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Scheme 2. Retrosynthetic analysis of Mycestericin F and Mycestericin G

FeLTRBTHS HN “—OH AcHN = )(
EEZT-, 8 1%, B- MycestencmF(1) R=H R = OH :

0 . - Mycestericin G (2) : R=0H, R'=H
JuavArz7 7 b9

XV 5 TRIZTAHRK 9 9 o o
AR CTh-oT, 5D — MeOJYU\NH — MeO)kﬁLNH
AU 812K L C AL NS AT o
HIARFET X 7 ALBUS 7 8

DOt Z4T-7- & Z A, La(NOy)s/(R)-L1 % 3 mol%a NV > t-7F )Lt 27 L% 12 mol%H
b\é%’(‘tﬁﬁ@T 2 VIR 7 2 92% V=R, 95% eell TS b7, 7 D BoctkzfRrE L=
IN-NEAZUB L TEONET I 2T v FMET5H5 T, U257, 7 AALEEE
T v =/l Grignardit 382 EH & ¢ 6 #157-,6 L 5DV B A X X U ARISIZ L 0 HIgH A
A, 7 b N DRITCSEMEDORINC LY BT a—L 2 OWTT AT LA~ —&215D
IR LT, HEUkEL, Bifii# 41T 9 95T Mycestericin F, GD &G R &R L7- %,

Scheme 3. Total synthesis of Mycestericin F and Mycestericin G
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Reagents and conditions: (a) 25% NH; aq., rt, ; (b) cat. p-TsOH-H,0O, 2,2-dimethoxypropane, toluene, reflux 58% (2 steps);
(c) Boc,O, DMAP, NEt;, CH;CN, reflux 96%; (d) LDA, methylchloroformate, THF, -78 °C, 86%; (e) TFA, CH,Cl,, rt, 78%; (f)
La(NO;);+6H,0 (3 mol%), (R)-L1 (3 mol%), H-D-Val-O'Bu (12 mol%), AcOEt, 0 °C, 24 h, 92% (95% ee); (g) TFA, CH,Cl,, 0
°C; (h) Rh/C, H, (1 atm), MeOH, rt, 96% (2 steps); (i) AcCl, NEt;, CH,Cl,, rt, 98%; (j) vinylmagnesium bromide, CuCN, THF, -
45 °C to rt, 81%; (k) Grubbs 1st catalyst (20 mol%), 5, CH,Cl,, reflux, 62%; for Mycestericin F: (I) L-Selectride, THF, -78 °C,
93%; (m) Pd/C, H, (1 atm), MeOH, rt, quant.; (n) 6N HCI aq., reflux, 61%; for Mycestericin G : (I) NaBH,, CeCl;, THF, -78 °C,
91% (m) Pd/C, H, (1 atm), MeOH, rt, quant.; (n) 6N HCI aq., reflux, 69%.
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% 7’5_) ﬁ 'é‘ 6 5 7 ]\ Scheme 4. Retrosynthetic analysis of viridiofungin A and NA808
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Scheme 5. Synthesis of epoxy alcohol intermediate
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Reagents and conditions: (a) [AgPFg, (S)-3,5-di-(‘Bu),-4-MeO-MeOBIPHEP, DBU] (3 mol%), toluene, -20 °C, 24 h,
71% (syn/anti = 13/1), 98% ee (syn); (b) LiAlH,, THF, reflux, 82%; (c) TBDPSCI, imidazole, DMF, rt, 81%; (d) MeOTf,
NaHCO;, ether, 1t; (e) DBU, ether, rt, 95% (2 steps); (f) DDQ, CH,Cl,-H,0 (20/1), 1t, 95%.
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