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1. Overview of Substrates Numbering
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2. Initial Optimization of Reaction Conditions

b

Table S1 Reaction conditions optimization®
O Ts
@Oﬁ R F- source
+ /©/ ONa +PhCHO OH
solvent, temp
T™MS Me 2a 3a 4a pp
1a
Equiv  Equiv  Equiv F- source Equiv of )
Entry ) Solvent (mL)  Temp (°C)  Yield (%)
ofla  of2a of3a (equiv) 18-crown-6
1 2 1 10 TBAF (1.1) 0 CH3CN (1.0) rt trace
2 2 1 10 CsF (4.0) 0 CH;CN (4.0) 80 10
3 2 2 1 TBAF (5.5) 0 THF (2.0) 45 trace
4 2 2 1 CsF (5.5) 0 CH3CN (2.0) 45 28
5 2 2 1 CsF (5.5) 5.5 THF (2.0) 45 58
6 2 2 1 KF (5.5) 5.5 THF (2.0) 45 trace
7 2 1 2 CsF (5.5) 5.5 THF (2.0) 45 45
8 2 1 5 CsF (5.5) 5.5 THF (2.0) 45 59
9 2 1 5 CsF (5.5) 5.5 THF (1.0) 45 60
10 2 1 8 CsF (5.5) 5.5 THF (1.0) 45 63
11 2 1 10 CsF (5.5) 5.5 THF (1.0) 45 82

2 Reaction conditions: 1a, 2a (0.2 mmol), 3a, fluoride, and 18-crown-6 in a solvent under N2 for 12 h. ® Isolated

yield based on 2a or 3a.

S3



3. Copies of 'H and *C NMR Spectra for Compounds 4 and 5
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