
E192: (–)-Sinulochmodin C and (+)-Ineleganolide
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1. n-BuLi, THF –78 to 0 °C
then CuI·SMe2, –78 °C
then BF3·OEt2
then A

2. LiTMP, TESCl, THF, –78 °C
3. DDQ, HMDS, PhH, r.t.
4. NaBH4, CeCl3, MeOH, –78 °C to r.t.
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OTBS 5. B, NIS, CH2Cl2, –20 °C
6. AIBN, Bu3SnH, PhH, reflux
then TBAF, THF, 0 °C to r.t.
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9. LiHMDS, THF, –78 °C
then C
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12. BzOH, DIAD, PPh3, THF, 0 °C
13. TBAF, THF, 0 °C
14. TEMPO, PIDA, CH2Cl2, r.t.
15. K2CO3, MeOH, r.t.

10. TBAF, THF, 0 °C
11. TEMPO, PIDA, CH2Cl2, r.t.
then K2CO3, MeOH, r.t.
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16. NBS, PPh3, CH2Cl2, –20 °C
then TESOTf, lut., –20 °C
17. CrCl2, 4 Å MS, THF, r.t.

7. TIPSCl, imid., CH2Cl2, r.t.
8. TPAP, NMO, CH2Cl2, r.t.
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5. Ac2O, Et3N, DMAP,
    CH2Cl2, 0 °C
6. TBAF, THF, 0 °C
7. DMP, CH2Cl2, r.t.
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18. BF3·OEt2, Et3SiH, CH2Cl2, –40 °C
then TBAF, THF, –40 °C to r.t.
19. DMP, CH2Cl2, r.t.
20. NaBH4, CaCl2, MeOH, 0 °C
21. Ac2O, Et3N, DMAP, CH2Cl2, r.t.
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22. TBAF, THF, 65 °C
23. O2, D, hν, CH2Cl2/MeOH, –78 °C
then Me2S, –78 °C to 0 °C
then TsOH, CH2Cl2, r.t.

D [Rose Bengal]

O

O
O

H H H Me

OMe H

O H

(–)-sinulochmodin C

O
H H

Me H

O

O

H
O

H
H

Me

O
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(–)-linalool

1. HG-II, neat
then THF, NaH, TBSCl
2. RuCl3, TBHP, Mg(OAc)2

1. TBSCI, imid., CH2Cl2, r.t.
2. O3, CH2Cl2, –78 °C
then Me2S, –78 °C to r.t.
3. Ph3P=C(Me)CO2Et, PhMe, reflux
4. DIBAL-H, Et2O, –78 to 0 °C
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24. LiHMDS, THF, –78 °C
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