E137: Total Synthesis of (=)-Mitrephorone A.

(a) TBSCI, imidazole,
DMAP, DCM, 73%
(b) isopropenylmagnesium

Me (d) LIHMDS, TBSCI, HMPA, THF

Me
2

Me
b ide, LaCl,2LiCl, THF AcQ -78 °Ctor.t. MeO,C
o e 860 drcen’ e (e) Mel, KoCOs, DMF, r:t.
’ ' Me
(c) PhNMe,, AcCl, 50 °C Me 87%, dr =2.3:1 OTBS
OH 64% OTBS dr=2:1
(a) NaH, DMF, 91% (e) PPTS (20 mol%), EtOH, r.t.
Me (b) pig liver esterase (PLE), aqg NaOH (f) DMP, tBuOH, DCM, r.t.
ph 7 sodium phosphate buffer-DMSO OTBDPS (9) MePPH3Br, KOtBu, THF, r.t.  oTBDPS
MeO,C~ "CO;Me  (10:1), rt., >99% ee 75% three steps .
* OTBS X Bpin
(c) CICO,Me, EtgN, THF, 0 °Ctor.t. P (h) Grubbs Il (10 mol%), -
I/\/\OTBS 64% from b MeO,C Me DCM, 50 °C MeO,C Me Me
(d) TBDPSCI, imidazole, DMAP (20 mol%) Bpin  49% A
DCM, r.t.
95% Me

(a) TMSCI, imidazole, THF, r.t.
then KHMDS, -78 °C, then

Me (€) A, Pd(PPhg), (2.5 mol%),

€ Commins reagent NaHCO,, DME-H,0 (9:1)
then HCI, r.t.  79% 85°C, 65%
0 (b) DMP, {BuOH, DCM., rt, 85% 1O (f) Hp (70 bar), [Cr(CO)(MeOB2)]
(c) MelLi, THF, -78 °C 0 Me (50 mol%), acetone, 120 °C
OH " (d) DMP, tBuOH, DCM, r+., 85% 93%
52% over two steps
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E137: Total Synthesis of (=)-Mitrephorone A.

OTBDPS e (15)TBAF THE it _OH
e
(16) DMP, 1BuOH, DCM, r.t. 0

73% over two steps (18) Phl(OAc),, MeOH,
Me"

0 °C; PhMe, heat; 52%

<
@

(17) NH,OH.HCI, pyr-EtOH, r.t.
85%

(19) Me;OBF then TMSOTf, EtzN (20) Zn, HOAc, 50 °C;
DCM.rt. rt, 69% 65%
i MeO,C Me MeO,C Me

(21) H, (1 atm), Pd/C (30
mol%), EtOAc, r.t.

Me 77%
(22) KOtBu, O,, THF, -78 °C,
then PPHj, -78 °C to r.t.

Me

(23) DMP, tBuOH, DCM;
SiO,, hexane, EtOAc, 74%

72%
4 > (24)PhI(OH)OTs, R
MeO,C Me MeO,C Me QOH NaHCO;, DCM, 72% MeO,C Me Q
(—)-Mitrephorone A
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