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2. Mechanism problems…
1. Total synthesis of



Construction of fragments..
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10 mol% of catalyst 1

MeCOBr, iPr2Etn, -60 0C

Me2AlCl, (MeO)MeNH2Cl

TBSOTf, 2,6-lutidine

DIBAL-H, THF, -78 0C

1)

2)

3)

4)

10 mol% catalyst 2

EtCOCl, LiClO4

iPr2NEt, -78 0C

Et3SiOTf, 2,6-lutidine, -60 0C

Me2AlCl, (MeO)MeNH2Cl

10 mol% catalyst 3, LiI

iPr2NEt EtCOCl, -78 0C

Me2AlCl, (MeO)MeNH2Cl

Et3SiOTf, 2,6-lutidine, -60 0C

MeMgBr, THF, 0 0C

1)

2)

3)

1)
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10 mol% catalyst 1
MeCOBr, IPr2NEt 1) ?

2) ?

1) EtSH, KHMDS, THF,
then TBS-OTf, 2,6-lutidine

4) DIBAL-H, THF
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2) DIBAL-H, THF, -78 0C
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PPh3, CBr4, DCM

(pinB)2, 3 mol% [Pd(dppf)Cl2]

KOAc, DMSO, 85 0C

10 mol%Pd(PPh3)4, TlOEt, 
aq. THF
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1) NaHMDS, THF, TMSCl,
2,6-lutidine

2)

BF3.OEt2, DCM, -78 0C

1) TFA, MeOH:DCM (1:1)

2) TESOTf, 2,6-lutidine

3) DDQ, DCM,
pH 7 Phophate buffer

4) Meerwin's reagent
proton sponge, DCM

Cp2ZrHCl, 2,6-lutidine
THF, then I2
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1) ZnMe2, 7 mol% Pd(PtBu3)2

THF

2) TBAF, THF

3) nBu3SnH, 3 mol% [PdCl2(PPh3)2], 
THF

10 mol%[PdCl2(MeCN)2]

Ph2PO2N(nBu4), DMF

1) LiOH, 6:2:1 THF:MeOH:H2O

2) TFA

3) 2,4,6-(Cl3C6H2)COCl, 
DMAP, Et3N, THF

H2SiF6, aq. MeCN

Apoptolidin C aglycone

Completion of the synthesis....


