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1. Supplementary Figures and Tables.

Table S1. Amount of ligand screening.”

0

©/A Au/SiO, (1 mol%) ©/\ @/\
, > +
ligand, Ho,

1a temp., solvent, 6 h 2a 3a

Entry  Amount of ligand (mol%) Conversion of 1a (%)  Yield of 2a (%)

1 2 >99 >99
2 1 >99 >99
3 0.5 75 >99

"Reaction conditions: 1 mmol of epoxide, 1 mol% of Au, P(OEt);, 2 mL of i-PrOH,

temperature, 6 bar of H,, 6 h. Determined by GC using internal standard technique.

Table S2. Reaction temperature screening.”

0
Q/A AU/SIOp (1 mol%) ©/\ N ©A
1 mol% of ligand, Ha,
1a temp., solvent, 6 h 2a 33
Entry  Reaction temperature (°C) Conversion of 1a (%)  Yield of 2a (%)
1 100 >99 >99
2 80 86 >99
3 60 43 >99

"Reaction conditions: 1 mmol of epoxide, 1 mol% of Au, 1 mol% of P(OEt);, 2 mL of i-

PrOH, temperature, 6 bar of H, 6 h. Determined by GC using internal standard technique.
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Table S3. Solvent screening.”

o)
(j/A AU/SIO, (1 mol%) @A\ N ©A
1 mol% of ligand, H,,
1a temp., solvent, 6 h 2a 3a
Entry Solvent Conversion of 1a (%)  Yield of 2a (%)
1 EtOH >99 93
2 Toluene 96 >99
3 DMF 65 >99
4 THF 42 >99
5 Hexane 32 >99
6 1,4-dioxane 61 >99
7 MeCN 38 >99

"Reaction conditions: 1 mmol of epoxide, 1 mol% of Au, 1 mol% of P(OEt);, 2 mL of

solvent, 100 °C, 6 bar of Hy, 6 h. Determined by GC using internal standard technique.

Table S4 Molecular hydrogen pressure.”

0

@A AUISIO, (1 mol%) ©A\ N ©A
1 mol% of ligand, Ho,
2a 3a

1a temp., solvent, 6 h

Entry H, pressure (bar) Conversion of 1a (%)  Yield of 2a (%)

1 6 >99 >99
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2 4 88 >99

3 2 40 >99

"Reaction conditions: 1 mmol of epoxide, 1 mol% of Au, 1 mol% of P(OEt);, 2 mL of i-

PrOH, 100 °C, Ha, 6 h. Determined by GC using internal standard technique.
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2. Characterization of Hydrogenated Products
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Figure S1. "H NMR Spectrum of 2a.
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Figure S2. "H NMR Spectrum of 2b.
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Figure S3. "H NMR Spectrum of 2c.
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Figure S4. °C NMR Spectrum of 2c.
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Figure S5. "H NMR Spectrum of 2d.
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Figure S7. "H NMR Spectrum of 2I.
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Figure S9. "H NMR Spectrum of 2m.
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Figure S10. °C NMR Spectrum of 2m.
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Figure S11. '"H NMR Spectrum of 2n.
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Figure S13. '"H NMR Spectrum of 2o.

— Qo wno (e}

© LTI N o
© MY O®®N <
o THaa AN ~
= pURU U RN R &

T T T T T T T T T T T T T T T T T T

T T
240 230 220 210 200 190 180 170 160 150 140 130 12Elf ](.10 )100 90 80 70 60 50 40 30 20 10
1 (ppm

Figure S14. °C NMR Spectrum of 2o0.

S12



7 6
f1 (ppm)

Figure S15. "H NMR Spectrum of 2p.
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Figure S16. °C NMR Spectrum of 2p.
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Figure S19. '"H NMR Spectrum of 2r.
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Figure S20. °C NMR Spectrum of 2r.
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Figure S21. '"H NMR Spectrum of 2s.
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Figure S22. °C NMR Spectrum of 2s.
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Figure S23. '"H NMR Spectrum of 4b.
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Figure S24. °C NMR Spectrum of 4b.
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Figure S25. '"H NMR Spectrum of 4.
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Figure S26. °C NMR Spectrum of 4c.
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Figure S27. '"H NMR Spectrum of 4d.
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Figure S28. °C NMR Spectrum of 4d.
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Figure S29. '"H NMR Spectrum of 4e.
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Figure S30. °C NMR Spectrum of 4e.
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Figure S31. '"H NMR Spectrum of 4f.
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Figure S32. °C NMR Spectrum of 4f.
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Figure S33. '"H NMR Spectrum of 4g.
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Figure S34. >C NMR Spectrum of 4g.
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Figure S36. °C NMR Spectrum of 4h.
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Figure S37. '"H NMR Spectrum of 4i.
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