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(Entry 2, Table 1) R, = 0. 46 (silica gel, hexane/EtOAc 3‘ 1); IR (film) v__, (cm™) = 2929 s, 2854
m, 2243 w (C=N), 1610 m, 1574 w, 1501 s, 1463 m, 1420 w, 1381 w, 1344 w, 1283 m, 1248 m,
1218 w, 1121 w, 1071 w, 1043 m, 977 w 920 w, 869w1 847 w, 805 w, 731 .w 710 w, 651 w,
603 w; '"H NMR (500 MHz, CDCl) 8—118(3 3 H), 121 (s,3H),1.27 (tdd, J,=13.6 Hz, J, =
40Hz,J,=1.1Hz, 1 H), 145(td J, =128 Hz, J, = 40%12 lH) 1.53(dd,J,=12.8Hz,J,=2.2
Hz, 1 H), 1.59-1.76 (m, 3 H), 1.89-1.96 (m, 2 H), 2.30 Cbg, J=12.8 Hz, 1 H), 2.35 (dd, J,=16.5
Hz, J,=1.5Hz, 1 H), 2.66 (d, J = 16.9 Hz, '1 H),"v2.76-2.;85 (m, 1H),291 (dd, J,=15.8 Hz, J, =
7.0 Hz, 1 H), 3.77 (s, 3 H), 6.68 (dd, J, = 8.4 Hz, J,=2.9 Hz, 1 H), 6.78 (d, J = 8.4 Hz, 1 H), 6.96
(d, J = 8.4 Hz, 1 H); ®C NMR (125 MHz, CDCL): § = 18.7, 18.9, 23.1, 24.8, 29.4, 29.5, 35.6,
37.7;'38.1, 38.2, 50.1, 55.2, 110.1, 111.1, 118.8, 126.6,5129.8, 150.2, 157.8; HRMS (MALDI)

calcd for CIQHZGNO M + H'] 284.2009, found; 284.2015. !
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(Entry 3, Table 1) R, = 0.22 (silica gel hexane/EtOAc 1: i) IR (film) v__ (cm™) = 2989 m, 2951
m, 2255 w (C=N), 1711 s, 1670 s, 1380 m, 1204 s, 1041 m; 'H NMR (500 MHz, CDCl) d=
519(dd, J, = 5.5 Hz, J,=11Hz, 1H),516(d,J=1.1 IjIz, 1 H), 4.78 (dd, J, = 5.5 Hz, J, = 4.0 -
Hz, 1 H), 4.71 (m, 1 H), 3.69 (s, 3 H), 2.99 (m, 2 H), 14] (s, 3H), 1.43 (s, 3 H); °C NMR (125
MHz, CDCL): &= 167.5, 165.4, 115.5, 114.9, 93.3, 81%.5, 80.1, 76.5, 51.1, 26.9, 26.0, 18.3;
-HRMS (MALDI): calcd for C ;H,,NO,Na [M + Na'] 276. OJ842 found: 276.0851.
3

(Entry 4, Table 1) R, = 0.25 (silica gel, hexane/EtOAc 1: 1) IR (film) v__(cm™) = 2988 m, 2951
m, 2254 w (C—N) 1712 s, . 1662 s, 1380 s, 1212 m, 1124 s 1046 m; 'H NMR (500 MHz, CDCl )‘
d= 5..81 (dd, J, =62 Hz,‘J2 =14 Hz, 1 H),550(d,J = q.8 Hz, 1 H), 4.82(dd, J, = 6.2 Hz, J, =
4.4 Hz 1 H), 4.46 (m, 1 H), 3.72 (s, 3 H), 2.86 (d, J = 6.6 Hz, 2 H), 1.46 (s, 3 H), 1.43 (S;' 3 H);
®C NMR (125 MHz, CDCL): § = _170.2, 166.8, 116.0, 11!4.0, 95.6,79.6, 78.7, 77.2, 51.3, 26.3,
25.3, 18.5; HRMS (MALDI): caled fdr C,H NO,Na [M +1
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Na+.] 276.0842, found: 276.0852.

