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SUPPORTING INFORMATION

Synthesis df 2-ﬂuoro-4-phenyleth'ynyl-1-[(4gacetylthiq)-phenylethynyl]benzene, 1.
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Compound 2. 1-Bromo-3- ﬂuoro 4-1odobenzene QG. 3g, 11 mmol) was added to THF (100 .
mL) at rt under argon, then Pd(PPh;),Cl, (285 mg, 0.4 mmol), Cul(85 mg, 0.4 mmol) and
iPr,NH(3.54 g, 35 mmol) were. added and stirred at rt for 10 minutes.'?
Trimethylsilylacetylene (3.35g,35 mmol) was added in one portion and the reaction was
stirred at rt for 18 hours (TLC until all the starting material disappeared). The reaction
mixture was poured into water (150 mL) and extracted with diethyl ether (3 x 100 mL).
The combined organic layer was washed with brine (2 x 150 mL) and dried over MgSO,.
The mixture was then filtered and concentrated to-remove solvent, The residue was then
applied to a flash silica gel column and rinsed with pure petroleum ether to obtain 2 as.a
colorless oil (2.0 g, 68%). 'H NMR (CDCh): 8 7.30-7.12 (3H, m), 0.26 (%94, s) ppm. (If
the product is contaminated by side product 1- fluoro-2 5-b1s(tnmethylsﬂylacetylenyl)
benzene, it can be used directly in the next step reaction. )

Compound 3 Compound 2 (24 g, 8.86 mmol) was added to THF (40 mL) at Tt under
argon. Cul (33 mg, 0.17 mmol), Pd(PPh;),Cl, (140 mg, 0.20 mmol) and iPr,NH (1. 02g, o
10 mmol) were added, and the solution was stirred at rt for 10 minutes. Phenylacetylene
(1.02 g, 10 mmol) was then added, and the reactlon was. stlrred for 24 hours . The
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reaction was worked up as 'ab6V¢ to obtain 3 as a colorless oi'1:(1.6‘8g, 65%). 'H NMR
(CDCl3): 8 7.60-7.10 (8H, m), 0.25 (9H, s) ppm. - - - o IR

Compound 4. A mixture of 3‘(1.46g, 5-mrhol), methylene chloride (30 mL), methanol
(30 mL) and potassium carbonate (4.14g, 30 mmoL) was stirred at rt for. 6 hours.- Selvent
was then removed, and the residue was applied to a short silica gel column. Elution with
petroleum ether gave 4 as a-colorless oil (1.05 g, 95%). 'H NMR (CDCl;): 8 7.55-7.10
(9H, m), 3.32 (1H, s) ppm. T P

2-Fluoro-4-(4-phéli'ylethynyl)-1-[(44acetylthio)-_phenylethynyl]beniene, 1. To. a
solution of ’S-acety1-4-'iodothiophenol3 (900 mg, 3.24 mmol) in THF (80 mL) was added
Pd(PPh;),Cl; (140 mg, 0.20 mmol), Cul (33 mg, 0.17mmol) and iPr,NEt (1.13 g 82
mmol) under argon. The mixture was stirred for 10 minutes, and then compound 4 (1.05

g, 4.77 mmol) was added, and the reaction was stirred at rt overnight. Work-up was asin
the preparation of 3 except the chromatography solvent was 33% methylene chloride in
petroleum ether. The product 1 was obtained as a light yellow-white powder (659 mg, .
55%). 'H NMR (CDCly): 8 7.60-7.10 (12 H, m), 2.42 (3H, s) ppm. '’F NMR (CDCL;): 8 -
110.15 (g) ppm. °C NMR (CDCls): § 193.70, 164.25, 160.90, 134.63, 133.64, 132.65,
132.12, . 129.10(d), 128.85, 127.75(d),125.60 (d), 124.32,  122.94, 118.69(d), .
112.01(d),95.58(d), 92.65, 88.32(d), 84.56,30.71 ppm.. MS (ion-trap): 371 (M+H). o
Note: to remove trace iodine impurities, 1 (100mg) was dissolved in miriimum'amount of
THF (about 2.ml), and water (25 mL).was added slowly with stirring (a precipitate -
appeared formed in this process). Stirring was continued for-0.5 h, and. the solid was
filtered, washed with water (3 x 5 mL), and dried to obtain pure 1.(99.mg).
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