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APPENDIX 4

Synthetic Summary for (+)-Amurensinine



1. BnBr, K,CO3
acetone, 56 °C

Scheme A4.1 Synthesis of silyl triflate 296.
2. NBS, CH;CN

ool <Ij
(81% yield, 2 steps)
o) OBn 1. Hy, Pd/C, EtOH
<o s 2. Tf,0, Py, CHyClp, 0°C
301

(86% yield, 2 steps)

Scheme A4.2 Synthesis of p-ketoester 304.

1. SOCl,, cat. DMF, PhH

\/@om 2. Meldrum's Acid, Py, CH,Cly, 0 — 23 °C
HO,C o
2 OMe 3. aq HCI

4. EtOH, 75 °C
299 (96% vyield, 4 steps)
p-ABSA, Et;N E‘OZCIN;@[OME Rhy(OAc), (1 mol%)
e >
CH,CN o oMe CH,Cl,
(99% yield) 303 (96% yield)
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Scheme A4.3 Synthesis of (+)-amurensinine ((+)-282).
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0 CsF, CH,CN, 80 °C <o O THF, —78 °C
OMe . .
(57% yield) o (97% vyield)
304 (+)-308
OTIPS
Et0,C OMe OMe . .
1. LiAIH, Pd(sparteine)Cl, (66, 20 mol%)
0 — i °°
<O O OMe THF, 0 °C ; 0 Q OMe (-)-sparteine (28, 20 mol%) ;
o 2. TIPSCI < Cs,CO; (1 equiv), O, (1 atm)
N imidazole o . 2-methyl-2-butene (20 mol%)
Hd- DMF H MS3A, CHCI3, 23 °C, 82 h
(86% yield, 2 steps) HO
(2)-309 o yleld, P (2)-317 (47% yield)
OTIPS o OH  ome 1.pmp, cH,Cl,
1. (PhO),P(O)N,, DBU 2. NaClO,, 2-methyl-2-butene
o O ome PhCHs0°C 0 O OMe NaH,PO,°H,0, +-BuOH, H,0
<o C. 2. TBAF, THF, 45 °C <0 O. 3. Hy, Pd/C, EtOAc
H 6 (62% yield, 2 steps) N (49% yield, 3 steps)
3
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99% ee, s > 47 99% ee
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