(cm™) = 2953 s, 2929

max

(Entry 5, Table 1) R, = 0.50 (silica gel, hexane/EtOAc 2:;1); IR (film) v
s, 2244 w (C=N), 1710 m, 1462 m, 1385 m, 1252 m, 109£ s, 836 m, 773 m; 'H NMR (600 MHz,
CDCL): 6 =2.97 (d, J = 3.5 Hz, 1 H), 2.62 (dd, J, —149‘Hz J,=4.8 Hz, 1 H), 2.45 (m;, 1 H),
2.27 (dd, J, -149Hz J,=11.9Hz, 1 H) 1.72 (m, lH) 1‘60(m 2 H); 1.49 (m, 1 H), 132(m 2
H), 1.24 (m, 1 H), 106(s 3 H), 086(s 9H) 0.81 (s, 3H) 0.76 (s, 3 H), 0.01 (s, 3H), 0.00 (s, 3
H) C NMR (150 MHz, CDCL): § = 1788 85.6, 49.9, 477 47.6, 34.0, 27.8, 26.9, 25.7, 20.9,
20.0,19.5,17.8, 13.6, 12.3, -4.0, -4.6. 1
| | |

(Entry 6, Table 1) R 0.62 (silica gel hexane/EtZO 3 1); 1 IR (film) v_ (cm',l) =2917 s, 2858 m,

2247 w (C=N), 1459 m, 1424 w, 1389 w, 1365 w; 'H NN‘IR (400 MHz, CDCL,): 6 =2.34 (g, J =

7.3 Hz, 1 H), 2.21 (t. J = 6.4 Hz, 2 H), 2.10 (dd, J, = 11.2 Hz, J, = 5.9 Hz, 1 H), 1.72-1.94 (m, 5

H), 1.25-1.36 (m, 2 H), 1.23 (s, 3 H), 0.84 (s, 3 H); “C NMR (100 MHz, CDCL): § = 119.3, 44.9,
40.3,39.5,32.4,26.4, 23.8,23.4,22.9, 21.6, 19.8.
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(Entry 7, Table. 1) R,=0.24 (sﬂlca gel, hexane/EtOAc 3 <1) IR (film) v (cm") = 2988 m, 2936
 m, 2254 w (C=N), 1458 w, 1417 w, 1381 m, 1308 w, 1256m 1213 s, 1169 m, 1142 w, 1103 m,
1071 s, 1006 's, 942 w, 917 w, 890 m, 861 w, 803 w 766 w 688 w, 650 w, 624 w; HNN[R (500
MHz, CDCL): § = 1.32 (s, 3 H), 1.34 (s, 3H) 1.43 (s, 3H) 152(s 3 H), 2.63 (dd, J, = 16.5 Hz,
J,=6.6 Hz, 1. H), 2.68 (dd, J/, = 16.5 Hz, J, = 7.3 Hz, lH) 404 (td,J,=70Hz,J,=1.8Hz, 1
H),4.22(dd,J,=7.7Hz,J,= 1.8 Hz, 1 H),4.32(dd, J, = {5.1 Hz, J,=2.6 Hz, 1 H), 4.64 (dd, J, =
7.7 Hz, J, = 2.6 Hz, 1 H), 5.48 (d, J=5.1Hz, 1 H); 13CN"1\/IR(1251\/H-IZ CDCL): § = 193‘ 24.4,
24.8, 25.8, 26.0, 64.3, 70.2, 70.7, 71.1, 96.3, 109.0, 109 8, 117.0; HRMS (MALDI) caled for
C,H, ,NONa [M + Na'] 292 1155, found: 292. 1153.

(Entry 4, Table 2) R, = 0.39 (silica gel, hexane/EtOAc 4:1); IR (film) v__ (cm™) = 3079 w; 2993

m, 2945 s, 2874 m, 2240 w (C=N), 1700 s, 1648 w, 1458 s, 1373 m, 1312 w, 1227 m, 1180 m,
911 m, 880 m, 734 m; 'H NMR (400 MHz, CDCLY: § =467 (d, J = 1.8 Hz, 1 H), 4.59 (1, /= 18
Hz, 1 H),2.53 (dd, J, = 16.7 Hz, J, = 2.1 Hz, 1 H), 2.35-2149 (m, 2 H), 2.28 (m, 1 H), 2.09 (dd, J,
=167 Hz, J, = 1.2 Hz, 1 H), 1.81-1.99 (m, 4 H), 1.66 (birs, 3 H), 1.55-1.64 (m, 2 H), 1.34-1.54
(m, 11 H), 1.07-1.33 (m, 5 H), 1.05 (s, 3H), 103 G, 3H§, 1.00 (s, 3 H), 0.96 (s, 3 H), 0.91 (s, 3
H); °C NMR (100 MHz, CDCL): § = 217.8, 1489, 1190 1104, 68.1, 54.7, 49.5, 47.8, 41.2,
471,459, 42.6, 40.6, 394, 37.9, 36.7, 36,4, 34.0, 333, 314, 29.0. 26.8. 26.5. 24.8, 211 209,
19.5,19.0, 15.9, 15.7, 14.6.

