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= doublet, ad = apparent doublet � para disubstituted pattern, t 

= triplet, q = quartet and m = multiplet), integration, and 

coupling constant in Hertz (Hz). Infrared (IR) spectra were 

taken in a Nicolet Nexus 670 FT-IR with salt plates. IR spectra 

were reported in cm-1.

4-(p-tolyl)but-3-yn-2-ol (2a). A procedure was adapted from 

a known method.62 To a solution of 4-ethynyltoulene 1a (1.31 

mL, 10.3 mmol) in THF (30 mL) cooled in an ice bath, n-

butyllithium (5.2 mL, 2.5 M in hexanes, 13 mmol) was added 

dropwise. After 30 min, acetaldehyde (0.8 mL, 14 mmol) was 

added dropwise, and the ice bath was removed. After 30 min, 

the reaction mixture was poured onto NH4Cl (15 mL, sat. aq.). 

The resulting mixture was extracted with EtOAc (3 x 15 mL). 

The combined organic phases were washed with brine, dried 

(MgSO4), filtered, and concentrated under reduced pressure. 

Purification by column chromatography (0-40% 

EtOAc/hexanes) afforded alcohol 2a (850 mg, 74%) as a yellow 

oil. Characterization data for this compound has been 

reported.63 An image of the 1H NMR spectrum is supplied in the 

supporting information.

4-(4-(tert-butyl)phenyl)but-3-yn-2-ol (2b). Following the 

procedure above for compound 2a using 4-tert-

butylethynylbenzene 1b, the product (252 mg, 59%) was 

isolated as a colorless solid: 1H NMR (500 MHz; CDCl3) S 7.38 

(d, J = 8.6 Hz, 2H), 7.35 (d, J = 8.6 Hz, 2H), 4.78 (q, J = 6.6 

Hz, 1H), 1.93 (br, 1H), 1.57 (d, J = 6.6 Hz, 3H), 1.33 (s, 9H); 
13C{1H} NMR (125 MHz; CDCl3) S 151.7, 131.4, 125.3, 119.5, 

90.3, 84.1, 58.9, 34.8, 31.2, 24.5; IR (NaCl, thin film, cm-1) 

3286, 2960, 2902, 2886, 2250, 1505, 1365, 1097; HRMS (ESI-

TOF) m/z [M + Na]+ calcd for C14H18NaO+ 225.1250, found 

225.1243.

4-(4-(tert-butyl)phenyl)but-3-yn-2-ol (2c). Following the 

procedure above for compound 2a using phenylacetylene 1c, 

the product (415 mg, 64%) was isolated as a yellow oil. 

Characterization data for this compound has been reported.62 

An image of the 1H NMR spectrum is supplied in the supporting 

information.

4-(4-fluorophenyl)but-3-yn-2-ol (2d). Following the 

procedure above for compound 2a using 4-

fluorophenylacetylene 1d, the product (481 mg, 59%) was 

isolated as a yellow oil. Characterization data for this compound 

has been reported.62 An image of the 1H NMR spectrum is 

supplied in the supporting information.

4-(4-chlorophenyl)but-3-yn-2-ol (2e). Following the 

procedure above for compound 2a using (4-

chlorophenyl)acetylene 1e, the product (722 mg, 80%) was 

isolated as a colorless solid. Characterization data for this 

compound has been reported.64 An image of the 1H NMR 

spectrum is supplied in the supporting information.

4-(4-ethynylphenyl)but-3-yn-2-ol (2f). The procedure above  

for compound 2a was modified by cooling a solution of 1,4-

diethynylbenzene 1f (1.26 g, 9.96 mmol) in THF to � 78 °C 

prior to the addition of nBuLi (4.4 mL, 2.5 M in hexanes, 11 

mmol) and acetaldehyde (236 mg, 5.37 mmol). After 2 h at �78 

°C, the reaction was quenched. The product (513 mg, 56%) was 

isolated as a pale yellow solid: 1H NMR (500 MHz; CDCl3) S 

7.43 (d, J = 7.7 Hz, 2H), 7.38 (d, J = 7.7 Hz, 2H), 4.78 (q, J = 

6.6 Hz, 1H), 3.19 (s, 1H), 2.38 (br, 1H), 1.57 (d, J = 6.6 Hz, 

3H); 13C{1H} NMR (125 MHz; CDCl3) S 132.0, 131.5, 123.1, 

122.0, 93.0, 83.4, 83.2, 79.0, 58.7, 24.3; IR (NaCl, thin film, 

cm-1) 3280, 2984, 2934, 2229, 1498, 1265, 1105, 1034; HRMS 

(EI-TOF) m/z [M]+ calcd for C12H10O+ 170.0726, found 

170.0709.

4-(4-(trifluoromethyl)phenyl)but-3-yn-2-ol (2g). Following 

the procedure above for compound 2a using 4-

trifloromethylphenylacetylene 1g, the product (987 mg, 96%) 

was isolated as a yellow oil. Characterization data for this 

compound has been reported.65 An image of the 1H NMR 

spectrum is supplied in the supporting information.

methyl 4-(3-hydroxybut-1-yn-1-yl)benzoate (2h). The 

procedure above for compound 2a was modified by cooling a 

solution of methyl 4-ethynylbenzoate 1h (498 mg, 3.1 mmol) in 

THF to � 78 °C prior to addition of nBuLi (1.4 mL, 2.5 M in 

hexanes, 3.4 mmol) and acetaldehyde (0.21 mL, 3.7 mmol). 

