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3,5-dimethoxy-4-((R)-1-phenylprop-2-ynyl)phenol (3aa).

WG AL Wiavelength=220 nm (SLVIGE0 116000001 D)

WD A, Wavelength=220 nm (SLVS01150000032, 0 ma
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4-((S)-1-(2-chlorophenyl)prop-2-ynyl)-3,5-dimethoxyphenol (3ba).
DA A, ifavelength=230 nm (5L@0160224000003.0) VD &, Wavelength=230 nm (5L\20160224000005.0)
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4-((R)-1-(3-chlorophenyl)prop-2-yn-1-yl)-3,5-dimethoxyphenol (3ca).

VD A, Wavelength=230 nm (SL201S0125000004 L)

WG A, Wavelength=230 nm (SL20M60425000003 L)

mall # Time Area Height ‘Width AreaX Symmetry mAU # Time Area Height Width Area® Symmetry
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4-((R)-1-(4-chlorophenyl)prop-2-ynyl)-3,5-dimethoxyphenol (3da).
WVINDT A, Wiavelength=230 nm (SL\60121000009.D)
VIR A, U avelength=230 nm (SL4180121000007.D) N
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4-((R)-1-(4-fluorophenyl)prop-2-ynyl)-3,5-dimethoxyphenol (3ea).

WD A, W avelength=220 nm (SL201G0Z25000004, 0

W AL Wavelength=230 nm (SL20S0226000005. 0

T mal - - # Time Area Height Width Area% Symmetry
m | # Time Area Height Width Area¥ Symmetry 200 — 1 20148 9439.4 273 0.4771 94913 0737
200 - 1 20,333 48789 1633 0.4731 49858 0.765 7| 2 21.802 452.3 13 0.5266 5.087 0.748
E 2 21.986 4300.7 1456 05121 B0.112 0.754 700
700 - B
: 600
so0- MeO OH -
- N _:
500 N 500 -
a00- OMe 400_; ]
300—2 ‘ . 300—; a
: o e _
200 - F § - 200~
| ™ -
100—2 180 - §
: : &
o T I T s 8 : s
g 10 20 min ] 10 20
4-((R)-1-(4-bromophenyl)prop-2-ynyl)-3,5-dimethoxyphenol (3fa).
VINDA &, Wavelength=230 nm (5LVIE01 21000008, D) WINBA A, Wavelength=230 nm (SLYG0121000010 B
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3,5-dimethoxy-4-((R)-1-p-tolylprop-2-ynyl)phenol (3ga).

WD A, Wravelength=230 nm (SLVS01 20000015 00
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3,5-dimethoxy-4-((R)-1-(4-methoxyphenyl)prop-2-ynyl) phenol (3ha).
WD A, Wavelength=220 nm (5LZ0MG0128000007 .00
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4-((R)-1-(4-(trifluoromethyl)phenyl)prop-2-ynyl)-3,5-dimethoxyphenol

(3ia).

WD A, i avelength=230 nm (SL201601223000004. 0
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3,5-dimethoxy-4-((R)-1-(naphthalen-3-yl)prop-2-ynyl)phenol (3ja).
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3,5-dimethoxy-4-((R)-1-(thiophen-2-yl)prop-2-ynyl)phenol (3ka).

WIR A, W avelength=230 nm (52016032 17000007 L
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3,5-dimethoxy-4-((R)-1-phenylbut-3-yn-2-yl)phenol (3la).
VI A, Wiavelength=264 nm (SL201707 1809.0) VDA A, Wiavelength=264 nm (201707 1202 .09
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3,5-diethoxy-4-((R)-1-phenylprop-2-ynyl)phenol (3ab).

WD A, Wavelength=230 nm (SL2041614104000001.09

VD AL W avelength=230 nm (SL20161104000002 .0
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1780 1] Bam 171583 504.3 03397 | 43922 | 0.6 1750 12 182-2999?8 L i552313-5 7"3?25§ ”D-3;3”25 5;335; g;gg
] 2 13,2591 11193.4 2235 07522 a0.078 0.822 - - - : - d
1500 - 1500 -
. EtO OH - :
12560 — =
: [ :
1000 - 1000 - .
: Ph OEt : g
- - o
50— o 750 -
: 7 :
500 = T - 500 -
: & :
250 - e 250 - %
_ /N | :
: : o
1] : = T - T = 0 T : T -
] 5 10 15 min 0 1n 15 min
3,5-bis(benzyloxy)-4-((R)-1-phenylprop-2-ynyl)phenol (3ac).
| DY A, Wavelength=230 nm (SLI2017021401.) \WIDY A, Wavelength=264 nm (SL2017021402.5)
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3,5-diisopropoxy-4-((R)-1-phenylprop-2-ynyl)phenol (3ad).

