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Synthesis of Alkaloid (+)-G. B. 13

alkaloid G. B. 13

allylic transposition

MeO hydroarylation
Br | D rhodium
P
N el SO4-pyr, DMSO palladium
o B pyridine, CH,Cly, r.t.

_— =

1.B, THF, -78 °C then KHoPO4

2. HCI, THF—MeOH, NaOH, 60 °C
then KoCO3 55% 0&
58%
A
D
Ho, PtO, o
NaHCOs (5 equiv) (gjr " 05:5)
EtOAc, 0 °C ’
o
B—B
4 N
1. DMP, CHoClo d .0
-—
2. EtgN, SiO, cat. Pdy(dba)g-CHClg
78% cat. PCys-HBF,
AcOK, DMF, 80 °C
55%
H G E

cat. [Rh(cod)(MeCN),]"BF~
77% | EtsN (2 equiv), PhMe, 80 °C
Rh-catalyzed hydroarylation

OMe

1. cat. Rh/Al,O3, Ha (1000 psi)

3 steps 2. CbzCl, aqg NaHCO3
—_—
54% 3. IBX, TsOH, DMSO-PhH

4. TMSI, CHxCl,

48%

0
I alkaloid G. B. 13
Significance: G. B. 13 is one of the 28 Galbuli- Comment: A vexatious step was the 1,3-allylic

mima alkaloids isolated from a tree in Papua New transposition of the alcohol €. A variety of re-
Guinea. Some members of the family (e.g. himba- agents and conditions offered little hope until the
cine) have potentially useful biological activity. The discovery that the Parikn—Doering conditions were
key step in the synthesis depicted is an unprece- effective.

dented intramolecular rhodium(l)-catalyzed

hydroarylation reaction (H — 1).
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