
O

MeO OMe

O
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OMOM

Pb(OAc)3

O

MeO2C

OMOM
Me

NaH, THF,

Py, CHCl3 , 60 °C

3.) nBu4NBH4, MeOH, 40 °C
4.) LAH, THF, rt

5.) HO2C-CH2-P(O)(OEt)2,
EDCI, DMAP, DCM, rt

6.) TsN3, DBU, 0 °C OH
OMOM

Me

O

O
N2

P(O)(OEt)2

7.) Rh2(OAc)4, PhH,

8.) tBuOK, (HCHO)n,
THF, 0 °C

9.) TFA, DCM, rt
O

O

H

O

HO

Me

10.) Pb(OAc)4,
AcOH, 0 °C

then PhMe,
145 °C, 24 h

O
O

O

O AcO Me

O

O
O

O OAc
11.) NBS, (BzO)2, CCl4,
12.) Bu3SnH, TEMPO,

PhH,

13.) Zn, HOAc,
THF/H2O, 70 °C

14.) SmI2, THF, MeOH, rt

15.) H2, Lindlar cat.,
MeOH, THF, rt

16.) DMP, DCM, rt
17.) DBU, PhMe, 100 °C

O
O

O

O MeOH

O
O

O

O MeOH

Hints: -10.) two new rings formed
-15.) product has the wrong stereochemistry

Maoecrystal V (H)
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(+)-Brasilenyne (O)

O

OO
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TMS TMS
1.)

TiCl4, DCM, -72 °C
then MeOH

2.) NIS, cat. AgNO3, DMF, rt
3.) KO2CN=NCO2K, AcOH,

THF/iPrOH, rt, then pyridine

O

O

O

I
4.) MeONHMe·HCl, AlMe3,

DCM, 0°C rt
5.) PMBCl, Ag2O, DCM, rt
6.) DiBAL-H, DCM, -73 °C

7.) AllylB(( )-Ipc)2, Et2O, -74 °C
8.) Me2(vinyl)SiCl , Et3N, DCM

O

I

OPMB

O
Si Mo

N

Me

Ph

MeO
O

iPr iPr

benzene, rt

F3C

Me
F3C

Me

CF3F3C

O

I

OPMB

O
Si10.) [( 3-C3H5)PdCl]2

TBAF, THF, rt
O

Me
PMBO

HO11.) TBSOTf, py, DMAP,
DCM 0 °C rt

12.) DDQ, 5% H2O/DCM, rt
13.) DMP, DCM, rt

14.)

nBuLi, -74 °C rt, then NH4Cl

15.) TBAF, THF, 0 °C
16.) CCl4, (Oct)3P, PhMe, 60 °C

O

Me
O

TBSO

1.)

2.)
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9.)
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