(Entry 5,’Table )R = 0.40 (silica gel, hexane/EtOAc '1“1); IR (film) v__ (cm") = 2961 s, 2245

w (C=N), 1737 s (C=0), 1453 m, 1374 m, 1046 w; 'H NMR (500 MHz, CDCL,): § =2.53 (dt, J,
=73Hz, J,= 1.4 Hz, 2 H), 2.44 (m, 1 H), 2.11 (t, J = 4.4sz, 1 H), 2.00 (m, 1 H), 1.82 (m, 1 H),
1.63 (m, 2 H), 1.45 (m; 1 H), 1.28 (m, 1 H), 1.00 (s, 3 H)1 0.89 (s, 3 H), 0.88 (s, 3 H); "C NMR
(125 MHz, CDCL): § = 219.9, 119.2, 48.0, 46.2, 45.9, 3;0.9, 25.1, 23.6, 20.1, 19.4, 19.0, 16.0,
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9.4; ESIMS (CH,,NO): m/z (%) 205 ((M'], 50).




1
© 2000 American Chemlcal Society, Org Lett., Nlcolaou 01000102u Supporting Info Page 4

o B
(Entry 6, Table 2) R, = 0.10 (silica gel, hexane/EtOAc 1: 1) IR (fllm) v (cm™) = 2940 s, 2869
s, 2245 w (C=N), 1668 s, 1615 m, 1454 br m, 1231 rn,J 916 m, 732 s; 'H NMR (500 MHz,
CDCL): 6 =5.68 (s, 1 H), 2.17-2.43 (m, 6 H), 1198 (m 2. iH), 1.81 (m 3 H), 1.65 (m, 2 H), 1.51
(m, 2 H),‘ 1.18-1.45 (m, 5H), 1.15(s,3H),1.13(d, J = 6.6} Hz, 3 H), 0.87;1.10"_(m, 3H),0.70 (s,
3 H); °C NMR (125 MHz, CDCL,): § = 199.2, 171.0, 123§7 1187, 55.5, 54.6, 53.4, 42.3, 39.1,
38.4,35.5,35.4, 33.8, 33.4, 32.6, 31.7, 27.8, 24.6, 23.9, 208 19.1, 17.2, 11.9; HRMS (MALDI)
caled for C,,H,,NO, [M + H'] 340.26335, found: 340. 2620.
!
(Entry 7, Table 2) R, 0.19 (silica gel, EtOAc/hexane 3:4)}; IR (film)v__ (cm™) 3070 w, 2957 s,
2931 s, 2857 m, 2250 w (C=N), 1710 s (C=0), 1588 w, 14169 m, 1443 m, ‘1427 m, 1394 w, 1307
s, 1146 s, 1109 s, 1080 s, 1022w 976 w, 912 m, 822 w, 802W 734 s, 705 s, 614 w; HN]\/[R
(SOOMHZ CDCl,) 6 1.02 (s, 9 H), 117(s 3 H), 1.27 (s, 3H) 1.50-1.67 (m, 3 H), 1.68-1.75 (m,
- 1 H), 1.99 (dd, J, = 14.7 Hz, J, = 1.8 Hz, 1 H); 2.10 (4, J‘:— 16.5 Hz, l H), 2.24 (ddd, J, = 15.0
Hz, J,=12.5 Hz, J,= 4.8 Hz, 1 H), 2.35-2.47 (m, 2 H), 2.51_ -2.60 (m, 1 H), 2.70 (d, J = 16.9 Hz,
1 H),3.39(s,1H),343 (dd, /,=14.7Hz, J,=4.0 Hz, 1 Iji), 3.52-3.60 (m, 2 H), 3.62-3.67 (m, 1
H), 4.47 (dd, J, = 7.0 Hz, jz = 4.0 Hz, 1 H), 7.36-7.47 (m, 8H) 7.48-7.53 (m, 1 H), 7.62-7.68 (m,
4 H), 7.86-7.90 (m, 2 H); °C NMR (125 MHz, CDC13) d L91 26.6, 26.8, 27.5, 28.0, 28.8, 35.8,
36.3, 36.8, 38.2, 40.4, 43.6, 49.7, 60.6, 63.4,v 71.9, 76.25, 118.7, 127.65, 127.7, 128.1, 129.2,
129.6, 133.4, 133.5, 133.9, 13555, 135.6, 139.1, é10.3; HRMS (MALDI) caled for

A

C,H,NO_SSiNa [M + Na] 692.2858, found: 692.2865.




