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1.General information

Column chromatography was carried out with silica gel (200–400 mesh) and commercially available solvents. Thin-Layer Chromatography (TLC) was conducted on glass sheets coated with silica gel 60 F254 with visualization by a UV lamp (254 nm). Melting points were recorded on an Electrothermal digital melting point apparatus and were uncorrected. 1H and 13C NMR spectra were recorded at 400 MHz with a 400 MHz instrument. Chemical shifts are reported in parts per million (ppm), using the residual solvent signal as an internal standard: CDCl3 (1H NMR: δ 7.26 ppm, singlet; 13C NMR: δ 77.0 ppm, triplet); d6-DMSO (1H NMR: δ 2.50 ppm, quintet; 13C NMR: δ 39.5 ppm, heptet). Multiplicities were given as: s (singlet), d (doublet), t (triplet), q (quartet), m (multiplets), dd (doublet of doublets), dt (doublet of triplets), and br (broad). Coupling constants (J) were recorded in Hertz (Hz). The number of proton atoms (n) for a given resonance was indicated by nH. Mass spectra were obtained using Agilent 5977 instrument with EI source. 
2. General Procedure for the PVP-I-Mediated Deprotections

To a 25 mL round-bottomed flask was added starting material (1.0 mmol), PVP-I (26 mg, 0.01 mmol of effective iodine) and MeOH (2.0 mL). The mixture was stirred at room temperature overnight. The starting material was consumed completely which was monitored by TLC. The resulting mixture was extracted with EtOAc (10 mL x 3) and washed with water (10 mL). The organic phase was dried with anhydrous Na2SO4, filtered, and then concentrated under reduced pressure. The residue thus obtained was subjected to flash column chromatography to give the final products.

3.General Procedure for the TBAF-Mediated Deprotections

TBAF (2.0 mL, 1.0 M in THF solution) was added to the protected substrate (1.0 mmol). The reaction was stirred at room temperature for about 2h. The starting material was consumed completely which was monitored by TLC. Then, the THF was removed under vacuum. The resulting mixture was extracted with EtOAc (10 mL x 3) and washed with water (10 mL). The organic phase was dried with anhydrous Na2SO4, filtered, and then concentrated under reduced pressure. The residue thus obtained was subjected to flash column chromatography to give the final products.

4.Characterization data

2-Thiopheneethanol
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Yield: 112.8 mg, 88.0%; Pale yellow liquid; MS (EI, m/z) [M]+: 128.0.
1H NMR (400 MHz, CDCl3) δ = 7.18 (dd, J = 0.8, 4.8 Hz, 1H), 6.96 (dd, J = 3.6, 5.2 Hz, 1H), 6.88 (d，J = 2.8 Hz，1H), 3.86 (t, J = 6.4 Hz, 2H), 3.08 (t, J = 6.0 Hz，2H), 1.81 (s, 1H) ppm; 13C NMR (100 MHz, CDCl3) δ = 141.3, 127.3, 125.7, 124.1, 63.5, 33.5 ppm. 

N-(2-Hydroxyethyl)-4-nitrobenzamide
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Yield: 199.6 mg, 95.0%; Pale yellow soild; Melting point: 132.8-133.7 ℃; MS (EI, m/z) [M]+ : 210.0.

 1H NMR (400 MHz, DMSO-d6) δ = 8.76 (s, 1H), 8.30 (dd, J = 6.4, 8.4 Hz, 2H), 8.06 (dd, J=6.4, 13.2 Hz, 2H), 4.75 (q, J = 6.4 Hz, 1H), 3.54 (t, J = 6.0 Hz, 2H), 3.35 (t, J = 6.0 Hz, 2H) ppm; 13C NMR (100 MHz, d6-DMSO) δ = 165.4, 149.4, 140.6, 129.2, 123.8, 60.4, 43.1 ppm. 

N-(2-Hydroxyethyl)trifluoroacetamide
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Yield: 141.4 mg, 90.0%; Pale yellow liquid; MS (EI, m/z) [M-H2O]+: 139.0.
1H NMR (400 MHz, DMSO-d6) δ = 9.32 (s, 1H), 4.77 (s, 1H), 3.49-3.44 (m, 2H), 3.24-3.23 (m, 2H) ppm; 13C NMR (100 MHz, d6-DMSO) δ = 157.4 (q, JC,F = 40 Hz), 118.0 (q, JC,F = 290.0 Hz), 59.4, 42.7 ppm. 