After 1.5h at � 78 °C, the reaction was quenched. The product 

(322 mg, 51%) was isolated as a pale yellow solid. 

Characterization data for this compound has been reported.63 

An image of the 1H NMR spectrum is supplied in the supporting 

information. 

4-(3-hydroxybut-1-yn-1-yl)benzonitrile (2i). The procedure 

above  for compound 2a was modified by cooling a solution of 

4-ethynylbenzonitrile 1i (640 mg, 5.03 mmol) in THF to � 78 

°C prior to addition of nBuLi (2.2 mL, 2.5 M in hexanes, 5.5 

mmol) and acetaldehyde (0.34 mL, 6.0 mmol). After 2h at � 78 

°C, the reaction was quenched. The product (573 mg, 67%) was 

isolated as a pale yellow solid. Characterization data for this 

compound has been reported.63 An image of the 1H NMR 

spectrum is supplied in the supporting information.

4-(4-(trifluoromethyl)phenyl)but-3-yn-1,1,1,2-d4-2-ol (2j). 

Following the procedure above for compound 2a using 4-

trifloromethylphenylacetylene 1g and d4-acetaldehyde, product 

(814 mg, 75%) was isolated as a yellow oil. Characterization 

data for the unlabeled compound has been reported:65 1H NMR 

(500 MHz; CDCl3) S 7.59 (d, J = 8.6 Hz, 2H), 7.55 (d, J = 8.6 

Hz, 2H), 1.89 (br, 1H); 13C{1H} NMR (125 MHz; CDCl3) S 

131.8, 130.1 (q, JC-F = 32.8 Hz), 126.4 (q, JC-F = 1.8 Hz), 125.2 

(q, JC-F = 3.7 Hz), 123.8 (q, JC-F = 272.1 Hz), 93.3, 82.7. (Note 

that no attempt was made to detect multiples featuring a JC-D 

coupling, which were too broad to readily identify), 2H NMR 

(77 MHz; CDCl3) S 4.74 (s, 1D), 1.52 (s, 3D); 19F{1H} NMR 

(376 MHz; CDCl3) S -62.9; IR (NaCl, thin film, cm-1) 3328, 

2934, 2239, 1616, 1325, 1170, 1126; HRMS (EI-TOF) m/z [M]+ 

calcd for C11H5D4F3O+ 218.0851, found 218.0853.

1-(3-azidobut-1-yn-1-yl)-4-methylbenzene (3a). A solution 

of alcohol 2a (650 mg, 4.0 mmol) in diethyl ether (8 mL) was 

cooled in an ice bath. Triethylamine (1.1 mL, 8.0 mmol) was 

added, followed by dropwise addition of methanesulfonyl 

chloride (0.40 mL, 4.8 mmol). After 5 min, the mixture was 

poured onto NH4Cl (15 mL, sat. aq.). The resulting mixture was 

extracted with diethyl ether (3 x 15 mL). The combined organic 

phases were washed with brine, dried (MgSO4), and 

concentrated under reduced pressure. The crude mesylate (910 

mg) was immediately used without further purification. The 

residue was dissolved in DMF (4 mL). Sodium azide (310 mg, 

4.6 mmol) was added as a solid at room temperature. After 1h, 

the mixture was poured onto water (20 mL). The resulting 

mixture was extracted with EtOAc (3 x 15 mL). The combined 

organic phases were washed with brine, dried (MgSO4), 

filtered, and concentrated under reduced pressure. Purification 

by flash chromatography (gradient elution 0 � 20% EtOAc in 

hexanes) afforded the product as a pale yellow oil (650 mg, 88% 

over two steps): 1H NMR (500 MHz; CDCl3) S 7.38 (d, J = 7.9 

Hz, 2H), 7.15 (d, J = 7.9 Hz, 2H), 4.42 (q, J = 6.8 Hz, 1H), 2.38 
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(s, 3H), 1.55 (d, J = 6.8 Hz, 3H); 13C{1H} NMR (125 MHz; 

CDCl3) S 138.9, 131.8, 129.1, 118.9, 86.3, 84.9, 49.1, 21.6, 

21.5; IR (NaCl, thin film, cm-1) 3030, 2988, 2935, 2870, 2239, 

2095, 1607, 1510, 1222, 1080; HRMS (EI-TOF) m/z [M]+ calcd 

for C11H11N3
+ 185.0947, found 185.0961.

1-(3-azidobut-1-yn-1-yl)-4-(tert-butyl)benzene (3b). 

