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1) Compound 2 (*H NMR spectrum in CDClz)
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Compound 2 (*3C NMR spectrum in CDCls)
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Compound 2 (*H NMR spectrum in [D8]toluene)
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Compound 5 (*H NMR spectrum in CDCls)
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Compound 5 (*H NMR spectrum in [D8]toluene)
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Compound 6 (*H NMR spectrum in CDCls)
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Compound 6 (*H NMR spectrum in [D8]toluene)
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Compound 3 (*H NMR spectrum in CDCls)
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Compound 3 (*3C NMR spectrum in CDCls)
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Compound 3 (*H NMR spectrum in [D8]toluene)
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Compound 4 (*H NMR spectrum in [D8]toluene)
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Compound 10 (*H NMR spectrum in CDCIs)
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Compound 10 (*3C NMR spectrum in CDCls)
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Compound 2°AuCl (*H NMR spectrum in CDCIs)
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Compound 2+-AuCl (33C NMR spectrum in CDClz)
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Compound 2°AuCl (*H NMR spectrum in [D8]toluene)
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Compound 5°AuCl (*H NMR spectrum in CDCIs)
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Compound 5AuCl (33C NMR spectrum in CDClz)
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Compound 5°AuCl (*H NMR spectrum in [D8]toluene)
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Compound 6°AuCl (*H NMR spectrum in CDCIs)
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Compound 6°AuCl (33C NMR spectrum in CDClz)

L

||

L (1]

180 160 140 120 100
8/ppm

25/32

80

60

40

20



Compound 6°AuCl (*H NMR spectrum in [D8]toluene)
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Compound 3*AuCl (*H NMR spectrum in CDCls)
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Compound 3+AuCl (33C NMR spectrum in CDClz)
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Compound 3*AuCl (*H NMR spectrum in [D8]toluene)
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2) The stack of 'H NMR spectra (Figure 1S) for representative procedure of hydration

reactions of 2-octyne 7d (Table 2, entry 14), in which [Ds]toluene was used.
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Figure S1. Portions of *H NMR spectra (400 MHz, toluene-ds) for determination of NMR
yields in Table 2, entry 14, the top, 2-octyne 7d; and the second and third from the top, the
commercially available authentic samples of 3-octanone 8d and 2-octanone 9d; the

bottom, the resultant product of 8d (12%) and 9d (88%).
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3) The data of HRMS (ESI) for 2+AuCl.
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Shimadzu LCMSsolution 3 #TLHR—
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