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To a solution of 2-butyne-1,4-diol (155 mg, 1.80 mmol) in CH2Cl2 (60 mL) was added 

Co2(CO)8 (641 mg, 1.88 mmol) at 30 °C.  After the mixture had been stirred at that 

temperature for 1 h, an additional CH2Cl2 (150 mL), precursor A (616 mg, 1.50 mmol) 

and BF3·OEt2 (754 μL, 6.00 mmol) were sequentially added and stirred at 30 °C for 3 h. 

Silica gel (12.6 g) and ceric ammonium nitrate (CAN: 2.47 g, 4.50 mmol) were 

sequentially added and stirred at that temperature for 3 h, then pyridine (484 μL, 6.00 

mmol) and aminopropylated silica gel (15.0 g) were added to the mixture. After the 

mixture had been stirred at that temperature for 1 h, the mixture was filtered through filter 

paper using AcOEt as an eluent, and the filtrate was concentrated under reduced pressure. 
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The residue was purified by silica gel column chromatography (eluate: chloroform) to 

afford 5b as stable colorless crystals (252 mg, 547 mmol, 36%)
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φ

Anal. calcd for C30H59BrSi5:  

C, 56.29; H, 9.29. found:  C, 55.54; H, 9.49. MS (DART-TOF, positive mode):  m/z calcd 

for C30H60
79BrSi5 639.2725 ([M+H]+), found 639.2711 ([M+H]+).
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MS (DART-TOF, positive mode):  m/z calcd for C45H73
79BrN2O4S2Si5 989.3120 ([M+H]+), 

found 989.3171 ([M+H]+).
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