Following the procedure above for compound 3a using alcohol 

2b, the product (280 mg, 83%) was isolated as a yellow oil over 

two steps: 1H NMR (500 MHz; CDCl3) S 7.44 (d, J = 8.1 Hz, 

2H), 7.38 (d, J = 8.1 Hz, 2H), 4.43 (q, J = 7.0 Hz, 1H), 1.56 (d, 

J = 7.0 Hz, 3H), 1.35 (s, 9H); 13C{1H} NMR (125 MHz; CDCl3) 

S 152.1, 131.6, 125.4, 119.0, 86.3, 84.9, 49.1, 34.8, 31.2, 21.6; 

IR (NaCl, thin film, cm-1) 2964, 2905, 2869, 2101, 1505, 1235, 

1080; HRMS (EI-TOF) m/z [M]+ calcd for C14H17N3
+ 227.1417, 

found 227.1409; [M � N2]+ calcd for C14H17N+ 199.1356, found 

199.1349.

1-(3-azidobut-1-yn-1-yl)-benzene (3c). Following the 

procedure above for compound 3a using alcohol 2c, the product 

(710 mg, 81%) was isolated as a yellow oil over two steps: 1H 

NMR (500 MHz; CDCl3) S 7.52 (d, J = 7.4 Hz, 2H), 7.40-7.34 

(m, 3H), 4.45 (q, J = 7.0 Hz, 1H), 1.57 (d, J = 7.0 Hz, 3H); 
13C{1H} NMR (125 MHz; CDCl3) S 131.9, 128.8, 128.4, 122.0, 

86.2, 85.6, 49.0, 21.6; IR (NaCl, thin film, cm-1) 2989, 2936, 

2101, 1490, 1321, 1236; HRMS (EI-TOF) m/z [M]+ calcd for 

C10H9N3
+ 171.0791, found 171.0794.

1-(3-azidobut-1-yn-1-yl)-4-fluorobenzene (3d). Following 

the procedure above for compound 3a using alcohol 2d, the 

product (220 mg, 85%) was isolated as a colorless oil over two 

steps: 1H NMR (500 MHz; CDCl3) S 7.47 (dd, J = 8.2, 5.7 Hz, 

2H), 7.04 (apparent t, J = 8.6 Hz, 2H), 4.42 (q, J = 7.0 Hz, 1H), 

1.55 (d, J = 7.0 Hz, 3H); 13C{1H} NMR (125 MHz; CDCl3) S 

162.7 (d, JC-F = 250.3 Hz), 133.8 (d, JC-F = 8.3 Hz), 118.1 (d, JC-F 

= 3.4 Hz), 115.6 (d, JC-F = 22.0 Hz), 85.3, 85.1, 48.9, 21.5; 
19F{1H} NMR (376 MHz; CDCl3) S -110.2; IR (NaCl, thin film, 

cm-1) 2990, 2937, 2243, 2099, 1602, 1514, 1222, 835; HRMS 

(EI-TOF) m/z [M]+ calcd for C10H8FN3
+ 189.0697, found 

189.0698.

1-(3-azidobut-1-yn-1-yl)-4-chlorobenzene (3e). Following 

the procedure above for compound 3a using alcohol 2e, the 

product (490 mg, 87%) was isolated as a colorless oil over two 

steps: 1H NMR (500 MHz; CDCl3) S 7.41 (d, J = 8.2 Hz, 2H), 

7.32 (d, J = 8.2 Hz, 2H), 4.42 (q, J = 7.0 Hz, 1H), 1.55 (d, J = 

7.0 Hz, 3H); 13C{1H} NMR (125 MHz; CDCl3) S 134.8, 133.1, 

128.7, 120.5, 86.6, 85.0, 48.9, 21.4; IR (NaCl, thin film, cm-1) 

2988, 2936, 2101, 1490, 1232, 1091, 1014, 828; HRMS (EI-

TOF) m/z [M]+ calcd for C10H8
35ClN3

+ 205.0401, found 

205.0398, [M � N2]+ calcd for C10H8
37ClN+ 207.0372, found 

207.0383.

1-(3-azidobut-1-yn-1-yl)-4-ethynylbenzene (3f). Following 

the procedure above for compound 3a using alcohol 2f, the 

product (116 mg, 61%) was isolated as a yellow oil over two 

steps: 1H NMR (500 MHz; CDCl3) S 7.44 (d, J = 8.0 Hz, 2H), 

7.40 (d, J = 8.0 Hz, 2H), 4.40 (q, J = 6.9 Hz, 1H), 3.17 (s, 1H), 

1.52 (d, J = 6.9 Hz, 3H);13C{1H} NMR (125 MHz; CDCl3) S 

132.1, 131.8, 122.5, 122.4, 87.6, 85.5, 83.1, 79.1, 49.0, 21.4; IR 

(NaCl, thin film, cm-1) 3294, 2989, 2936, 2104, 1498, 1325, 

1234; HRMS (EI-TOF) m/z [M]+ calcd for C12H9N3
+ 195.0791, 

found 195.0785.

1-(3-azidobut-1-yn-1-yl)-4-(trifluoromethyl)benzene (3g). 