N-(2-hydroxyethyl)-3,5-bis(trifluoromethyl)benzamide
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Yield: 271.0 mg, 90.0%; White solid; Melting point: 128.6-130.0 ℃; MS (EI, m/z) [M]+ : 301.0.

1H NMR (400 MHz, CDCl3) δ = 8.24 (s, 2H), 8.02 (s, 1H), 6.74 (br, 1H), 3.89 (t, J = 4.8 Hz, 2H), 3.69 (q, J = 5.2 H, 2H) ppm; 13C NMR (100 MHz, d6-DMSO) δ = 164.1, 137.4, 131.3 (q, JC,F = 33.4 Hz), 128.8, 125.3, 122.5, 60.1, 43.2 ppm.
N-(2-hydroxyethyl)-3,5-dinitrobenzamide
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Yield: 242.4 mg, 95.0%; Pale yellow soild; Melting point: 130.5-132.7 ℃; MS (EI, m/z) [M-H2O]+ : 237.0.
1H NMR (400 MHz, DMSO-d6) δ = 9.20 (s, 1H), 9.05 (s, 2H), 8.94 (s, 1H), 4.81 (s, 1H), 3.55 (d, J = 5.6 Hz, 2H), 3.38 (d, J = 5.2 Hz, 2H) ppm; 13C NMR (100 MHz, d6-DMSO) δ = 165.4, 149.6, 140.9, 129.4, 124.1, 60.2, 43.1 ppm. 

N-(2-hydroxy-1-phenylethyl)acetamide
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Yield: 145.1 mg, 81.0%; White solid; Melting point: 232.3-234.5 ℃; MS (EI, m/z) [M-H2O]+ : 161.1.

1H NMR(400 MHz, CDCl3) δ = 7.36 (t, J = 7.6 Hz, 2H), 7.30 (t, J = 7.6 Hz, 3H), 6.51 (br, H), 5.08-5.04 (m, 1H), 3.93-3.85 (m, 2H), 2.07 (s, 3H) ppm; 13C NMR (100 MHz, CDCl3) δ = 171.4, 139.4, 128.9, 127.9, 126.9, 66.1, 56.1, 23,3 ppm. 

(6-Bromo-1,3-benzodioxol-5-yl)methanol
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Yield: 211.4 mg, 91.5%; White solid; Melting point: 88.3-89 ℃; MS (EI, m/z) [M]+ 229.9, 231.9.

1H NMR (400 MHz, CDCl3) δ= 7.00 (d, J = 12.0 Hz, 2H), 5.98 (s, 2H), 4.65(d, J = 4.0 Hz, 2H), 1.98 (t, J = 5.2 Hz, 1H) ppm; 13C NMR (100 MHz, CDCl3) δ = 147.9, 147.7, 133.3, 113.1, 112.8, 109.2, 102.0, 64.9 ppm. 

(6-Iodo-1,3-benzodioxol-5-yl)methanol
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Yield: 257.7 mg, 92.7%; White solid; Melting point: 101.8-106.1 ℃; MS (EI, m/z) [M]+: 278.0.

1H NMR (400 MHz, CDCl3) δ = 7.24 (s, 1H), 6.99 (s, 1H), 5.98 (s, 2H), 4.59 (s ,2H), 1.98 (s, 1H) ppm; 13C NMR (100 MHz, d6-DMSO) δ = 148.7, 147.7, 138.1, 118.3, 108.7, 102.2, 85.1, 67.8 ppm. 
(6-Bromo-1,3-benzodioxol-5-yl)ethan-1-ol
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Yield: 210.7 mg, 86.0%; White solid; Melting point: 93.2-93.9 ℃; MS (EI, m/z) [M]+ 243.9,  245.9.

1H NMR (100 MHz, CDCl3) δ = 7.01 (s, 1H), 6.77 (s, 1H), 5.96 (s, 2H), 3.84 (t, J = 6.8 Hz, 2H), 2.94 (t, J = 6.8 Hz, 2H) ppm; 13C NMR (100 MHz, CDCl3) δ = 147.1, 146.8, 130.5, 114.4, 112.6, 110.4, 101.4, 61.9, 38.9 ppm. 

2-Hydroxyethyl cinnamate
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Yield: 178.7 mg, 93.0%; Pale yellow oil; MS (EI, m/z) [M]+ : 192.1.

