
O

O O

O

H
OH

O

O

OPG

O

OPG

O
Cl
Cl

O

O
O

O
O

Br

O

I

O

O
O

OH

O

O
O

O
OH

O

SnMe3

Tricholomalide A (1)

Approach towards the synthesis of Tricholomalide A
Corey, Erick and Michel

Ketyl radical
coupling Alkylation

Oxidation and
Epoxidation

Dehalogenation
Baeyer-Villiger[2 + 2]

Conjugate reduction
Allylic oxidation
Reduction

Cope
Rearrangement

Stille
Coupling
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Preparation of the Iodocyclopropane

1. MeMgBr, CuI (cat.)

2. I2

Negishi et al. J. Am. Chem. Soc. 1997, 62, 8591

1. CH2Cl2, 0 ˚C

2. Zn(CH2I)2, 0 ˚C to rt

1. Oxidation

2. H2C=P(Ph)3

Preparation of the Cyclopentenone Stannane

1. LDA, Allyl bromide
2. AlMe3, Me(OMe)NH2Cl

3. MeMgBr

1. O3

2. NaBH4
3. TBDPSCl

Taber et al. J. Org. Chem. 2003, 68, 7768

1. TBAF
2. Oxidation

1. I2, Pyridine
2. Pd, (Me3Sn)2

Charette et al. J. Am. Chem. Soc.
1998, 120, 11943

71% (83% ee)
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Pd(PPh3)3
Cu(I), LiCl Toluene, D

1. CuCl, NaOt-Bu,
    PMHS, Phosphine
2. (HOCH2)2, H+

3. SeO2, H2O/
    Dioxane

Zn,

Greene et al. Tetrahedron Lett. 1989, 30, 7065
Clark et al. J. Org. Chem. 1987, 52, 3745

1. Zn, MeOH
    NH4Cl

2. mCPBA

1. TBAF

2. Oxidation

Conjugate reduction, see; Buchwald et al. J. Am. Chem. Soc., 2000, 122, 6797

SeO2, H2O/Dioxane, D

50%

Wheeler et al. J. Org. Chem. 1955, 20, 1672

The 5- and 6-membered derivatives
react in a similar way

1. NaBH4, CeCl3
2. TBDMSCl
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1. LDA, TMSCl

2. mCPBA

NaH,

SmI2, THF, HMPA

Molander et al. J. Org. Chem., 1997, 62, 2944

SmI2, THF, HMPA

0 ˚C to rt

Tricholomalide A