Following the procedure above for compound 3a using alcohol 

2g, the product (370 mg, 79%) was isolated as a colorless oil 

over two steps: 1H NMR (500 MHz; CDCl3) S 7.61 (d, J = 8.4 

Hz, 2H), 7.59 (d, J = 8.4 Hz, 2H), 4.44 (q, J = 6.9 Hz, 1H), 1.57 

(d, J = 6.9 Hz, 3H); 13C{1H} NMR (125 MHz; CDCl3) S 132.1, 

130.5 (q, JC-F = 32.7 Hz), 125.8 (q, JC-F = 1.8 Hz), 125.2 (q, JC-F 

= 3.6 Hz), 123.8 (q, JC-F = 272.8 Hz), 88.0, 84.7, 48.8, 21.3; 
19F{1H} NMR (376 MHz; CDCl3) S -62.9; IR (NaCl, thin film, 

cm-1) 2992, 2939, 2105, 1616, 1326, 1192, 1067; HRMS (EI-

TOF) m/z [M]+ calcd for C11H8F3N3
+ 239.0665, found 239.0668.

methyl 4-(3-azidobut-1-yn-1-yl)benzoate (3h). Following the 

procedure above for compound 3a using alcohol 2h, the product 

(164 mg, 78%) was isolated as a yellow oil over two steps: 1H 

NMR (500 MHz; CDCl3) S 8.02 (d, J = 8.3 Hz, 2H), 7.54 (d, J 

= 8.3 Hz, 2H), 4.44 (q, J = 6.9 Hz, 1H), 3.95 (s, 3H), 1.57 (d, J 

= 6.9 Hz, 3H); 13C{1H}  NMR (125 MHz; CDCl3) S 166.4, 

131.8, 130.1, 129.5, 126.6, 88.5, 85.3, 52.3, 48.9, 21.4; IR 

(NaCl, thin film, cm-1) 2991, 2952, 2102, 1725, 1276; HRMS 

(EI-TOF) m/z [M]+ calcd for C12H11N3O2
+ 229.0846, found 

229.0848.

4-(3-azidobut-1-yn-1-yl)benzonitrile (3i). Following the 

procedure above for compound 3a using alcohol 2i, the product 

(260 mg, 72%) was isolated as a yellow oil over two steps: 1H 

NMR (500 MHz; CDCl3) S 7.64 (d, J = 8.0 Hz, 2H), 7.56 (d, J 

= 8.0 Hz, 2H), 4.44 (q, J = 7.0 Hz, 1H), 1.56 (d, J = 7.0 Hz, 3H); 
13C{1H} NMR (125 MHz; CDCl3) S 132.4, 132.1, 126.9, 118.3, 

112.2, 90.0, 84.4, 48.8, 21.2; IR (NaCl, thin film, cm-1) 2989, 

2937, 2229, 2104, 1605, 1501, 1236, 841; HRMS (EI-TOF) m/z 

[M]+ calcd for C11H8N4
+ 196.0743, found 196.0741.

1-(3-azidobut-1-yn-1-yl-3,4,4,4-d4)-4-

(trifluoromethyl)benzene (3j). Following the procedure above 

for compound 3a using alcohol 2j, the product (320 mg, 82%) 

was isolated as a colorless oil over two steps. The data provided 

here is for comparison to the unlabeled compound: 1H NMR 

(400 MHz; CDCl3) S 7.61 (d, J = 8.8 Hz, 2H), 7.59 (d, J = 8.8 

Hz, 2H); 13C{1H}  NMR (125 MHz; CDCl3) S 132.1, 130.5 (q, 

JC-F = 32.9 Hz), 125.8 (q, JC-F = 1.8 Hz), 125.3 (q, JC-F = 8.6 Hz), 

123.8 (q, JC-F = 273.1 Hz), 87.9, 84.7. (Note that no attempt was 

made to detect multiples featuring a JC-D coupling, which were 

too broad to readily identify); 2H NMR (61 MHz; CDCl3) S 4.38 

(s, 1D), 1.50 (s, 3D); 19F{1H} NMR (376 MHz; CDCl3) S -62.9; 

IR (NaCl, thin film, cm-1) 2098, 1617, 1325, 1171, 1129; HRMS 

(EI-TOF) m/z [M]+ calcd for C11H4D4F3N3
+ 243.0916, found 

243.0913.

Triazole Representation

The 1H-1,2,3-triazoles or NH-1,2,3-triazoles likely exist as a 

mixture of tautomeric structures. The structure shown for 

compound 4a has been arbitrarily chosen to represent this motif 

throughout. For a more thorough discussion, please see a 

detailed study on the tautomerization.29

4-(1-methoxyethyl)-5-(p-tolyl)-1H-1,2,3-triazole (4a). A 

solution of azide 3a (38 mg, 0.2 mmol) in MeOH (2 mL) was 

heated to 60 °C in a sealed 4 mL vial. After 24 h, the solution 

was cooled to room temperature and concentrated under 

reduced pressure. Purification by flash chromatography 

(gradient elution 40 � 100% EtOAc in hexanes) afforded the 

product 4a as a colorless solid (39 mg, 91%): 1H NMR (500 

MHz; CDCl3) S 10.95 (br, 1H), 7.68 (d, J = 8.1 Hz, 2H), 7.29 

(d, J = 8.1 Hz, 2H), 4.86 (q, J = 6.6 Hz, 1H), 3.33 (s, 3H), 2.42 

(s, 3H), 1.60 (d, J = 6.6 Hz, 3H); 13C{1H} NMR (125 MHz; 

CDCl3) S 143.8, 142.7, 138.6, 129.5, 128.1, 126.9, 71.0, 56.1, 

21.3, 19.9; IR (NaCl, thin film, cm-1) 3162, 2983, 2932, 2825, 

1454, 1115, 1094, 832; HRMS (ESI-TOF) m/z [M + Na]+ calcd 

for C12H15N3NaO+ 240.1107, found 240.1113.

