E293: Synthesis of (+)-Kalmanol

Bng/\/\

3. CuBr-Me,S,
1.0.1% HG-II HMPA, TMSCI,
then NaH, THF, THF, =78 °C,

Me HO, Me TBSCI, 65 °C TBSO, o then Et3N, hexane
)\/\)\/ Me’-g
Me 2. RuCl;, tBUOOH, 4. MeLi, Comins'
Mg(OAc),, CH,Cly, reagent, THF,
H,0, rt. —20°C

(—)-linalool

13. Fe(acac)s, 11. DBU, Oy,
p-NsOMe, PhSiH3, P(OEt);, DMSO,
MeOH, 0 °C 50 °C (MW)

13) Mukaiyama
hydroxylation

12. H,SO4 (2M),
1,4-dioxane, r.t.

14. PhCH(OMe), CSA
then Martin's Sulfurane

15. K,0s0, NMO,

citric acid, 17. t-BuOK, O,,
tBUOH/H,0, r.t. P(OEt);, DMSO, r.t.
R E— —_—
16. MOMBr, DIPEA, then TESCI,

TBAI, toluene/CH,Cly, imidazole

75°C

15) Upjohn dihydroxylation

%MgBr

5. Fe(acac);, NMP,
THF, -78 °C

6. [Rh(CO),Cl],, CO,
1,4-dioxane, reflux

7. KHMDS, BEt;, -78 °C

to0°C

then _~_-! , NaOH,
H20,

8. PdCl, CuCl, Oy,
DMF/H,0, rt.

8) Tsuji-Wacker oxidation

9. KOH,
THF/EtOH, r.t.

10. NaH, Mel,
DME, 60 °C

18. DIBAL-H, THF,
-78 °C

19. MOMBr, DIPEA,
toluene/CH,Cl, 40 °C
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E293: Synthesis of (+)-Kalmanol

Ph Ph Ph
20. TBAF, THF, /'\ 22. CeCls, MeMgBr, o OMOM 23. Pd(OH),/C, Hy,
0°Ctort. THF, 0 °C MeOH, r.t.
—_———
21. DMP, DCM
then DBU, 40 °C
24. RuO,, NalO,,
CCl/MeCN/H,0, rit.
25. KOH, MeOH,
65 °C
(+)-Kalmanol
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