1H NMR (400 MHz, CDCl3) δ = 7.75 (d, J = 16.0 Hz, 1H), 7.53-7.51 (m, 2H), 7.39-7.37 (m, 3H), 6.49 (d, J = 16.0 Hz, 1H), 4.35 (t, J = 4.8 Hz, 2H), 3.90 (t, J = 4.8 Hz, 2H), 2.23 (s, 1H) ppm; 13C NMR (400 MHz, CDCl3) δ = 167.7, 145.7, 134.5,130.7, 129.1 ,128.4, 117.8, 66.4, 61.3 ppm. 

Cinnamyl alcohol
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Yield: 121.0 mg, 90.2%; Fused Low Melting Crystalline Solid; MS (EI, m/z) [M]+ : 134.0.

1H NMR (400 MHz, CDCl3) δ = 7.39 (d, J = 7.2 Hz, 2H), 7.33 (t, J = 6.8 Hz, 2H), 7.25 (t, J = 7.6 Hz, 1H), 6.60 (d, J = 15.6 Hz, 1H), 6.37 (dt,J = 5.6, 16.0 Hz, 1H), 4.32 (dd, J=1.2, 5.6 Hz, 2H), 2.04 (br, 1H) ppm; 13C NMR (100 MHz, CDCl3) δ = 137.2, 131.1, 129.1, 129.0, 128.0, 126.9, 63.5 ppm. 

1-Phenylhept-6-en-3-ol
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Yield: 155.3 mg, 81.6%; Colorless liquid; MS (EI, m/z) [M]+ : 190.1.

1H NMR (400 MHz, CDCl3) δ = 7.30 (t, J = 7.2 Hz, 2H), 7.23-7.18 (m, 2H), 5.91-5.81 (m, 1H), 5.05 (dd, J = 2.0, 17.2 Hz, 1H), 4.98 (dt, J = 0.8, 10.0 Hz), 2.85-2.78 (m, 1H), 2.73-2.65 (m, 1H), 2.10-2.08 (m, 2H), 1.83-1.75 (m, 2H), 1.63-1.56 (m, 2H) ppm; 13C NMR (100 MHz, CDCl3) δ = 142.4, 138.8, 128.7, 126.1, 126.1, 115.1, 71.2, 39.3, 36.8, 32.3, 30.3 ppm. 

Undec-1-en-5-ol
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Yield: 151.6 mg, 89.0%; Colorless liquid; MS (EI, m/z) [M-H2O]+: 152.1.
1H NMR (400 MHz, CDCl3) δ = 5.88-5.78 (m, 1H), 5.05 (d, J = 17.2 Hz, 1H), 4.97 (d, J = 10.0 Hz, 1H), 3.61 (d, J = 3.6 Hz, 1H), 2.23-2.07 (m, 2H), 1.48-1.43 (m, 4H), 1.28 (br, 8H), 0.87 (t, J = 6.0 Hz, 3H) ppm; 13C NMR (100 MH, CDCl3) δ = 138.9, 114.8, 71.6, 37.7, 36.7, 32.0, 30.3, 29.6, 25.8, 22.8, 14.2 ppm. 

Geraniol
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Yield: 131.1 mg, 85.0%; Colorless liquid; MS (EI, m/z) [M]+ : 154.1.

1H NMR (400 MHz, CDCl3) δ = 5.41 (td, J = 1.2, 6.8 Hz, 1H), 4.16 (td, J = 1.2, 5.2 Hz, 1H), 2.11 (q, J = 6.4 Hz, 2H), 2.02t (d, J = 8.0 Hz, 2H), 1.68 (s, 6H), 1.60 (s, 3H) ppm; 13C NMR (100 MH, CDCl3) δ = 139.9, 131.9, 124.1, 123.6, 59.6,39.8, 26.6, 25.9, 17.9, 16.5 ppm. 

7-Octen-1-ol
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Yield: 115.4 mg, 90.0%; Colorless liquid; MS (EI, m/z) [M-H2O]+: 110.1.
1H NMR (400 MHz, CDCl3) δ = 5.84-5.76 (m, 1H), 5.00 (ddd, J = 2.0, 3.5, 17.5 Hz, 1H), 4.93 (dt, J = 1.0, 10.0 Hz, 1H), 3.63 (t, J = 6.5 Hz, 2H), 2.05 (q, J = 7.0 Hz, 2H), 1.59-1.53 (m，2H), 1.41-1.32 (m, 6H) ppm; 13C NMR (100 MH, CDCl3) δ = 139.2, 114.4, 62.7, 33.9, 32.8, 29.1, 29.0, 25.8 ppm. 

