E15: Total Synthesis of (+)-Lycopalhine A
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1) (MeO) ZP% Ohira-Bestmann reagent
1) TMSCI (4.4 eq), MeOH, 0 °C to RT N
NH. 2) NEt,, Boc,0, RT, 94% over two steps ﬁ 2 oTBS
/k/\ 3) LIHMDS, allyl bromide, THF, =78 °C, 90% g1\ K2COg, MeOH, BocHN
HO,C COM 4) DIBAL, THF/toluene, —78 °C, 83% =" 0°C toRT, /\/(\A
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L-glutamic acid HO™ O CH.Cl,, 0 °C, 61% over

two steps

ilbert-Seyferth H Il [
Gilbert-Seyfe lomologation CO5(CO)s, toluene, 70 °C

Pauson-Khand reaction

" MgBr
1) CuBr SMe,, TMSCI, HMPA,
—78°C to —-30 °C, 78%
2) AcCl, MeOH, 45 °C, 92%
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1)Me” " >F" NEtz CH,Cl,,
2) L-proline, DMF, RT, 60% over two steps
3) BOCQO, CH2C|2, RT, 93%

1) IBX, EtOAc, 80 °C, 79%
2) K,CO3, MeOH, RT, 98%
3) 0304, Na|O4,
dioxane/H,0, RT,

Boc H
Me-N. BocN-_: OH then TFA, CH,Cl,, 0 °C,
N\ 56% over two steps

epi-(+)-Lycopalhine A
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