Gelsemoxonine (Fukuyama, J. Am. Chem. Soc. 2011, 133, 17634.)

(0] (6]
o O (0]
m a)? H H
—_— —_— +
OAc H
N Noac EtO,C H —_— H

/
CO,Et PVO  CHO MeO
o
o)
H
d) TMSCI, THF;
H LHMDS, -78 °C 0
PivO ? _— © N-OMe
N\ &) Toluene, 70 °C, 30 min —_—
then TBAF, AcOH, rt, o)
1) ,\{ 89% (2 steps) OHC
OMe

Mechanism ?

n)? )?
N-ome
0) ? m) Pd(PPh3)4, Et3SiH, Et3N,
DMF, 80 °C, quant.
p)?
(0]
a°? HO
N-ome
r) EtOH, reflux
(0]
o N

Gelsemoxonine

3

O,
O
H
b) ? H
E— PivO
c)? )\
o7
OMe
f) TMSCN, DBU, THF, 0 °C
then allyl alcohol, 0 °C, 78%
Mechanism ? o) 0
N~ome
? M
9) - O 4:1
HO,C

kinetic product
h) (COCl),, DCM, rt
i)?
j) Benzyl alcohol,

Tol, 80 °C, 82% (3 steps)

k) Me,N_ _OBu

T 0

NMe, le)

N-oMe
Tol, 70 °C, 97%
Eo)
CbzHN



