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Oxazolomycin A: R;=H, R,=H, Rz =H; 4'Z, 6'Z, 8'E
~ Oxazolomycin B: Ry =H, R,=H, Ry =H; 4'E, 6'E, 8'E
8 Oxazolomycin C: R;=H, R,=H, R3 =H; 4'Z, 6'E, 8'E
~ 4 16-Methyloxazolomycin C: Ry = H, R,= H, R; =Me; 4'Z, 6'E, 8'E
o N Curromycin A: Ry = Me, R, = CH30CH,, R3 =H; 4'Z, 6'E, 8'E
. Curromycin C: Ry = Me, R,=H, R3 =Me; 4'Z, 6'E, 8'E e , ,
HO KSM-2690 B: R, = H, R, = Me, Ry =H; 4Z, 6Z, 8'E Ri=H 47,67 8E
KSM-2690 C: Ry =H, R, =Me, Rz =H; 4'Z, 6'E, 8'E Neooxazolomycin (1)
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Inthomycin A

Scheme 1 (a) MeMgBr, Cul, Et,0, - 5°C, then ICI, 92%; (b) TMS acetylene, THF,Cul, PdCl,(PPhj3),, 100%; (c) MnO,, Hexane/CH,Cl, (1:1), 92%; (d) 20 mol % 4,
propionyl chloride, LiClOy,, iProNEt, 92%, 98% ee; (€) NaOMe, MeOH, 90%; (f) CHsl, LDA, THF, - 78 °C, 84%; (g) NaOMe, MeOH, 81%; (h) TBSOTf, 2,6-lutidine,
CH,Cly, 0 °C 100%; (i) n-BuLi, I,, THF, - 78 °C, 99%; (j) EtzN, NBSH, 'PrOH-THF (1:3), 100%); (k) Pd(PPh3),, Cul, CsF, DMF; (I) HF/MeCN 80%; (m) LiOH,
THF/MeOH/H,0 = (3:1); (n) Ac,0, pyridine, then NaHCO3;, 2 steps (100%); (0) SOCI,, DMF, DCM, then NH4OH, 60%,; (p) LiOH, THF/MeOH (3:1), 85%.
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o Neooxazolomycin Core (17)
Scheme 2 (a) Jone's reagent, acetone, 0 °C; (b) SOCI,, CH,Cly; (c) CH,Cl,, 52% (3 steps); (d) In(OTf)3 (5mol ), DBU (4.5 mol ), toluene, reflux, 83%; (e)
0504, NMO, THF-H,0 (3:1), 87%; (f) LiOH, THF-H,0; (g) (COCI),, DMF (cat), CH,Cly; (h) NaBH,, THF / MeOH = 10/ 1, - 78 °C, 60% (3 steps).
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Scheme 3 (a) MOMCI, 'Pr,NEt, CH,Cl,, 96%; (b) NaBH,, THF / EtOH = 1/ 1; (c) TBSOTf, 2,6-lutidine, CH,Cl,, -78 °C, 93% (2 steps); (d) proton sponge,
CH,Cl,, Me3sO*BF 4, MS4A, 0 °C, 93%); (e) TBAF, THF, 100%; (f) Jone's reagent, acetone, 0 °C; (g) NaClO,, NaH,PO, 2H,0, tBUOH/H,0 =5/1; (h) ZrCly,
IPrOH, reflux; (i) CuBr; nBuyNBr, EtgN, CH,Cly, MS4A, 67% (4 steps); () iPr,Si(OTf),, 2,6-lutidine, DCE, reflux, 91%; (k) Pd(OH),, Hp, AcOEt, 100%; (1)
DMPI, NaHCO3, CH,Cl,, 92%; (m) NiCl,(0.1 eq), CrCl,(4 eq), THF/DMSO = 3/1, 80% (2 cycles), R/S =1.5/1; (n) DMPI, NaHCOj3, CH,Cl,, 77%; (o) L-

Selectride, THF, -78 °C, 78%, R/S = 4/1; (p) Ac,0, pyridine, 91%; (q) DBU, CH,Cl,, then BOPCI,Left segment (10), 63%; (r) HF-pyridine, THF; (s) LiOH
H,0, THF/H,0=4/1; (t) HATU, 'Pr,NEt, THF, 30% (3 steps).
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