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O _H 1) 1*-~AcOH-K,CO4 2) 2, NayCOj3 CO,Et
(1 mol%) DCM-H,0, rt; H
- » compound A** > CO,Et
THF—t-AmOH AcOH, rt;
CO,Et rt, 83% TFA, 0 °C, 59%

3) BHy-SMe,, THF

0°C, 94%
4) 3 (excess), LDBBA*** 6) p-TsOH, HgCl,, BF3-OEt, OH
toluene—THF-hexanes _ compound B DCM-MeOH, 40 °C, 62% N N H
- i A
0°Ctort, 61% (C23H26N2082) - 7) smi, H,0, THF, NaH  HCOzMe
5) p-TsOH, DCM-MeOH 65% (>95:5d.r.)
—78 10 45 °C, 48% (=)-rauwolscine

*Mechanism for the enantioselectivity is not required to be answered.

**compound A "H NMR (500 MHz; CDCl3): 6 6.60 (d, J = 6.0 Hz, 1 H), 5.37 (dd, J =6.0, 6.0 Hz, 1 H),
4.18-4.11 (m, 4 H, Et), 3.37 (t, J=6.5Hz, 1 H), 3.31 (q, J = 6.5 Hz, 1 H), 3.07 (dd, J = 17.5, 7.0 Hz, 1 H),
2.38 (dd, J =17.0, 6.5 Hz, 1 H), 1.26-1.21 (m, 6 H, Ef)

***LDBBA = lithium diisobutyl-tert-butoxyaluminum hydride
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1) t-BuLi, A, Cul-SMe ,, Et,0, Pentane, -78 °C
then HMPA , B, 57%

2) PhMe,SiLi, Cul, DIBAL, HMPA, MeLi, THF, -78 °C o .Q Cl ci
then CI3CCOCI, 61%

b
-

3) CuBr, 4,4'-di-tert-butylbipyridine, 2,6-di-tert-butylpyridine TBSO'}
DMF, 70 °C, 55% Me " mé
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