 127.6, 127.9, 130.6, 132.1, 133.5, 137.3, 144.8, 168.2; MS (CI, NH3) m/z  370 (M+NH4+); Anal. Calcd for C24H32O2 (352.51): C, 81.77; H, 9.15. found: C, 81.77; H, 9.29.

Methyl (E)-2-(2-methylbenzyl)dodec-2-enoate. Colorless liquid obtained in 89% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.31; GC (program B) tR = 6.2 min; 1H NMR (300 MHz, CDCl3):  0.88 (t, J = 6.7 Hz, 3H), 1.21-1.39 (m, 12H), 1.41-1.47 (m, 2H), 2.17 (app. q, J = 7.3 Hz, 2H), 2.35 (s, 3H), 3.62 (s, 2H), 3.68 (s, 3H), 6.94-6.97 (m, 1H), 7.03 (t, J = 7.3 Hz, 1H), 7.08-7.14 (m, 3H); 13C NMR (75 MHz, CDCl3):  14.0, 19.7, 22.6, 28.6, 28.8, 29.2, 29.3, 29.4, 31.8, 51.7, 125.9, 126.8, 129.9, 130.1, 136.1, 137.5, 145.1, 168.3; MS (CI, NH3) m/z 334 (M+NH4+); Anal. Calcd for C21H32O2 (316.48): C, 79.70; H, 10.19. found: C, 79.48; H, 10.39.

Methyl (E)-5-methyl-2-(4-methylbenzyl)hex-2-enoate. Colorless liquid obtained in 66% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 9/1) Rf 0.5; GC (program A) tR = 7.7 min; 1H NMR (300 MHz, CDCl3):  0.94 (d, J = 6.7 Hz, 6H), 1.78 (app. heptuplet, J = 6.7 Hz, 1H), 2.19 (app. t, J = 7.2 Hz, 2H), 2.31 (s, 3H), 3.66 (s, 2H), 3.70 (s, 3H), 6.96 (t, J = 7.5 Hz, 1H), 7.05-7.09 (m, 4H); 13C NMR (75 MHz, CDCl3):  20.9, 22.5, 28.4, 31.9, 37.9, 51.7, 128.0, 129.0, 131.5, 135.3, 136.6, 143.1, 168.2; MS (CI, NH3) m/z 264 (M+NH4+); Anal. Calcd for C16H22O2 (246.34): C, 78.01; H, 9.00. found: C, 77.82; H, 9.19.

Methyl (E)-2-benzyl-5-methylhex-2-enoate. Colorless liquid obtained in 87% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 9/1) Rf 0.43; GC (program A) tR = 7.2 min; 1H NMR (300 MHz, CDCl3):  0.93 (d, J = 6.6 Hz, 6H), 1.77 (app. heptuplet, J = 7.2 Hz, 1H), 2.17 (app. t, J = 7.2 Hz, 2H), 3.68 (s, 5H), 6.97 (t, J = 7.5 Hz, 1H), 7.08-7.20 (m, 5H); 13C NMR (75 MHz, CDCl3):  22.5, 28.4, 32.4, 37.9, 51.7, 125.9, 128.2, 128.3, 131.3, 139.8, 143.4, 168.2; MS (CI, NH3) m/z 250 (M+NH4+); Anal. Calcd for C15H20O2 (232.32): C, 77.55; H, 8.68. found: C, 77.44; H, 8.76.

Methyl (E)-2-benzyl-3-cyclohexylacrylate. Colorless liquid obtained in 32% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.28; GC (program A) tR = 8.7 min; 1H NMR (300 MHz, CDCl3):  1.13-1.30 (m, 5H), 1.56-1.72 (m, 5H), 2.37-2.53 (m, 1H), 3.66 (s, 3H), 3.69 (s, 2H), 6.75 (d, J = 10.2 Hz, 1H), 7.15-7.28 (m, 5H); 13C NMR (75 MHz, CDCl3):  25.5, 25.8, 32.1, 32.5, 38.0, 51.7, 125.9, 128.1, 128.3, 128.7, 140.0, 149.1, 168.4. MS (CI, NH3) m/z 276 (M+NH4+); HRMS (m/z): calcd for C17H23O2  259.1698,  found 259.1699.

