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Reagents and conditions: (a) Br,, Fe, NaOAc, tt, 95%; (b) MOMCI, i-Pr,NEt, CH,Cl,, 0°C; (c) NaBH4, MeOH, 0 °C, 77% (2
steps); (d) MsCl, i-Pr,NEt, MeCN, 0 °C, 96%; (e) 7, KHMDS, THF, —78 to 0 °C, 91%.
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Table 1. Catalytic Direct Arylation with Aryl Bromide 6

Pd(OAc), (15 mol%)
MeO ligand MeO MeO
S - G
MOMO o additive MOMO ‘ MOMO
O CO,Me solvent O CO,Me O CO,Me
temp.
BnO BnO BnO

6 11 12
entry  temp. solvent Pd(OAc)» ligand, additive ratio (11:12)

1 130 °C DMA 30 mol% PCy3-HBF, (60 mol%) 1.5:1

2 100 °C dioxane 30 mol% PCys-HBF, (60 mol%) 2.3:1

3 100 °C dioxane 30 mol% PPhg (60 mol%) 4.3:1

4 100 °C dioxane 15mol%  PPhg (45 mol%), PivOH (30 mol%) 15.6:1
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Reagents and conditions: (a) 3 N KOH, MeOH, 80 °C, 96%; (b) DPPA, EN, toluene, rt to 100 °C; MeOH, 100 °C, 78%; (c)
NaH, Mel, THF, 1t to 60 °C; (d) Pd/C, Hy, MeOH, tt, 62% (2 steps); (¢) O,, hv, rose bengal, TBAF, DCE, tt, 29%; (f)
RhCI(PPhs)s, H, (200 psi), benzene, 50 °C, 81%; (g) KOH, MeOH, 1t to 60 °C; (h) TFA, CH,Cl,, 0 °C, 71% (2 steps).
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Reagents and conditions: (a) LiAlH,, THF, 0 °C; (b) Ac,0, pyridine, rt; (c) Pd/C, H,, MeOH, 1t, 91% (3 steps); (d) PhI(OAc),,
H,O-CF;CH,0H, 0 °C, 57%; (¢) RhCI(PPhs);, H, (200 psi), benzene, 50 °C, 88%; (f) CICOCH,CO,Me, pyridine, CH,Cl,,
0 °C to 1t, 64%; (g) Cs,CO3, MeCN, 60 °C; (h) NaCl, H,0, DMSO, 120 °C, 60% (2 steps); (i) TFA, CH,Cl,, 0 °C, 74%; (j)
PyHBr;, AcOH-CH,Cl,, 1t, 65%; (k) Lil, EtsN, MeCN, 60 °C, 67%; (1) Ko,COs, MeOH-THEF, 1t, 88%; (m) Jones’ reagent, 0 °C
to 1t, 75%; (n) DPPA, Et;N, toluene, 100 °C; allyl alcohol, 1t to 100 °C, 43%, (0) Pd(PPh),, pyrrolidine, 1t, 75%.
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