SYNTHESIS (+)-Maritimol (Deslongchamps, 2000) SARLAH

of the week

Isolation: 1976 from Stemodia maritima L

Racemic Total Syntheses: Zawacky, 1981; Bravetti, 1983; Suckling, 1985

First Asymmetric Total Synthesis: Deslongchamps, 2000; 22 steps from Hagmann'’s ester
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1. NaOH, THF

o 1. base, Me*
2.0, MeO,C 1. NaBH,, MeOH MeO,C 2. CDI. then MeO(Me)NOC
(ref. a) 2. TBSCI, imidazole Et3N, NH(OMe)Me+HCI
> CO,Et - CO,Et > CO,Et
70% over 2 steps 69% over 2 steps 85% over 2 steps
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Hagemann's ester
1. TBDPSCI,, imidazole
2. LDA, then N OMe
(2)-1,3-diiodoprop-1-ene N~ SMAP, PTSA (cat.) DIBAL-H, CH,Cl,, -78 °C
-100 °C | OMe benzene, 80 °C o) then MeOH
— - OH - -
83% over 2 steps 93% 89%
TBSO | TBSO
TBSO Me
Me
py HF, THF 1. (CI3C),CO, PPhy
Magnesium TBDPSO then CH,Cl,,-78 °Cto 0 °C
monoperoxyphthalate PdCly(MeCN), (5 mol%) 2. Cs,COg3, Csl
MeOH, Et,0 DMF MeCN, 80 °C
98% CO,Me 71% over 2 steps
MeO,C d.r. = 2:1 (step 2)
MesSn™ X
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SYNTHESIS (+)-Maritimol (Deslongchamps, 2000) siAsLAH

— Of the week

1. TBAF, THF DMSO/H,0 (40:1)
2. DMP 155 °C
—_— - -
79% over 2 steps 86%

1.nBuLi, TMSCH,CN, THF, -78 °C
then B(iPrO)3, then S.M.
2. Pd/C (30 mol%), H, (1 bar)
EtOH/HOACc (25:1) for cis

tBUOK, tBUOH, 85 °C 2'. Mg, MeOH 0 °C for trans

68% over 2 steps for cis
51% over 2 steps for trans
cis/trans = 6:1 (step 1)

quant.

Thorpe-Ziegler annulation

HOAG/H3PO,4/H,0
(10:4:1), 110 °C

68%

Pt/C (15 mol%)
H, (40 bar), EtOAc
then DMP

1. TiMe(iPrO),, ether
2. NaBH,4, MeOH
(ref. b)

\

84% 60% over 2 steps

d.r. =6.1:1 (step 1)

(+)-maritimol
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