4-Methylbenzyl alcohol
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Yield: 109.9 mg, 90.0%; White crystal; Melting point: 5.9-58.3 ℃; MS (EI, m/z) [M]+: 122.0.

1H NMR (400 MHz, CDCl3) δ = 7.25 (d, J = 4.0 Hz, 2H), 7.18 (d, J = 4.0 Hz, 2H), 4.62 (s, 2H), 2.38 (d, J = 4.0 Hz, 3H), 2.14 (br, 1H) ppm;13C NMR (100 MHz, CDCl3) δ = 138.3, 137.4, 129.4, 127.4, 65.0, 21.4 ppm. 

L-Menthol
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Yield: 145.3 mg, 93.0%; Colorless crystal; Melting point: 39.1-40.9 ℃; MS (EI, m/z) [M-H2O]+ : 138.1.
1H NMR (400 MHz, CDCl3) δ = 3.40 (dt，J = 4.4, 10.4 Hz, 1H), 2.12-2.20 (m, 1H), 1.96 (ddd, J = 4.0, 5.6, 12.0 Hz, 1H), 1.66-1.58 (m, 2H), 1.45-1.37 (m, 1H), 1.13-1.06 (m, 1H), 1.01-0.92 (m, 2H), 0.91 (d, J = 6.8 Hz, 3H), 0.90 (d, J = 2.8 Hz, 3H), 0.85 (dd, J = 3.6, 12.8 Hz, 1H), 0.80 (d, J = 6.8 Hz, 3H) ppm; 13C NMR (100 MHz, CDCl3) δ = 71.4, 50.2, 45.2, 34.8, 31.8, 25.8, 23.3, 22.4, 21.2, 16.2 ppm. 

Methyl(3S,4bS,10aR)-3-hydroxy-2,4b,8,8,10a-pentamethyl-3,4,4a,4b,5,6,7,8,8a,9,10,10a-dodecahydrophenanthrene-1-carboxylate
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Yield: 301.1 mg, 90.0%; White solid; Melting point: 99.9-103.1 ℃; MS (EI, m/z) [M]+ : 334.2.

1H NMR (400 MHz, CDCl3) δ = 3.99 (t, J = 0.4 Hz, 1H), 3.73 (s, 3H), 1.82-1.74 (m, 2H), 1.72 (s, 3H), 1.67-1.53 (m, 5H), 1.45-1.35 (m, 4H), 1.27 (dd, J = 3.2, 7.6 Hz, 1H), 1.15 (s, 3H), 1.11 (dd, J = 4.0, 13.2 Hz, 1H), 0.90 (d, J = 9.2 Hz, 1H), 0.86 (s. 3H), 0.84 (s, 3H), 0.81 (s, 3H) ppm; 13C NMR (100 MH, CDCl3) δ = 170.7, 142.0, 131.7, 69.2, 56.8, 51.4, 49.8, 42.2, 39.6, 38.2, 37.1, 33.4,27.8, 21.5, 20.0, 18.6, 18.5, 16.6 ppm. 

Epiandrosterone
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Yield: 278.8 mg, 96.0%; White solid; Melting point: 183.2-183.8 ℃; MS (EI, m/z) [M]+ : 290.2.

1H NMR (100 MHz,CDCl3) δ = 4.05 (t, J = 2.0 Hz, 1H), 2.44 (dd, J = 8.8, 19.6 Hz, 1H), 2.11-2.01 (m, 1H), 1.96-1.89 (m, 1H), 1.80 (d, J = 2.8 Hz, 1H), 1.77 (t, J = 3.2 Hz, 1H), 1.69-1.63 (m, 3H), 1.51-1.46 (m, 5H), 1.41-1.23 (m, 8H), 1.01 (ddd，J = 5.2, 12.0, 24.4 Hz, 1H), 0.86 (s, 3H), 0.80(s, 3H) ppm; 13C NMR (100 MH, CDCl3) δ = 221.2, 66.5, 54.7, 51.8, 48.0, 39.3, 36.5, 36.1, 36.0, 35.3, 32.4, 31.8, 31.0, 29.2, 28.5, 22.0, 20.3, 14.0, 11.4 ppm. 