Page 5 of 9

ACS Paragon Plus Environment

The Journal of Organic Chemistry

1
2
3
4
5
6
7
8
9
10
11
12
13
14
15
16
17
18
19
20
21
22
23
24
25
26
27
28
29
30
31
32
33
34
35
36
37
38
39
40
41
42
43
44
45
46
47
48
49
50
51
52
53
54
55
56
57
58
59
60



5-(4-(tert-butyl)phenyl)-4-(1-methoxyethyl)-1H-1,2,3-

triazole (4b). Following the procedure above for compound 4a 

using azide 3b, the product (56 mg, 97%) was isolated as a 

colorless solid: 1H NMR (500 MHz; CDCl3) S 12.43 (br, 1H), 

7.74 (d, J = 8.3 Hz, 2H), 7.50 (d, J = 8.3 Hz, 2H), 4.90 (q, J = 

6.6 Hz, 1H), 3.34 (s, 3H), 1.61 (d, J = 6.6 Hz, 3H), 1.37 (s, 9H); 
13C{1H} NMR (125 MHz; CDCl3) S 151.6, 143.6, 142.7, 127.9, 

127.0, 125.7, 71.1, 56.1, 34.7, 31.3, 20.0; IR (NaCl, thin film, 

cm-1) 3162, 2983, 2932, 2825, 1454, 1115, 1093, 823; HRMS 

(ESI-TOF) m/z [M + Na]+ calcd for C15H21N3NaO+ 282.1577, 

found 282.1578.

4-(1-methoxyethyl)-5-phenyl-1H-1,2,3-triazole (4c). 

Following the procedure above for compound 4a using azide 

3c, the product (65 mg, 99%) was isolated as a colorless solid: 
1H NMR (500 MHz; CDCl3) S 10.90 (br, 1H), 7.78 (d, J = 7.8 

Hz, 2H), 7.46 (dd, J = 7.8, 7.2 Hz, 2H), 7.40 (t, J = 7.3 Hz, 1H), 

4.89 (q, J = 6.6 Hz, 1H), 3.33 (s, 3H), 1.61 (d, J = 6.9 Hz, 3H); 
13C{1H} NMR (125 MHz; CDCl3) S 143.8, 130.1, 128.7, 128.5, 

128.3, 126.7, 71.1, 56.1, 20.0; IR (NaCl, thin film, cm-1) 3413, 

3161, 2986, 2932, 2823, 1449, 1116, 1097; HRMS (ESI-TOF) 

m/z [M + Na]+ calcd for C11H13N3NaO+ 226.0951, found 

226.0957.

5-(4-fluorophenyl)-4-(1-methoxyethyl)-1H-1,2,3-triazole 

(4d). Following the procedure above for compound 4a using 

azide 3d, the product (48 mg, 99%) was isolated as a colorless 

oil: 1H NMR (500 MHz; CDCl3) S 10.64 (br, 1H), 7.77 (dd, J = 

8.6, 5.6 Hz, 2H), 7.13 (apparent t, J = 8.6 Hz, 2H), 4.84 (q, J = 

6.8 Hz, 1H), 3.32 (s, 3H), 1.58 (d, J = 6.8 Hz, 3H); 13C{1H} 

NMR (125 MHz; CDCl3) S 162.9 (d, JC-F  = 246.6 Hz), 130.1 (d, 

JC-F  = 8.9 Hz), 128.5 (d, JC-F  = 8.5 Hz), 126.3 (d, JC-F  = 2.6 Hz), 

115.7 (d, JC-F  = 21.6 Hz), 115.3 (d, JC-F  = 21.1 Hz), 71.1, 56.0, 

19.8; 19F{1H} NMR (376 MHz; CDCl3) S -112.9; IR (NaCl, 

thin film, cm-1) 3428, 3162, 2987, 2936, 2826, 1508, 1227, 

1115, 1092; HRMS (ESI-TOF) m/z [M + Na]+ calcd for 

C11H12FN3NaO+ 244.0857, found 244.0856.

5-(4-chlorophenyl)-4-(1-methoxyethyl)-1H-1,2,3-triazole 

(4e). Following the procedure above for compound 4a using 

azide 3e, the product (65 mg, 93%) was isolated as a pale yellow 

solid: 1H NMR (500 MHz; CDCl3) S 11.28 (br, 1H), 7.77 (d, J 

= 8.4 Hz, 2H), 7.45 (d, J = 8.4 Hz, 2H), 4.85 (q, J = 6.7 Hz, 1H), 

3.34 (s, 3H), 1.59 (d, J = 6.7 Hz, 3H); 13C{1H} NMR (125 MHz; 

CDCl3) S 143.4, 143.2, 134.7, 129.5, 129.0, 128.6, 71.1, 56.1, 

19.7; IR (NaCl, thin film, cm-1) 3165, 2984, 2933, 2823, 1466, 

1116, 1094, 835; HRMS (ESI-TOF) m/z [M + Na]+ calcd for 

C11H12
35ClN3ONa+ 260.0561, found 260.0570, [M + Na]+ calcd 

for C11H12
37ClN3NaO+ 262.0532, found 262.0533.

