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1.5 equiv KHMDS

2 equiv MeOTf

toluene, -78 °C!rt
20 h, 101% OTIPS

MeO

1% OsO4
4 equiv NaIO4

2 equiv 2,6–lutidine

dioxane/H2O (3:1)
40 min, 64%
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toluene, 110 °C, 18 h
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3+3 equiv NH4Cl
3+3 equiv AlMe3

benzene, 50 °C
6+18 h

73% (2 steps)

1.5 equiv

E/Z ratio not defined
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Cl Br

OPMB

2% Pd2dba3, 6% xantphos
1.4 equiv Cs2CO3

DME, 100 °C, 15h
98% (63% after hexane wash)

1 equiv
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TBAF 0.1 equiv
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From back
• Isolated
• 10% TBAF

TBAF Addition - H1 NMR Experiment
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TBAF Addition - H1 NMR Experiment

From back
• 1 equiv TBAF
• SM
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From back
•Isolated
•Crude

TBAI Addition - H1 NMR Experiment
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TBAF/D2O Addition  - H1 NMR Experiment

N
H

MeO

OH

O

Cl

OPMB

1) 10 % TBAF

    CDCl3

2) D2O 20 µL
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TBAF/D2O Addition  - H1 NMR Experiment
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1) 10 % TBAF

    CDCl3

2) D2O 20 µL
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1) CDCl3

2) 10 equiv
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upfield shift

TBAF - H1 NMR Experiment
From back
• TBAF + Amide
• TBAF
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1) CDCl3

2) 10 equiv
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TBAF - H1 NMR Experiment
From back
• TBAF + Amide
• TBAF

TBAF

TBAF
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C-H Actiovation/Borylation/Amidation/Oxidation

N
H

MeO
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O

Cl Br

2% Ir[(OMe)(cod)]

2% dtbpy, 2 equiv HBpin

150 °C, 5 h Cl Br

Bpin
1.5 equiv amide

1.4 equiv Cs2CO3
1% Pd2dba3, 3% xantphos

DME, 100 °C, 3.5 h

Cl

Bpin

1) filtration
2) 1.5 equiv oxone
    acetone/water, rt
    40 min

3) 1 equiv NaIO4

     rt, 1h

58 % over 3 steps
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2) a) Same
    b) 3.5 h, SM present, deborylation seen
    c) Same
    => 37% amidation
         89% of amide-part isolated (SM 64%, P and Suzuki ∼8%)

3) a) Same
    b) 5.5 h, SM present
    c) Same
    => 48% amidation
          88% of amide-part isolated (SM 53%, P and Suzuki ∼4%)

4) a) 6 h
    b) 4.5 h, SM consumed
    c) Same
     => 57% amidation
         89% of amide-part isolated (SM ∼48%, P and Suzuki ∼6%)