(R)-1-Chlorononan-2-ol
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Yield: 150.2 mg, 85.0%; Pale yellow liquid; MS (EI, m/z) [M-H2O]+ : 158.1.

1H NMR (400 MHz, CDCl3) δ = 5.85-5.75 (m, 1H), 5.02-4.92 (m, 2H), 3.83-3.77 (m, 1H), 3.64 (dd, J = 3.2, 10.8 Hz, 1H), 3.48 (dd, J = 7.2, 11.2 Hz 1H), 2.05 (q, J = 6.8 Hz, 2H), 1.40-1.34 (m, 3H), 1.55-1.49 (m, 5H) ppm; 13C NMR (100 MH, CDCl3) δ = 138.1, 114.6, 71.6, 50.6, 34.4, 33.9, 29.2, 28.9, 25.6 ppm. 

(R)-1-Iodononan-2-ol
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Yield: 230.6 mg, 86.0%; Brown liquid; MS (EI, m/z) [M-H2O]+:  250.0.

1H NMR (400 MHz, DMSO-d6) δ = 5.83-5.73 (m, 1H), 5.01-4.90 (m, 3H), 3.31-3.27 (m, 1H), 3.25 (dd, J = 4.4, 9.6 Hz, 1H), 3.20 (dd, J = 5.2, 9.6 Hz, 1H), 2.00 (q, J = 1.6 Hz, 2H), 1.35-1.23 (m, 8H) ppm; 13C NMR (100 MH, CDCl3) δ = 139.1, 114.6, 71.2, 36.8, 33.9, 29.1, 28.9, 25.7, 16.8 ppm. 

(R)-Dodecane-1,2-diol
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Yield: 178.0 mg, 88.0% from A, 175.9 mg, 87% from B, 184.1 mg from C; White soild; Melting point: 69.5-71.1 ℃; MS (EI, m/z) [M-H2O]+: 184.1.
1H NMR (400 MHz, CDCl3) δ = 3.72-3.70 (m, 1H), 3.43 (dd, J = 7.6, 10.8 Hz, 1H), 2.08-2.03 (m, 2H), 1.26 (br, 16H), 0.88 (t, J = 6.8 Hz, 3H) ppm; 13C NMR (100 MH, CDCl3) δ = 72.6, 67.7, 33.4, 32.1, 30.0, 29.9, 29.6, 25.9, 22.9,14.3 ppm. 

(2R)-1-((Tetrahydropyran-2-yl)oxy)dodecan-2-ol
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Yield: 263.5 mg, 92.0%; Colorless liquid; MS (EI, m/z) [M]+ : 286.2.
1H NMR (400 MHz, CD2Cl2) δ = 4.55 (s, 1H), 3.91-3.83 (m, 1H), 3.73-3.27 (m, 4H), 1.83-1.68 (m, 2H), 1.58-1.53 (m, 4H), 1.43-1.38 (m, 2H)1.28 (br, 16H), 0.89 (t, J = 6.4 Hz, 3H) ppm; 13C NMR (100 MH, CDCl3) δ = 100.3, 100.2, 77.3, 76.9, 74.1, 73.2, 70.8, 70.7, 66.3, 66.2, 33.5, 33.3, 32.1, 30.9, 29.9, 29.8, 29.7, 29.5, 25.8, 25.5, 25.4, 22.9, 20.1, 20.0, 14.3 ppm. 

Phenyl (4-fluoro-3-(hydroxymethyl)phenyl)carbamate
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Yield: 232.5 mg, 89.0%; White soild; Melting point: 95.8-96.7 ℃; MS (EI, m/z) [M-94]+: 167.0.

1H NMR (400 MHz, CDCl3) δ = 8.09 (br, 1H), 7.41 (t, J = 7.6 Hz, 2H), 7.28-7.11 (m, 6H), 4.65(d, J = 5.2 Hz, 2H), 1.80 (t, J = 5.2 Hz, 1H) ppm; 13C NMR (100 MH, CDCl3) δ = 153.9, 151.9, 150.7, 137.9, 129.7, 126.1, 125.1 (JC,F = 9.4 Hz), 123.1, 121.8, 120.7, 113.8 (JC,F = 19.2 Hz), 64.2 ppm. 
5.NMR spectra
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