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Starting Material

OHHO

OTIPS

10 equiv TEA
11 equiv TsCl

CH2Cl2, 0°C!rt 
15 h

OTsHO

OTIPS

1.7 equiv K2CO3

MeOH, 0 °C, 3 h
73 % (2 steps) OTIPS
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3 h, 99%

MgCl
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1.5 equiv KHMDS

2 equiv MeOTf

toluene, -78 °C!rt
18 h, 92% OTIPS

MeO

1 % OsO4
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2 equiv 2,6–lutidine

(3:1) dioxane/H2O
65 min, 85%
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Starting Material

EtO

O
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toluene, 110 °C
15 h, 96%, E/Z (15:1)
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3+3 equiv NH4Cl
3+3 equiv AlMe3

benzene, 50 °C
7+15 h, 79% E
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2% Pd2dba3
6% Xantphos

1.4 equiv CsCO3
DME, 100 °C, 15 h

closed system
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C-H Actiovation/Borylation/Amidation/Oxidation

N
H

MeO

OTIPS

O

Cl Br
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% (Ind)Ir(cod)
2% DMPE, 2 equiv HBpin

150 °C, 5 h

Cl Br

2% (Ind)Ir(cod)
2% DMPE, 2 equiv HBpin

150 °C
Cl Br

Bpin

1: 6h, 77%

2: 6h, 88% - different HBPin

3: 4.5h, 89% - different HBPin & DMPE
    8.5h, 93%
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PMB Protection of Real System
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1.3 equiv PMB-Cl
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DMF, rt, 2 d
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63% 30%

2.3 equiv PMB-Cl
3 equiv Cs2Co3 

DMF, rt, 2 d

39% 54%

3 equiv PMB-Cl
4 equiv Cs2Co3 

DMF, rt, 3 d

68% 23%
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Preparation of Sulfonyl Amide — TEA as Base
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2.6 equiv MeSO2Cl
 4 equiv TEA 

CH2Cl2
0 °C, 2 h

rt

N

MeO

OTIPS

O

Cl

OPMB

NR, 90% recovered SM
SO2Me
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Cl
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1.6 equiv MeSO2Cl
 1.5 equiv TEA 
10 % DMAP

CH2Cl2
0 °C ! rt, 12 h

N

MeO

OTIPS

O

Cl

OPMB

NR, 87% recovered SM
SO2Me
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1) 1.7 equiv NaH
    THF, rt, 20 min

2) 1.5 equiv MeSO2Cl
    rt, 22h

Trace of product by TLC
96% recovered SM

1) 1.6 equiv NaH
    THF, rt, 1h

2) 2.5 equiv MeSO2Cl
    rt, 20h

29% product
52% recovered SM

1) 1.6 equiv NaH
    THF, rt, 2h

2) 2.5 equiv MeSO2Cl
    rt, 20h

14% product
62% recovered SM

1) 1.2 equiv NaH
    THF, rt, 1h

2) 2.5 equiv MeSO2Cl
    rt, 42h

Mixtures of products
66% recovered SM, trace of MeSO2Cl
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Preparation of Sulfonyl Amide — NaH as Base
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Chemical Shift — TBAF Study
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10 equiv TBAF

THF, 0°C, 1.5 h
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Chemical Shift — TBAF Study
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H
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1 equiv TBAF

CDCl3
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Chemical Shift — (Bu)4NBF4 N
H
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1 equiv (Bu)4NBF4

CDCl3
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Chemical Shift — (Bu)4NBF4

FromBack:
· Arene and TBABF4
· TBABF4
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Chemical Shift — (Bu)4NPF6 N
H
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Chemical Shift — (Bu)4NPF6 N
H
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1 equiv (Bu)4NPF6
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Chemical Shift — TBAF w/o THF
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1) TBAF, 1 M in THF
    pumped ON

2) CDCl3
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Chemical Shift — TBAF w/o THF
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1) TBAF, 1 M in THF
    pumped ON

2) CDCl3
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Chemical Shift — TBAF w/o THF
N
H

MeO

OH

O

Cl

OPMB

1) TBAF, 1 M in THF
    pumped ON

2) CDCl3

Same chemical shifts as for 
reaction with TBAF in FHF.
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Chemical Shift — Unprotected alcohol
with (Bu)4NPF6
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Chemical Shift — Unprotected alcohol
with (Bu)4NPF6
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NOE — TBAF w/o THF
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1) TBAF, 1 M in THF
    pumped ON

2) CDCl3
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NOE — (Bu)4NPF6
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1 equiv (Bu)4NPF6

CDCl3


