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Synthesis of (+)-Alterbrassicicene C

Significance: Wood and co-workers report an 
asymmetric total synthesis of (+)-alterbrassicicene 
C, a fusicoccane diterpenoid isolated from the fun-
gal plant pathogen Alternaria brassicicola.

Comment: BCl3-catalyzed diastereoselective 
opening of tetrahydrofuran J in SN2'-fashion fol-
lowed by conjugate addition furnishes the unprece-
dented tetracyclic oxa-bridged ring system of 
(+)-alterbrassicicene C. BF3-catalyzed Meinwald 
rearrangement establishes the second enone 
functionality, after which the natural product could 
be obtained in two further steps.
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1. KHMDS, Comins' reagent O 
    THF, –78 °C to r.t.
2. TESOTf, 2,6-lutidine
    CH2Cl2, 0 °C to r.t.
3. P, Pd(Ph3P)4 (10 mol%)
    LiCl, THF, 70 °C

O

OO

OH

Cl

O
aq H2O2, aq NaOH
MeOH–THF (1:1)

O

OO

OH

Cl
O

OO

O

Cl

O

O

O

Cl

O

DBU, MeOH68%

1. BCl3, CH2Cl2, 0 °C
2. mCPBA, PhH
3. DMP, CH2Cl2
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1. G, t-BuLi
    Et2O–pentane (6:1), –78 °C
    then E, Et2O, –78 °C to r.t.
2. Grubbs-II C (10 mol%)
    1,4-benzoquinone (10 mol%)
    PhMe, 70 °C
    then 2 M aq HCl, r.t.
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1. Grubbs-II C (10 mol%)
    MeOH, 55 °C
2. O3, CH2Cl2, –78 °C
    then Me2S, –78 °C to r.t.
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