5-(4-ethynylphenyl)-4-(1-methoxyethyl)-1H-1,2,3-triazole 

(4f). Following the procedure above for compound 4a using 

azide 3f, the product (48 mg, 99%) was isolated as a pale yellow 

solid: 1H NMR (500 MHz; CDCl3) S 13.1 (br, 1H), 7.80 (d, J = 

7.1 Hz, 2H), 7.60 (d, J = 7.8 Hz, 2H), 4.87 (q, J = 6.6 Hz, 1H), 

3.35 (s, 3H), 3.17 (s, 1H), 1.59 (d, J = 6.6 Hz, 3H); 13C{1H} 

NMR (125 MHz; CDCl3) S 143.5, 143.3, 132.5, 130.6, 128.1, 

122.2, 83.3, 78.3, 71.2, 56.2, 19.8; IR (NaCl, thin film, cm-1) 

3285, 2936, 1450, 1376, 1118; HRMS (ESI-TOF) m/z [M + 

Na]+ calcd for C13H13N3NaO+ 250.0951, found 250.0949.

4-(1-methoxyethyl)-5-(4-(trifluoromethyl)phenyl)-1H-1,2,3-

triazole (4g). Following the procedure above for compound 4a 

using azide 3g, the product (62 mg, 98%) was isolated as a 

colorless solid: 1H NMR (500 MHz; CDCl3) S 11.37 (s, 1H), 

7.98 (d, J = 8.0 Hz, 2H), 7.74 (d, J = 8.0 Hz, 2H), 4.89 (q, J = 

6.6 Hz, 1H), 3.37 (s, 3H), 1.61 (d, J = 6.6 Hz, 3H); 13C{1H} 

NMR (125 MHz; CDCl3) S 143.7, 143.4, 133.7 (q, JC-F  = 1.6 

Hz),, 130.5 (q, JC-F  = 32.6 Hz), 128.5, 125.7 (q, JC-F  = 3.8 Hz), 

124.0 (q, JC-F  = 272.4 Hz), 71.2, 56.2, 19.7; 19F{1H} NMR (376 

MHz; CDCl3) S -62.7; IR (NaCl, thin film, cm-1) 3163, 2988, 

2934, 1622, 1326, 1120, 1070; HRMS (ESI-TOF) m/z [M + 

Na]+ calcd for C12H12F3N3NaO+ 294.0825, found 294.0827.

methyl 4-(4-(1-methoxyethyl)-1H-1,2,3-triazol-5-yl)benzoate 

(4h). Following the procedure above for compound 4a using 

azide 3h, the product (65 mg, 99%) was isolated as a colorless 

solid: 1H NMR (500 MHz; CDCl3) S 13.4 (br, 1H), 8.13 (d, J = 

7.8 Hz, 2H), 7.91 (d, J = 7.8 Hz, 2H), 4.89 (q, J = 6.7 Hz, 1H), 

3.96 (s, 3H), 3.34 (s, 3H), 1.59 (d, J = 6.1 Hz, 3H); 13C{1H} 

NMR (125 MHz; CDCl3) S 167.0, 143.5, 143.3, 134.9, 130.0, 

129.8, 128.1, 71.2, 56.2, 52.3, 19.8; IR (NaCl, thin film, cm-1) 

3193, 2934, 1717, 1614, 1281, 1113; HRMS (ESI-TOF) m/z [M 

+ Na]+ calcd for C13H15N3NaO3
+ 284.1006, found 284.1002.

4-(4-(1-methoxyethyl)-1H-1,2,3-triazol-5-yl)benzonitrile 

(4i). Following the procedure above for compound 4a using 

azide 3i, the product (23 mg, 99%) was isolated as a colorless 

solid: 1H NMR (500 MHz; CDCl3) S 10.26 (br, 1H), 8.02 (d, J 

= 8.4 Hz, 2H), 7.78 (d, J = 8.4 Hz, 2H), 4.88 (q, J = 6.7 Hz, 1H), 

3.36 (s, 3H), 1.59 (d, J = 6.7 Hz, 3H); 13C{1H} NMR (125 MHz; 

CDCl3) S 135.0, 132.5, 132.0, 129.6, 128.7, 118.7, 112.0, 71.2, 

56.2, 19.6; IR (NaCl, thin film, cm-1) 3172, 2985, 2933, 2826, 

2228, 1613, 1115, 1092, 846; HRMS (ESI-TOF) m/z [M + Na]+ 

calcd for C12H12N4NaO+ 251.0903, found 251.0908.

