Supplementary Information
1. Experimental Selected NMR Spectra

1.1. NMR Spectra of Starting Materials

"H-NMR (500 MHz, CDCls, 298K) spectrum of hex-3-yn-1-yl benzoate (1a)
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BC-NMR (125 MHz, CDCls, 298K) spectrum of hex-3-yn-1-yl benzoate (1a)
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"H-NMR (400 MHz, CDCls, 298K) spectrum of hex-3-yn-1-yl 4-methylbenzoate (1b)
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BC-NMR (100.6 MHz, CDCl3, 298K) spectrum of hex-3-yn-1-yl 4-methylbenzoate (1b)
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"H-NMR (500 MHz, CDCls, 298K) spectrum of hex-3-yn-1-yl 4-methoxybenzoate (1¢)
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BC-NMR (125 MHz, CDCls, 298K) spectrum of hex-3-yn-1-yl 4-methoxybenzoate (1¢)
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1.2. NMR Spectra of Products

"H-NMR (500 MHz, CDCls, 298K) spectrum of 2a crystals.

v9'C

mm.v/

&% 7 —

8EY

Feo¢

e T:,N

= ez

Ferez

45 4.0
f1 (ppm)

7.5 7.0 6.5 6.0 5.5 5.0

8.0

In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.4 M) spectrum of 2a.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.2 M) spectrum of 2a.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.1 M) spectrum of 2a.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.04 M) spectrum of 2a.
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In situ "TH-NMR (500 MHz, CDCl3, 298K) spectra of 2a across concentrations 0.04—0.4 M.
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In situ "TH-NMR (500 MHz, CDCl3, 298K) specta of 2a, expansion of CH2O(CO)-) across
concentrations 0.04-0.4 M.
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In situ BC-NMR (125 MHz, CDCl3, 298K, 0.2 M) spectrum of 2a.
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In situ "B-NMR (160 MHz, CDCl3, 298 K, 0.4 M) spectrum of 2a.
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In situ "B-NMR (160 MHz, CDCl3, 298 K, 0.2 M) spectrum of 2a.
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In situ "B-NMR (160 MHz, CDCl3, 298 K, 0.1 M) spectrum of 2a.
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In situ "B-NMR (160 MHz, CDCl3, 298 K, 0.04 M) spectrum of 2a.
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In situ "B-NMR (160 MHz, CDCl3, 298 K) spectra of 2a across concentrations 0.04—0.4 M.
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YF-NMR (283 MHz, CDCl3, 298 K) spectrum of 2a crystals.
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In situ F-NMR (283 MHz, CDCl3, 298 K, 0.4 M) spectrum of 2a.
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In situ F-NMR (283 MHz, CDCl3, 298 K, 0.2 M) spectrum of 2a.
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In situ F-NMR (283 MHz, CDCl3, 298 K, 0.1 M) spectrum of 2a.
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In situ "F-NMR (283 MHz, CDCl3, 298 K, 0.04 M) spectrum of 2a.
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In situ F-NMR (283 MHz, CDCl3, 298 K) spectra of 2a across concentrations 0.04-0.4 M
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"H-NMR (500 MHz, CDCl3, 298K) spectrum of 2b crystals.
©O v N O [ ] LOUTANNODNOT M~ O
© R AR ©OOOOY v« « -« A
~ I~ N~ N~ < NANNNNNNNNN - -
NV NV B NN PR NP

|
I
I
It
M i “
N
T z e ST Py
o o o N o o)
T T T T T T T T T T T T
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.C
1 (ppm)



S14

In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.4 M) spectrum of 2b.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.2 M) spectrum of 2b.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.1 M) spectrum of 2b.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.04 M) spectrum of 2b.

Sy
mvéw
8y'v

0Z'L~
1227

YN
G827

|

S N

k62

20'¢
=loe

H\VO.N

Fl0¢c

7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 35 3.0 25 2.0 15 1.0 0.5
1 (ppm)

8.0



S16

In situ "TH-NMR (500 MHz, CDCl3, 298K) spectra of 2b across concentrations 0.04—0.4 M.
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In situ "TH-NMR (500 MHz, CDCl3, 298K) spectra of 2b, (expansion of CH20(CO)-) across
concentrations 0.04-0.4 M.
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In situ 3C-NMR (125 MHz, CDCl3, 298K, 0.2 M) spectrum of 2b.
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In situ "' B-NMR (160 MHz, CDCls, 298 K, 0.4 M) spectrum of 2b.
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In situ "B-NMR (160 MHz, CDCl3, 298 K, 0.2 M) spectrum of 2b.
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In situ ""B-NMR (160 MHz, CDCl3, 298 K, 0.1 M) spectrum of 2b.
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In situ ""B-NMR (160 MHz, CDCl3, 298 K, 0.04 M) spectrum of 2b.
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In situ "B-NMR (160 MHz, CDCl3, 298 K) spectra of 2a across concentrations 0.04—0.4 M.
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YF-NMR (283 MHz, CDCl3, 298 K) spectrum of 2b crystals.
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In situ F-NMR (283 MHz, CDCl3, 298 K, 0.2 M) spectrum of 2b.
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In situ F-NMR (283 MHz, CDCl3, 298 K, 0.04 M) spectrum of 2b.
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In situ F-NMR (283 MHz, CDCl3, 298 K) spectra of 2b across concentrations 0.04-0.4 M
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"H-NMR (500 MHz, CDCl3, 298K) spectrum of 2¢ crystals.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.2 M) spectrum of 2¢.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.1 M) spectrum of 2¢c.
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In situ "TH-NMR (500 MHz, CDCl3, 298K, 0.04 M) spectrum of 2¢.
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In situ "TH-NMR (500 MHz, CDCl3, 298K) spectra of 2¢ across concentrations 0.04—0.4 M.
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In situ "TH-NMR (500 MHz, CDCl3, 298K) spectra of 2¢, expansion of CH20(CO)-) across
concentrations 0.04 —0.4 M.
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In situ ""B-NMR (160 MHz, CDCl3, 298 K, 0.4 M) spectrum of 2c.
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In situ ""B-NMR (160 MHz, CDCl3, 298 K, 0.2 M) spectrum of 2c.
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In situ ""B-NMR (160 MHz, CDCl3, 298 K, 0.1 M) spectrum of 2c.
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In situ ""B-NMR (160 MHz, CDCl3, 298 K) spectrum of 2¢ across concentrations 0.04—0.4 M.
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YF-NMR (283 MHz, CDCl3, 298 K) spectrum of 2¢ crystals.
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In situ F-NMR (283 MHz, CDCl3, 298 K, 0.4 M) spectrum of 2c.
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In situ F-NMR (283 MHz, CDCl3, 298 K, 0.1 M) spectrum of 2c.
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In situ "F-NMR (283 MHz, CDCl3, 298 K) spectra of 2¢ across concentrations 0.04—0.4 M
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In situ "B-NMR (160 MHz, CDCl3, 298 K) spectrum of excess B(CsFs)3.
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In situ F-NMR (283 MHz, CDCl3, 298 K) spectrum of excess B(CsF5)3.
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In situ "TH-NMR (500 MHz, CDCl3, 298K) spectrum of excess 2b.
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In situ "B-NMR (160 MHz, CDCl3, 298 K) spectrum of excess 2b.
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In situ "F-NMR (283 MHz, CDCl3, 298 K) spectrum of excess 2b.
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