Methyl (E)-2-benzyl-3-(naphthalen-1-yl)acrylate. White solid obtained in 80% yield according to the general procedure. Mp 75°C; TLC (cyclohexane/ethyl acetate, 9/1) Rf 0.46; GC (program B) tR = 7.1 min; 1H NMR (300 MHz, CDCl3):  3.81 (s, 3H), 3.83 (s, 2H), 7.10-7.25 (m, 6H), 7.40-7.43 (m, 2H), 7.54-7.57 (m, 2H), 7.83-7.88 (m, 2H), 8.39 (s, 1H); 13C NMR (75 MHz, CDCl3):  33.6, 52.1, 124.7, 125.2, 126.0, 126.2, 126.5, 128.1, 128.4, 128.6, 128.9, 131.5, 132.7, 133.4, 139.1, 139.7, 168.2. MS (CI, NH3) m/z 320 (M+NH4+); HRMS (m/z): calcd for C21H19O2 303.1385, found 303.1379.

Methyl (E)-2-benzyl-3-(4-nitrophenyl)acrylate. White solid obtained in 86% yield according to the general procedure. Mp 107°C; TLC (cyclohexane/ethyl acetate, 7/3) Rf 0.61; GC (program B) tR = 6.8 min; 1H NMR (300 MHz, CDCl3):  3.70 (s, 3H), 3.84 (s, 2H), 7.06-7.25 (m, 6H), 7.41 (d, J = 8.7 Hz, 2H), 7.84 (s, 1H), 8.10 (d, J = 8.7 Hz, 2H); 13C NMR (75 MHz, CDCl3):  33.2, 52.5, 123.8, 126.5, 127.8, 128.8, 129.8, 134.2, 138.2, 138.5, 141.8, 147.5, 167.8; MS (CI, NH3) m/z 315 (M+NH4+); HRMS (m/z): calcd for C17H16NO4 298.1079, found 298.1082.

Methyl (E)-2-benzyl-3-(4-chlorophenyl)acrylate. Colorless liquid obtained in 71% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 8/2) Rf 0.80; GC (program A) tR = 9.73 min; 1H NMR (200 MHz, CDCl3):  3.76 (s, 3H), 3.93 (s, 2H), 7.15-7.34 (m, 9H), 7.87 (s, 1H); 13C NMR (50 MHz, CDCl3):  33.1, 52.2, 126.2, 127.8, 128.6, 128.8, 130.5, 131.2, 133.7, 134.8, 139.0, 139.6, 168.0; MS (EI, 70 eV) m/z (%): 286 (35, M+.), 254 (35), 226 (53), 191 (100), 149 (25), 115 (38), 91 (31); Anal. Calcd for C17H15ClO2 (286.75): C, 71.20; H, 5.27. found: C, 71.07; H, 5.46.
Methyl 3,3-dideuterio-2-benzylacrylate 5a. Colorless liquid obtained in 63% yield according to the general procedure. TLC (cyclohexane/ethyl acetate, 95/5) Rf 0.42; GC (program A) tR = 5.4 min; 1H NMR (300 MHz, CDCl3):  3.64 (s, 2H), 3.74 (s, 3H), 7.06-7.25 (m, 5H); 13C NMR (100 MHz, CDCl3):  38.0, 52.0, 125.8 (qi, J = 96 Hz), 126.4, 128.5, 129.1, 138.7, 140.0, 167.4; MS (CI, NH3) m/z 196 (M+NH4+); HRMS (m/z): calcd for C11H11D2O2 179.1041, found 179.1046.

BH adduct 1h:

Colorless liquid obtained according to the literature1b in 14% yield after one week reaction. TLC (cyclohexane/ethyl acetate, 7/3) Rf 0.46; GC (program A) tR = 2.3 min; 1H NMR (300 MHz, CDCl3):  2.2 (br s, 1H), 3.78 (s, 3H), 5.84 (d, J = 0.9 Hz, 1H), 6.26 (d, J = 0.9 Hz, 1H); 13C NMR (100 MHz, CDCl3):  52.0, 61.8 (qi, J = 88 Hz), 126.0, 139.2, 166.8; MS (CI, NH3) m/z 136 (M+NH4+); HRMS (m/z): calcd for C5H7D2O3 119.0677, found 119.0679.
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