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Synthesis of (+)-Manginoid A and (–)-Manginoid C

Significance: Xu, Lou, and co-workers report the 
synthesis of manginoid and guignardone meroter-
penoids. The highly oxygenated natural products 
feature a 6-oxabicyclo[3.2.1]octane skeleton. Iso-
lated from the fungus Guignardia mangiferae, they 
display diverse biological activities.

Comment: Kornblum oxidation of iodide C afford-
ed unexpected ketone E. Pd-catalyzed coupling 
gave rise to alcohol I. Ketone J underwent semi-
pinacol rearrangement to afford pivotal ketone K. 
Radical cyclization gave rise to peroxide L, completing 
the carbon skeleton of the natural product.
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1. B, Ti(i-PrO)4, 4 Å MS, CH2Cl2, –25 °C 
    then TBHP, decane, then A, CH2Cl2
2. H2O–1,4-dioxane (1:1), Δ
3. I2, NaHCO3, THF
4. Me2C(OMe)2, PPTS (50 mol%), CH2Cl2, 0 °C to r.t.
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Kornblum oxidation

67%

2 steps

42%

Pd(OAc)2 (20 mol%), G (30 mol%)
H, Cs2CO3, PhMe–H2O (3.2:1)

r.t. to 65 °C
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Suzuki–Miyaura coupling

1. TFA, CH2Cl2, –30 °C 
2. TPAP, NMO, 4 Å MS

    then I, CH2Cl2
68%

Ley–Griffith oxidation

I

J

1. silica gel, MeCN 
    65 °C
2. aq KOH, MeCN

86%

semipinacol 
rearrangement

1. Mn(OAc)3·2H2O (10 mol%) 
    O2 (1 atm), MeCN, 15 °C
2. TBSCl, Im, CH2Cl2 
     0 °C to r.t.
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4 steps

52%

radical cyclization

(+)-Manginoid A (–)-Manginoid C

(+)-Manginoid A 25%
(–)-Manginoid C 22%
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