WD A, i awelength=230 nm (SL201T021203 00

WD A, Wiavelength=220 nm (SLE017021004.0)
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3-ethoxy-5-methoxy-4-((R)-1-phenylprop-2-ynyl)phenol (3ae).
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3-(benzyloxy)-5-methoxy-4-((R)-1-phenylprop-2-ynyl)phenol (3af).

WD A, Wavelength=230 nm (SLZ017073102.0)
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3-isopropoxy-5-methoxy-4-((R)-1-phenylprop-2-ynyl)phenol (3ag).
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3-methoxy-4-((R)-1-phenylprop-2-ynyl)phenol (3ai).

WE A Wifavelength=230 nm (SUE017020206 .00
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(5)-2,3-dihydro-5-methoxy-2-methylene-1-phenyl-1H-indene (5).
VIVDT A, Wavelength=230 nm (SLE017081512.00 WIND A, Wavelength=230 nm (SL2017081513.0)
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3-methoxy-5-methyl-4-((R)-1-phenylprop-2-ynyl)phenol  (3aj).

WD A, Wawelength=230 nm (SLE017072506.0) VIVD A, Wavelength=220 nm (SL\2017072507.0)
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Synthesis of (R)-3-(2,4-dimethoxyphenyl)-3-phenylpropan-1-ol for the determination of absolute stereochemistry of propargylic
alkylation products

OH OMe OMe
\\ ME|, K2C03 BH3-SM92 HO
Pd/CaCOj3, Hy, 5 bar & H,0,/NaOH
Ph _OMe Ph  OMe Ph OMe
3ai 6 7

Mel (1.1 equiv) was added to a solution of 3ai (100 mg, 0.42 mmol) and Cs>CO3 (1.2 equiv) in 3 mL of acetone. After being stirred at room
temperature for 12 h, the solvent was removed in vacuo and purified by silica gel column chromatography (hexanes/AcOEt, 50/1). The product was
added to an autoclave with Pd/CaCOs and 2 mL EtOH, then the hydrogenation was performed at room temperature under 5 bar of H pressure for 2 h.
After concentration of the reaction mixture under reduced pressure, the residue was purified by silica gel chromatography (hexanes/AcOEt, 50/1) to
afford 6 (67% yield). 'H NMR (400 MHz, CDClg) & 7.27-7.25 (m, 2H), 7.21-7.14 (m, 3H), 7.01 (d, J = 9.0 Hz, 1H), 6.45-6.42 (m, 2H), 6.3-6.23 (m,
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1H), 5.16 (d, J = 10.2 Hz, 1H), 5.06 (d, J = 6.6 Hz, 1H), 4.89 (d, J = 17.1 Hz, 1H), 3.77 (s, 3H), 3.71 (s, 3H). [a]?p = +0.6 (c = 1.00, CHCls, Lit.
-1.0).1" 2

BHs SMe> (1.0 equiv) was added to a solution of 6 (1.0 equiv) in THF at 0 °C. The mixture was stirred for 10 min at 0 °C and for 1 h at room
temperature. 15% NaOHaq (1.5 equiv) and 30% H,O-aq (2.0 equiv) were successively added to it at 0 °C, and the resulting mixture was stirred for 1
h at room temperature. The reaction was quenched with saturated NaClaq and extracted with Et2O. The organic layer was dried over MgSQsa, filtered,
and concentrated under vacuum. The residue was purified by silica gel column chromatography to afford 7(59% vyield). *H NMR (400 MHz, CDCls)
3 7.26 (d, J = 4.5 Hz, 4H), 7.16-7.15 (m, 1H), 7.04 (d, J = 9.1 Hz, 1H), 6.45-6.43 (m, 2H), 4.52-4.48 (m, 1H), 3.78 (s, 3H), 3.76 (s, 3H), 3.62-3.52
(m, 2H), 2.32-2.27 (m, 1H), 2.20-2.17 (m, 1H). [a]*°p = +32.5 (¢ = 1.00, CHClIs, Lit. +48.0).""!

The absolute configuration of 3ai was determined by the comparison with the known compound 7 after the derivatization, to which an R-absolute

configuration is assigned.

Ref. 1. Y. Luan and S. E. Schaus, J. Am. Chem. Soc., 2012, 134, 19965.
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