E218: Total Synthesis of Portimines A and Bl

_______I_____
N
z
@]
m

1) Boc,O

then NaHMDS
then Boc,0O
then PTSA

2) HCHO,
pyrrolidine, EtCO,H
then

Rawal’s diene,
[Co(salen)]SbFg

10)
then

3) NaBH,4, MeOH

then TBAF

4) TEMPO, NaOCI, KBr
then A

then DMP
5) TFA
6) alkyne, t-BuLi, Cul,

n-BusP
then Comins’ reagent
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(S)-solketal

1) TCAA,
4-NHAc-TEMPO, NaOAc
then B, KzCOS

2’) MeLi-LiBr

3’)
then
then C
4’)
then

then Zn, HOAc

9) XPhosAuNTf,

then RU(PPh3)3Cl2
TBHP, TBAI

7) TrocCl, DMAP
8) [Mo]
then PTSA

TIPS

(@)
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5’) D, BF3-OEt,
then TBAF
then TBSOTT, Et3N

6’) Cp,oZrCl,, DIBAL-H
then 1,
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12) TBSOTf, TEA
then DMDO
13) Ac,0O, TEA 15) NaBH;CN
then vinylBF 3K,
Pd(dppf)Cl,
then LiOH
14) DMP
then NH,OH
Portimine B Portimine A
OTBS Me Cl TIPS Me
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Rawal’s diene A Comins’ reagent TCCA B C D
mechanism of the day:
Me
MeyNF "Me
Me
+
CHJCl,, 5
23 °C H H
linear triquinane bridged tricycle (not observed in this case)
63 % R = CO,t-Bu
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