4-(1-methoxyethyl-1,2,2,2-d4)-5-(4-(trifluoromethyl)phenyl)-

1H-1,2,3-triazole (4j). Following the procedure above for 

compound 4a using azide 3j, the product (44.0 mg, quant.) was 

isolated as a colorless solid: 1H NMR (500 MHz; CDCl3) S 

13.03 (br, 1H), 7.96 (d, J = 8.0 Hz, 2H), 7.72 (d, J = 8.0 Hz, 

2H), 3.36 (s, 3H); 13C{1H} NMR (125 MHz; CDCl3) S 143.5, 

133.9, 130.4 (q, JC-F = 32.8 Hz), 128.4, 125.7 (q, JC-F = 3.72 Hz), 

124.0 (q, JC-F = 273.0 Hz), 56.1. (Note that no attempt was made 

to detect multiplets featuring a JC-D coupling, which were too 

broad to readily identify); 2H NMR (77 MHz; CDCl3) S 4.89 (s, 

1D), 1.58 (s, 3D); 19F{1H} NMR (470 MHz, CDCl3) S -62.7; IR 

(NaCl, thin film, cm-1) 3165, 3008, 2933, 2825, 2360, 2343, 

1623, 1411, 1327, 1166, 1125, 1075, 1001, 849; HRMS (ESI-

TOF) m/z [M + Na]+ calcd for C12H8D4F3N3NaO+ 298.1076, 

found 298.1093.

Triazole Synthesis via Prototropic Shift

Due to the observed break in mechanism, a mixture of both 

prototropic and sigmatropic triazole products (4 and 5) were 

observed in some cases. This has been noted below where 

possible. These NH triazoles also demonstrated dynamic 

behavior by 1H NMR and 13C NMR. In most cases, the 13C 

resonances for the triazole carbons were not readily detected 

(very broad and weak signal). For triazole 5e and 5i, a 13C NMR 

is provided in the supporting information that was collected at 

rt in CDCl3 and a second 13C NMR is provided that was 

collected at 60 °C in C6D6, where the remaining carbons are 

detectable.

4-((4-chlorophenyl)(methoxy)methyl)-5-methyl-1H-1,2,3-

triazole (5e). A solution of azide 3e (70 mg, 0.34 mmol) and 

NaOMe (0.77 mL, 25 wt% in MeOH, 3.40 mmol) in MeOH (2.5 

mL) was heated to 60 °C in a sealed 4 mL vial. After 24 h, the 

solution was cooled to room temperature, acidified with AcOH 

(4 mL, 1 M in H2O, 4 mmol) and extracted with EtOAc (5 x 5 

mL). The combined organic layers were dried (Na2SO4), 

filtered, and concentrated under reduced pressure. Purification 

by flash chromatography (gradient elution 40 � 100% EtOAc in 
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hexanes) afforded the product 5e (15 mg, 18%) as a colorless 

oil. Triazole 4e (53 mg, 70%) was also isolated as a colorless 

oil: 1H NMR (500 MHz; CDCl3) S 12.26 (br, 1H), 7.33 (m, 4H), 

5.51 (s, 1H), 3.39 (s, 3H), 2.21 (s, 3H); 13C{1H} NMR (125 

MHz; CDCl3) 138.0, 133.6, 128.9, 128.6, 128.2, 128.0, 77.1, 

56.9, 10.0; 13C{1H} NMR (125 MHz; C6D6, 60 °C) 144.9, 

140.6, 139.2, 133.8, 128.8, 128.4, 77.8, 56.5, 10.0; IR (NaCl, 

thin film, cm-1) 3155, 2928, 1595, 1408, 1194, 1089, 1014, 970, 

835; HRMS (ESI-TOF) m/z [M + Na]+ calcd for 

C11H12ClN3ONa+ 260.0561, found 260.0555.

4-((4-ethynylphenyl)(methoxy)methyl)-5-methyl-1H-1,2,3-

triazole (5f). Following the procedure above for compound 5e 

using azide 3f, triazole 4f (33 mg, 50%) and triazole 5f (17 mg, 

26%, colorless oil) were isolated: 1H NMR (500 MHz; CDCl3) 

S 7.49 (d, J = 8.1 Hz, 2H), 7.35 (d, J = 8.1 Hz, 2H), 5.54 (s, 1H), 

3.40 (s, 3H), 3.07 (s, 1H), 2.19 (s, 3H); 13C{1H} NMR (125 

MHz; CDCl3) 140.2, 132.2, 126.5, 121.6, 83.3, 77.4, 77.4, 57.0, 

10.0; IR (NaCl, thin film, cm-1) 3287, 2934, 1591, 1501, 1192, 

1090, 1018, 969, 847; HRMS (ESI-TOF) m/z [M + Na]+ calcd 

for C13H13N3ONa+ 250.0951, found 250.0948.

