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For example: an oxidative rearrangement of (-)-vincadifformine to vincamine 

was observed both through a multistep procedure 
7 

and a onestep reaction 8,9 

A small amount (3 %) of vindoline dimer (8 j was also separated from 

the above reaction of & with Mn02. Rosazza et al. have isolated the same 

compouci from the microbial transformation of L 10 . Spectral data of the 

dimers obtained in different ways were indistinguishable. Rosazza et al. 10 

supposed an enamine intermediate (9) in production of 8. A similar enamine 
11 

= = 

(2) but in oxidized form possessing lactam and N-formyl group was 

isolated (10 0) as well as a result of oxidation of i with Mn02_ The 

structure of the new compound (2)ll (mp. 148-154 OC from diethylether) was 

elucidated by IR, MS and 
1 
H and l3 C NMR studies using also two dimensional 

HETCOR techniques. 
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4 IR: (KBr) 1750 cm -1 (ester C=O), 1640 cm -' 

(c = 1.157 CHCl3); 'H NMR 

(lactam C=O);jz::ig: -66.22O 

6 (CDC13) 0.84 (t, 3H, Czl-H3), 1.49 (q, 

ZP, C20-H2), 1.98 (s, 3H, -ococH3), 2.45 (dd, 1H c7-HA), 2.82 (m, lH, 
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C7-HB 1 t 3.12 (m, lH, ClO-HA), 3.74 and 3.78 (2xs, 2x3H, -OCH3), 3.86 (s, 

1H , C2-H), 4.02 (s, lH, C19-H), 4.51 (m! 1% %cHB) 4.62 (t, lH, C6 -H ), 

4.72 (br s, lH, NH), 5.56 (s, lH, C4-H), 6.26 (d, lH, C17-H), 6.30 (dd, lH, 

Cl5-H), 6.92 (d, lH, C14-H). MS m/e 456 (M+), 441. 425, 414, 413, 397, 

381, 355, 337, 325, 309, 297, 242, 200, 186, 174, 173, 160, 159, 158, 145, 

144, 143, 131, 130, 117, 108. 

5 IR: (KBr) 1740 cm-' (C=O):[aj$jg: +164.87 * (c = 1.185 CHC13);lH NMR 

6 (Ck-:j) 0.98 (t, 3H, C2l-H3), 1.73 (q, 2II, C20-H2), 2.18 (S, 3H, -OCOCH3), 

3.74 and 3.81 (2xs, 2x3H, -OCH3), 4.22 (br s, lH, C3-H), 5.57 (m, lH, C18-H), 

5.60 (S, lH, C15-H), 5.88 (d, lIi, C17-H), 6.52 (d, lH, C12-H), 6.78 (dd, 

lH, Clo-H), 7.32 (d, IL, Cg-H). MS m/e, 440 (M'), 439, 425, 411, 407, 397, 

381, 380, 379, 372, 363, 351, 339, 321, 293, 292, 291, 281, 280, 279, 200, 

174, 146, 145.5, 122, 121. 

5 11~: (KBr) 1740 cm-l (C=O),[a]:zg + 60.39 o (c = 1.007 CHCIL3);lH NMR 

6 (CCC13) 1.08 (t, 3h, C21-R3), 1.90 (q, 2H, C20-H2), 3.78 and 3.89 (2xs, 

2X3H, -cm3 ) , 4.16 (br s, lH, C3-h), 4.37 (br s, lH, C15-H), 5.57 (m, lH, 

Cla-H), 5.68 (d, lH, C17-H), 6.64 (d, lH, C12-H), 6.80 (dd, lH, Clo-H), 

7.33 (d, lH, Cg-H). HS m/e 398 (M+), 397, 383, 381, 369, 367, 365, 351, 

339, 330, 310, 281, 280, 279, 252, 200. 

7 IR: (KBr) 1730 cm-l (ester C=O), 1680 cm-'.and 1650 cm-l (amide C=O); 

ial 
20= 
583 

+187.24 * (c = 1.144 CHC13); 'H NMR 6 (CDC13 + DMSO-d6, 80 OC) 

0.83 (t, 3H, C21-H3), 1.36 (q, 2H, LY~~-H~), 1.92 (s, 3H, -OCOCH3), 2.65 

(br s, 2H, Cll-H2), 3.68 and 3.85 (~xs, 2x3H,-0Cf13),4.44(d, lH, C6-H), 4.48 

(s, lH, C19-H), 4.55 (s, lH, C2-H), 5.56 (s, lH, C4-II), 5.67 (t, lH, C7-h), 

6.78 (dd, lH, C15-H), 7.10 (d, lH, C8-H), 7.20 (br, lH, C17-H), 7.42 (d, 

1x1, C14-H), 8.80 (br, lH, WCHO); 13C NMR 6 (CDCl,, rt.). Most siqnals 

exhibit splittingsdue to amide rotational isomerism. 8.7 + 9.3 (C21), 

22.1 + 22.3 (C20), 46.8 + 46.1 (Cll), 50.2 + 50.6 (C12), 53.1 + 52.9 

(COOCH3j, 55.7 (ArOCH3), 56.7 + 56.6 (C5), 59.3 + 58.8 (C19), 69.5 -t 70.5 

(C21, 73.0 + 72.9 (C4), 75.4 + 75.3 (C6), 87.9 + 89.0 (C3), 98.0 t 103.9 

(Cl7), 111.1 (C15), 111.5 + 112.4 (C7), 123.2 f 121.9 (C14), 124.1 (Cl3), 

129.3 (CS), 141.4 + 141.1 (Cla), 158.4 + 159.0 (NCHO), 161.4 + 161.0 (C16), 

167.7% (ClO), 168.6* (OCO) 165.7* (COO) * interchangeable signals. MS m/e 

482 (M+), 453, 440, 438, 353, 323, 311, 283, 265, 238, 189, 188, 160, 145, 

132, 131, 109, 108. 

13C N14R data of 3 = (CDC13 + Me2SO-d6, 80 OC) and 4, 2, 5 (CDC13, rt.) 

can be seen on the fOrnWlaS. 
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