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Supplementary Material
NMR data in THF-d8
2b 1H (C6D6): 7.4 – 6.6 (ov m, N-Ar, C-Ph + cat’, 12H), 5.57, 5.11 (s, =CH2), 1.15 (9H, t-Bu). 13C (C6D6): 148.5 (C=CH2), 147.6, 146.7, 146.4,(ov, 2C), 137.0 (ipsos of N-Ar, C-Ph, cat’), 128.8 (ov, 2C), 126.5 (C-Ph), 126.3 (q, 3.5, meta of N-Ar), 125.2 (q, 33, ipso of N-Ar), 121.8 (ortho of NAr), 119.3, 113.4, 109.9 (cat’), 34.7 (t-Bu C), 31.7 (t-Bu CH3), CF3 not observed. 3b 1H:  7.6-6.9 (ov m, Ph + cat’, 12H), 5.28 (q, 7), 1.76 (d, 7, 3H), 1.15 (9H, t-Bu). 13C: 149.4, 148.0, 147.2, 146.4, 144.1 (ipsos of C-Ph, NAr and cat’), 129.2, 128.1, 127.6 (C-Ph and ortho of N-Ar), 127.9 (para of C-Ph), 126.4 (q, 3.5, meta of NAr), 119.2, 111.9, 109.9 (cat’), 58.6 (C-N), 35.3 (t-Bu C), 32.1 (t-Bu CH3), 20.0 (CH3). 4b 1H: 7.8 – 6.8 (ov m, N-Ar, C-Ph, cat’), 5.62 (‘tr’, 8), 2.34 (dd, 16, 8.5), 2.22 (dd, 16, 8), 1.31 (CH3 of NBcat’), 1.29 (CH3 of CBcat’). 13C: 149.4, 149.1, 148.1, 147.2, 147.0, 146.9, 146.4, 144.3 (ipsos of CPh, NAr, and cat’), 129.3, 128.6, 127.9 (ortho, meta of C-Ph and ortho of N-Ar), 128.1 (para of C-Ph), 127.8 (q, 32, ipso of N-Ar), 126.5 (q, 3.5, meta of NAr), 125.5 (q, 271, CF3), 120.0, 119.2, 111.9, 111.3, 110.3, 110.0 (cat’), 60.5 (C-N), 35.3 (t-Bu C), 32.1 (t-Bu CH3), 18.0 (br, C-B). 5b 1H: 7.8 – 6.8 (ov m, N-Ar, C-Ph, cat’), 6.08, 3.29 (d, 13), 1.32 (9H, t-Bu of NBcat’), 1.28 (ov, 18H, t-Bu of CBcat’). 13C: 62.8 (C-N), 18.2 (br, C-B).

2c 1H (C6D6): 7.68 (dm, 7, 2H), 7.4 – 6.6 (ov m, 8H), 6.52 (dm, 7, 2H), 5.12, 5.03 (s, =CH2), 1.08 (9H, t-Bu). 13C: 149.2 (C=CH2), 155.1, 150.7, 147.0, 145.5, 139.4, 131.3 (ipsos of N-Ar, C-Ph and cat’), 128.4, 128.3, 127.5, 127.0, 121.2 (C-Ph, N-Ar), 118.7, 112.4, 111.0, 109.6, (cat’ + N-Ar), 106.1 (=CH2), 55.4 (OCH3), 34.6 (t-Bu C), 31.7 (t-Bu CH3). 11B (110°C): 21.8.  3c 1H 7.4 – 6.7 (ov m, N-Ar, C-Ph, cat’), 5.03 (q, 7), 3.61 (OCH3), 1.65 (d, 7, CH3), 1.31 (t-Bu). 13C: 157.7, 149.8, 147.7, 145.8, 144.9, 132.2 (ipsos of N-Ar, C-Ph and cat’), 131.6, 128.6, 128.2, 128.1, 127.6, 120.7, 112.4 (C-Ph, NAr), 118.6, 111.0, 109.6 (cat’), 58.9 (C-N), 55.7 (OCH3), 35.3 (t-Bu C), 32.1 (t-Bu CH3), 19.9 (CH3). 11B (110°C): 25.8.  4c 1H 7.7 – 6.6 (ov m, N-Ar, C-Ph, cat’), 5.56 (dd, 9.5, 7), 3.39 (OCH3), 2.21 (dd, 16, 9.5), 1.96 (dd, 16, 7), 1.36 (CH3 of NBcat’), 1.32 (CH3 of CBcat’). 11B (110°C): 35.1 (B-C), 19.8 (B-N).   5c 1H 7.7 – 6.6 (ov m, N-Ar, C-Ph, cat’), 6.17, 2.95 (d, 13), 3.20 (OCH3), 1.35 (9H, t-Bu of NBcat’), 1.29, 1.27 (9H, t-Bu of CBcat’).

2d (reactive isomer) 1H (C6D6):  7.5 – 6.6 (ov m, N-Ar, C-Ph, =CH), 2.94 (OMe), 1.14 (t-Bu). 2d’  7.5 – 6.6 (ov m, N-Ar, C-Ph, =CH), 3.15 (OMe), 1.15 (t-Bu). 3d 1H  7.5 – 6.6 (ov m, N-Ar, C-Ph, cat’), 5.16 (dd, 9.5, 6.5), 3.60 (dd, 14, 9.5), 3.37 (dd, 14, 6.5), 1.33 (t-Bu). 13C: 158.2, 149.2, 147.0, 145.5, 142.8, 139.5, 136.6 (ipsos of C-Ph, NAr, Bcat’), 130.0, 129.5, 128.7, 128.6, 128.2, 114.2 (NAr + C-Ph), 127.5, 126.5 (para of C-Ph), 118.6, 110.9, 109.6(cat’), 54.8 (OCH3), 66.3 (C-N), 40.2 (CH2), 34.7 (t-Bu C), 31.7 (t-Bu CH3). 4d 1H: 5.78,  4.14 (d, 12.5), 3.58 (OMe), 1.33 (CH3 of NBcat’), 1.28 (CH3 of CBcat’). 13C: 66.9 (C-N), 55.6 (OMe), 37.9 (br, C-B). 

2e (reactive isomer) 1H (C6D6):  7.5 – 6.6 (ov m, N-Ar, C-Ph, cat’), 5.67 (q, 7, =CH), 1.70 (d, 7, CH3), 1.12 (t-Bu). 2e’ 1H:  7.5 – 6.6 (ov m, N-Ar, C-Ph, cat’), 6.11 (q, 7, =CH), 1.49 (d, 7, CH3), 1.14 (t-Bu). 3e 1H:  7.54 (dm, 8, 2H, NAr),  7.4 - 7.1 (ov m, 7H, NAr, CPh, cat’), 7.03 (dd, 8, 2, cat’), 6.97 (d, 8, cat’), 6.58 (d, 7.5, Ph), 4.88 (dd, 9.5, 6, CHPh), 2.23 (ddq, 14.5, 9.5, 7.5, CH2), 2.15 (dqd, 14.5, 7.5, 6, CH2), 1.33 (9H, t-Bu), 1.09 (tr, 7.5, 3H, CH3). 4e is a mixture of diastereomers which gives -Me-styrene upon hydrolysis. 