4-(methoxy(4-(trifluoromethyl)phenyl)methyl)-5-methyl-1H-

1,2,3-triazole (5g). Following the procedure above for 

compound 5e using azide 3g, triazole 4g  (11 mg, 14%) and 

triazole 5g (57 mg, 71%, colorless oil) were isolated: 1H NMR 

(500 MHz; CDCl3) S 13.17 (br. s, 1H), 7.60 (d, J = 8.2 Hz, 2H), 

7.52 (d, J = 8.2 Hz, 2H), 5.61 (s, 1H), 3.41 (s, 3H), 2.21 (s, 3H); 
13C{1H} NMR (125 MHz; CDCl3) S 143.6, 133.3 (JC-F = 1.6 

Hz), 130.6, 129.9 (JC-F = 32.5 Hz), 126.8, 125.3 (JC-F = 3.6 Hz), 

124.0 (JC-F = 273.5 Hz), 77.2, 57.0, 9.8; 19F{1H} NMR (470 

MHz, CDCl3) S -62.6; IR (NaCl, thin film, cm-1) 3141, 2937, 

1620, 1415, 1326, 1163, 1126, 1067, 1018, 971; HRMS (ESI-

TOF) m/z [M + Na]+ calcd for C12H12F3N3ONa+ 294.0825, 

found 294.0825.

methyl 4-(methoxy(5-methyl-1H-1,2,3-triazol-4-

yl)methyl)benzoate (5h). Following the procedure above for 

compound 5e using azide 3h, triazole 5h (18 mg, 35%) was 

isolated as a colorless oil: 1H NMR (500 MHz; CDCl3) S 12.12 

(brs, 1H), 8.05 � 7.99 (m, 2H), 7.47 (d, J = 8.1 Hz, 2H), 5.60 (s, 

1H), 3.92 (s, 3H), 3.41 (s, 3H), 2.18 (s, 3H); 13C{1H} NMR 

(125 MHz; CDCl3) 166.9, 144.7, 130.0, 129.7, 129.6, 126.5, 

77.4, 57.1, 52.1, 10.0; IR (NaCl, thin film, cm-1) 3147, 2931, 

2359, 1723, 1611, 1436, 1283, 1193, 1096, 1019, 967 752; 

HRMS (ESI-TOF) m/z [M + Na]+ calcd for C13H15N3O3Na+ 

284.1006, found 284.0999.

4-(methoxy(5-methyl-1H-1,2,3-triazol-4-

yl)methyl)benzonitrile (5i). Following the procedure above for 

compound 5e using azide 3i, triazole 5i (67 mg, 76%) was 

isolated as a colorless oil: 1H NMR (500 MHz; CDCl3) S 12.56 

(brs, 1H), 7.65 (d, J = 8.1 Hz, 2H), 7.52 (d, J = 8.1 Hz, 2H), 

5.60 (s, 1H), 3.41 (s, 3H), 2.20 (s, 3H); 13C{1H} NMR (125 

MHz; CDCl3) 145.0, 132.2, 127.1, 118.6, 111.5, 77.0, 57.1, 9.9; 
1H NMR (500 MHz, C6D6) S 7.14 - 7.10 (m, 2H), 7.06 � 7.02 

(m, 2H), 5.33 (s, 1H), 3.03 (s, 3H), 2.00 (s, 3H); 13C{1H} NMR 

(126 MHz, C6D6, 60 °C) S 145.3, 144.3, 140.4, 132.2, 127.3, 

118.7, 112.2, 77.6, 56.7, 9.9; IR (NaCl, thin film, cm-1) 3143, 

2933, 2359, 2229, 1608, 1503, 1444, 1280, 1190, 1092, 971, 

798; HRMS (ESI-TOF) m/z [M + Na]+ calcd for C12H12N4ONa+ 

251.0903, found 251.0906.

4-(methoxy(4-(trifluoromethyl)phenyl)methyl)-5-(methyl-

d3)-1H-1,2,3-triazole (5j). Following the procedure above for 

compound 5e using azide 3j, triazole 5j (49 mg, 71%) was 

isolated as a yellow oil: 1H NMR (500 MHz; CDCl3) S 13.14 

(br, 1H), 7.60 (d, J = 8.1 Hz, 2H), 7.52 (d, J = 8.1 Hz, 2H), 5.62 

(s, 0.5H, ~50%H and ~50%D), 3.41 (s, 3H); 13C{1H} NMR 

(125 MHz, CDCl3) S 143.9, 143.6 (apparent d assigned 1 C for 

d4-5j and 1 C for d3-5j), 139.6, 129.9 (q, JC-F = 31.8 Hz), 126.8, 

125.4, (q, JC-F = 3.7 Hz), 124.1 (q, JC-F = 271.7 Hz), 77.3, 57.0 

(apparent d assigned 1 C for d4-5j and 1 C for d3-5j); 2H NMR 

(77 MHz; CDCl3) S 5.61 (s, 0.5D, ~50%H and ~50%D), 2.17 (s, 

3D); 19F{1H} NMR (470 MHz, CDCl3) S -62.6; IR (NaCl, thin 

film, cm-1) 3136, 3027, 2936, 2828, 1660, 1619, 1588, 1412, 

1327, 1166, 1125, 1068, 1018, 821; HRMS (ESI-TOF) m/z [M 

+ Na]+ calcd for C12H8D4F3N3NaO+ 298.1076, found 298.1076, 

[M + Na]+ calcd for C12H9D3F3N3NaO+ 297.1013, found 

297.1020.
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