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WXME  Enantiosclective Total Synthesis of (+)- Yatakemycin
Based on Cul-Mediated Aryl Amination
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Reaction conditions: (a) Bry, FeCls, CH,Cl,, 0 °C, 30 min, 88%; (b) K,COs, MeOH, 1t, 6 h; (c) MnO,, CH,Cl,, rt, 18 h, 90%
(2 steps), (d) NsCl, THF, 0 °C, 5 min; 1t, 1 h; NaHCO; aq., rt, 30 min; (¢) NaBH,;, MeOH, 0 °C, 1 h, 78% (2 steps), (f) Cul
(10 mol%), CsOAc (2.5 equiv), DMSO, 80 °C, 24 h; (g) TPAP, NMO, MS 4A, CH,Cl, 1t, 1 h, 85% (2 steps); (h) 11,
1,1,3,3-tetramethylguanidine, CH,Cl,, rt, 6 h, 84%; (i) Cul (1.0 equiv), CsOAc (5.0 equiv), DMSO, rt, 12 h, 77%; (j) PhSH,
Cs,CO;3, MeCN, tt, 3 h, 95%; (k) FmocCl, NaHCO;, THF-H,0 (3:1), 1t, 10 min, 91%; (1) Hz (1 atm), Pd/C, THF-EtOH (1 1),
it, 3 h; (m) MeSH, WSCD-HCI, DMAP, DMF, 0 °C, 3 h, 76% (2 steps); (n) BCl3, CH,Cl,, 0 °C, 20 min, 97%.
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Reaction conditions: (a) n-BuLi (1.0 equiv), toluene, ~78 °C, 10 min; BF3-OFt;, 17, —78 °C, 5 min, 93%; (b) NaN3, DMF,
90 °C, 9 h; (¢) TBSCI, imidazole, DMAP, DMF, 50 °C, 6 h, 99% (2 steps);.(d) P(#-Bu)s;, THF, rt, 30 min; H,O, 1t, 2 h;
0-NsCl, NaHCOs agq., 1t, 24 h, 89%; (e€) Cul (0.5 equiv), CsOAc (5.0 equiv), DMSO, 60 °C, 24 h, 83%; (f) 22, Pd,(dba); (5
‘mol%), 2-di(t-butyl)phosphino-1,1’-biphenyl (20 mol%), EtsN, LiCl, DMF, 90 °C, 1 h, 89%; (g) PhSH, Cs;CO3, MeCN, rt,.
30 min, 99%,; (h) NBS, CH;Cl,, 0 °C, 20 min, 90%; (i) Cul (1.0 equiv), CsOAc (2.5 equiv), DMSO, 1t, 12 h, quant.
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.Reaction conditions: (a) BnBr, K,COs, MeCN, reflux, 1 h; (b) Bry, CH,Cl,-MeOH (1:1), 0 °C to t, 2 h, 86% (2 steps); (c) 26,
1,1,3,3-tetramethylguanidine, CH,Cly, rt, 2 h, 81%; (d) Cul.(5 mol%), CsOAc (2.5 equiv), DMSO, 90 °C, 24 h, 80%; (e)
LiOH, 1,4-dioxane-H,O (2:1), 50 °C, 2 h, quant; (f) SOCl,, CH,Cl,, reflux, 30 min.
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Reaction conditions: '(a) pyridine, CH,Cl,, 0 °C, 5 min, quant; (b) TBAF, THF, rt, 30 min; evaporation; MsCl, pyridine,
CHyCly, 1t, 4 h, 97%; (¢) LiOH, THF-H,O (3:1), rt, 18 h, 92%; (d) BCl;3 (4 equiv), CsHMes (10 equiv), CH,Cl,, -78 °C, 15
min, 83%; (e) NaHCO;, DMF-H,0 (2:1), 1t, 2 h, 94%.
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