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Representative Procedure (Table 1, Entry 4; 4-Methoxyphenyl phenyl acetylene).

Pd(PhCN)2Cl2 (11.5 mg, 0.030 mmol) and CuI (3.9 mg, 0.020 mmol; stored under

argon or nitrogen) are added to a dry, 4-mL septum-capped vial, which is then

sparged with argon and charged with dioxane (1.0 mL; Aldrich Sure/SealTM

anhydrous/99.8%).  P(t-Bu)3 (260 mL of a 0.25 M solution in dioxane; 0.065 mmol),

HN(i-Pr)2 (166 mL, 1.20 mol; Aldrich Sure/SealTM 99.5%), 4-bromoanisole (127 mL,

1.00 mmol), and phenylacetylene (131 mL, 1.20 mmol) are added via syringe to the

stirred reaction mixture.  During the reaction, precipitation of [H2N(i-Pr)2]Br is

observed.  After 1.0 hours, the reaction mixture is diluted with EtOAc (5 mL),

filtered through a small pad of silica gel (with EtOAc rinsings), concentrated, and

purified by flash chromatography (50:1 pentane:EtOAc), which yielded the desired

product, 4-methoxyphenyl phenyl acetylene1 (201 mg, 94%).  1H NMR (300 MHz,

CDCl3): d 7.51 (m, 4H), 7.33 (m, 3H), 6.90 (m, 2H), 3.84 (s, 3H).

(1) Mouries, V.; Waschbuesch, R.; Carran, J.; Savignac, P. Synthesis 1998, 271-274.
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Table 1, Entry 1: Diphenylacetylene.1  Reaction time: 0.5 h.  Purification by flash

chromatography (100:1 pentane:Et2O) furnished the product in 94% yield (167 mg) as

a colorless solid.  1H NMR (300 MHz, CDCl3): d 7.60-7.40 (m, 10H).

Table 1, Entry 2: 1-Phenyl-1-octyne.2  Reaction time: 5 h.  Purification by flash

chromatography (150:1 pentane:Et2O) furnished the product in 70% yield (130 mg) as

a colorless oil.  1H NMR (300 MHz, CDCl3): d 7.44-7.19 (m, 5H), 2.46-2.39 (m, 2H), 1.75-

1.19 (m, 8H), 0.92 (s, 3H).

Table 1, Entry 3: 2-Methyl-4-phenyl-3-butyn-2-ol.3  Reaction time: 4 h.

Purification by flash chromatography (10:1 pentane:EtOAc) furnished the product in

91% yield (146 mg) as a colorless solid.  1H NMR (300 MHz, CDCl3): d 7.44 (m, 2H),

7.33 (m, 3H), 2.21 (s, 1H), 1.62 (s, 6H).

Table 1, Entry 5: Hexyl 4-methoxyphenyl acetylene.4  Reaction time: 6 h.

Purification by flash chromatography (100:1 pentane:Et2O) furnished the product in

93% yield (201 mg) as a colorless oil.  1H NMR (300 MHz, CDCl3): d 7.33 (m, 2H), 6.81

(m, 2H), 3.79 (s, 3H), 2.38 (m, 2H), 1.61-1.10 (m, 8H), 0.90 (m, 3H).

Table 1, Entry 6: 4-(4-Methoxyphenyl)-2-methyl-3-butyn-2-ol.5  Reaction time: 8 h.

Purification by flash chromatography (6:1 pentane:EtOAc) furnished the product in

95% yield (181 mg) as a colorless solid.  1H NMR (300 MHz, CDCl3): d 7.34 (m, 2H),

6.82 (m, 2H), 3.81 (s, 3H), 2.10 (s, 1H), 1.62 (s, 6H).

(2) Masuda, Y.; Hoshi, M.; Arase, A. Chem. Lett. 1980, 413-416.

(3) Yu, W.-Y.; Alper, H. J. Org. Chem. 1997, 62, 5684-5687.

(4) Cai, M.-Z.; Song, C.-S.; Huang, X. Synth. Commun. 1997, 27, 1935-1942.

(5) Mayr, H.; Halberstadt-Kausch, I. K. Chem. Ber. 1982, 115, 3479-3515.
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Table 1, Entry 7: 4-Methoxyphenyl trimethylsilyl acetylene.6  Reaction time: 3 h.

Purification of the crude reaction mixture by flash chromatography (50:1 pentane:

EtOAc, plus 3% NEt3 to deactivate the silica gel) furnished the product in 90% yield

(183 mg) as a colorless oil.  1H NMR (300 MHz, CDCl3): d 7.40 (m, 2H), 6.82 (m, 2H),

3.82 (s, 3H), 0.25 (s, 9H).

Table 1, Entry 8: 4-Dimethylaminophenyl phenyl acetylene.7  Reaction time: 2.0

h.  Purification of the crude reaction mixture by flash chromatography (30:1

pentane:EtOAc) furnished the product in 94% yield (207 mg) as a slightly-yellow

solid.  1H NMR (300 MHz, CDCl3): d 7.55 (m, 2H), 7.42 (m, 2H), 7.33 (m, 2H), 6.42 (m,

3H), 3.01 (s, 6H).

Table 1, Entry 9: 4-Acetylphenyl phenyl acetylene.8  Reaction time: 3 h.

Purification by flash chromatography (3:1 pentane:EtOAc) furnished the product in

95% yield (192 mg) as a colorless oil.  1H NMR (300 MHz, CDCl3): d 7.89 (m, 2H), 7.48

(m, 2H), 2.60 (s, 3H), 2.51 (s, 1H), 1.63 (s, 6H).

Table 1, Entry 10: Phenyl o-tolyl acetylene.1  Reaction time: 2.0 h.  Purification by

flash chromatography (60:1 pentane:EtOAc) furnished the product in 94% yield (180

mg) as a colorless oil.  1H NMR (300 MHz, CDCl3): d 7.53-7.18 (m, 9H), 2.53, (s, 3H).

Table 1, Entry 11: 1-(o-Tolyl)-3-methyl-1-butyn-3-ol.9  Reaction time: 5 h.

Purification by flash chromatography (6:1 pentane:EtOAc) furnished the product in

(6) Soderquist, J. A.; Rane, A. M.; Matos, K.; Ramos, J. Tetrahedron Lett. 1995, 36,

6847-6850.

(7) Bardamova, M. I.; Usov, O. M. Bull. Acad. Sci. USSR Div. Chem. Sci. (Engl.

Transl.) 1990, 39, 978-984.

(8) Havens, S. J.; Hergenrother, P. M. J. Org. Chem. 1985, 50, 1763-1765.

(9) Moroz, A. A.; Shvartsberg, M. S. Bull. Acad. Sci. USSR Div. Chem. Sci. (Engl.

Transl.) 1973, 22, 464-466.
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84% yield (146 mg) as a colorless oil.  1H NMR (300 MHz, CDCl3): d 7.44-7.10 (m, 4H),

2.43 (s, 3H), 2.15 (s, 1H), 1.66 (s, 6H).

Table 1, Entry 12: 2,6-Dimethylphenyl phenyl acetylene.10  Reaction time: 15 h

(90% conversion).  Purification by flash chromatography (100:1 pentane:EtOAc)

furnished the product in 63% yield (130 mg) as a colorless oil.  1H NMR (300 MHz,

CDCl3): d 7.59 (m, 2H), 7.44-7.28 (m, 3H), 7.19 (m, 3H), 2.56, (s, 6H).

(10) Cao, D.; Kolshorn, H.; Meier, H. Tetrahedron Lett. 1996, 37, 4487-4490.


